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Infra-red  Radiation  Spectra.  By  H.  Becquerel  ( Compt .  rend., 
97,  71 — 74.  Compare  also  Abstr.,  1883,  761). — Tbe  author  has 
examined  the  infra-red  radiation  spectra  of  several  metals  by  the 
method  previously  described  ( Gompt .  rend.,  96,  121). 

Sodium  gives  two  strong  lines  of  wave-lengths  18190  and  10980, 
coincident  with  two  lines  in  the  solar  spectrum.  The  line  at  8190 
can  be  seen  with  an  ordinary  spectroscope,  and  coincides  with 
Brewster’s  solar  line  Y. 

Magnesium  gives  three  strong  lines  at  8755,  10300,  and  11300 
respectively,  coincident  with  three  lines  in  the  solar  spectrum. 

Calcium  in  the  electric  arc  gives  a  strong  band  of  mean  wave¬ 
length  about  8480,  coincident  with  a  group  of  lines  in  the  solar 
spectrum. 

Potassium  gives  five  strong  lines  at  7700,  10030,  10730,  11250  and 
11820  respectively. 

Silver  gives  two  very  strong  lines  at  7720  and  8290  respectively. 

Thallium  gives  a  very  strong  line  at  11050,  very  near  the  second 
sodium  line,  but  much  stronger  than,  and  quite  distinct  from,  the 
latter. 

The  infra-red  region  of  the  spectrum  down  to  about  wave-length 
8600  can  be  seen  with  an  ordinary  spectroscope  by  concentrating  the 
light  on  the  slit  and  filtering  out  the  more  luminous  rays  by  means  of 
a  solution  of  iodine  in  carbon  bisulphide.  C.  H.  B. 

Copper  Oxide  Battery.  By  F.  de  Lalande  and  G.  Chaperon 
(Compt.  rend.,  97,  164 — 166). — The  elements  of  the  battery  are  zinc, 
cupric  oxide,  and  potassium  hydroxide.  The  cupric  oxide  is  in  con¬ 
tact  with  a  plate  of  iron  or  brass  which  forms  the  positive  pole,  or 
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the  outer  vessel  of  the  battery  is  constructed  of  one  of  these  metals. 
The  cupric  oxide  is  the  depolarising  element  of  the  battery,  and  is 
reduced  to  metallic  copper,  its  conductivity  increasing  therefore  as  the 
battery  is  used.  The  electromotive  force  of  this  cell  is  about  one  volt, 
and  its  internal  resistance  is  very  low  and  does  not  sensibly  alter 
while  the  battery  is  in  action.  Small  sizes  give  a  current  of  two 
amperes ;  large  sizes  give  as  much  as  30  amperes.  Since  the  potash 
solution  has  no  action  on  the  oxide  of  copper  nor  on  the  amalga¬ 
mated  zinc,  there  is  no  waste  when  the  battery  is  not  in  action.  The 
reduced  copper  can  be  reconverted  into  oxide  by  roasting.  This 
battery  can  be  used  for  long  periods  through  low  resistances,  since 
depolarisation  is  rapid  and  complete.  C.  H.  B. 

Currents  Produced  by  Immersion  and  Emersion,  and  by  the 
Movement  of  a  Metal  in  a  Liquid.  By  Krouchkoll  ( Gompt .  rend., 
97,  161 — 163). — It  has  been  known  for  some  time  that  if  two  elec¬ 
trodes  of  the  same  metal  are  immersed  in  a  liquid  and  one  of  them  is 
moved,  the  motion  produces  a  current  the  direction  of  which  depends 
on  the  nature  of  the  metal  and  liquid.  If,  too,  one  of  the  electrodes 
is  placed  in  the  liquid  and  the  other  is  immersed  afterwards,  a  current 
is  produced  at  the  moment  of  immersion. 

The  author  finds  that  a  current  is  also  produced  when  one  of  the 
electrodes  is  withdrawn  from  the  liquid.  The  current  at  immersion 
is  in  the  opposite  direction  to  that  produced  by  movement  of  the 
electrode  in  the  liquid  ;  the  current  of  emersion  is  in  the  same  direc¬ 
tion  as  the  current  produced  by  movement.  These  immersion  and 
emersion  currents  are  produced  when  the  metal  is  passed  from  an 
insulating  to  a  conducting  liquid,  as  well  as  when  the  metal  passes 
from  the  air  into  a  liquid.  The  electromotive  force  produced  by 
motion  is  analogous  to  that  produced  by  polarisation :  it  is  destroyed 
by  solutions  of  salts  of  the  metal  of  which  the  electrodes  are  com¬ 
posed,  so  that  if  the  saline  solutions  are  sufficiently  strong,  no  current 
is  produced  by  moving  the  electrode.  These  phenomena  can  be 
explained  by  Helmholtz’s  hypothesis  of  double  layers  of  electrical 
tension.  C.  H.  B. 

Determination  of  the  Limits  of  Electrolysis.  By  C.  Truchot 
( Gomjpt .  rend.,  97,  92 — 93). — Since  the  electromotive  force  required 
to  decompose  a  given  compound  depends  on  the  heat  of  formation  of 
the  compound,  it  follows  that  a  determination  of  the  minimum  elec¬ 
tromotive  force  necessary  to  produce  decomposition,  furnishes  a 
measure  of  the  heat  of  formation  of  the  particular  compound.  The 
author  employs  a  small  Gramme  dynamo,  with  a  Jam  in  magnet,  driven 
by  a  Smidt’s  water-motor  fitted  with  a  special  regulating  apparatus. 
The  electromotive  force  is  practically  proportional  to  the  velocity  of 
the  rotation  of  the  dynamo,  and  this  velocity  can  be  regulated  within 
very  narrow  limits.  The  actual  electromotive  force  is  determined  by 
a  volt-meter  graduated  by  means  of  a  Daniell  element.  Determina¬ 
tions  of  the  minimum  electromotive  force  required  to  electrolyse 
water,  potassium  sulphate,  and  other  compounds,  agree  very  closely 
with  thermochemical  determinations.  C.  H.  B. 
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Pyro-electricity  of  Blende,  Sodium  Chlorate,  and  Boracite. 

By  C.  Friedel  and  J.  Curie  ( Gompt .  rend.,  97,  61 — 66). — Crystals 
of  the  cubical  system  which  show  tetrahedral  bemihedrism  behave 
like  crystals  of  the  hexagonal  system.  If  heated  or  cooled  regularly, 
i.e.,  so  that  the  expansion  or  contraction  is  equal  along  all  the  axes  of 
hemimorphism,  there  is  no  development  of  pyroelectricity,  but  if  the 
heating  or  cooling  is  irregular,  so  that  tension  is  produced  in  different 
parts  of  the  crystal,  then  electricity  is  developed.  These  phenomena 
have  been  observed  with  blende  and  with  sodium  chlorate.  Mallard 
has  shown  that  boracite  at  ordinary  temperatures  belongs  to  the 
rhombic  system,  but  at  about  265°  its  form  changes  to  one  belonging 
to  the  cubical  system.  The  authors  find  that  if  a  plate  of  boracite 
cut  parallel  with  one  of  the  tetrahedral  faces  is  heated  at  300 — 320° 
for  some  time  and  then  allowed  to  cool  regularly,  no  electricity  can 
be  detected  until  the  temperature  falls  to  about  265°,  but  at  this  point 
there  is  a  considerable  development  of  electricity,  which  gradually 
diminishes  in  intensity  and  eventually  changes  in  sign.  It  appears 
therefore  that  when  boracite  cools  regularly  it  only  becomes  pyro¬ 
electric  at  the  point  at  which  it  ceases  to  belong  to  the  cubical 
system.  C.  H.  B. 

Melting  Points  of  Salts.  By  E.  Maumen£  ( Gompt .  rend.,  97,  45 
— 48). — Pure  potassium  nitrate  melts  at  327°  ;  pure  sodium  nitrate  at 
298°.  The  following  table  gives  the  melting  points  of  various  mix¬ 
tures  of  these  and  other  nitrates  as  calculated  and  as  observed : — 


Calculated. 

Observed. 

Difference. 

3KNOs 

+  NaNOs 

320*7 

265—247° 

—  55*7 —  73 ’T 

2KN03 

+  NaN03 

318*4 

265 — 244 

—  55*7 —  74*4 

kno3 

+  NaNOs 

313*8 

265—219 

—  55*7 —  94*8 

KlSTOa 

+  2NaN03 

308*8 

242—224 

-66*8—  84*8 

kno3 

-fi3NaN03 

306*2 

267—237 

-39*2—  69*2 

kno3 

+  AghTOa 

246*8 

169—121 

-77*8—125*8 

1-68KN03 

+  AgN03 

262*5 

191—131 

-71*5—131*5 

ISTaNOa 

+  AgNOs 

231*7 

251*5° 

+  19*8° 

2NaNOs 

+  AgN03 

248*0 

263*0 

4-15° 

AgN03  +  KN03  +  NaNOs 

258*5 

190—130 

-  68—128*5 

NaNOa 

+  Ca(N03)3 

374  or  399°* 

235—216° 

-158  or  183* 

The  first  of  the  observed  temperatures  is  the  point  at  which  crystals 
begin  to  form  in  the  fused  mixture,  and  the  second  is  the  point  at 
which  the  whole  mass  becomes  solid.  The  fall  of  temperature  between 
these  two  points  is  perfectly  gradual,  and  there  is  no  fixed  inter¬ 
mediate  point  which  can  be  regarded  as  the  true  melting  point  of  the 
mixture.  The  mixtures  of  sodium  and  silver  nitrates  do  not  show 
this  irregularity,  but  have  a  definite  melting  point.  Calcium  nitrate, 
which  cannot  be  fused  alone  without  decomposition,  melts  readily 
when  added  in  small  quantities  to  fused  sodium  nitrate,  and  does  not 
decompose.  Zinc  nitrate  behaves  in  a  peculiar  manner.  When  a  pre¬ 
viously  fused  and  resolidified  mixture  of  sodium  and  calcium  nitrates 

*  According  as  the  melting  point  of  calcium  nitrate  is  taken  as  450°  or  500°. 
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in  equivalent  proportions  is  added  gradually  to  gently  heated  zinc 
nitrate,  the  fragments  of  the  mixture  decompose  at  a  temperature  as 
low  as  210°,  and  decomposition  continues  so  long  as  any  of  the  frag¬ 
ments  remain  undissolved,  but  ceases  when  the  whole  mass  becomes 
completely  liquid.  The  same  phenomenon  is  observed  on  each  succes¬ 
sive  addition  of  the  mixture.  A  mixture  of  the  three  nitrates  in 
equivalent  proportions  solidifies  at  170°,  about  80*5°  above  the  calcu¬ 
lated  melting  point.  C.  H.  B. 

Barium  Alcoholate.  By  De  Forcrand  (Gompt.  rend.,  97,  170 — - 
172).  —  Barium  alcoholate  is  so  readily  decomposed  by  atmospheric 
moisture,  that  it  is  almost  impossible  to  obtain  it  free  from  hydroxide, 
and  in  thermochemical  determinations  it  is  necessary  to  make  a  cor¬ 
rection  for  this  impurity.  The  heat  of  solution  of  the  alcoholate  at 
20°  is  -f  19*76  cal.,  from  which  it  follows  that  — 

2C2H60  liquid  -f  BaO  solid  =  (C2H*0)2Ba  solid  4  H20  solid 
develops  4  14*48  cal. 

2C2H60  liquid  4  BaH202  solid  =  (C2H50)2Ba  solid  +  2H20  solid 
develops  —  1*68  cal. 

This  development  of  heat  is  somewhat  smaller  than  that  produced 
by  the  hydration  of  barium  oxide.  The  reverse  reaction  (C2H50)2Ba 
solid  4-  2H20  liquid  =  2C2H60  liquid  4  BaH202  solid,  develops 
4  4*56  cal.  These  results  explain  the  known  properties  of  the  alcoho¬ 
late.  In  presence  of  excess  of  alcohol  it  is  necessary  to  take  into 
account  the  heat  of  solution  of  the  alcoholate  in  alcohol  and  the  for¬ 
mation  of  secondary  alcoholates  similar  to  those  of  sodium.  The  heat 
of  solution  in  a  large  excess  of  alcohol  is  4  20  cal. ;  if  a  saturated 
solution  is  formed  it  is  4  12*50  cal.  By  reason  of  the  dissociation  of 
the  secondary  alcoholates,  an  alcoholic  solution  of  barium  alcoholate 
always  contains  (C2H50)2Ba.  If  such  a  solution  is  mixed  with  a  small 
quantity  of  water,  part  of  the  alcoholate  is  converted  into  hydroxide, 
and  the  latter,  being  insoluble,  is  precipitated.  The  equilibrium  of  the 
system  is  thus  disturbed,  and  the  conversion  of  the  alcoholate  into 
hydroxide  continues  until  all  the  water  has  been  precipitated  as  barium 
hydroxide. 

The  following  table  shows  the  relative  stability  of  the  metallic 
derivatives  of  certain  alcohols  and  acids  with  respect  to  water  and 
acids.  It  is,  however,  also  necessary  to  take  into  account  the  forma¬ 
tion  of  secondary  compounds  (hydroxides,  secondary  alcoholates,  basic 
salts,  &c.),  since  the  heat  of  formation  of  these  bodies  may  change  the 
direction  of  the  reaction  : — 


f*2C2H60  liquid  +  BaO  solid  =  (C2H50)2Ba  solid  +  H20  solid 
J  develops  4  14*48  cal. 

|  2C2H60  liquid  4  BaH202  solid  =  (C2H50)2Ba  solid  4  2H20  solid 
develops  —  1*68  cal. 


f2C2H60  liquid  4  Na20  solid  =  2C2H5lSraO  solid  4  H20  solid 
J  develops  4  34*70  cal. 

j  C2H60  liquid  4  NaHO  solid  —  C2H5NaO  solid  4  H20  solid 
develops  4  0*25  cal. 


GENERAL  AND  PHYSICAL  CHEMISTRY. 


5 


2C2H3Na03  solid  4  Ha^O  solid  ; 
develops  4  34*54  cal. 

C2H3Na03  solid  4  NaHO  solid 
develops  4  0*12  cal. 

2C6H60  solid  4  K20  solid  == 
develops  4  76*4  cal. 

06H60  solid  +  KHO  solid  = 
L  develops  4  17*7  cal. 

H2S04  solid  4-  Na20  solid  = 
develops  4  103*6  cal. 

H2S04  solid  -f  2KaHO  solid  : 
develops  4  69*4  cal. 


=  2C2H2Na203  solid  4  H20  solid 
=  CgHsHagO*  solid  4  H20  solid 

2C6H6KO  solid  4  H20  solid 
=  C6H5KO  solid  4  H20  solid 

Na2S04  solid  4  H20  solid 
=  Ha^SO*  solid  4  2H20  solid 

C.  H.  B. 


Heat  of  Formation  of  Potassium  Fluorides.  By  Guntz  ( Gompt , 
rend.,  97,  256 — 258). — Anhydrous  Potassium  Fluoride . — The  neutral¬ 
isation  of  1  mol.  hydrofluoric  acid  (dilute)  by  potassium  hydroxide 
(dilute)  develops  4  16*12  cal.  The  heat  of  solution  of  the  anhy¬ 
drous  fluoride  is  3*6  cal.  These  results  agree  with  those  of  Thomsen 
and  Favre  respectively. 

KHO  solid  4  HF  liquid  =  KF  solid  4  H20  solid  develops 
4  30*98  cal. 

KHO  solid  4  HF  gas  =  KF  solid  4  H20  solid  develops  4  38*22  cal. 

Crystallised  Potassium  Fluoride ,  KF.2H20. — Heat  of  solution  — 1*03 
cal. :  heat  of  hydration,  KF  solid  4  2H20,  liquid  =  KF,2H20  solid, 
develops  4  4*63  cal. ;  with  2H20  solid,  4  1*8  cal. 

KHO  solid  4  HF  liquid  4  H20  solid  =  KF,2H20  solid  develops 
4  34*17  cal. 

KHO  solid  4  HF  gaseous  4  H20  solid  =  KF,2H20  solid  develops 
4  41*41  cal. 


The  action  of  1  mol.  hydrofluoric  acid  on  1  mol.  potassium  fluoride 
in  dilute  solution  is  accompanied  by  an  absorption  of  heat  —  0  57 
cal. ;  a  phenomenon  similar  to  that  observed  in  the  case  of  hydrogen 
potassium  sulphate.  The  heat  of  solution  of  potassium  hydrogen 
fluoride,  KF,HF  is  —  6  01  cal. 

KF  solid  4  HF  gas  =  KF,HF  solid  develops  4  21*04  cal. 

KF  solid  4  HF  liquid  =  KF,HF  „  „  4  13*80  „ 

KHO  solid  4  2HF  gas  =  KF,HF  solid  4  H20  solid  develops 
4  53*13  cal. 

KHO  solid  4  2HF  liquid  =  KF,HF  solid  4  HaO  solid  develops 
4  38*65  cal. 

C.  H.  B. 

Compressibility  and  Liquefaction  of  Gases.  By  J.  Jamin 
(Compt.  rend.,  97, 10 — 16;  see  also  Abstr.,  1883,  898). — The  author  has 
represented  the  results  of  Andrews’  experiments  by  a  series  of  curves, 
the  ordinates  of  which  represent  the  density  of  the  gas,  and  the 
abscissae  the  pressure  for  the  several  temperatures  13*1°,  21*5°,  311°, 
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32*5°,  35*5°,  at  which  the  experiments  were  made.  Below  the  critical 
point,  the  curve  is  at  first  slightly  convex  with  respect  to  the  axis  x, 
because  the  density  increases  more  quickly  than  the  pressure,  but  at  a 
certain  point,  B,  the  curve  suddenly  changes  in  direction.  At  this 
point,  the  gas  has  attained  its  maximum  tension,  and  liquefaction 
commences,  the  curve  continuing  in  the  new  direction  until  liquefac¬ 
tion  is  complete,  when  it  suddenly  takes  a  direction  corresponding 
with  a  slow  increase  in  density,  this  part  of  the  curve  being  slightly 
concave  because  the  compressibility  gradually  decreases.  That  this 
interpretation  of  the  curve  is  correct  is  proved  by  the  fact  that  the 
maximum  tensions  of  the  gas  at  the  different  temperatures  correspond 
with  the  points  B,  B',  B",  &c.,  at  which  the  direction  of  the  curve 
changes.  Comparison  of  the  different  curves  shows  that  the  minimum 
density  of  the  liquid  at  the  moment  of  its  formation  is  at  first  much 
higher  than  the  maximum  density  of  the  gas  when  it  begins  to 
liquefy,  but  the  difference  between  these  two  densities  diminishes  as 
the  temperature  rises,  and  at  35°  the  difference  is  nil ,  from  which  it 
follows  that  below  35°  the  liquid  ought  to  form  and  separate  from  the 
gas  by  reason  of  its  higher  density,  but  above  35°,  although  the  liquid 
is  still  formed,  it  cannot  separate  from  the  gas..  The  author  has  calcu¬ 
lated  the  ratios  between  the  density  of  the  gas  and  the  density  of  the 
liquid  in  Andrews’  experiments,  and  also  the  coefficient  of  expansion 
between  31*1°  and  35*5°.  These  coefficients  are  very  high,  and  undergo 
remarkable  changes.  Between  75*6  and  76  atmos.  the  coefficient  of 
expansion  rises  suddenly*  from  0*0821  to  0*2716,  which  can  only  be 
explained  by  supposing  that  at  this  pressure  and  at  31*1°  the  gas  is 
really  liquefied,  although  apparently  gaseous,  and  when  the  tempera¬ 
ture  rises  to  35*5°  it  again  passes  into  the  gaseous  state.  Again, 
between  82  and  83*4  atmos.  the  coefficient  suddenly  falls  from  0*13114 
to  0*0703,  a  fact  which  can  only  be  explained  by  supposing  that  at 
this  pressure  and  even  at  the  higher  temperature  the  gas  is  again 
liquefied,  although  apparently  remaining  gaseous.  It  would  appear 
that  the  homogeneous  mass  in  the  vessel  under  these  conditions  is  not 
really  gaseous,  because  it  has  too  high  a  density,  nor  yet  really  liquid, 
because  it  has  a  high  coefficient  of  expansion  and  compressibility,  but 
that  it  exists  in  an  intermediate  state.  Detailed  examination  of  the 
curves  corresponding  with  temperatures  above  the  critical  point  sup¬ 
ports  these  views.  The  following  table  gives  the  successive  incre¬ 
ments  of  density  due  to  successive  equal  increments  of  pressure : — 

Atmos.  70  72  74  76  78  80  82  84  86  88  90  92  94  96  98  100 
D'-D  —  10  11  12  13  31  38  72  27  15  13  9  8  7  7  5 

It  is  evident  that  between  82  and  84  atmos.  the  gas  is  liquefied,  and 
it  is  also  evident  that  this  change  although  very  rapid  is  not  abrupt. 
It  becomes  less  rapid  and  takes  place  at  higher  pressures  as  the  tem¬ 
perature  rises.  The  results  of  Cailletet  and  Amagat’s  experiments 
with  oxygen,  hydrogen,  and  similar  gases  at  high  pressures  are  repre¬ 
sented  by  curves  similar  to  those  representing  Andrews’  experiments 
above  the  critical  point.  In  every  case  the  curve  is  convex  at  low 
pressures  and  concave  at  high  pressures,  with  an  intermediate  point 
of  inflexion  which,  according  to  the  author’s  view,  is  the  point  at 
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which  the  gas  liquefies.  The  increments  of  density  in  Amagat’s 
experiments  with  oxygen  at  0‘3°  are  given  in  the  following  table: — 

Atmos.  20  30  40  50  60  70  80  90  100  110  120  130 

D'-D  —  76  77  77  78  78  79  79  82  83  77  78 

Atmos.  140  150  160  170  180  190 

D'-D  78  78  77  76  75  75 

It  would  appear  that  the  oxygen  really  liquefies  between  100  and 
110  atmos.,  although  the  change  is  not  so  well  marked  as  in  the  case 
of  carbonic  anhydride.  The  following  table  gives  the  points  of  in¬ 
flexion  and  maximum  compressibility  (H)  as  determined  by  Amagat’s 
experiments  : — 


Point  of  inflexion. 

H. 

Oxygen  .... 

. . . .  102  atmos. 

130  atmos. 

Methane  .... 

95  „ 

127  „ 

Ethylene. .  . . 

....  67  „ 

83  „ 

Nitrogen. . . . 

55  „ 

109  „ 

Hydrogen  . . 

.  .  .  ♦  0  y, 

0  „ 

It  is  evident  that  at  a  higher  temperature  these  points  of  inflexion 
and  maximum  compressibility  will  correspond  with  higher  pressures, 
but  at  a  sufficiently  low  temperature  the  point  H  will  differ  but  little 
from  the  point  of  origin  of  the  curve,  and  experiments  will  give  only 
that  portion  of  the  curve  >  beyond  K,  which  always  represents  a 
diminishing  compressibility;  but  this  is  actually  observed  in  the 
case  of  hydrogen.  It  follows  therefore  that  at  the  ordinary  tempera¬ 
ture,  and  under  a  pressure  of  3 — 4  atmos.,  hydrogen  has  passed  its 
point  of  inflexion,  or,  in  other  words,  is  really  liquid.  This  conclusion 
is  in  accord  with  the  law  of  continuity,  and  brings  hydrogen,  which 
has  hitherto  been  regarded  as  an  exception,  under  the  general  laws  of 
the  compressibility  of  gases.  C.  H.  B. 

Change  of  Volume  of  Metals  and  Alloys  at  Melting.  By 

E.  Wiedemann  (Ann.  Phys.  Ghem.  [2],  20,  228 — 243). — The  author  has 
made  a  series  of  experiments  on  the  expansion  of  volume  at  melting 
point,  and  the  relative  rates  of  cooling  of  tin  and  certain  alloys  of 
bismuth  and  lead. 

The  dilatometer  method  was  employed.  The  substance  to  be 
examined  was  enclosed  in  a  closely  fitting  glass  cylinder,  at  the 
upper  end  of  which  was  fixed  a  capillary  tube.  The  most  con¬ 
venient  liquid  for  filling  the  apparatus  was  found  to  be  oil,  which 
has  the  advantage  of  not  evolving  air  when  heated  to  200°  ;  more¬ 
over,  it  does  not  possess  an  appreciable  vapour-tension  at  that  tem¬ 
perature.  When  heated  above  that  point  the  oil  attacks  the  metal. 
The  rate  of  cooling  was  determined  by  heating  the  metal  to  260°  in  an 
iron  vessel.  A  thermometer  protected  by  a  glass  cap  filled  with  oil 
was  enclosed  within  the  molten  mass.  The  whole  apparatus  was  then 
immersed  in  a  double  walled  metallic  vessel,  the  intermediate  space 
between  the  walls  being  filled  with  water.  The  intervals  of  time  re¬ 
quired  for  cooling  5°  were  carefully  measured ;  the  reciprocal  value 
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for  these  times  may  be  taken  as  a  measure  for  the  velocity  of  cooling 
of  the  metal. 

In  three  experiments,  it  was  found  that  tin  on  melting  expanded  in 
volume  1*76,  1*69,  2*20  per  cent.  These  results  are  in  direct  contra¬ 
diction  to  those  of  Nies  and  Winkelmann,  who  melted  a  large 
quantity  of  the  metals  and  then  dropped  in  a  solid  fragment  of  the 
same  metal,  and  observed  whether  this  fragment  floated  or  sunk.  But 
the  author  points  out  that  in  this  method  it  would  be  exceedingly 
difficult  to  avoid  convection  currents,  which  would  be  liable  to  carry 
up  the  solid  fragments  to  the  surface  in  the  centre  of  the  vessel. 
Experiments  also  proved  that  soft  solder  expands  almost  2  per  cent, 
of  its  volume  in  melting. 

Alloys  of  Bismuth  and  Lead. — Pb2Bi  of  sp.  gr.  11  *4  begins  to  show 
an  increase  of  expansion  at  about  120 — 136^,  which  reaches  its  maxi¬ 
mum  at  180°.  When  heated  to  240°  and  allowed  to  cool,  the  tempera¬ 
ture  remained  constant  for  long  intervals  of  time  at  180°  and  125°, 
the  two  melting  points  of  the  alloy.  BiPb,  sp.  gr.  11*03,  expands 
abnormally  between  127°  and  132°,  melts  at  146°  and  125°.  PbBi2, 
sp.  gr.  10*96,  expands  abnormally  between  126°  and  132°,  melts  at 
140°  and  124°.  PbBh,  sp.  gr.  9*73,  expands  most  markedly  between 
120°  and  136°,  melts  at  125°  and  200°.  PbBi8,  sp.  gr.  8*6,  melts  par¬ 
tially  between  125°  and  130°,  contracts  between  172°  and  204°;  its 
melting  points  are  170°  and  120°.  The  results  of  these  experiments 
show  that  these  alloys  contain  a  definite  compound  of  composition 
between  PbBi  and  PbBi2,  whose  melting  point  is  about  125°,  and  in 
which  the  excess  of  one  metal,  lead  or  bismuth,  as  the  case  may  be, 
dissolves.  For  equal  increments  of  temperature,  the  proportion  of  the 
metal  dissolved  rapidly  increases.  From  the  changes  of  volume  at 
temperatures  above  the  first  melting  point  one  can  conclude  whether 
the  metal  in  excess  expands  or  contracts  on  melting.  The  experi¬ 
ments  would  seem  to  indicate  an  expansion  of  lead  and  a  contraction 
of  bismuth,  a  result  in  accordance  with  previous  observations.  For 
example,  the  alloy  PbBi8  consists  of  an  alloy  of  low  melting  point,  in 
which  the  excess  of  bismuth  dissolves ;  if  it  be  gradually  warmed  to 
120°,  the  alloy  and  the  excess  of  bismuth  expand  regularly.  At  this 
temperature  the  alloy  melts  with  marked  expansion,  and  contains  the 
solid  bismuth  in  suspension  ;  above  that  point,  the  bismuth  gradually 
dissolves  and  melts,  while  the  rate  of  expansion  pari  passu  decreases. 

Y.  H.  Y. 

Specific  Volume  of  Saturated  and  Unsaturated  Alkyl  Salts. 

%  F.  Weger  ( Annalen ,  221,  61 — 107). — The  author  has  made  a 
series  of  determinations  of  saturated  and  unsaturated  hydrocarbons 
and  alkyl  salts,  in  order  to  ascertain  the  differences  of  specific 
volume  corresponding  to  known  differences  of  molecular  weight. 
The  method  adopted  is  that  proposed  by  Kopp,  with  slight  modifi¬ 
cations  ;  the  dilatometer  was  not  heated  in  a  bath  of  liquid,  but 
was  wholly  immersed  in  the  vapour  of  some  volatile  liquid.  By  this 
means  corrections  for  the  cool  part  of  the  dilatometer  projecting 
outside  the  liquid,  and  its  unequal  heating  from  convection  currents, 
are  avoided.  The  readings  were  made  with  the  naked  eye,  and  a 
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mirror  to  exclude  errors  of  parallax.  The  boiling*  points  were  deter¬ 
mined  by  Kopp  and  Pawlewski’s  methods.  The  tables  on  pp.  9, 
10  and  11,  contain  a  summary  of  the  author’s  results.  In  Table  I  are 
given  the  reagents  by  which  the  several  compounds  were  obtained, 
and  the  experimental  values  for  a-4,  6“8,  c~9  in  the  general  equation 
V  =  1  -f  at  h  bt2  +  ct 3,  representing  the  expansion  of  volume  for 
increase  of  temperature.  In  Table  II  are  the  boiling  points,  sp,  gr. 
at  0°  and  at  boiling  point,  and  the  specific  volumes  deduced  from  the 
data. 


Table  II. 


Name  of  Substance. 

Boiling 

point. 

Sp.  gr.  at  0°. 

Sp.  gr.  at 
b.  p. 

Specific 

volume. 

Ethylbenzene  . 

136 

5 

0 

*88316 

0 

7612 

138 

93 

Phenylethylene  . 

146 

2 

0 

9251 

0 

7914 

131 

11 

Phenylacetylene  . . 

141 

6 

0 

94658 

0 

8032 

125 

8 

Phenyl  bromide . 

153 

6 

1 

5203 

1 

308 

119 

7 

Acetylene  dibromide . 

109 

4 

2 

2983 

2 

0352 

91 

72 

Cinnamic  acid . 

300 

1 

0364 

0 

90974 

162 

29 

Methyl  cinnamate . 

259 

6 

1 

0415 

0 

83888 

188 

17 

Ethyl  „  . 

271 

1 

0662 

0 

82143 

213 

75 

Tropyl  „  . . 

285 

1 

1 

0435 

0 

7917 

239 

43 

Phenylpropionic  acid . 

279 

8 

2 

07H5 

0 

8780 

170 

44 

Methyl  phenylpropionate  . 

336 

6 

1 

0473 

0 

83824 

195 

19 

Ethyl  phenylpropionate  . 

248 

1 

1 

0348 

0 

80182 

221 

48 

Propyl  phenylpropionate  . 

262 

1 

1 

0152 

0 

77886 

245 

96 

Methyl  acrylate . 

80 

3 

0 

93788 

0 

87194 

98 

4 

Ethyl  „  . 

98 

5 

0 

93928 

0 

81970 

121 

71 

Propyl  „  . 

122 

9 

0 

91996 

0 

7847 

144 

95 

a/3-Dibromopropyl  alcohol  .... 

219 

2 

1682 

1 

7535 

123 

96 

Ethyl  propionate . 

98 

3 

0 

91224 

0 

79472 

128 

06 

Methyl  a/3-dibroniopropionate. . 

205 

8 

1 

9777 

1 

614 

151 

99 

Ethyl-  „  ... 

214 

6 

1 

8279 

1 

4554 

178 

14 

Propyl-  „ 

233 

1 

7014 

1 

3391 

204 

09 

Methyl  oxalate . . . 

163 

3 

1 

1579 

1 

0039 

117 

26 

Ethyl  „  . . . 

186 

i 

103 

0 

87652 

166 

18 

Dimethyl  succinate . . . 

195 

2 

1 

1162 

0 

912 

159 

72 

Methyl  ethyl  ,,  . 

208 

2 

1 

0925 

0 

86482 

184 

58 

Diethyl  ,,  . 

215 

4 

1 

0592 

0 

82726 

209 

85 

Trimethyl  phosphate . 

197 

2 

1 

2378 

1 

0019 

139 

45 

Dimethyl  ethyl  phosphate . 

203 

3 

1 

1752 

0 

95188 

161 

45 

Homologous  Compounds. — On  comparing  the  specific  volumes  of 
homologous  compounds  of  analogous  composition,  it  is  found  that 
the  difference  of  specific  volume  for  every  CH2  is  very  variable.  In 
the  case  of  the  ethereal  salts  of  phosphoric  acid,  the  difference 
is  equal  to  Kopp’s  average  value,  22  ;  for  the  alkyl  salts  of  the 
acids  of  the  acetic  and  acrylic  series,  the  difference  is  rather  greater 
than  23  ;  for  those  of  the  succinic,  pbenylpropionic,  and  acrylic  acids 
it  varies  from  25 — 26.  In  the  homologous  alcohols,  the  specific 
volume  for  the  CH2  group  is  about  20.  Although  the  volume  for 
CH2  varies  with  different  series  of  compounds,  yet  it  is  practically 


12 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


constant  for  various  alkyl  salts  of  one  and  the  same  acid,  although 
not  for  corresponding  ethereal  salts  of  homologous  acids.  Thus,  for 
example,  the  volume  difference  between  ethyl  oxalate  and  methyl 
ethyl  succinate  is  not  equal  to  that  between  methyl  ethyl  and  ethyl 
succinate.  Facts  such  as  these  cause  questions  to  be  raised  as  to  the 
precise  definition  of  homologous  compounds. 

Isologous  Compounds.  —  Similarly  on  comparing  the  results  ob¬ 
tained  for  saturated  and  unsaturated  compounds,  the  difference  in 
specific  volume  for  H2  or  nH2  varies  from  5  to  9  or  some  multiple  of 
these  numbers.  The  observations  of  the  author  in  this  respect  are  in 
accordance  with  those  of  Buff,  Zander,  and  Schiff. 

Thorpe  assigned  the  number  53’48  as  the  molecular  volume  of 
bromine  (this  Journal,  Trans.,  1880,  384)  ;  in  the  author’s  results, 
differences  of  Br2  in  isologous  compounds,  as  allyl  and  dibromopropyl 
alcohols,  correspond  with  differences  of  specific  volume  varying  from 
49  96  to  59T4.  Similar  variations  in  the  differences  of  specific 
volume  corresponding  with  uniform  differences  of  C6H4  and  C2H2Br2 
in  the  molecule  are  also  observable. 

The  specific  volume  values  of  the  aromatic  compounds  examined  by 
the  author  were  found  to  be  greater  than  the  values  calculated  accord¬ 
ing  to  Kopp’s  general  rules.  V.  H.  Y, 

Law  of  Smallest  Volumes.  By  W.  Muller-Erzbach  ( Annalen, 
221,  125 — 132). — In  this  communication,  the  author  adduces  further 
arguments  in  support  of  his  law  that  in  any  chemical  reaction  the 
elements  tend  to  arrange  themselves  in  those  forms  of  combination 
which  occupy  the  smallest  volume,  or  that  greater  condensation  is 
correlated  with  greater  affinity  (comp.  Abstr.,  1882,  137,  451,  1024). 

For  example,  the  sum  of  the  volumes  of  the  trichlorides  of  phos¬ 
phorus  and  boron  plus  three  atoms  of  bromine,  or  of  silicon  tetrachlo¬ 
ride  plus  four  atoms  of  bromine,  is  greater  than  the  sum  of  the 
volumes  of  the  tribromides  of  phosphorus  and  boron  plus  three  atoms 
of  chlorine,  or  of  silicon  tetrabromide  plus  four  atoms  of  chlorine. 

Again,  the  experiments  of  Kammerer  {Ann.  Phys.  Chem .,  138, 
290)  have  proved  that  hydrated  chloric  acid,  HC103,7H20,  occupies 
a  molecular  volume  of  164*4,  and  hydrated  iodic  acid,  H203,9H>0,  of 
158*9  ;  if  to  the  molecular  volume  of  chloric  acid  the  number  36,  or 
the  molecular  volume  of  two  molecules  of  water  be  added,  the  volumes 
of  chloric  and  iodic  acid  will  be  in  the  ratio  of  200  to  159.  Accord¬ 
ing  to  the  author’s  law,  iodic  should  be  more  stable  than  chloric  acid, 
and  the  experiments  of  Serullas  have  shown  that  an  aqueous  solution 
of  the  former  decomposes  at  40°,  whilst  those  of  Gay-Lussac  prove 
that  only  a  partial  decomposition  of  an  aqueous  solution  of  the  latter 
commences  at  200°.  Kremers  has  demonstrated  that  there  is  an  in¬ 
crease  of  volume  when  potash  and  soda  are  neutralised  with  nitric, 
hydrochloric,  and  sulphuric  acids.  The  author  has  pointed  out  that 
this  apparent  discrepancy  from  his  law  may  be  explained  by  the 
greater  affinity  of  the  molecules  of  water  for  the  acid  and  the  alkali 
on  the  one  hand  than  for  the  resultant  salt  on  the  other.  Thus  an 
expansion  instead  of  a  contraction  is  the  final  result.  In  this  con¬ 
nection,  the  author  cites  the  experiments  of  Ostwald,  who  proved  that 
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the  volume  occupied  by  a  given  weight  of  water  containing  in  solution 
an  equivalent  of  potash  is  less  than  that  occupied  by  the  same  weight 
of  water  plus  one  equivalent  of  potash  taken  separately.  The  same 
result  holds  good  in  the  case  of  sulphuric  acid  and  water.  Hence  it 
may  be  stated  that  the  result  of  the  neutralisation  of  potash  and  soda 
with  nitric,  hydrochloric,  and  sulphuric  acids  is  a  contraction  of 
volume,  but  that  this  contraction  is  so  masked  by  the  presence  of 
large  quantities  of  water  that  an  expansion  is  the  final  result. 

V.  H.  V. 


Method  of  Correcting  the  Weight  of  a  Body  for  the  Buoyancy 
of  the  Atmosphere  when  the  Volume  is  Unknown.  By  J.  P. 

Cooke  ( Chem .  News ,  48,  39 — 41). — It  is  well  known  that  corrections 
for  the  buoyancy  of  the  atmosphere  are  seldom  made  because  of  the 
great  trouble  attached  to  obtaining  the  required  data,  and  from  them  the 
necessary  correction.  The  author  proposes  to  obviate  these  difficulties 
in  the  following  manner : — Assuming  that  the  atmosphere  within  the 
balance-case  is  dry,  easily  effected  by  open  vessels  of  strong  sulphuric 
acid,  the  only  corrections  required  are  for  temperature  and  pressure. 
To  effect  this  the  author  fixes  on  two  standards,  viz.,  30  inches  for  the 
barometric  pressure,  and  27°  C.  (=  300°  on  the  so-called  “absolute 
scale  ”)  for  temperature  :  hence  a  variation  of  ^th  of  an  inch  from 
this  standard  will  cause  a  change  of  in  the  resultant  effect  of  the 
buoyancy  of  the  air  on  the  load  and  its  counterpoise,  and  according  to 
the  law  of  Charles,  the  variation  of  1°  from  27°  C.  produces  a  similar 
change. 

With  these  standards,  corrections  for  temperature  are  made  by 
reducing  the  barometric  pressure  to  27°  C.,  and  then  by  taking 
weighings  of  the  object  for  which  the  correction  is  required  under 
varying  conditions  of  temperature  and  pressure  :  the  difference  in 
weight  corresponding  to  y^th  of  an  inch  variation  in  the  barometer  is 
easily  found,  and  a  constant  for  the  object  weighed  is  obtained  by 
which  the  weights  can  be  readily  reduced  to  the  standard  30-inch 
barometric  pressure,  after  having  reduced  them  to  the  standard  tem¬ 
perature,  27°  C.  It  is  simply  necessary  to  multiply  the  difference 
between  300  and  the  reduced  barometric  pressure,  and  add  or  subtract 
the  product,  as  the  case  may  be,  from  the  observed  weights.  An 
example,  chosen  from  an  observation  made  by  the  author,  will  illus¬ 
trate  the  mode  of  working.  In  the  first  column  of  the  subjoined 
table  the  weights  of  the  same  object  are  given  under  the  varying 
conditions  registered  in  the  subsequent  columns,  and  in  the  last 
column  the  results  of  the  application  of  the  constant  are  given  (there 
are  15  observations  in  the  original)  : — 


Height 


Weight 

Temperature 

of  bar.  in 

Height 

of  object. 

of  balance 

To  ins* 

reduced. 

Result. 

87-3447 

23-5°  C. 

297-6 

3011 

87-3451 

87-3419 

22-6 

305-2 

309-6 

87-3451 

87*3464 

29*4 

297-9 

295-5 

87-3450 
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Greatest  weight  8 7 ’3464  Barometer  highest  309 ’6 

Smallest  „  873419  ,,  lowest  295*5 

Differences  00*0045  14*1 

.  * .  Constant  =  4’5  mgrms.  ~  14*1  =  0’319  mgrm. 

In  this  way,  the  relative  weight  of  even  large  vessels  can  be  obtained 
to  a  J^th  milligram ;  of  course  there  is  a  limit  to  the  accuracy  ;  how¬ 
ever  it  is  noteworthy  that  the  accuracy  of  the  method  is  proportional 
to  the  requirement,  for  the  greater  the  bulk  of  the  load,  the  more 
accurately  can  the  “  constant  ”  be  found.  Great  precision  is  required 
for  measuring  temperatures  and  pressures  in  the  case  of  loads  of  large 
volume. 

From  the  data  obtained  by  these  observations  and  from  the  known 
normal  density  of  the  air,  the  volume  of  the  object  can  be  calculated, 
and  therefore  the  same  constant  may  be  made  to  serve  roughly  for 
any  given  volume ;  thus  in  the  case  cited  above  the  volume  of  the 
object  exceeds  that  of  the  weights  by  75  c.c.,  and  the  weight  varies 
0'3  mgrm.  for  1°  C.,  or  Tyh  inch  pressure.  Hence  with  a  difference  of 
volume  =  100  c.c.  the  weight  would  vary  0*4  mgrm.  for  1°  C.,  or  inch 
pressure,  and  so  on.  It  is  obvious  that  if  the  volume  of  the  load  was 
very  large,  the  balance  might  be  used  for  measuring  the  variations  in 
atmospheric  pressure  and  temperature,  D.  A.  L. 
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Density  of  Liquid  Oxygen.  By  S.  Wkoblewski  ( Compt .  rend., 
97,  166 — 168). — A  known  volume  of  oxygen  was  liquefied  at  —130° 
in  a  calibrated  tube,  and  the  volume  of  the  liquid  was  compared  with 
the  volume  of  a  known  amount  of  carbonic  anhydride  liquefied  in  the 
same  tube  at  0°.  The  sp.  gr.  of  the  liquid  oxygen  was  found  to  be 
0*89  and  0*90  ;  mean,  0*895*  C.  H.  B. 

Active  Oxygen.  By  E.  Batjmann  ( Ber 16,  2146 — 2152).— It  has 
long  been  observed  that  substances  which  under  ordinary  conditions 
are  not  affected  by  oxygen,  are  yet  oxidised  in  presence  of  other 
substances,  which  combine  directly  with  the  oxygen  of  the  air. 
Besides  examples  of  these  changes  which  have  been  brought  for¬ 
ward  by  Hoppe- Seyler,  the  author,  and  also  Leeds,  have  observed  that 
carbonic  oxide  when  passed  over  damp  phosphorus  is  oxidised  by  the 
ozone  formed  into  carbonic  anhydride.  Remsen  and  Keiser  (Chem. 
Soc.  J.,  1883,  454)  have  repeated  these  experiments,  but  with  negative 
results,  and  they  attribute  the  formation  of  carbonic  anhydride  to 
the  oxidation  by  the  ozone  of  the  carbon  of  the  corks  used  in  the 
apparatus.  The  author  has  accordingly  repeated  his  experiments 
with  an  apparatus  made  entirely  of  glass,  and  has  confirmed  his 
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former  results.  In  one  case  36’6  mgrm.  of  carbonic  anhydride  were 
formed  by  the  passage  of  700  c.c.  of  carbonic  oxide  over  phosphorus  ; 
this  represents  an  oxidation  of  2 '6  per  cent,  of  the  carbonic  oxide. 

In  connection  with  the  explanation  of  the  phenomena  of  oxidation 
put  forward  on  the  one  hand  by  Hoppe-Seyler  and  Leeds,  and  on  the 
other  by  Traube,  the  author  considers  that  the  former  is  more  satis- 
factory:  for  firstly  it  is  simpler;  secondly,  it  explains  the  greater 
number  of  phenomena ;  and  thirdly,  Traube’s  hypothesis  gives  no 
account  of  the  formation  of  ozone,  hydrogen  peroxide,  and  active 
oxygen  by  the  slow  oxidation  of  damp  phosphorus  in  the  air. 

V.  H.  V, 

Conversion  of  Carbonic  Oxide  into  Carbonic  Anhydride  by 
Nascent  Oxygen.  By  A.  R.  Leeds  ( Chem .  News ,  48,  25 — 29). — 
The  author  refers  to  works  which  have  been  published  in  support  of 
and  against  the  theory  that  carbonic  oxide  is  converted  into  carbonic 
anhydride  during  the  oxidation  of  phosphorus  in  moist  air;  he  then 
proceeds  to  describe  the  latest  repetition  of  his  original  investigation 
in  support  of  the  theory.  Sticks  of  phosphorus  were  put  into  a  large 
flat-bottomed  bottle,  fitted  with  a  well  ground  stopper,  filled  with 
water  free  from  air  and  carbonic  anhydride,  and  inverted  in  a 
pneumatic  trough.  Well  washed  carbonic  oxide  and  air,  in  equal 
volumes,  were  now  introduced,  sufficient  water  being  left  in  the  bottle 
so  as  to  partially  cover  the  phosphorus.  The  stopper  was  put  in 
while  the  neck  of  the  bottle  was  still  under  water;  the  bottle  was 
then  reversed,  and  kept  at  a  temperature  of  24°.  After  six  days  the 
gaseous  mixture  was  withdrawn  from  the  bottle  ;  and,  the  glass  stopper 
being  replaced  by  a  cork  saturated  with  paraffin,  and  fitted  with  the 
necessary  tubes,  the  bottle  was  immediately  inverted  in  a  mercury 
trough,  and  a  little  mercury  allowed  to  enter  in  order  to  cover  the  cork. 
The  tubes  were  respectively  connected  with  an  aspirator  and  an  air- 
supply  free  from  carbonic  anhydride ;  and  the  issuing  gas  was  passed 
through  baryta- water  and  potassium  iodide  solution.  The  baryta- water 
soon  became  turbid,  and  was  subsequently  tested  in  a  carbonic  anhy¬ 
dride  apparatus,  when  the  potash  bulbs  in  connection  therewith  had 
increased  0*0155  gram  after  the  decomposition.  The  tube  passing  into 
the  barium  hydrate  became  incrusted ;  the  incrustation  when  treated 
with  acid  evolved  carbonic  anhydride.  There  was  no  iodine  set  free 
in  the  potassium  iodide  solution,  and  therefore  no  ozone  could  have 
been  present.  The  author  considers,  therefore,  that  the  above  state¬ 
ment  is  now  established  by  a  rigid  quantitative  and  qualitative  analysis. 

D.  A.  L. 

Liquid  Nitrous  Anhydride.  By  R.  H.  Gaines  ( Chem .  News,  48, 
97). — The  author  observes  that  this  gas  condenses  at  +  14*4°  under 
a  pressure  of  755  mm.,  and  when  the  liquid  is  heated,  ebullition  begins 
at  the  same  temperature.  The  pure  liquid  is  dark  green,  but  changes 
to  blue  on  the  addition  of  a  very  little  water  ;  the  blue  and  green  liquids 
are  not  readily  miscible.  D.  A.  L. 


Preparation  of  Caustic  Potash  and  Soda.  By  Lowig  {JDingl. 
polyt.  248,  260). — According  to  Lowdg,  an  intimate  mixture  of 
sodium  or  potassium  carbonate  and  ferric  oxide  is  exposed  to  a  bright 


16 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


red  heat  until  the  whole  of  the  carbonic  anhydride  has  been  expelled. 
The  resulting  melt  of  sodium  or  potassium  ferride  is  treated  with  water 
at  80 — 90°,  the  ferride  being  decomposed  into  caustic  soda  or  potash 
and  ferric  oxide.  The  latter  on  drying  is  used  for  a  further  opera¬ 
tion.  D.  B. 

History  of  the  Preparation  of  Artificial  Sodium  Carbonate 
from  Common  Salt.  By  Dumas  ( Gompt .  rend.,  97,  209—214). — A 
historical  summary,  eulogistic  of  Leblanc.  C.  H,  B. 

Dimorphism  of  Silver  Iodide.  By  Mallard  and  Le  Chatelier 
(Gompt.  rend.,  97,  102 — 105). — It  has  been  shown  (Bull.  Soo.  Min., 
5,  214)  that  boracite  belongs  to  the  rhombic  system  at  the  ordinary 
temperature,  but  changes  to  the  cubic  system  at  about  265°  with 
absorption  of  heat  of  4*77  cal.  for  1  gram,  and  retains  this  form  up  to 
the  melting  point.  Potassium  sulphate  behaves  in  a  similar  manner, 
passing  from  the  rhombic  to  the  hexagonal  system,  and  ammonium 
nitrate,  which  belongs  to  the  rhombic  system  at  the  ordinary  tem¬ 
perature,  suddenly  changes  to  the  cubic  system  at  about  127°.  Silver 
iodide  is  dull  red  at  a  sufficiently  high  temperature,  but  is  light 
yellow  at  the  ordinary  temperature,  and  Wernicke  has  shown  that  at 
138 — 138*5°  the  colour  suddenly  changes  from  deep  yellow  to  yellowish- 
white,  or  vice  versa ,  according  as  the  temperature  is  rising  or  falling. 
By  examination  with  polarised  light,  the  authors  find  that  when  the 
silver  iodide  is  heated  it  suddenly  passes  from  the  hexagonal  to  the 
cubic  system,  the  change  taking  place  at  about  146°,  a  temperature 
not  very  far  removed  from  that  determined  by  Wernicke.  Measure¬ 
ments  of  the  mean  specific  heat  of  the  iodide  between  different 
limits  of  temperature,  show  that  the  passage  from  the  hexagonal  to 
the  cubic  system  is  accompanied  by  an  absorption  of  heat  of  6*8  cal. 
for  1  gram.  According  to  Zepharovitch  the  ratio  of  the  axes  in  the 
hexagonal  form,  h  :  a  =  1*2294  :  1.  In  the  cubic  form,  the  ratio  of 
the  tertiary  to  the  secondary  axis  will  be  h  :  a  =  1*2247  :  1,  from 
which  it  appears  that  the  hexagonal  form  closely  approaches  the 
cubic  form,  and  that  at  the  point  of  change  from  one  form  to  the 
other  there  must  be  contraction  along  the  vertical  axis,  or  expansion 
along  the  horizontal  axes,  or  both.  This  contraction  and  expansion 
has  been  actually  observed  by  Fizeau,  and  may  be  regarded  as  pre¬ 
paratory  to  the  change  of  crystalline  form.  It  follows  from  these 
facts  that  the  cubical  expansion  of  silver  iodide  ought  to  be  normal 
above  146°,  and  Rodwell  has  observed  that  the  iodide  experiences  a 
sudden  and  considerable  contraction  between  142°  and  145*5°,  but 
afterwards  expands  regularly  up  to  the  melting  point. 

C.  H.  B. 

Chlorides  of  Lime  and  Lithia.  By  K.  Kraut  (Annalen,  221, 
108 — 124). — This  communication  contains  no  new  experiments  ;  the 
author  merely  controverts  Lunge’s  experiments  and  deductions  there¬ 
from  as  to  the  constitution  of  bleaching  powder  and  the  so-called 
“  chloride  of  lithia.’*  V.  H.  V. 
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Separation  of  Gallium.  By  L.  de  Boisbattdran  ( Compt .  rend., 
97,  66 — 67,  142 — 144). — From  Tellurium. — The  tellurium,  which 
must  be  in  the  state  of  tellurous  acid,  is  precipitated  by  hydrogen  sul¬ 
phide  in  the  cold,  in  presence  of  a  considerable  quantity  of  free  hydro¬ 
chloric  acid.  The  filtrate  is  concentrated  if  necessary,  heated  to 
boiling,  and  treated  with  a  current  of  hydrogen  sulphide,  the  pre¬ 
cipitate  of  tellurium  sulphide  being  filtered  off. 

From  Silicon . — The  solution  is  made  strongly  acid  with  hydro¬ 
chloric  acid  (any  free  sulphuric  acid  having  been  previously  neutra¬ 
lised),  evaporated  to  dryness,  and  heated  for  some  time  at  120 — 125°. 
The  residue  is  moistened  with  strong  hydrochloric  acid,  and  the 
evaporation  and  ignition  repeated.  The  gallium  is  then  dissolved  out 
by  boiling  dilute  hydrochloric  acid,  the  solution  filtered,  and  the  silica 
washed,  first  with  dilute  hydrochloric  acid,  and  finally  with  water  ; 
the  last  traces  of  gallium  are  removed  from  the  silica  by  dissolving  it 
in  potassium  hydroxide,  acidifying  with  hydrochloric  acid,  and  repeat¬ 
ing  the  above  treatment. 

From  Molybdenum — (1.)  The  molybdenum  is  precipitated  in  the 
cold  by  hydrogen  sulphide  in  presence  of  a  considerable  quantity  of 
hydrochloric  acid,  the  precipitate  being  washed  with  dilute  hydro¬ 
chloric  acid  saturated  with  hydrogen  sulphide.  The  filtrate  is  heated 
for  some  time  at  about  70°,  then  boiled,  and  any  precipitate  which 
forms  is  filtered  off.  The  second  filtrate  is  concentrated,  and  again 
treated  in  the  same  way.  (2.)  The  solution  is  supersaturated  with 
ammonia,  mixed  with  ammonium  sulphide  in  excess,  gently  heated, 
and  then  acidified  with  hydrochloric  acid,  heated  to  expel  hydrogen 
sulphide,  and  filtered.  The  filtrate  is  concentrated,  the  ammonium 
salts  destroyed  by  heating  with  aqua  regia,  and  the  solution  again 
treated  with  ammonium  sulphide.  The  molybdenum  sulphide  is  dis¬ 
solved  in  aqua  regia,  and  the  precipitation  repeated  in  order  to  remove 
the  last  traces  of  gallium.  Before  applying  methods  (1)  and  (2) 
chlorides  and  lower  oxides  of  molybdenum  must  be  oxidised  by  means 
of  nitric  acid,  excess  of  the  latter  being  expelled  by  boiling  with 
hydrochloric  acid.  (3.)  The  solution  is  acidified  with  sulphuric  acid, 
mixed  with  a  slight  excess  of  ammonium  sulphate,  and  the  gallium 
alum  precipitated  by  concentrating  the  liquid  and  adding  three  or 
four  times  its  volume  of  alcohol  of  85°.  The  alum  is  purified  by 
recrystallisation.  In  accurate  analyses,  the  greater  part  of  the  molyb¬ 
denum  should  be  precipitated  as  sulphide  by  (1)  or  (2),  then  the 
greater  part  of  the  gallium  removed  as  alum,  the  last  traces  being 
separated  from  the  concentrated  mother-liquor  by  (1)  or  (2). 

C.  H.  B. 

Salts  of  Aurous  Oxide :  Colorimetric  Estimation  of  Gold.  By 

A.  Carnot  (Compt.  rend.,  97,  169 — 170). — When  an  aqueous  solution  of 
hydrogen  phosphide  is  added  gradually  to  a  very  dilute  solution  of  gold 
chloride,  either  alone  or  mixed  with  phosphoric  or  arsenic  acid,  a  rose 
coloration  is  produced.  It  would  appear  that  this  rose  coloration 
(this  vol.,  p.  115)  is  not  due  simply  to  a  complex  compound  of  aurous 
oxide  and  ferric  oxide,  but  is  produced  also  by  simple  salts  of  aurous 
oxide,  such  as  the  phosphate  or  arsenate.  The  presence  of  ferric 
oxide  apparently  increases  the  stability  of  these  salts,  for  if  any 
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foreign  salt  is  added  to  a  solution  of  the  rose-coloured  compound  free 
from  iron,  the  rose-coloured  compound  becomes  blue  and  yields  a 
slight  bluish  precipitate,  whereas  in  presence  of  iron  a  purple  pre¬ 
cipitate  is  formed,  which  can  be  dried  at  100°  without  alteration. 

This  reaction  furnishes  a  colorimetric  method  for  the  rapid  approxi¬ 
mate  estimation  of  gold.  The  intensity  of  the  tint  given  by  the 
solution  under  examination  is  compared  with  that  of  solutions  of  gold 
containing  different  amounts  of  gold  in  a  constant  volume  (100  c.c.) 
of  liquid.  To  obtain  comparable  solutions,  the  neutral  solution  of 
gold  chloride  is  mixed  with  a  drop  of  hydrochloric  acid,  one  or  two 
drops  of  ferric  chloride,  and  a  few  drops  of  arsenic  acid,  and  then  diluted 
to  100  c.c.  A  small  quantity  of  zinc  powder  is  added,  the  liquid 
agitated,  allowed  to  clarify  by  standing,  and  the  clear  liquid  decanted 
off.  The  mineral  to  be  examined  is  finely  powdered,  dissolved  in 
aqua  regia,  the  solution  diluted,  filtered,  evaporated  twice  to  dryness 
after  addition  of  a  little  nitric  acid,  and  heated  to  dull  redness.  The 
residue  is  treated  with  chlorine- water,  which  leaves  the  ferric  oxide 
undissolved,  the  solution  is  filtered,  the  chlorine  expelled  by  boiling, 
and  the  solution  treated  as  above.  C.  H.  B. 

Action  of  Hydrochloric  Acid  on  Stannous  Sulphide.  By 

A.  Ditte  ( Gompt .  rend.,  97,  42 — 45). — Dry  hydrochloric  acid  gas  has 
no  action  on  crystallised  stannous  sulphide  at  the  ordinary  tempera¬ 
ture,  but  on  gently  heating  it,  decomposition  commences,  and  stannous 
chloride  and  hydrogen  sulphide  are  formed. 

Aqueous  hydrochloric  acid,  even  in  dilute  solutions,  attacks  crystal¬ 
lised  stannous  sulphide  at  the  ordinary  temperature,  but  the  degree  of 
concentration  of  the  acid  has  great  influence  on  the  decomposition, 
the  phenomena  being  similar  to  those  observed  by  Berthelot  in  the 
case  of  galena  ( Mecan .  Chim .,  2,  562).  Decomposition  takes  place 
with  a  solution  containing  8*3  per  cent,  of  acid ;  stannous  chloride 
and  hydrogen  sulphide  are  formed,  and  after  some  time  equilibrium  is 
established  under  somewhat  complex  conditions. 

When  hydrogen  sulphide  is  passed  into  a  solution  of  stannous 
chloride,  deep  brown  stannous  sulphide  may  be  produced,  but  in 
many  cases  the  precipitate  consists  of  brilliant  reddish-brown  mica¬ 
ceous  plates  of  a  stannous  chlorosulphide,  which  is  decomposed  by 
hydrogen  sulphide  and  by  water.  The  heat  of  formation  of  this  com¬ 
pound  is  probably  intermediate  between  that  of  stannous  chloride  and 
that  of  stannous  sulphide,  and  its  more  or  less  complete  decomposi¬ 
tion  by  water  plays  a  part  in  the  establishment  of  equilibrium.  When 
hydrochloric  acid  is  brought  in  contact  with  an  excess  of  stannous 
sulphide,  or  when  hydrogen  sulphide  is  passed  into  a  solution  of 
stannous  chloride,  equilibrium  is  eventually  established  between  the 
hydrogen  sulphide  and  the  hydrochloric  acid,  the  relative  proportions 
of  the  two  bodies  depending  on  the  temperature.  The  conditions  of 
equilibrium  are  complicated  by  the  fact  that  the  solubility  of  hydrogen 
sulphide  in  solutions  of  stannous  chloride  decreases  as  the  concentra¬ 
tion  of  the  latter  increases.  If,  therefore,  a  dilute  solution  of  hydro¬ 
chloric  acid  acts  on  stannous  sulphide,  a  small  quantity  of  hydrogen 
sulphide  is  liberated,  and  dissolves  in  the  liquid  without  saturating  it, 
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whilst  at  the  same  time  a  correspondingly  small  quantity  of  stannous 
chloride  is  formed.  If,  on  the  other  hand,  a  current  of  hydrogen 
sulphide  is  passed  into  a  strong  solution  of  stannous  chloride,  in  which 
the  gas  is  almost  insoluble,  a  small  quantity  of  stannous  sulphide  is 
formed,  and  the  hydrochloric  acid  which  is  liberated  is  sufficient  to 
establish  equilibrium  with  the  small  quantity  of  hydrogen  sulphide  by 
which  the  liquid  is  saturated.  The  greater  part  of  the  stannous 
chloride  therefore  remains  unchanged.  If,  however,  the  experiment 
is  arranged  so  that  the  proportion  of  free  hydrogen  sulphide  ,  is  the 
same  in  both  solutions,  the  proportion  of  hydrochloric  acid  will  also 
be  the  same  in  both,  and  equilibrium  will  be  established,  although  the 
two  solutions  contain  very  different  amounts  of  stannous  chloride.  It 
would  appear,  therefore,  that  the  stannous  chloride  plays  a  consider¬ 
able,  although  mainly  a  mechanical,  part  in  the  establishment  of 
equilibrium,  by  virtue  of  the  fact  that  its  presence  diminishes  the 
solubility  of  hydrogen  sulphide. 

No  hydrochloride  of  stannous  chloride  appears  to  exist.  When 
hydrochloric  acid  gas  is  passed  over  hydrated  stannous  chloride, 
SnCl2,2H20,  the  latter  melts  and  yields  an  acid  solution  of  stannous 
chloride,  and  a  new  hydrate,  SnCl2,H20.  The  same  hydrate  is  formed 
by  the  action  of  concentrated  aqueous  hydrochloric  acid  on  the 
hydrate,  SnC]2,2H20.  The  decomposition  of  stannous  sulphide  by 
hydrochloric  acid  is  also  materially  affected  by  the  temperature 
which  not  only  accelerates  the  action  of  the  acid,  but  at  the  same 
time  diminishes  the  solubility  of  the  hydrogen  sulphide. 

Hydrated  stannous  sulphide  is  attacked  by  hydrochloric  acid  at  the 
ordinary  temperature,  decomposition  taking  place  in  more  dilute 
solutions  and  with  greater  rapidity,  than  in  the  case  of  the  anhydrous 
sulphide,  although  the  products  of  the  reaction  and  the  conditions  of 
equilibrium  are  the  same  in  both  cases. 

Similar  phenomena  are  observed  with  stannous  selenide.  Stannous 
telluride  is  decomposed  when  heated  in  a  current  of  dry  hydrochloric 
acid  gas,  but  is  not  attacked  by  the  aqueous  acid  in  concentrated 
solutions.  C.  H.  B. 

Antimony  Pentiodide,  By  J.  H.  Pendleton  ( Ghem .  News,  48, 
97). — Evidence  of  the  existence  of  pentiodides  of  phosphorus  and 
arsenic  have  been  obtained  (Abstr.,  1881,  507 ;  and  Ghem.  News ,  44, 
194),  and  the  author  has  now  investigated  a  pentiodide  of  antimony. 

Pure  antimony  is  fused  with  excess  of  iodine  in  an  atmosphere  of 
an  inert  gas  in  a  sealed  tube,  and  the  mixture  is  kept  well  fused  for  an 
hour  or  two ;  the  tube  is  then  heated  at  130°  in  a  sulphuric  acid-bath, 
one  end  which  is  cooled  with  water  serving  to  collect  the  surplus 
iodine  which  distils  off.  The  residue  is  a  dark-brown  crystalline 
mass,  decomposible  by  water  or  long  exposure  to  moist  air.  It  melts 
at  78 — 79°,  but  is  very  unstable,  readily  undergoing  decomposition 
when  exposed  to  even  a  moderate  increase  of  temperature.  Analytical 
results  correspond  “pretty  closely  to  the  formula  Sbl5.” 

Several  experiments  were  tried  in  which  the  temperature  of  the 
acid-bath  and  time  of  exposure  were  varied.  D.  A.  L. 
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Chromic  Acid  and  Hydrogen  Peroxide.  By  H.  Moissan 
( Compt .  rend.,  97,  96 — 99).  The  dark-blue  compound  formed  by 
the  action  of  hydrogen  peroxide  on  chromic  acid  is  rapidly  decomposed 
by  water,  but  is  much  more  stable  in  ethereal  solution,  the  stability 
being,  however,  much  diminished  by  the  presence  of  a  small  quantity 
of  alcohol.  By  using  carefully  purified  ether  and  a  solution  of 
50  grams  of  potassium  di chromate  per  litre,  it  is  possible  to  obtain  at 
0°  an  ethereal  solution  of  the  dark-blue  compound  containing  0’5  per 
cent,  of  chromium.  This  solution  may  be  digested  over  calcium 
chloride,  and  can  be  kept  for  six  or  eight  hours  at  0°  without  under¬ 
going  sensible  decomposition,  hut  in  time  it  decomposes,  chromic  acid 
being  deposited  on  the  sides  of  the  tube.  Dilute  solutions  are  more 
stable  than  concentrated  solutions.  The  ethereal  solution  when  eva¬ 
porated  at  —20°  in  a  vacuum  leaves  a  deep  indigo-blue  oily  liquid, 
which  readily  redissolves  in  ether.  In  contact  with  sodium,  it  evolves 
hydrogen,  and  when  only  very  gently  heated  it  rapidly  decomposes 
into  oxygen  and  chromic  acid.  The  volumes  of  oxygen  and  hydrogen 
given  off  correspond  with  the  formula  Cr03,H202 ;  it  would  therefore 
appear  that  the  blue  substance  is  a  compound  of  chromic  acid  and 
hydrogen  peroxide.  The  ethereal  solution,  in  contact  with  phosphoric 
anhydride  or  other  dehydrating  agents,  is  rapidly  decomposed  with 
evolution  of  oxygen.  It  is  also  decomposed  by  acids,  bases,  lead 
dioxide,  carbon,  manganese  dioxide,  red  lead,  mercuric  oxide,  and 
sodium  :  in  the  last  case  with  evolution  of  a  mixture  of  hydrogen  and 
oxygen.  The  ethereal  solution  also  bleaches  the  skin  like  hydrogen 
peroxide. 

The  blue  compound  cannot  be  obtained  by  the  action  of  ozone  on 
chromic  acid,  and  it  is  only  formed  by  electrolysis  when  hydrogen 
peroxide  is  also  produced.  C.  H.  B. 

Reduction  of  Iron  Oxide  with  Carbonic  Oxide.  By  R.  Aker- 
mann  and  Saknstrom  (JDingl.  jpolyt.  /.,  248,  291 — 239). — Experiments 
on  the  reduction  of  ferric  oxide  prove  that  it  is  readily  converted 
into  ferrosoferric  oxide,  and  that  magnetite  parts  with  its  oxygen  to 
form  ferrous  oxide  more  easily  than  does  ferrous  oxide  to  yield  metallic 
iron.  One  volume  of  carbonic  oxide  diluted  with  20  volumes  of  car¬ 
bonic  anhydride  reduces  ferric  oxide  to  ferrosoferric  oxide  at  450°. 
One  part  of  carbonic  oxide  with  2*1  parts  carbonic  anhydride  effects 
a  similar  reduction  at  300 — 350°.  By  raising  the  temperature  to 
850 — 900°  1  volume  of  carbonic  oxide  to  2  6  volumes  carbonic  anhy¬ 
dride  still  reduces  magnetite,  but  with  the  proportions  of  one  to 
three  this  is  no  longer  the  case  even  at  a  temperature  of  800°.  Ferric 
oxide  is  easily  reduced  to  magnetite  in  layers  2  mm.  thick  without 
any  further  reduction  taking  place  so  long  as  the  gaseous  mixture 
contains  at  least  three  volumes  carbonic  anhydride  to  one  volume  of 
carbonic  oxide.  Ferrous  oxide  is  easily  reduced  to  the  metallic  state 
at  850°  when  the  ratio  of  carbonic  oxide  to  anhydride  is  1  to  0'4. 
Experiments  were  made  to  oxidise  iron  by  heating  it  in  mixtures  of 
carbonic  oxide  and  carbonic  anhydride,  the  results  were  unsuccessful, 
however,  as  regards  the  production  of  ferrous  oxide.  The  reducing 
power  of  an  equivalent  of  carbonic  oxide  on  ferrous  oxide  does  not 
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equal  the  oxidising  power  of  an  equivalent  of  carbonic  anhydride  on 
iron.  In  both  cases,  however,  an  increase  of  temperature  gives  rise 
to  increased  action.  To  reduce  magnetite  at  a  temperature  of  350°  to 
ferrous  oxide,  the  quantity  of  carbonic  anhydride  must  not  exceed 
two  volumes  to  one  of  carbonic  oxide.  The  authors  find  that  for  the 
production  of  100  kilos,  iron  at  least  64‘3  kilos,  of  carbon  in  the  form 
of  carbonic  oxide  are  required.  Much  less  than  this,  however,  is 
repeatedly  employed  in  blast  furnaces  ;  it  follows  therefore  that  a  re¬ 
duction  has  taken  place  by  the  carbon  as  such,  a  reaction  requiring 
a  higher  initial  temperature  than  the  reduction  with  carbonic  oxide. 
In  regard  to  the  consumption  of  fuel,  therefore,  very  little  saving  is  to 
be  anticipated.  D.  B. 
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Minerals  of  the  Cryolite  Group  recently  found  in  Colorado. 

By  W.  Cross  and  W.  F.  Hillebrand  ( Amer .  J.  Sci.  [3],  26,  271 — 
294). — Cryolite  and  several  allied  fluorides  have  been  recently  dis¬ 
covered  in  the  Pike’s  Peak  region,  Colorado.  The  country  rock  of 
the  whole  district  is  a  coarse  reddish  biotite  granite  of  the  Archaean 
formation. 

The  minerals  described  occur  in  two  veins  of  massive  white  quartz, 
about  one-third  of  a  mile  apart.  In  the  vein  designated  A,  cryolite, 
pachnolite,  thomsenolite,  gearksutite,  prosopite,  and,  probably  ral- 
stonite  appear.  In  vein  B,  prosopite,  fluorite,  and  mixed  fluorides 
appear  intimately  associated  with  zircon,  kaolinite,  and  mica. 

The  cryolite  from  vein  A  is  of  a  faint  pink  colour,  and  contains  as  a 
visible  impurity  the  Fe203  represented  in  the  analysis — 

Fe203.  Al.  Ca.  Na.  H.20.  F.  Total.  Sp.  gr. 

0*40  12*90  0*28  32-40  0*30  53*55  99*83  2*972 

Previous  to  the  analysis  by  J.  Brandi  (Abstr.,  1882,  1176)  of  pack - 
nolite ,  carefully  selected  by  Groth,  pachnolite  and  thomsenolite  were 
considered  to  possess  the  same  chemical  composition.  The  results 
of  all  earlier  analyses  agree  very  well  with  the  formula 

NaF,CaF2,AlF3,H20, 

so  that  Brandi’s  analysis  agreeing  with  the  formula  lsTaF,CaF2,AlF3 
caused  great  surprise.  Groth  explained  the  supposed  anhydrous 
nature  of  pachnolite  -by  assuming  that  the  mineral  analysed  was 
largely  contaminated  with  thomsenolite,  but  as  the  percentage  of  water 
never  falls  below  7  per  cent,  in  any  of  the  analyses  published,  this 
assumption  necessitates  a  most  improbable  admixture  of  thomsenolite. 
All  the  analyses  made  by  the  authors  correspond  with  the  formula 
NaF,CaF2,AlF3,H20.  The  results  of  an  analysis  made  upon  crystals 
carefully  identified  as  pachnolite  by  the  rhombic  section,  were  as 
follows  : — 
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Al.  Ca.  Ya.  H20.  F.  Total. 

12-36  18*04  10-25  8*05  (51-30)  100*00 

Hence  it  appears  that  the  pachnolite  from  Pike’s  Peak  and  thomseno- 
lite  are  identical  in  chemical  composition,  unless  the  fact  of  all  analyses 
of  thomsenolite  showing  slightly  more  water  than  that  required  for 
the  formula  NaF,CaF2,AlF3,H20,  may  indicate  a  partial  replacement  of 
fluorine  by  hydroxyl. 

In  small  cavities  in  the  massive  pachnolite,  a  mineral  was  found, 
occurring  sparingly  in  a  few  specimens,  which  seemed  to  be  different 
from  any  known  species.  The  analysis  gave — 

Al.  Ca.  Mg.  K.  Na.  F.  Total. 

11-40  0-72  0*22  28-94  9*90  46*98  98*16 

from  which  may  be  deduced  a  formula  analogous  to  that  of  cryolite? 
in  which  about  two-thirds  of  the  ISTa  is  replaced  by  K.  The  authors 
are  of  opinion  that  this  mineral  and  ralstonite  are  not  identical,  but 
further  investigations  will  be  made  as  soon  as  better  material  can  be 
obtained  for  examination. 

Gearlcsutite  is  abundant  among  the  minerals  from  this  locality.  It 
is  made  up  of  exceedingly  minute  colourless  needles,  and  resembles 
kaolin  in  a  remarkable  degree.  The  analytical  results  obtained  were 
as  follows : — 

Loss 

Al.  Ca.  Na.  K.  H20.  F.  as  oxygen.  Total. 

15-31  22*30  0*10  0-04  15-46  42*07  4*72  100*00 

In  this  Journal  (Trans.,  1883,  140)  Flight  described  a  mineral 
obtained  from  the  cryolite  bed  of  Greenland,  which  he  considered 
new,  and  named  evigtolcite ;  but  from  the  agreement  of  his  analyses 
with  those  previously  published,  the  similarity  in  occurrence  and 
physical  characteristics,  there  can  hardly  exist  a  doubt  that  Flight 
analysed  gearksutite.  The  name  evigtokite  should  therefore  be 
dropped. 

The  rare  mineral  prosopite  is  more  frequent  in  vein  B  than  in 
vein  A.  The  analytical  results  obtained  were  as  follows  : — • 

Loss 

Al.  Ca.  Mg.  Na.  H20.  F.  as  oxygen.  Total. 

22T7  17-28  0-17  048  13*46  33*18  13*26  100*00 

B.  H.  B. 

Stibnite  from  Japan.  By  E.  S.  Dana  (Amer.  J.  Sci.  [3],  26, 
214 — 221). — In  the  size  and  beauty  of  the  crystals,  and  in  the  great 
complexity  of  their  form,  the  Japanese  stibnite  far  exceeds  specimens 
from  other  localities.  The  finest  specimens  known  to  the  author  are 
those  recently  acquired  by  the  Yale  Museum.  They  were  obtained 
from  Mount  Kosang,  near  Seijo,  in  South  Japan.  They  are  of  re¬ 
markable  size.  A  simple  group  consists  of  two  prismatic  crystals, 
with  vertical  axes  nearly  parallel ;  the  longer  of  the  two  measures 
22  iuches,  and  the  other  15  inches  in  length,  the  thickness  varies 
from  1^  to  2  inches.  The  lustre  is  very  brilliant,  and  can  be  compared 
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only  with  that  of  highly  polished  steeh  The  complexity  of  form 
observed  among  Japanese  stibnites  is  their  most  remarkable  charactor. 
Previous  to  1864  but  16  planes  had  been  identified.  Krenner  ( Ber . 
Wien.  AJcad .,  1864,  436)  added  28  new  planes,  and  Seligmann  ( Jahrh . 
/.  Min.,  1880,  1,  135)  added  one  more.  Of  these  45  planes.  30  have 
been  observed  on  the  Japanese  crystals,  and,  in  addition  to  these, 
40  new  planes  have  been  determined,  thus  increasing  the  list  to  85. 
This  list  could  be  considerably  enlarged  if  the  planes  admitting  of 
only  doubtful  determination  were  to  be  added.*  B.  H.  B. 

Gibbsite  from  Brazil.  By  W.  C.  Eustis  ( Chem .  News ,  48,  98). 
— The  specimen  examined  had  a  dark-coloured  incrustation  containing 
iron,  a  little  manganese,  and  traces  of  nickel  and  cobalt.  The  mineral 
was  greyish- white  to  nearly  colourless,  the  surface  wras  mammillary, 
and  the  structure  radiate  or  fibrous.  Lustre,  sub- vitreous  or  slightly 
silky  in  some  parts ;  hardness,  3 ;  sp.  gr.,  2'4.  Before  the  blowpipe 
it  whitens,  and  loses  water,  but  does  not  fuse.  Analysis  yielded  the 
following  results : — 

A1203.  H20.  Fe203.  CaO.  MgO.  Si02.  Total. 

63*81  35*85  0*49  0*30  0*03  0*20  =  100*68 

No  aluminium  phosphate  could  be  detected.  D.  A.  L. 

Corundum  Gems  in  India.  By  C.  U.  Shepard  ( Amer .  J .  Sci. 
[3],  26,  339 — 340). — A  remarkable  deposit  of  sapphire  and  ruby  has 
been  discovered  at  Sungchang  in  the  Himalaya  Mountains.  The 
matrix  is  a  schistose  or  slaty  rock,  and  the  vein  consists  of  quartz, 
amethyst,  and  several  varieties  of  corundum,  all  beautifully  crystal¬ 
lised.  In  addition  to  these,  massive  corundum,  chlorite,  and  a  little 
magnetite  also  occur.  There  is  a  great  analogy  in  the  mode  of  occur¬ 
rence  and  other  particulars  between  the  crystals  found  in  India  and 
those  produced  at  several  of  the  American  localities,  notably  at  the 
Laurens  district,  S.  Carolina ;  Pelham,  Mass.,  and  Burke  Co., 
N.  Carolina.  The  resemblances  are,  in  fact,  sufficiently  important  to 
lead  to  the  belief  that  valuable  corundum  gems  may  yet  be  found  in 
the  United  States.  B.  H.  B. 

Cassiterite,  Spodumene,  and  Beryl  from  Dakota.  By 

W.  P.  Blake  (Amer.  J.  Sci.  [3],  26,  235). — Cassiterite  has  been  dis¬ 
covered  in  the  central  region  of  the  Black  Hills,  Dakota,  in  a  mass  of 
coarsely  crystalline  granite.  The  felspar,  quartz,  and  mica  are  in 
unusually  large  crystals ;  and,  in  addition  to  these  minerals,  there  is 
an  abundance  of  spodumene  in  gigantic  crystals  ranging  from  2  to  6 
feet  in  length,  and  8  to  20  inches  in  diameter.  In  the  midst  of  the 
spodumene  and  felspar  crystals,  the  first  masses  of  tin-ore  were 
found.  The  chief  associate  of  the  tin-ore  is  a  dense  aggregation  of 
small  mica  crystals.  At  another  locality,  where  muscovite  mica  has 

*  Since  the  above  memoir  was  published,  a  much  finer  group  of  Japanese  stibuite 
crystals  has  been  purchased  from  Mr.  Henson  for  the  British  Museum.  The  group 
consists  of  120  crystals  from  0*5  to  2*5  inches  wide  and  13  inches  long ;  weight, 
150  lbs. — B.  H.  B. 
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been  mined,  the  author  found  large  crystals  of  beryl  embedded  in 
quartz.  B.  H.  B. 

Descloizite  from  Mexico.  By  S.  L.  Penfield  (Amer.  J.  Sci .  [3], 
26,  361 — 365). — The  mineral  analysed  was  said  to  be  from  Zacatecas, 
Mexico.  In  all  physical  properties  it  seems  to  be  identical  with  trito- 
chlorite  recently  described  by  A.  Frenzel  (Abstr.,  1882,  473).  The 
analytical  results  obtained  are  given  under  I.  Frenzel’s  analysis  of 
tritochlorite  is  also  given  (II)  for  comparison : — 


y205.  As205.  P205.  PbO.  CuO.  ZnO. 

1 .  18-95  3-82  0T8  54*93  6*74  12*24 

II .  24*41  3*76  —  53*90  7*04  11*06 

FeO.  H20.  Si02.  Total.  Sp.  gr. 

1 .  0*06  2*70  0*12  99*74  6*20 

II .  —  —  —  100*17  6*25 


The  minerals  have  the  same  density,  and  are  alike  in  many  parti¬ 
culars,  but  it  seems  hardly  probable  that  Frenzel  could  have  overlooked 
2*70  per  cent,  of  water.  The  difference  in  the  percentage  of  vanadic 
acid  is  also  considerable.  B.  H.  B. 

Manganese  Ores.  By  M.  Lill  and  L.  Schneider  ( Dingl .  polyt. 
J..  248,  471). — The  authors  have  analysed  the  following  samples  of 
manganese  ores  from  Bukowina : — I.  From  Upper  Arschitza;  II. 
Lower  Arschitza,  and  HI  and  IV,  from  the  mines  Theresia  and 
Schara.  The  following  results  were  obtained  : — 


I.  II.  III.  IY. 

MnO .  0*82  1*94  0*67  1*49 

MnaO,  ....  8*20  7*60  8*79  7*01 

Mn02  ....  54*27  39*58  52*52  47*14 

FeO .  0*77  0*65  0*30  0*51 

FeAb  ....  16*71  27*34  16  27  12*78 

AL03  ....  0*46  1*73  2*02  0*85 

CaO .  1*08  1*03  1*80  3*50 

MgO  ....  0*47  0*28  0*30  0*57 

BaO .  traces  —  traces  — 

CuO .  traces  0*004  traces  0*006 

Co  .......  traces  traces  traces  — 

Alkalis....  0*48  0*38  0*30  0*41 

Si02 .  10*95  13*00  10*90  18*10 

S03  .  traces  0*094  0*08  traces 

P200 .  0*842  1*111  0*53  0*63 

CO*  .  —  —  traces  0*18 

H,0  .  5*25  5*55  5*25  6*50 


100-302  100*289  99*73  99*679 

D.  B. 

Native  Ferrous  and  Aluminium  Sulphate  from  Mexico. 

By  T.  P.  Lippitt  ( Ghem .  Neivs,  48,  98). — The  specimen  was  a  com- 
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pact  mass  of  flexible  fibres  resembling  asbestos.  It  was  of  a  pale 
greenish-white  colour,  and  had  a  silky  shining  lustre.  Hardness,  2  ; 
sp.  gr.  1*89.  When  heated  in  a  glass  tube,  it  gave  off  acid  water. 
A  small  quantity  of  gypsum  was  intermixed  with  the  mineral,  which 
was  otherwise  quite  homogeneous.  The  mineral  is  soluble  in  water, 
and  yielded  on  analysis  the  following  numbers  : — 

Fe  (ferrous).  Al.  Ca.  S04.  H20.  Total. 

7-81  4*92  0*52  41-59  43:60  =  98*44 

The  iron  is  all  ferrous.  Subtracting  the  constituents  of  gypsum 
from  the  results  the  formula  Fe3'Al4(S04)g(H20)5  is  obtained,  which 
would  be  equal  to  a  mixture  of  2  mols.  of  halotrichite  -f  1  mol. 
melantrite. 

2{Fe"Al2(S04)4.(H20)22}  +  Fe"S04(H20)7. 

D.  A.  L. 

Occurrence,  Association,  and  Probable  Mode  of  Formation 
of  Barytes,  Celestine,  and  Anhydrite.  By  Dieulafait  ( Compt . 
rend .,  97,  51 — 53). 

Barytes  is  generally  found  associated  with  metallic  ores  containing 
sulphur,  the  metals  present  in  these  ores  being  antimony,  arsenic, 
lead,  silver,  mercury,  copper,  cadmium,  bismuth,  zinc,  and  manganese. 
With  the  exception  of  the  last  two  these  metals  have  a  strong  attrac¬ 
tion  for  sulphur;  they  are  precipitated  by  hydrogen  sulphide  from 
acid  solutions,  and  they  are  generally  found  in  nature  in  the  form  of 
sulphides,  which  appear  to  be  their  most  stable  compounds.  Zinc 
is  frequently  found  as  sulphide,  but  its  most  stable  form  is  the 
oxide,  although  the  tendency  of  the  natural  sulphide  to  pass  into  the 
state  of  oxide  does  not  appear  to  be  very  great.  The  most  stable  form  of 
manganese  is  the  dioxide.  Some  of  the  sulphides  with  which  barytes 
is  associated  are  very  volatile,  others  are  decomposed  when  heated  in 
presence  of  air  (which  generally  has  access  to  metallic  veins),  and  all 
are  decomposed  when  fused  with  alkaline  chlorides.  These  and  other 
facts  show  that  the  barytes  and  the  minerals  with  which  it  is  associated 
have  never  been  subjected  to  the  action  of  even  a  moderately  high 
temperature,  and  have  certainly  not  been  formed  in  contact  with  the 
fused  alkaline  chlorides. 

Celestine ,  unlike  barytes,  is  generally  found  in  saliferous  deposits, 
in  which  it  is  associated  with  gypsum  and  rock-salt,  and  it  exists  in 
small  quantities  in  the  gypsum  of  such  deposits.  If  the  gypsums  are 
rich  in  organic  matter,  as  is  the  case  in  all  those  in  which  free  sulphur 
is  found,  polysulphides  of  calcium  and  strontium  are  formed  in  the 
interior  of  the  rock.  These  polysulphides  are  dissolved  and  washed 
out  by  percolating  water,  and  -when  brought  in  contact  with  the  air 
they  are  decomposed,  with  formation  of  calcium  sulphate,  calcium 
carbonate,  strontium  sulphate,  and  free  sulphur,  and  the  frequent 
occurrence  of  crystals  of  celestine  on  the  surface  of  crystals  of  sulphur 
shows  that  the  former  must  have  been  deposited  at  a  temperature 
below  the  melting  point  of  the  latter. 

Anhydrite  frequently  alternates  with  gypsum,  which  agrees  with 
Gorgeu’s  hypothesis,  but,  on  the  other  hand,  it  is  quite  as  common 
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in  gypsum,  especially  in  the  triassic  deposits  in  the  south-east  of 
Finance,  where  the  anhydrite  often  passes  insensibly  into  gypsum.  It 
cannot  be  supposed  that  the  anhydrite  alternating  with  gypsum  has 
been  deposited  from  fused  sodium  chloride,  since  the  gypsum  begins 
to  lose  its  water  even  below  100°.  It  would  appear,  therefore,  that 
Gorgeu’s  hypothesis  cannot  be  accepted  as  an  explanation  of  the 
mode  of  formation  of  barytes,  celestine,  and  anhydrite  existing  in 
veins  and  in  saliferous  deposits,  although  it  may  be  of  value  in  con¬ 
sidering  the  chemical  changes  which  accompany  volcanic  action. 

C.  H.  B. 

New  Locality  of  Chalchuite.  Bv  W.  P.  Blake  (Amer.  J.  Sci. 
[3],  25,  197 — 200). — The  occurrence  in  blew  Mexico  of  a  green  tur¬ 
quoise,  chalchuite,  has  already  been  described  by  the  author  (Amer. 
J.  Sci.,  1858,  25,  227).  Chalchuite  also  occurs  in  Cochise  County, 
Arizona,  in  an  outlying  ridge  of  the  Drag’oon  Mountains,  now  known 
as  “  Turquoise  Mountain.”  The  mineral  is  identical  in  appearance  with 
the  New  Mexican  variety.  It  is  of  a  light  green  colour,  with  a  sp.  gr. 
of  2*71 — 2*82.  It  is  peculiarly  interesting  archseologically.  It  was  in 
general  use  among  the  Aztecs  before  the  arrival  of  the  Spaniards,  and 
the  author  proves  its  identity  with  the  callais  or  callciina  of  Pliny. 

B.  H.  B. 

Scovillite,  a  new  Phosphate  of  Didymium,  Yttrium,  and 
other  rare  Earths  from  Salisbury,  Conn.  By  G.  J.  Brush  and 
S.  L.  Penfield  (Amer.  J .  Sci.  [3],  25,  459 — 463). — This  mineral  was 
discovered  by  J.  S.  Adam,  occumng  sparingly  as  an  incrustation  on 
some  of  the  iron  and  manganese  ores  from  the  Scoville  ore  bed.  The 
incrustation  is  one-sixteenth  of  an  inch  in  thickness,  and  is  frequently 
botyroidal  Or  stalaetitic.  It  is  of  a  pink  to  yellowish-white  colour, 
and  presents  a  radiated  fibrous  structure.  H.  =  3*5.  Sp.  gr.  3*94 — 
4*01.  The  results  obtained  on  analysis  were  as  follows  : — 

P205.  Y203  +  Er203.  La203  +  Di203.  Fe203.  Combined  H20. 

24-94  *  8*51  *55-17  0*25  5*88 

H20  lost  at  100°.  C02.  Total. 

1-49  3*59  99*83 

The  presence  of  the  carbonate  is  regarded  as  due  to  an  admixture 
of  lanthanite,  (La,Di)2(C02)3,9H20.  The  mineral  as  analysed  is  calcu¬ 
lated  to  be  a  mixture  of  17*04  per  cent,  of  lanthanite,  and  82*79  per 
cent,  of  the  new  phosphate,  R2(P04)2,H20.  Calculating  the  82*79  per 
cent,  of  Scovillite  up  to  100  per  cent.,  we  obtain — 

P2Os.  (YErY03.  (LaDi)203.  Fe203.  H20.  Total. 

30*12  10*28  55*73  0*30  3*57  100*00 

B.  H.  B. 

Analyses  of  Lithiophillite.  By  S.  L.  Penfield  (Amer.  J.  Sci.  [3], 
25,  176). — The  author  has  already  published  analyses  of  triphyllite 
and  lithiophillite  from  the  various  known  localities  (Abstr.,  1879, 
695).  He  now  adds  to  these  two  analyses,  one  of  lithiophillite  from 
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Norway,  Me  (I),  the  other  (II)  of  a  variety  from  Branchville,  Conn. 
The  results  obtained  were  : — 


Sp.  gr. 

p2o5. 

FeO. 

MnO. 

CaO. 

Li20. 

I. ... 

3-398 

44*40 

8*60 

35*98 

0-78 

8*50 

II. . . . 

3-504 

44-93 

16  36 

28*58 

0*05 

8*59 

NaA 

h2o. 

G-angue. 

Total. 

I . 

0*14 

1*19 

0*12 

99*71 

II . 

0*21 

0-54 

0*13 

99*39 

These  analyses  fully  substantiate  the  formula  Li(MnFe)P04, 
already  made  out  for  the  species.  B.  H.  B. 

Determination  of  Alkalis  in  Lepidote  from  India.  By  M. 

Page  ( Ghem .  News ,  48,  109 — 110). — The  mineral  examined,  of  a  lead 
grey  colour,  was  found  in  granite  associated  with  a  violet-red  lepidote, 
quartz,  and  occasionally  tinstone.  The  total  alkalis  and  sodium  and 
potassium  were  determined  in  the  usual  way  ;  lithium  was  determined 
as  phosphate ;  rubidium  by  fractional  precipitation  with  platinic  chlo¬ 
ride  and  numerous  washings  with  boiling  water.  The  results  per 
cent,  are : — 

K20.  Li20.  Na20.  Rb20. 

8-595  1*754  0*609  0*070 

D.  A.  L. 

Topaz  from  Maine,  U.S.  By  C.  M.  Bradbury  (Ghem.  News ,  48, 
109). — The  sample  examined  consisted  of  large  colourless  translucent- 
topaz  crystals ;  sp.  gr.  3*54.  An  analysis  yielded  the  following 
figures: — A1  27*14;  Si  14*64;  F  29*21;  O  28*56;  total,  99*55.  This 
is  very  anomalous,  as  three-quarters  and  not  half  the  oxygen,  corre¬ 
sponding  with  silicon,  is  replaced  by  fluorine  in  ordinary  topaz. 
Berzelius’s  analytical  method  was  employed.  D.  A.  L. 

Analyses  of  Pranklinite  Ores  from  New  Jersey.  By  P. 

Ricketts  (Dingl.  polyt.  248,  523). 


I. 

II. 

III. 

IY. 

Si02 . 

11*85 

11*59 

8-64 

10*70 

ZnO . 

34*13 

4u*83 

34*70 

33*09 

FeO,  Fe203,  and  Fe304 

28*48 

29-94 

28-34 

31*05 

A1A  . 

0*58 

traces 

traces 

traces 

MnO . 

14*13 

8*35 

15*50 

15*51 

CaO . 

5*51 

4*16 

5*70 

4*59 

MgO . 

0*13 

0*79 

1*44 

0-27 

C02 . 

4*96 

4*12 

6-26 

4*38 

Cu . 

0*07 

— 

traces 

traces 

99-84 

99*78 

100-48 

99*59 

The  following  composition  corresponds  with  the  latter  analysis  : — 
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Franklinite .  51*51 

Red  zinc  oxide . . .  6*40 

Rhodonite .  11*13 

Willemite  .  20 '23 

Manganese  carbonate  .  1*24 

Limestone .  8' 76 


99*27 

Analysis  of  the  most  important  constituents  gave  : — 


Zimkite.  Franklinite.  Willemite. 


ZnO. . . . 

95*20 

ZnO. .  . . 

20*72 

ZnO. . . . 

69-97 

MnO  .  . . 

3*19 

MnO  .  . . 

12*72 

MnO  . . . 

1-14 

FeA... 

63*90 

Fe304 . . . 

traces 

SiOa  .  . . 

16-81 

D.  B. 

Chrysocolla  from  Arizona.  By  W.  C.  Eustis  ( Ghem .  News ,  48, 
109). — The  specimen  for  analysis  was  associated  with  a  blnish-green 
variety  of  chrysocolla,  and  with  much  carbonate.  The  sample  analysed 
was  emerald-green,  transparent,  and  psendoruorphoiis,  with  vitreous 
lustre.  Sp.  gr.  2*3;  hardness,  3*5.  Analysis  yielded  CuO,  32*22; 
Si02,  34*08 ;  H20,  31*65  ;  total,  98*95.  These  figures  approximate  to  the 
formula  3Cu0,4Si02,13H20,  which  corresponds  with  some  specimens 
of  chrysocolla  of  the  constitution  CuSi03,3H20,  in  which  one  quarter 
of  the  copper  is  replaced  by  hydrogen ;  the  mineral  analysed  may  be 
looked  upon  as  a  copper  hydrogen  silicate.  D.  A.  L. 

Rocks  of  the  Yellowstone  Park.  By  W.  Beam  ( Amer .  J.  Set. 
[3],  25, 106).  _ 

1.  Porphyritic  Obsidian. — Colour  greenish-black,  semi-transparent. 
H.  =  6.  Sp.  gr.  =  2*4.  The  analysis  gave  — 

A1203  and 

Si02.  Fe203.  CaO.  MgO.  Na20.  K20.  H20.  Total. 

77*00  13*40  1*25  1*19  3*43  3*62  0*70  100*59 

2.  Pebble  of  quartz  trachyte  covered  with  a  deposit  from  Echinus 
Geyser.— The  pebble  analysed  was  about  1*5  inches  in  diameter,  of  a 
light  fawn  colour,  and  contained  small  masses  of  colourless  silica.  The 
analytical  results  were  as  follows  : — 

Si02.  Al203  +  Fe203.  CaO.  MgO.  K20.  Na20.  H20.  Total. 

77*90  14*55 **  0*40  trace  4*63  2*10  1*00  100*58 

B.  H.  B. 

Volcanoes  of  Northern  California,  Oregon,  and  Washington. 

By  A.  Hague  and  J.  P.  Iddings  {Amer.  J.  Sci.  [3],  26,  222 — 235). — 
During  the  year  1870  the  geologists  attached  to  the  Geological  Explo¬ 
ration  of  the  Fortieth  Parallel,  made  a  preliminary  survey  of  the 
extinct  volcanic  cones  of  North  California,  Oregon,  and  Washington, 
but  a  further  study  was  never  undertaken.  As  the  rock  specimens 
then  collected  may  be  considered  as  representing  the  principal  types 
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of  the  ejected  lavas,  a  large  number  of  thin  sections  have  recently 
been  made,  and  tbeir  microscopic  examination  has  been  followed  up 
by  chemical  investigation. 

The  four  great  cones,  Lassen’s  Peak,  Mt.  Shasta,  Mt.  Hood,  and 
Mt.  Ranier,  which  may  be  taken  as  typical  of  the  chain,  are  all  ande¬ 
site  volcanoes,  with  extrusions  of  basalt.  Similar  variations  in 
mineral  composition  and  minute  details  of  structure  are  found  at 
each  of  the  volcanoes.  All  the  rocks  from  these  volcanoes  may  be 
classified  under  the  heads  of  basalt,  hypersthene-andesite,  hornblende- 
andesite,  and  dacite. 

Hiypersthene-andesite. — These  rocks  are  generally  very  porous, 
varying  in  colour  from  blue-black  to  steel-grey.  They  occur  in  all 
stages,  from  crystalline,  dense  forms  to  glassy  pumice.  They  are 
generally  crowded  with  very  small  porphyritic  crystals,  of  which  the 
felspars  are  the  most  noticeable,  the  iron  magnesium  silicates  being  more 
apparent  in  the  light-coloured  varieties.  A  complete  chemical  analysis 
is  given  (I)  of  a  pumice  from  which  the  hypersthene  was  extracted. 
The  ground-mass  is  an  almost  pure  glass,  and  the  microscope  shows  that 
the  hypersthene  was  the  first  of  the  essential  minerals  to  crystallise 
out  from  the  original  magma.  The  analysis  of  this  pumice  does  not 
very  materially  differ  from  the  analysis  of  the  more  compact  lavas. 
After  separating  the  heavier  minerals  from  the  felspar  and  glass,  the 
latter  were  subjected  to  Thoulet’s  solution,  in  order  to  isolate  the 
glass  from  the  felspar.  Two  separations  of  felspar  were  obtained, 
one  with  sp.  gr.  from  266 — 2*68,  and  the  other  from  2*64 — 2*66. 
Analyses  of  these  are  given  (III  and  IV).  These  probably  represent 
the  same  felspar  rendered  impure  by  foreign  ingredients.  An  analysis 
of  the  glass  which  forms  the  base  of  the  pumice  is  given  under  V. 
Sp.  gr.  =  2*29. 


I. 

II. 

III. 

IY. 

SiOo . 

.  62*00 

50*33 

56*41 

56*95 

ai2o3  . 

.  17-84 

0*97 

27-39 

27-47 

FeO . 

.  4*40 

22*00 

0*69 

trace 

CaO . 

5*37 

1*88 

9-87 

9*10 

MgO . 

2*64 

23*29 

0*09 

0*02 

k2o . 

1*47 

— 

0*36 

0*48 

Ha.0  . 

4*29 

— 

5*43 

5*78 

MnO . 

....  trace 

0*64 

— 

- — • 

TiOj . 

0*17 

— 

— 

— 

P205 . 

.  0*29 

— 

— 

— . 

Ignition  . .  . 

.  ....  1*66 

— 

— 

— 

Total 

_  100-13 

99*11 

100*24 

99*80 

Dacite. — This  rock  occurs  near  the  highest  point  of  Lassen’s  Peak. 
It  is  probably  the  most  recent  extrusion  from  the  peak,  and  is  quite 
unlike  the  rocks  obtained  from  the  other  volcanoes.  The  specimens 
vary  from  a  moderately  compact  rock  to  others  of  a  pumice-like  cha¬ 
racter.  The  rock  is  composed  of  quartz,  mica,  hornblende,  and 
plagioclase,  and  is  from  6 — 9  per  cent,  richer  in  silica  than  the  pre- 
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vailing  rocks  of  the  four  main  cones  (Analysis  YI).  Analyses  of  the 
felspar  (VII)  and  of  the  glass  (VIII)  are  given.  The  felspar  is  pro¬ 
bably  a  mixture  of  andesine  and  oligoclase. 


V. 

YI. 

Yir. 

Till. 

Si03 . 

.  69'94 

69*36 

65-77 

76-75 

Al203  . 

.  15-63 

16-23 

21*51 

12*32 

Fe^O-j  . 

0-88 

FeO  . 

....'.  1*89 

1-53 

trace 

1-36 

CaO . 

.  2-49 

3-17 

5-72 

1-18 

MgO . 

.  0-28 

1-34 

— 

— 

K*0 . 

.  2-85 

3*02 

0-83 

3*98 

Na-iO . 

.  3*83 

4-06 

5-92 

3*55 

Ignition  . .  . 

.  3*25 

0*45 

0*34 

0*54 

Total 

....  100-16 

100*04 

100*09 

99*68 

The  four  types  of  rocks,  basalt,  hypersthene-andesite,  hornblende- 
andesite,  and  dacite,  exhibit  four  well  characterised  groups,  but  they 
are  not  sharply  defined  and  distinct  forms,  as  between  any  two  in  the 
series  all  possible  intermediate  varieties  exist.  B.  H.  B. 

Meteoric  Iron  from  Georgia.  By  C.  U.  Shepard  (Arner.  J.  Sci. 
[3],  26,  336 — 338). — The  mass  here  described  was  found  in  1879 
about  14  miles  north-east  of  Dalton,  Whitfield  Go.,  Georgia.  It 
weighed  117  lbs.  Its  shape  is  somewhat  that  of  a  pear.  The  surface 
is  black  and  very  little  oxidised.  The  sp.  gr.  is  7*986,  which  is  some¬ 
what  higher  than  is  usual  in  meteoric  iron.  The  analysis  gave  the 
following  results  : — 

Fe.  Ni.  Co.  Total. 

94*66  4*80  0-34  99*80 

with  traces  of  phosphorus,  chromium  and  manganese. 

B.  H.  B. 

Geyser  Waters  and  Deposits.  By  H.  Leffmann  ( Amer .  J .  Sci. 
[3],  25,  104 — 105). — The  specimens  from  which  the  following  ana¬ 
lyses  were  made  were  collected  from  the  Yellowstone  Park  in  1878. 
Most  of  the  geysers  and  hot  springs  are  siliceous,  and  in  most  of  the 
waters  examined  the  silica  is  in  the  free  condition.  All  the  results 
are  given  in  grains  to  the  imperial  gallon : — 

1.  Pearl  Geyser. 

CaS04.  Na2S04.  NaCl.  Si02.  Total. 

1*40  1*89  61-39  7-84  72*52 

At  the  bottom  of  the  bottle  containing  this  water  was  a  quantity  of 
gelatinous  matter,  which  was  found  on  analysis  to  be  composed  of 
79*1  per  cent.  Si02  and  4*9  H20,  together  with  traces  of  A1203, 
Fe203,  and  CaO. 

2.  Jug  Spring. 

CaC03.  NaoCOg.  Na^SC^.  NaCl.  Si02.  Total. 

0-79  49Y4  2-12  31*57  14*56  98*18 
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3.  Opal  Spring . 

NaCl.  CaS04.  CaCl2.  Si02.  Total. 

72*18  3*22  4*06  5376  143-22 

This  is  not  a  geyser  but  a  spring  baying  the  temperature  of  90°  F. 
The  water  is  opalescent. 

4.  Deposit  from  Bronze  Spring. — This  occurs  in  convoluted  layers 
with  bronze-coloured  surfaces  and  fawn-coloured  streak,  H.  =  5*5. 
The  results  obtained  on  analysis  were  as  follows : — 

Fe203  Organic  matter 

Si02.  and  A1203.  and  Tvater. 

83*1  1*2  13-6 

B.  H.  B. 

Solid  and  Gaseous  Constituents  of  Sea  Water  and  Oceanic 
Deposits.  By  H.  Tonroe  and  L.  Schmelck  ( Bled .  Centr.y  1883,  217 
— 231). — These  investigations  were  made  by  the  Norwegian  North 
Atlantic  Expedition  in  1876-78,  when  a  tract  of  ocean  lying  between 
60°  and  80°  N.  and  12° — 37°  E.  was  examined. 

Solid  Constituents. — There  is  but  very  little  variation  of  the  sp.  gr. 
found  ;  a  few  samples,  however,  were  much  lighter,  but  this  was  due 
to  the  neighbourhood  of  ice,  or  river  mouth,  as  the  solids  still  bore  a 
constant  ratio  to  one  another.  As  regards  the  percentages  of  chlo¬ 
rine,  lime,  magnesia,  and  sulphuric  acid  present  in  water  taken  from 
various  depths,  they  remain  practically  constant,  neither  are  they 
affected  by  the  latitude ;  in  those  cases  in  which  potassium  has  been 
estimated  (as  chloride)  no  variation  has  been  found.  The  authors 
found  only  0*0025  gram  per  100  c.c.  of  or  ganicmatter,  and  no  hydrogen 
sulphide.  When  sea  water  is  boiled,  the  evaporated  water  being  con¬ 
stantly  replaced,  all  the  carbonic  anhydride  is  expelled,  and  a  precipi¬ 
tate  of  magnesium  salt  free  from  lime  is  formed;  but  if  on  the  con¬ 
trary,  the  water  be  evaporated  to  say  one-half,  only  part  of  the  gas  is 
driven  off,  and  the  precipitate  consists  of  calcium  carbonate  and 
gypsum ;  in  both  cases  the  water  becomes  alkaline ;  further  concen¬ 
tration  causes  the  precipitation  of  gypsum  and  sodium  chloride,  the 
mother-liquor  containing  all  the  magnesium  and  potassium  salts. 

Air  in  Sea  Water. — Jakobsen  in  1871-72  found  less  oxygen  at  lower 
depths  than  at  the  surface. 

Buchanan  found  the  percentage  of  oxygen  in  surface  water  to  vary 
with  the  latitude :  so  do  the  authors,  obtaining  33*93  per  cent, 
(mean)  in  the  German  Ocean,  34*94  per  cent,  in  latitude  50 — 70°  N., 
and  35*54  per  cent,  in  latitude  70 — 80°. 

As  these  results  do  not  tally  with  those  obtained  by  Bunsen,  who 
states  that  the  composition  of  the  absorbed  air  is  constant  for  all  tem¬ 
peratures  :  experiments  to  elucidate  the  question  were  made,  and  the 
conclusion  arrived  at  was,  that  seeing  that  the  percentage  of  nitrogen 
was  normal,  there  must  be  some  unknown  factor  which  causes  the 
water  to  be  supersaturated  with  oxygen. 

When  comparing  the  volumes  of  oxygen  in  the  water  collected  from 
different  depths,  it  was  noticed  that  the  reduction  was  at  first  very 
rapid,  but  soon  became  less  so,  and  at  1000  m.  the  minimum  was 
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reached,  increasing  slowly  afterwards,  being  0*4  per  cent,  at  3000  m. 
The  curves  representing  percentages  of  salt  and  nitrogen  at  different 
depths,  show  that  the  percentage  of  nitrogen  is  inversely  proportional 
to  that  of  salt. 

Deposits. — Schmelck  collected  300  samples  of  the  sea  bottom,  and 
all  may  be  classed  nnder  the  name  of  clay,  but  of  this  clay  there  are 
five  kinds — grey,  transition,  bilocnline,  rhabdamine,  and  volcanic. 

The  grey  clay  covers  the  whole  surface  of  the  bed  of  the  sea,  but  is 
superposed  at  depths  of  more  than  1000  fathoms  by  biloculine  ;  in 
shallow  seas,  as  along  the  coast  of  Norway  and  Spitzbergen,  much 
sand,  flint,  and  mussel  shells  are  found,  the  percentage  of  calcium 
carbonate  being  9  per  cent.  At  500  fathoms,  brown  clay  overlies  the 
grey ;  this  brown  clay  is  distinguished  from  the  brown  biloculine 
which  only  appears  at  1000  fathoms  by  the  coarse  sand  present,  and 
the  paucity  of  Foraminifera ;  it  is  this  clay  which  has  been  termed 
“  transition.”  Biloculine,  which  is  distinguished  from  grey  clay  by 
its  colour,  and  from  transitional  by  its  structureless  fineness  and  uni¬ 
formity  of  external  appearance,  is  rich  in  Foraminifera,  and  conse¬ 
quently  in  lime  :  the  principal  Foraminifera  present  being  Globigerina 
biloculina ,  lituola .  and  nonionina ;  the  minerals  are  microscopic  grains 
of  quartz  and  flakes  of  mica ;  one  difference  is  remarkable,  that  whereas 
these  particles  are  sharp-edged  in  this  clay,  these  are  all  rounded  in 
the  transition  clay.  The  green  or  rhabdaminic  clay  is  found  in  the 
shallow  waters  which  lie  between  Norway,  Beren’s  Island,  and  Nova 
Zembla,  and  contains  a  large  number  of  Foraminifera,  but  little 
calcium  carbonate,  much  silica.  Volcanic  sands  and  dark  green  sandy 
clay  is  found  about  Jan  Mayen’s  Land,  and  contains  lava,  tufa,  felspath, 
angite,  hornblende,  magnetit  and  olivin.  All  of  these  deposits  vary 
considerably  in  their  percentage  of  ferrous  oxide,  the  lighter  coloured 
kind  containing  least.  E.  W.  P. 
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Organic  Chemistry. 


Bromine  Substitution  Products  of  Ethane  and  Ethylene. 

By  R.  Anschutz  ( Annalen ,  221,  133 — 157). — The  author  has  carefully 
examined  the  physical  properties  of  the  bromine  substitution-products 
of  ethylene  and  ethane,  and  many  of  the  results  have  already  appeared 
in  this  Journal  (Abstr.,  1880,  98).  The  boiling  points  and  specific 
gravities  of  the  compounds  are  given  in  the  following  table  : — 
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Sp.  gr. 


CH,.CHoBr . 

b-P- 

88-4° 

( - 

t. 

15*0° 

t 

d4‘ 

1*4189 

CH3.CHBiV . 

110  5 

21*5 

2*0822 

CHoBr.CELBr  .... 

131  6 

21*5 

2*1767 

CHBr,.CH2Br _ 

187—188 

21*5 

2*6107 

CBr3.CH,Br . 

103*5* 

21*5 

2*9216 

CHBr2.CHBr2  . .  . . 

114*0* 

21*5 

2*9629 

CH2 !  CHBr . 

160 

11*0 

1*5286 

CBr2 1 CH, . 

91*5 

2<V6 

2-1780 

CHBr!  CHBr  ..  .. 

110*0 

17  5 

2*2714 

CBrvCHBr . 

162*5 

0*0 

2*6900 

From  these  results  it  appears  that  the  addition  of  bromine  raises 
the  boiling  point  and  increases  the  sp.  gr.  of  the  derivatives  of 
ethane  and  ethylene.  An  unsymmetrical  bromine-compound  has 
a  lower  boiling  point  and  a  lower  sp.  gr.  than  its  symmetrical 
isomeride.  The  boiling  points  of  the  ethane  derivatives  are  higher 
than  those  of  the  corresponding  ethylene  compounds,  bat  the  specific 
gravities  are  lower.  W.  C.  W. 

Nitro-derivatives  of  Ethylene.  By  A.  Villters  (Corrupt,  rend., 
97,  258 — 260). — When  the  compound  C2(N02)4Br2,2KH0  (Abstr., 
1882,  815)  obtained  by  the  combination  of  potassium  hydroxide  with 
tetranitroethylene  bromide  is  treated  with  dilute  acids,  it  yields  a 
yellowish  oily  liquid  with  a  penetrating  odour.  This  liquid  is  pro¬ 
bably  tetranitroethylene  bromide.  It  may  be  heated  to  100°  without 
detonation,  but  is  very  unstable  even  at  the  ordinary  temperature. 
The  action  of  nitric  acid  on  monobromethylene  bromide,  and  on  mono- 
bromethane  yields  the  same  product  as  the  action  of  nitric  acid  on 
ethylene  bromide.  When  this  compound  is  treated  with  sodium 
amalgam,  or  wTith  zinc  in  presence  of  dilute  alkali,  it  is  reduced  with 
formation  of  ammonia,  hydrobromic  acid,  and  hydrocyanic  acid. 
With  ammonium  sulphide  several  products  are  formed.  Tf  the  potas¬ 
sium  compound  of  tetranitroethylene  bromide  is  mixed  with  ammonia 
and  a  quantity  of  water  insufficient  to  dissolve  it,  and  treated  with 
hydrogen  sulphide  for  a  very  short  time,  the  precipitated  sulphur  is 
mixed  with  a  compound  which  dissolves  easily  on  gently  warming, 
and  is  deposited  in  crystals  on  cooling.  This  compound  forms  pale- 
brown  crystals  of  the  composition  C4K2(N02)4.  When  heated  gently, 
it  decrepitates  at  a  temperature  below  100°,  and  is  converted  into  a 
powder  without  change  of  constitution.  The  same  molecular  change 
takes  place  gradually  at  the  ordinary  temperature.  At  200°  the  com¬ 
pound  detonates  violently,  and  when  treated  with  even  very  dilute 
acids,  it  is  completely  decomposed  with  a  violent  explosion. 

C.  H.  B. 

Derivatives  of  Mannite  Hexylene.  By  L.  Hexry  ( Compt.  rend., 
97,  260 — 263). — Hexylene  monochlor  hydrin,  C6Hi2C1.0H,  is  obtained 

*  Under  a  pressure  of  14  mm. 
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by  the  action  of  hypochlorons  acid  on  hexylene  or  by  the  action  of 
hydrochloric  acid  on  hexylene  oxide.  The  product  of  the  first  reac¬ 
tion  boils  at  about  170°,  and  its  sp.  gr.  =  1*018  at  11°.  As  Domac  has 
shown,  it  is  the  a-derivative,  and  has  the  constitution — 

CHMe(OH).CHCl.CH2.CH2Me. 

The  product  of  the  second  reaction  is  probably  the  /9-derivative,  with 
the  constitution  CHMeCl.CH(OH).CH2.CH2Me.  It  is  a  slightly 
viscous  colourless  liquid  with  a  peculiar  odour,  and  a  very  sharp 
sweetish  taste.  It  is  insoluble  in  water,  and  boils  without  decompo¬ 
sition  under  a  pressure  of  761  mm. ;  its  sp.  gr.  at  11°  =  1*0143. 

Hexylene  monobromhydrin ,  C6Hi2Br.OH,  obtained  by  the  action  of 
hydrobromic  acid  on  hexylene  oxide,  is  a  colourless  slightly  viscous 
liquid,  which  becomes  yellowish  after  some  time.  It  has  a  penetrat¬ 
ing  odour,  and  a  sharp  taste,  is  insoluble  in  water,  and  boils  at  188 — 
100°  under  a  pressure  of  769  mm. ;  its  sp.  gr.  at  11°  =  1*2959.  It  pro¬ 
bably  has  the  constitution  Me.CHBr.CHPr(OH). 

Hexylene  moniodhydrin ,  CgH12LOH,  obtained  by  the  action  of 
hydriodic  acid  on  hexylene  oxide,  is  a  colourless  liquid  which  rapidly 
becomes  brown  on  exposure  to  light.  It  is  insoluble  in  water,  and 
cannot  be  distilled. 

Hexylene  acetochlorhydrin ,  C6Hi2C1.AcO,  formed  by  gently  heating 
the  monochlorhydrin  with  acetic  chloride,  is  a  colourless  liquid,  in¬ 
soluble  in  water ;  b.  p.  188 — 190°  ;  its  sp.  gr.  at  6°  =  1*04. 

Hexylene  chloronitrin ,  CeH^NCbCl,  and  hexylene  dinitrin ,  C6H12(N03)2, 
are  formed  when  hexylene  oxide  or  the  monochlorhydrin  is  added  to  a 
cooled  mixture  of  nitric  and  sulphuric  acids.  They  are  colourless 
combustible  liquids,  with  a  peculiar  faint  odour,  insoluble  in  and 
heavier  than  water.  They  cannot  be  distilled. 

Hexylene  dichloride ,  obtained  as  a  secondary  product  in  the  prepara¬ 
tion  of  the  monochlorhydrin  or  by  the  action  of  phosphorus  penta- 
chloride  on  hexylene  oxide,  is  a  colourless  mobile  liquid,  which  is 
not  altered  by  exposure  to  light.  It  has  a  faint  pungent  odour  and  a 
sweetish  bitter  taste ;  its  sp.  gr.  is  1*0527  at  11°.  It  boils  at  162 — 165° 
under  a  pressure  of  764  mm.,  and  may  be  distilled  over  potash  without 
undergoing  alteration. 

Monochlor  hexylene,  C6HnCl,  formed  by  the  action  of  concentrated 
alcoholic  potash  on  the  dichloride,  C6H12C12,  is  a  colourless  mobile 
liquid  insoluble  in  water,  with  a  peculiar  disagreeable  odour,  and  a 
sharp  taste.  It  is  not  altered  by  exposure  to  air,  and  boils  at  122° 
under  a  pressure  of  768  mm.;  its  sp.  gr.  at  11°  =  0*9036;  vapour- 
density  4*02. 

Hexylene  ketone,  C6H120,  obtained  by  the  action  of  sulphuric  acid 
on  monochlorhexylene,  is  a  colourless  mobile  liquid  with  an  agreeable 
pungent  odour  and  very  sharp  taste.  It  is  insoluble  in  water,  and 
boils  at  125°  under  a  pressure  of  753  mm. ;  its  sp.  gr.  at  11°  =  0*8343  ; 
vapour-density  3*45.  The  ketone  is  not  decomposed  by  phosphorus 
pentachloride  in  the  cold.  Its  constitution  will  depend  on  that  of 
the  monochlor-derivative,  which  has  not  yet  been  determined. 

C.  H.  B. 
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Reduction  of  Potassium  Ferricyanide  by  Potassium 
Cyanide.  By  C.  L.  Bloxam  ( Ghem .  News ,  48,  73). — The  potassium 
cyanide  employed  contained  but  little  carbonate,  but  on  distilling  it 
with  water  hydrocyanic  acid  and  ammonia  were  found  in  the  distillate, 
whilst  the  liquid  in  the  retort  contained, — besides  cyanide, — potassium 
hydroxide,  carbonate,  and  a  little  formate.  When  distilled  with  potas¬ 
sium  ferricyanide,  it  yielded  a  distillate  containing  hydrocyanic  acid 
and  ammonium  carbonate,  the  latter  increasing  in  quantity  towards 
the  end  of  the  reaction,  whilst  the  residual  liquid,  when  cool,  deposited 
abundant  crystals  of  potassium  ferrocyanide,  leaving  small  quantities 
of  potassium  cyanate  and  formate  in  the  neutral  mother-liquor.  The 
author  gives  the  following  equation  representing  this  reaction: — 

K6Fe2C13N13  +  2KCN  +  2H*0  =  2K4FeC6N6  +  HCN  +  NH3  +  COa. 

D.  A.  L. 

A  Folymeride  of  Trichloracetonitril.  By  A.  Weddige  (J,  pr. 
Ghem.  [2],  28,  188 — 189). — By  heating  ethyl  paracyancarbonate 
(this  Journal,  1874,  448)  with  phosphoric  chloride,  a  thick  yellowish- 
brown  oil  is  obtained,  which  from  its  reactions  appears  to  be  para- 
cyancarbonic  chloride.  By  further  heating  this  oil  with  phosphoric 
chloride  in  sealed  tubes  at  155 — 160°,  a  substance  is  obtained  having 
the  composition  of  trichloracetonitril,  but  different  properties.  It 
crystallises  in  large  plates  or  prisms,  melts  at  91 — 92°,  is  insoluble  in 
water,  readily  soluble  in  alcohol,  ether,  and  benzene.  By  boiling 
with  alcoholic  ammonia,  it  is  converted  into  a  compound  of  the 
formula  C6H5C17H4  or  C6H3C17[NH3]2,  crystallising  well  and  melting  at 
165°.  A  chlorinated  product  of  feeble  basic  properties  is  obtained 
by  heating  in  sealed  tubes  with  aqueous  or  alcoholic  ammonia. 

a.  j.  g. 

Action  of  Aldehyde  on  Propyl  Glycol.  By  A.  be  Gramont 
( Gompt .  rend .,  97,  173). — Equal  parts  of  aldehyde  and  isopropyl 
glycol  are  heated  together  in  sealed  tubes  at  about  160°  for  two  days, 
and  the  product  is  distilled.  That  portion  which  boils  between  75° 
and  110°  is  dried  over  calcium  chloride  and  fractionated.  In  this  way 
a  colourless,  highly  refractive  liquid  of  ethereal  odour  is  obtained.  It 
boils  at  about  93°,  and  its  sp.  gr.  is  lower  than  that  of  water,  in  which  it 
is  only  slightly  soluble.  The  analysis  of  the  liquid  and  the  determina¬ 
tion  of  its  vapour-density  did  not  give  satisfactory  results,  but  in  all 
probability  it  is  propyleneacetal,  formed  by  the  union  of  aldehyde 
and  isopropyl  glycol  with  elimination  of  water.  In  contact  with 
water  it  yields  aldehyde  and  isopropyl  glycol. 

Isopropylene  oxide  has  no  action  on  aldehyde  in  sealed  tubes  below 
140°,  but  above  this  temperature  decomposition  takes  place  with 
formation  of  volatile  and  carbonaceous  products.  C.  H.  B. 

Constitution  of  Natural  Fats.  By  J.  A.  Wanklyn  and  W.  Fox 

{Ghem.  News,  48,  49). — The  authors  suggest  that  some  fats,  which  do 
not  yield  glycerol  on  saponification,  are  in  all  probability  ethers  of 
isoglycerol.  Isoglycerol,  CH3Me.C(OH)3,  exists  in  its  ethers,  cannot  be 
isolated,  and  ought  to  be  resolved  into  CH3Me.COOH  +  H30. 

D.  A.  L. 
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New  Derivatives  of  Mannitol.  By  A.  Geuther  ( Annalen ,  221, 
59 — 60). — The  author  noticed  that  a  white  flocculent  precipitate  was 
gradually  separated  from  a  perfectly  clear  sample  of  butyric  acid ; 
it  was  filtered  off,  purified  from  the  adhering  acid  by  heating  to 
170°,  and  dissolved  in  water.  On  evaporating  the  aqueous  solution, 
a  gummy  mass  of  the  composition  C12H1807  was  obtained.  As  the 
process  of  lactic  and  butyric  fermentation  is  always  accompanied  by  a 
partial  conversion  of  the  sugar  into  mannitol,  then  this  substance  is 
probably  an  anhydride  of  mannitol,  Ci2Hi807  =  2C6Hi406  —  50H2, 
and  is  thus  a  homologue  of  mannitan,  C6H1205,  and  mannide,  C6Hi0O4. 

Y.  H.  V. 

Relation  between  the  Solubility  and  Rotation  of  Milk- 
sugar,  and  Rate  of  Transition  of  its  Birotation  into  Normal 
Rotation.  By  F.  Urech  ( Ber .,  16,  2270 — 2271). — When  finely 
divided  milk-sugar  is  agitated  with  a  quantity  of  water  insufficient  to 
dissolve  it,  a  saturated  solution  is  obtained,  which  exhibits  birotation; 
but  the  solution  gradually  takes  up  more  milk-sugar  as  the  transition 
from  birotation  to  normal  rotation  takes  place,  showing  that  the 
solubility  is  thereby  increased.  When  two  saturated  solutions  are 
prepared  at  temperatures  differing  by  about  20°,  and  the  warmer 
solution  is  allowed  to  cool  down  to  the  temperature  of  the  other,  it 
will  still  contain  much  more  milk-sugar  than  the  solution  prepared  at 
the  lower  temperature,  the  greater  solubility  at  the  higher  tempera¬ 
ture  being  due  not  only  to  the  difference  of  temperature,  but  also  to 
the  more  rapid  conversion  at  a  raised  temperature  of  the  birotatory 
sugar  into  the  much  more  readily  soluble  sugar  of  normal  rotation. 
The  transition  from  birotation  to  normal  rotation  takes  place  slowly  at 
atmospheric  temperature,  so  that  the  rate  of  change  can  readily  be 
measured  by  the  polar i scope  and  formulated  in  the  same  way  as  the 
rate  of  inversion  of  saccharose.  A.  K.  M. 

Starch  and  its  Transformations  under  the  Influence  of 
Acids.  By  F.  Salomon  (J.  pr.  Chon.  [2],  28,  82 — 154).— The 
principal  conclusions  drawn  by  the  author  from  this  lengthy  investiga¬ 
tion  are  as  follows : — The  transformation  of  starch  by  dilute  sulphuric 
acid  cannot  be  considered  as  a  splitting  up  of  the  molecule  into 
dextrin  and  dextrose,  as  assumed  by  Musculus.  The  products  of  the 
action  of  sulphuric  acid  on  starch  are  soluble  starch,  dextrin,  and 
dextrose  ;  the  course  of  the  reaction  being  that  the  complex  starch 
molecule  is  first  converted  into  the  more  simple  soluble  starch,  and 
next  into  the  still  more  simple  dextrin,  the  hydrolysis  of  the  latter 
into  dextrose  commencing  almost  simultaneously.  The  rate  of  the 
conversion  is  proportional  to  the  quantity  of  sulphuric  acid  present. 
The  transformation  of  starch  by  organic  acids  (oxalic,  tartaric,  and 
citric  acids)  proceeds  in  the  same  manner  as  with  inorganic  acids, 
but  the  action  is  less  vigorous. 

Soluble  starch,  if  pure,  gives  a  deep  blue  coloration  with  iodine, 
but  if  it  is  contaminated  with  dextrin,  a  reddish- violet  coloration  is 
obtained;  it  does  not  reduce  Fehling’s  solution,  and  has  the  specific 
rotary  power  [a];-  =  211'5°  (comp.  O’Sullivan,  Trans,,  1879,  772). 
There  is  only  evidence  for  the  existence  of  a  single  dextrin ;  it  gives 
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a  brownish-red  coloration  with  iodine,  does  not  reduce  Fehling’s 
solution,  and  has  the  specific  rotary  power  [a^*  =  216*5°. 

a.  j.  a. 

Preparation  of  Isobutyraldehyde  free  from  Acetone.  By 

W.  Fossek  (Monatsh.  Chem .,  4,  660 — 662). — The  author’s  method  is 
based  on  the  property  of  the  crystalline  trimolecular  modification  of 
isobutyraldehyde  to  change  into  the  ordinary  liquid  aldehyde,  under 
the  influence  of  strong  sulphuric  acid  at  the  heat  of  the  water-bath. 
The  crude  isobutyraldehyde  was  first  partly  purified  by  heating  it,  as 
previously  described  by  the  author  (Abstr.,  1882,  161),  with  a  strong 
solution  of  sodium  acetate  at  150°.  It  was  then  polymerised  by 
mixing  it  with  strong  sulphuric  acid  (1  g.  acid  to  100  g.  aldehyde),  or 
with  hydrochloric  acid,  the  formation  of  crystals  being  accelerated  by 
cooling.  These  crystals  were  drained  on  a  filter,  washed  with  water, 
dried  between  filter-paper,  and  preserved  for  use.  To  convert  them, 
when  required,  into  liquid  isobutyraldehyde,  they  are  fused  on  the 
water-bath,  mixed  with  a  few  drops  of  strong  sulphuric  acid,  and 
heated  on  the  water-bath  in  a  reflux  apparatus,  whereby,  after  about 
an  hour’s  boiling,  the  whole  of  the  polymeride  is  converted  into  liquid 
isobutyraldehyde,  boiling  constantly  at  63°  (bar.  741  mm.  at  0°)  and 
having  a  density  of  0*8057  at  0°  and  0*7898  at  20°,  referred  to  water 
at  the  same  temperatures.  Its  vapour,  when  inhaled,  produces 
nausea  and  headache.  H.  W. 

A  Derivative  of  Isobutyraldehyde  analogous  to  Hydro¬ 
benzoin.  By  W.  Fossek  ( Monatsh .  Ckem.7  4,  663 — 678). — The 
author  has  already  shown  (Abstr.,  1883,  1278)  that  when  the  pro¬ 
ducts  of  the  action  of  aqueous  potash  on  isobutyraldehyde  are  distilled 
with  steam,  a  thick  yellow  oil  remains,  holding  in  solution  two 
isomeric  crystalline  bodies,  C8H1802,  resembling  one  another  in  their 
chemical  reactions  (which  are  those  of  the  pinacones),  but  differing  in 
crystalline  form,  solubility,  and  melting  point,  the  more  abundant  of 
the  two  crystallising  in  plates,  being  moderately  soluble  in  water,  and 
melting  at  151°,  whereas  the  other  crystallises  in  groups  of  needles, 
dissolves  but  very  sparingly  in  water,  and  melts  at  91°.  The  former 
was  extracted  from  the  oil  by  agitation  with  hot  water ;  the  latter 
separated  out  on  adding  light  petroleum.  This  higher-melting 
body  could  not  at  first  be  satisfactorily  examined,  on  account  of  the 
very  small  quantity  in  which  it  was  obtained  ;  but  the  author  has 
since  found  that  it  may  be  prepared  much  more  readily  by  acting  on 
isobutyraldehyde  with  alcoholic  instead  of  aqueous  potash,  forming 
indeed  the  chief  product  of  the  reaction,  which  likewise  yields  isobu- 
t-yric  acid  and  a  hydroxy-acid  to  be  described  further  on. 

The  crystalline  body  melting  at  91°  is  found  by  analysis  to  have  the 
composition  C8H1802,  and  its  reactions  show  that  it  consists  of  di-iso¬ 
propyl-glycol,  CHPr^(OH).CHPr^(OH).  It  dissolves  readily  in 
alcohol  and  ether,  somewhat  less  readily  in  water,  and  separates  on 
quick  evaporation  of  its  aqueous  solution,  as  a  supernatant  oil,  which, 
on  contact  with  a  solid  body,  suddenly  solidifies  to  a  cake.  By  very 
slow  evaporation,  however,  at  temperatures  near  0°,  it  may  be  ob¬ 
tained  in  monoclinic  crystals  having  the  axial  ratio  a  :  b  :  c  = 
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0*8223  :  1  :  1*9086,  and  tlie  angle  ac  =  97°  30'.  Observed  faces, 
ooPob,  OP,  •+■  P,  — P.  The  crystals  are  flattened  by  predominance  of 
oopob.  Twins  occur  united  by  this  face.  The  vapour-density  of  the 
compound  is  by  experiment  67*71 — 70*03;  calc.  73*00. 

By  oxidation  with  nitric  acid,  the  glycol  yields  isobutyric  and 
oxalic  acids ;  with  potassium  permanganate  in  neutral  solution,  the 
isobutyric  acid  formed  in  the  first  instance  is  further  oxidised  to  acetic 
and  carbonic  acids. 

Di-isopropyl  glycol  boiled  for  about  two  hours  with  a  slight  excess 
of  acetic  chloride,  yields  an  oily  diacetate, 

C12HwOi*  =  CsHl6(0AS)202. 

Treated  with  an  equal  weight  of  a  mixture  in  equal  parts  of  strong 
sulphuric  acid  and  vrater,  it  dissolves  in  a  few  minutes,  especially  if 
the  mixture  be  heated  in  a  reflux  apparatus,  and  there  rises  to  the 
surface  an  oil  having  a  camphorous  odour;  and  on  separating  this  oil 
after  boiling  with  ether  for  half  an  hour,  washing  the  etheric  solution 
with  aqueous  sodium  carbonate,  evaporating  off  the  ether,  and  drying 
the  remaining  liquid  with  calcium  chloride,  a  residue  is  obtained 
which  may  be  separated  by  fractional  distillation  into  two  liquids,  the 
smaller  in  quantity  smelling  like  camphor  and  boiling  at  120 — 122°, 
whilst  the  other,  which  is  viscid  and  nearly  colourless,  distils  at  260 — 
262°.  Both  these  liquids  have  the  composition  CsH^O.  They  are  not 
aldehydes,  and  therefore  the  oxygen  contained  in  them  is  probably  re¬ 
lated  to  the  other  elements  in  the  same  manner  as  in  oxides  or  in 
ketones. 

The  glycol  heated  for  6 — 8  hours  in  a  sealed  tube  at  140°  with  ten 
times  its  weight  of  fuming  hydriodic  acid,  is  converted  into  an  iodide 
which,  when  decomposed  by  alcoholic  potash,  yields  an  octyl ene , 
C8Hi6,  in  the  form  of  a  colourless  mobile  liquid,  which  has  a  strong 
odour  of  petroleum,  distils  for  the  most  part  at  116 — 120°,  and  unites 
readily  with  bromine,  forming  a  very  unstable  addition-product.  The 
mode  of  its  formation  from  di-isopropyl  glycol  shows  that  it  must  be 
represented  by  the  formula  CHPr^  I  CHPr^. 

The  action  of  alcoholic  potash  on  isobutyraldehyde  gives  rise  also 
to  isobutyric  arid  and  a  small  quantity  of  a  hydroxy-acid,  C8HiB03, 
which  forms  a  white  anhydrous  crystalline  powder,  sparingly  soluble 
in  water  and  in  ether,  easily  in  alcohol  ;  does  not  volatilise  with 
steam  ;  melts  at  92°,  and  distils  at  a  high  temperature  :  its  silver  salt 
is  amorphous,  and  melts  at  120°.  The  constitution  of  this  acid  has 
not  yet  been  made  out. 

The  formation  of  di-isopropyl  glycol  and  isobutyric  acid  from  iso¬ 
butyraldehyde  is  represented  by  the  equation — 

SPr^COH  +  KOH  =  CHPr^(OH).CHP^(OH).  +  PPhCOOK. 

H.  W. 

Action  of  Carbonic  Oxide  on  Mixtures  of  Sodium  Alcoho- 
lates  and  Sodium  Salts  of  Organic  Acids,  By  M.  Schroeder 
(Annalen,  221,  34 — 55). — The  researches  of  Geuther  and  Froelich, 
Looss  and  Poetsch  (Abstr.,  1883,  729)  on  the  action  of  carbonic  oxide 

*  In  the  original  paper  the  formula  is  printed  which  does  not  agree 

either  with  the  rational  formula  or  with  the  analysis  (C  =  62  62,  H  =  9*52). — H.  YV. 
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on  sodium  alcoliolates,  have  proved  that  a  small  quantity  of  the  sodium 
salt  of  the  corresponding  carboxyl  acid  is  formed.  But  in  the  pre¬ 
sence  of  a  considerable  quantity  of  this  latter  salt,  sodium  formate  is 
obtained,  together  with  the  sodium  salts  of  homologous  and  isologous 
acids.  The  first  phase  of  this  reaction  may  be  expressed  as  follows : — 

CO  +  CJH2n+1Ra02  +  C/wH2M_1Na02  =  HCOO^a 

“h  Cj»T1-2w — 2(CrcH2w_|_i)Na02. 

The  author  has  studied  the  same  reaction  in  the  case  of  sodium 
phenates  and  the  sodium  salts  of  organic  acids  belonging  to  various 
series.  When  carbonic  oxide  is  passed  into  a  heated  mixture  of 
sodium  phenylate  and  acetate,  a  hydrogen-atom  of  the  acetic  acid  is 
not  replaced  by  phenyl  with  formation  of  phenvlacetic  acid,  but 
sodium  salicylate  is  obtained  in  small  quantity.  This  result  is  pro¬ 
bably  due  to  the  presence  of  sodium  carbonate  in  the  alcoholate 
which  yields  the  carbonic  anhydride.  The  supposition  the  author 
confirms  experimentally.  Similarly  in  the  action  of  carbonic  oxide 
on  sodium  ethylate  and  benzoate,  the  hydrogen  of  the  benzoic  acid  is 
not  replaced  by  an  ethyl -group.  Conversely,  when  sodium  phenyl- 
acetate  is  substituted  for  sodium  benzoate,  the  sodium  salts  of 
phenyletbylacetic,  CHEtPh.COOH,  and  ethenylbutenylphenylacetic, 
CPhC2H3.C2H2Et.COOH,  acids  are  formed;  in  this  respect  phenyl- 
acetic  behaves  precisely  as  acetic  acid. 

By  the  action  of  carbonic  oxide  on  sodium  ethylate  and  cinnamate, 
the  sodium  salts  of  diethylcinnamic  acid,  C9H6Et202,  were  formed  in 
one  set  of  experiments,  when  the  mixture  was  more  completely 
exposed  to  the  action  of  the  gas.  In  another  set,  the  sodium  salt  of 
dibutyl  cinnamic  acid  was  obtained,  derived  doubtless  from  the 
diethylcinnamic  acid  by  the  replacement  in  each  ethyl-group  of  a 
hydrogen-atom  by  another  ethyl-group. 

Experiments  on  the  action  of  carbonic  oxide  on  mixtures  of  sodium 
ethylate  and  potassium  oxalate  or  sodium  succinate  led  to  negative 
results,  V.  H.  V. 

Behaviour  of  Chromium,  Iron,  and  Aluminium  Acetates. 

By  B.  Reinitzee  ( Chem .  News ,  48,  114). — When  a  solution  of  chro¬ 
mium  sulphate  or  chloride  is  boiled  with  excess  of  sodium  acetate,  no 
precipitate  is  formed,  but  if  the  boiling  is  conducted  for  a  short  time 
only,  the  solution  becomes  violet  on  cooling.  The  solution  thus  pre¬ 
pared  behaves  in  the  following  manner  in  the  cold  : — Caustic  alkalis 
and  barium  hydroxide  change  the  colour  at  first  to  olive-green  and 
then  to  emerald-green,  and  in  12  hours  the  liquid  sets  to  a  green  jelly. 
Ammonia  produces  no  immediate  effect,  but  in  48  hours  a  violet  jelly 
is  formed  ;  ammonium  sulphide  and  carbonate  act  in  a  similar  manner* 
after  several  days.  When  the  violet  chromium  acetate  solution  is 
boiled  with  any  of  these  reagents,  or  with  an  alkaline  or  barium  car¬ 
bonate,  a  precipitate  is  produced,  immediately  or  otherwise,  according 
to  the  strength  and  quantity  of  the  reagent  added.  Sodium  phos¬ 
phate  does  not  precipitate  the  solution.  This  non-precipitating  pro¬ 
perty  of  chromium  acetate  extends  to  iron  and  alumina  in  solution, 
for  neither  by  boiling  nor  by  treatment  with  the  above-mentioned 
reagents  can  certain  quantities  of  ferric  oxide  and  alumina  be  de- 
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tected  in  the  presence  of  chromium  acetate.  The  quantity  of  these 
oxides  thus  retained  is  limited  if  the  ferric  oxide  and  alumina  are 
present  previous  to  boiling  with  sodium  acetate;  if,  however,  these 
substances  are  added  subsequent  to  sodium  acetate  treatment,  large 
quantities  of  iron  and  alumina  can  be  dissolved.  Ammonium  sulphide 
makes  an  exception  in  the  case  of  iron,  for  it  precipitates  it  slowly 
but  completely.  If  the  chromium  solution  and  sodium  acetate  are 
simply  mixed  in  the  cold,  at  first  the  chromium  can  be  precipitated 
by  the  reagents  referred  to  above ;  after  a  day,  however,  the  solution 
acquires  the  solvent  properties  it  would  have  done  by  boiling. 

D.  A.  L. 

Composition  of  Cocoa-butter.  By  M.  C.  Traub  (Arch.  Pharm. 
[3],  21,  19 — 23). — Kingzett  has  stated  (Trans.,  1878,  38)  that  this 
butter  contains  two  new  fatty  acids,  the  one  apparently  an  isomeride 
of  lauric  acid,  the  other,  called  theobroraic  acid  (m.  p.  72*8°),  and 
having  the  formula  Ce^H^Ch.  The  anomalous  melting  point  of  such 
an  acid  led  the  author  to  make  an  investigation  of  cocoa- butter.  By 
a  process  of  fractional  precipitation  with  magnesium  acetate  after 
saponification,  an  acid  was  obtained  from  the  first  portion  of  the  pre¬ 
cipitate,  which  was  not  further  resolved  by  precipitation,  and  after 
recrystallising  from  absolute  alcohol  was  proved  to  be  arachic  acid 
(C20H40O2).  Fractional  distillation  under  diminished  pressure  (100 
mm.)  confirmed  the  results  obtained  by  fractional  precipitation.  In 
addition  to  arachic  acid,  oleic,  lauric,  palmitic,  and  stearic  acids  were 
found,  but  no  acid  isomeric  with  lauric  acid.  The  author,  therefore, 
cannot  confirm  the  statement  that  cocoa-butter  contains  two  new  fatty 
acids,  and  maintains  that  its  physical  properties  are  due  to  the  relative 
proportions  of  arachic,  oleic,  lauric,  palmitic,  and  stearic  acids,  which 
are  present.  W.  B.  D. 

Carbonyl  Iodide,  COI2.  By  S.  P.  Cowardins  ( Ghem .  News,  48, 
97). — Several  experiments  were  made  with  a  view  to  prepare  this 
substance,  but  without  success.  Proportional  parts  of  dry  carbonic 
oxide  and  iodine  in  a  flask  were  exposed  to  direct  sunlight.  Carbonic 
oxide  and  iodine  vapour  were  passed  through  a  tube  surrounded  by 
ice  and  salt.  Carbonic  oxide  was  passed  through  heated  arsenic 
pentiodide,  and  then  through  the  cooled  tube,  also  over  red-hot  lead 
iodide.  Phosgene  gas  was  passed  over  potassium  iodide  and  into  con¬ 
densing  tubes.  D.  A.  L. 

Action  of  Phosphorus  Pentachloride  on  Succinic  Chloride. 

By  E.  Kauder  (J.jpr.  Ghem.  [2],  28,  191 — 192). — By  heating  one 
part  of  succinic  chloride  with  three  parts  phosphorus  pentachloride  in 
sealed  tubes  at  230°,  there  was  obtained,  not  as  was  expected  the 
chloride  C2H4(CC13)2,  but  a  colourless  liquid  of  sp.  gr.  1’694,  boiling  at 
199 — 215°,  solidifying  in  large  colourless  plates  at  low  temperatures, 
and  having  the  composition  C4C160.  If  this  is  heated  with  sulphuric 
acid,  it  is  decomposed  into  a  substance  of  the  formula  C4C1203, 
possibly  dichloromaleic  anhydride,  C2C12 !  (CO)2  !  0.  It  forms  a  white 
mass,  sparingly  soluble  in  water,  melts  at  119'5°,  and  sublimes  in 
white  plates.  A.  J.  G. 
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Tetric  Acid  and  its  Homologues.  By  W.  Pawlow  ( Gompt . 
rend.,  97,  99 — 102). — Ethylic  methylmonobromacetoacetate  is  slowly 
decomposed  at  ordinary  temperatures  and  more  rapidly  when  heated, 
yielding  monobromethane  and  the  tetric  acid  described  by  Demarcay. 
This  acid  has  the  composition  C5H603,  and  not  C^H^Ot  as  stated  by 
Demarcay.  Ethylic  isobutyl-monobromacetoacetate  is  decomposed  in 
a  similar  manner  when  heated,  and  yields  the  hectic  acid l  also  described 
by  Dema^ay.  This  acid  has  the  composition  C  61  '33,  H  7*81,  cor¬ 
responding  with  the  formula  CgH^Cb,  and  not  with  Demar9ay’s 
formula  3(C7H10O2),H2O,  which  requires  carbon  63*63  per  cent., 
hydrogen  8*08  per  cent.  The  formation  of  these  acids  by  simple 
evolution  of  monobromethane  indicates  that  they  are  unsaturated 
compounds,  and  tetric  acid  is  found  to  combine  readily  with  two 
atoms  of  bromine.  This  fact,  together  with  its  mode  of  formation, 
shows  that  tetric  acid  has  the  formula  MeCO.C(COOH)  !  CH2,  and  is 
in  fact  acetoacrylic  acid, ,  the  general  formula  of  its  homologues  being 
MeCO.C(COOH)  !  CnEL^.  Its  formation  is  expressed  by  the  equation 
MeCO.CBrMe.COOEt  -  C2H5Br  =  MeCO.C(COOH)  !  CH2.  Ethyl 
monobromacetoacetate,  MeCO.CHBr.COOEt,  undergoes  no  similar 
decomposition.  C.  H.  B. 

Carboxytartronic  Acid.  The  Constitution  of  Benzene. 

By  A.  Kekul^  ( Annalen ,  221,  230 — 260). — After  referring  to  the 
researches  of  Gruber  (  Wien.  Acad.  Ber .,  1879;  Ber .,  12,  514),  Barth 
{Wien.  Acad .  Ber.,  1880;  Wiener  Monatshefte ,  1,  869),  and  Werzig 
{Wien.  Acad.  Ber.,  1882;  Wiener  Monatshefte,  3,  825),  on  carboxy¬ 
tartronic  acid,  and  their  bearing  on  the  constitution  of  benzene,  the 
author  describes  experiments  proving  that  the  so-called  earboxytar- 
tronic  acid  is  a  dihydroxy  tartaric  or  tetrahydroxysuccinic  acid.  A 
mixture  of  racemic  and  inactive  tartaric  acid  is  formed  by  the  action 
of  zinc  and  hydrochloric  acid  on  sodium  carboxytartronate  ;  and 
carboxytartronic  acid  is  produced  as  an  intermediate  product  by  the 
spontaneous  decomposition  of  nitrotartaric  acid. 

The  nitrotartaric  acid  is  prepared  by  adding  sulphuric  acid  to  a 
solution  of  tartaric  acid  in  4^  times  its  weight  of  fuming  nitric  acid. 
The  crystalline  mass  is  drained  by  means  of  a  filter-pump,  and 
brought  in  small  quantities  at  a  time  into  a  mixture  of  ice  and  ether. 
After  washing  with  ice-cold  water,  the  ethereal  solution  is  evaporated 
in  a  vacuum.  A  solution  of  nitrous  acid  in  alcohol  is  added  to  an 
etherial  solution  of  nitrotartaric  acid,  and  after  two  or  three  days  the 
liquid  is  shaken  with  ice-cold  water.  On  the  addition  of  sodium 
carbonate  to  the  aqueous  solution,  sodium  carboxytartronate  is  at  once 
precipitated.  The  sodium  salt  is  decomposed  by  water  at  60°,  with 
the  formation  of  carbonic  anhydride  and  sodium  tartronate. 

These  experiments  show  that  “  sodium  carboxytartronate  ”  does 
not  possess  the  constitution  generally  ascribed  to  it,  and  that  carboxy¬ 
tartronic  acid  is  closely  related  to  tartaric  acid.  The  exact  composi¬ 
tion  of  the  sodium  salt  has  not  yet  been  ascertained,  as  it  loses  first 
water,  and  then  water  and  carbonic  acid  on  drying  ;  but  it  is  probably 
C4Na206  -f  4H20.  Since  this  compound  does  not  contain  three  carbon- 
atoms  directly  united  to  each  other,  its  formation  from  pyrocatechol 
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is  no  argument  against  the  author’s  hypotheses  on  the  constitution  of 
benzene.  W.  C.  W. 

Isonitroso-acids.  By  A.  Furth  ( Ber .,  16,  2180 — 2182). — Of  the 
isonitroso-derivatives  of  the  acids  of  the  acetic  series,  only  three  are 
at  present  known,  viz.,  isonitroso-propionic,  -butyric,  and  7-valeric 
acids.  The  author,  following  the  process  proposed  by  Wleugel,  has 
obtained,  by  the  action  of  nitrous  acid  on  ethylpropylacetoacetate, 
(x-isonitroso-valeric  acid ,  CH2Me.CH3.C(N.OH).COOH.  This  acid 
crystallises  in  needles  which  melt  at  143°  with  complete  decon- 
position  ;  it  is  soluble  in  alcohol  and  benzene,  sparingly  soluble  in 
water ;  its  silver  salt  forms  a  white  precipitate.  By  the  action  of 
hydroxylamine  hydrochloride  on  ortho-  and  para-aldehydo-salicylic 
acid,  the  author  has  obtained  the  ortho-  and  para-aldoximesalieylic 
acids,  COOH.C6H3(OH).CH(NOH).  Both  acids  crystallise  in  small 
golden  needles.  The  former  melts  at  193°,  the  latter  at  179°,  and  is 
more  sparingly  soluble  than  its  isomeride.  V.  H.  V. 

Action  of  Nitrous  Acid  on  Ethyl-glycocine  Hydrochloride. 

By  T.  Curtius  (j Ber.,  16,  2230 — 2231). — When  a  concentrated 
aqueous  solution  of  the  hydrochloride  of  the  ethylic  ether  of  glycocine 
is  treated  with  sodium  nitrite,  a  yellow  oil  is  precipitated  and  can  be 
extracted  with  ether.  To  purify  it,  it  is  treated  with  baryta- water, 
steam-distilled,  dried  over  calcium  chloride,  and  heated  at  95°  on  a 
water-bath.  It  is  a  neutral  liquid  of  golden-yellow  colour  and  of 
powerful  characteristic  odour,  miscible  in  all  proportions  with  ether 
and  alcohol,  but  almost  insoluble  in  water.  It  volatilises  on  ex¬ 
posure  to  air,  and  when  heated  to  about  110°  is  decomposed  with 
violence  and  with  great  evolution  of  heat.  It  shows  great  stability  in 
the  presence  of  alkalis,  but  in  contact  with  acids,  water,  or  alcohol, 
it  gives  off  nitrogen  in  nearly  theoretical  amount.  With  cold  con¬ 
centrated  hydrochloric  acid,  the  decomposition  takes  place  with 
explosive  violence,  ethyl  chloracetate  being  formed.  On  boiling  it 
with  water,  the  products  are  ethylic  glycol  late,  glycollic  acid,  alcohol, 
and  nitrogen,  whilst  with  alcohol,  ethylic  ethylglycollate  is  produced. 
These  reactions  would  indicate  the  body  to  be  ethylic  diazoacetate, 
CH2(N2OH).COOEt,  but  analysis  shows  that  its  formula  is — 

CHN3COOEt, 

that  is,  ethylic  diazoacetate  minus  the  elements  of  a  molecule  of  water. 

The  author  is  continuing  his  experiments  in  the  hopes  of  obtaining 
diazo-  and  diazo-amido-derivatives  of  the  fatty  acids.  A.  K.  M. 

Chemistry  of  Asparagine.  By  B.  Schulze  (Landv>.  Versuchs.- 
Stat.,  29,  233 — 240). — Having  occasion  to  obtain  rather  large  quanti¬ 
ties  of  aspartic  acid  from  asparagine,  the  author  made  several  experi¬ 
ments  to  ascertain  which  was  the  cheapest  and  best  decomposing 
agent  to  use.  Schlosing’s  apparatus  was  used  for  determining  the 
amount  of  asparagine  converted  into  ammonium  aspartate,  and  it  was 
found  that  milk  of  lime  had  no  action  in  the  cold  on  asparagine 
until  after  24  hours’  standing. 
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Heated  with  water  alone,  at  the  ordinary  pressure,  asparagine  is 
but  very  slowly  decomposed;  after  12  hours’  boiling  only  2  per  cent, 
of  the  nitrogen  was  converted  into  ammonium  salt.  Under  higher 
pressure  the  amount  decomposed  is  much  greater,  and  increases  slowly 
with  increase  of  pressure. 

The  effect  of  boiling  with  lime-water  or  baryta  was  much  more 
rapid ;  when  a  large  excess  of  baryta  was  used,  one  hour  was  sufficient 
for  the  complete  conversion  into  aspartic  acid  ;  but  if  the  boiling  be 
continued  some  hours  longer,  a  further  separation  of  ammonia  takes 
place,  malic  acid  being  formed. 

Boiling  with  dilute  sulphuric  acid  in  slight  excess  also  effects  the 
complete  conversion  of  asparagine  into  ammonium  aspartate. 

J.  K.  C. 

Metaisopropylmethylbenzene.  By  H.  E,  Armstrong  and  A. 
TL  Miller  ( Ber .  16,  2748 — 2750). — According  to  Kelbe  ( Annalen , 
210,  30)  metaisocymene  yields  at  least  two  monosulphonic  acids,  the 
second  of  which,  the  /3-acid,  he  did  not  thoroughly  investigate,  but  he 
described  the  barium  salt  as  being  very  readily  soluble  in  water,  and 
as  crystallising  from  a  concentrated  syrupy  solution  in  small  lustrous 
scales  of  the  composition  (Ci0H13SO3)2Ba  H20.  The  authors,  who 
give  a  full  description  of  the  method  by  which  they  prepare  pure 
metaisocymene,  also  find  that  this  hydrocarbon  yields  two  sulphonic 
acids,  which  they  separate  by  means  of  the  barium  salts,  but  Kelbe's 
description  is  entirely  inapplicable  to  the  more  soluble  modification. 
Although  very  soluble,  it  crystallises  very  readily  in  long  thin  prisms 
of  the  composition  (CiotUSO^oBa  +  9H20.  The  calcium  salt, 
(Ci0H13SO3)2Ca  -f  5^H20,  is  very  similar  in  appearance  to  the  barium 
salt.  The  potassium  salt,  Ci0H13SO3K  -j-  2^H20,  crystallises  in  long 
well-formed  prisms.  A.  K.  M. 

Contributions  to  our  Knowledge  of  Camphor.  By  H.  E. 

Armstrong  and  A.  K.  Miller  (Ber.,  16,  2255 — 2261). — By  the  action 
of  zinc  chloride  on  camphor,  Fittig,  Kobrich,  and  Jilke  (Annalen,  145, 
129)  obtained  a  hydrocarbon,  Ci0H14,  which  they  regarded  as  most 
probably  identical  with  ordinary  cymene,  together  with  much 
toluene,  xylene,  pseudocumene,  and  laurene,  the  last-mentioned  being, 
according  to  their  analysis,  a  hydrocarbon  of  the  formula  CnH16.  By 
the  same  reaction  Montgolfier  (Ann.  Chim.  Phys.,  1878  [5],  14,  87) 
obtained  what  he  thought  to  be  cymene  and  an  isomeric  hydrocarbon 
boiling  at  about  195°,  from  which  he  prepared  a  dibromo-derivative 
melting  at  199° ;  this  isomeric  hydrocarbon  he  assumed  to  be 
Jannasch’s  te  tram  ethylbenzene  (1  :  2  :  3  :  5),  and  regarded  it  as 
identical  with  Fittig’s  laurene.  From  the  fraction  173 — 176°,  sup¬ 
posed  to  be  cymene,  Fittig,  Kobrich,  and  Jilke  prepared  a  sulphonic 
acid,  the  barium  salt  of  which  contained  10T3  per  cent,  water, 
whereas  ordinary  barium  cymenesulphonate  contains  8*75  per  cent. 
It  would  seem  that  Montgolfier  prepared  the  same  salt  (with  10*74 
per  cent,  water)  from  the  crude  distillate  boiling  at  about  195°. 
Fittig’s  fraction  boiling  at  188°  (CnHifi),  was  assumed  to  be  a  di- 
methylpropylbenzene,  as  it  yielded  a  tribro mo- derivative  melting  at 
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125°,  and  on  oxidation  gave  monobasic  lauroxylic  acid,  CgHioO?, 
melting  at  155° 

The  authors  heat  camphor  with  twice  its  weight  of  zinc  chloride  at 
a  moderate  temperature,  until  a  homogeneous  mixture  is  obtained, 
and  then  distil  at  as  low  a  temperature  as  possible.  The  crude 
distillate  is  extracted  with  sodium  hydroxide  solution,  then  steam-dis¬ 
tilled,  and  the  distillate  is  agitated  with  dilute  sulphuric  acid  (4  vols. 
acid  to  1  vol.  water)  to  remove  the  unattacked  camphor,  and  again 
steam-distilled.  On  passing  steam  into  the  retort,  a  second  distillate 
is  obtained,  consisting  of  camphorone,  CgHuO,  and  camphor  mixed 
with  some  hydrocarbon,  which  can  be  separated  by  means  of  sulphuric 
acid  of  the  above  strength,  in  which  the  camphorone  is  soluble ;  a 
residue  of  zinc  chloride  mixed  with  a  black  carbonaceous  mass  remains 
in  the  retort.  The  above-mentioned  alkaline  extract  yields  pure 
carvacrol  on  addition  of  an  acid. 

When  the  mixture  of  hydrocarbons  remaining  after  treatment  of 
the  crude  distillate  with  dilute  sulphuric  acid,  is  heated  with  sulphuric 
acid,  a  considerable  amount  of  a  saturated  hydrocarbon,  Ci0H2o, 
remains  undissolved,  whilst  the  sulphuric  acid  solution  contains 
principally  benzene  hydrocarbons  of  the  formula  Ci0H14,  only  a  very 
small  amount  of  lower  and  higher  homologues  being  formed,  together 
with  a  hydrocarbon  which  has  not  yet  been  isolated,  and  which  is 
carbonised  by  the  action  of  heat  on  the  dilute  acid  solution.  The 
chief  constituents  of  the  hydrocarbon  mixture  are  a  methylpropyl - 
benzene ,  a  dimethylethylbenzene ,  and  a  tetramethylbenzene ;  the  pre¬ 
sence  of  ordinary  cymene  has  as  yet  not  been  detected  .*  The 
sulphonic  acid  of  the  first- mentioned  hydrocarbon  yields  a  very 
sparingly  soluble  anhydrous  barium  salt,  a  sodium  salt  containing 
1  mol.  H20,  and  an  anhydrous  potassium  salt,  the  last  two  crystal¬ 
lising  in  large  lustrous  plates.  The  hydrocarbon  boils  at  176°,  is 
oxidised  by  dilute  nitric  acid  to  metatoluic  acid,  and  is  identical 
with  the  metaisopropylmethvlbenzene  discovered  by  Kelbe  in  rosin 
spirit.  The  dimethylethylbenzene  (b.  p.  189°)  is  probably  identical 
with  Fittig’s  laurene ;  it  yields  paraxylic  acid  on  oxidation,  and 
must  therefore  have  the  constitution  [Me  :  Me  :  Et  =  1  *•  2  :  4].  It 
yields  two  isomeric  sulphonic  acids.  From  the  chief  product  there  may 
be  obtained  a  barium  salt  crystallising  with  4H20,  and  a  magnesium 
salt  containing  about  25  per  cent,  water,  magnesium  cymenesul- 
phonate  containing  16 ‘6  per  cent.  The  tetramethylbenzene  is 
identical  with  Jarmasch’s  isodurene,  and  yields  a  dibromo-derivative 
melting  at  209°,  as  stated  by  Jacobsen. 

The  chief  products  of  the  action  of  iodine  on  camphor  are  carvacrol, 
and  the  saturated  hydrocarbon,  CioH2o.  Dimethylethylbenzene  and 
tetramethylbenzene  are  also  formed,  but  no  cymene  or  meta- 
cymene. 

Ordinary  cymene  appears  to  be  the  only  benzene  hydrocarbon 
which  is  formed  by  the  action  of  phosphoric  anhydride  on  camphor, 
and  is  also  the  chief  product  of  the  action  of  phosphorous  pentasul- 
phide,  but  in  the  latter  case  a  considerable  amount  of  metaisopropyl- 


*  Subsequent  investigation  has  shown  that  no  cymene  is  present. — H.  E.  A. 


ORGANIC  CHEMISTRY. 


45 


methylbenzene,  and  a  small  quantity  of  tefcramethylbenzene  are  also 
obtained  together  with  traces  of  higher  and  lower  homologues,  and  a 
small  percentage  of  the  hydrocarbon  Ci0H20.  The  hydrocarbon  which 
carbonises  when  its  sulphuric  acid  solution  is  heated  (see  above)  is  also 
formed  by  the  action  of  phosphorus  compounds  and  of  iodine  on 
camphor. 

The  formation  of  these  different  hydrocarbons  from  camphor 
cannot  well  be  represented  by  Kekule’s  formula,  but  can  be  to  some 
extent  accounted  for  by  the  assumption  of  the  following  formula, 
Avhich  is  a  slight  modification  of  that  previously  suggested  by 
Armstrong  ( Ber .,  11,  1698;  12,  1756). 
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A.  K.  M. 


Artificial  Formation  of  Thiophene.  By  Y.  Meyer  and  T. 
Sandmeyer  (Ber.,  16,  2176). — If  ethylene  or  acetylene  is  passed 
through  boiling  sulphur  large  quantities  of  carbon,  hydrogen  sulphide, 
and  carbon  bisulphide  are  formed.  The  last  contains  a  small  quantity 
of  an  oil  which  resembles  thiophene  in  all  its  properties,  giving  the 
indophenine  reaction  with  isatin  and  sulphuric  acid,  and  dye-stuffs 
with  benzoyl  cyanide  and  sulphuric  acid,  and  with  phenylglyoxylic 
and  metazophenylglyoxylic  acids.  Y.  H.  Y. 


The  Thiophene  Group.  By  Y.  Meyer  and  H.  Kreis  (Ber.,  16, 
2172 — 2176). — One  of  the  authors  has  recently  isolated  and  described 
thiophene,  C4H4S  (Abstr.,  1883,  p.  1091),  a  substance  obtained  from 
coal-tar  benzene  ;  in  the  present  communication  some  of  its  derivatives 
are  described. 

Tetrabromothiophene ,  C4Br4S,  is  formed  by  the  action  of  bromine  in 
excess  on  the  residue  left  in  the  course  of  the  fractional  distillation  of 
dibromothiophene.  This  substance  crystallises  in  white  glistening 
needles  melting  at  112°,  and  boiling  at  26°. 

Thi ophenesulphonic  acid ,  C4H3S.SO3H,  is  obtained  as  a  deliquescent 
crystalline  mass,  of  strongly  acid  reaction,  and  yielding  thiophene  on 
dry  distillation.  The  corresponding  acid,  chloride ,  C4H3S.S02C1,  is  a 
heavy  golden  oil,  converted  by  trituration  with  ammonium  carbonate 
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into  thiophenesulp  amide ,  C4H3S.S02NH2,  which  forms  delicate  white 
crystals  melting  at  141°. 

Tkiophenenitril ,  C4H3S.CN,  obtained  by  the  distillation  of  potassium 
cyanide  and  thiophenesulphonates,  is  an  oil  boiling  at  190°,  and  smelling 
like  bitter  almonds  ;  it  is  readily  transformed  into  the  carboxylic  acid , 
C4H3S.COOH,  on  boiliDg  with  alkalis.  Thiophenic  acid  resembles 
benzoic  acid  in  appearance,  smell,  and  manner  of  sublimation  ;  it  is  very 
volatile  in  vapour  of  steam,  melts  at  118°,  and  boils  at  258°.  Its  cal¬ 
cium  salt  forms  spear-shaped  crystals,  its  silver  salt  a  precipitate, 
sparingly  soluble  when  dried. 

The  authors  briefly  note  the  presence  of  a  sulphur  compound  boiling 
at  110°  in  the  purest  toluene  of  commerce  ;  they  are  now  engaged  in 
investigating  it,  and  the  dye-stuffs  derived  from  it,  as  also  those  from 
thiophene.  Y.  H.  Y. 

Separation  of  Aniline,  Paratoluidine,  and  Orthotoluidine. 

By  Lewy  ( Dingl .  polyt.  J .,  248,  260). — By  decomposing  the  hydro¬ 
chlorides  of  the  bases  with  sodium  phosphate,  Lewy  obtains  the 
sparingly  soluble  phosphates  of  aniline  and  paratoluidine  besides  free 
orthotoluidine  and  readily  soluble  basic  orthotoluidine  phosphate. 
By  warming  the  mixture  after  the  decomposition  is  completed,  it  is 
possible  to  dissolve  the  first-named  salts ;  the  resulting  supernatant 
oily  layer  of  orthotoluidine  is  then  decanted,  and  the  aniline  and  para¬ 
toluidine  salts  are  allowed  to  crystallise  out.  The  mother-liquor  con¬ 
tains  the  basic  orthotoluidine  phosphate.  By  liberating  the  bases  with 
sodium  hydroxide,  the  sodium  phosphate  originally  used  may  be 
recovered,  D.  B. 

Meta-isocymidine.  By  W.  Kelbe  and  C.  Warth  (Annalen, 
221,  157 — 178). — Nitrometa-isocymene ,  Ci0Hi3NO2,  prepared  by  the 
action  of  strong  nitric  acid  on  meta-isocymene  (Abstr.,  1880,  878) 
is  decomposed  by  boiling,  but  may  be  distilled  in  a  current  of  steam. 
By  the  prolonged  action  of  dilute  nitric  acid  (1  of  acid  to  4  of  water), 
it  is  converted  into  nitrotoluic  acid,  C6H3Me(N02).C00H(a),  which 
is  not  identical  with  either  of  the  nitrotoluic  acids  described  by 
Jacobsen  ( Ber .,  14,  2347),  and  must  consequently  have  the  formula 
C6H2Me(N02)H.C00H(7)  or  C6HMe(N02)H2.C00H(^).  This  acid 
is  deposited  from  an  alcoholic  solution  in  glistening  needles  (m.  p. 
214°).  The  barium  salt  crystallises  in  silky  needles,  freely  soluble  in 
alcohol  and  in  water. 

Meta-isocymidine ,  Ci0H13NH2,  obtained  by  reducing  nitro-isocymene 
with  tin  and  hydrochloric  acid,  is  purified  by  conversion  into  the 
benzoic-derivative,  NHBz.Ci0H13.  This  compound  crystallises  in 
needles  melting  at  165°,  soluble  in  alcohol.  It  is  decomposed  by  alco¬ 
holic  potash  at  180°,  yielding  meta-isocymidine,  a  strongly  refractive 
liquid  boiling  at  232°,  freely  soluble  in  alcohol,  ether,  benzene,  and 
light  petroleum.  The  platinochioride  of  meta-isocymidine  is  unstable. 
The  sulphate ,  (CioH^.NHaXHoSCh  forms  thin  plates,  sparingly  soluble 
in  water  and  alcohol.  The  aqueous  solution  is  decomposed  by  boil¬ 
ing.  The  oxalate ,  CioH13.NH2,H^C204,  is  sparingly  soluble  in  water 
and  alcohol. 
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Acetic  chloride  acts  readily  on  dry  cymidine,  forming  acetometa - 
isocymidide,  NHAc.Ci0H13,  which  crystallises  in  plates  melting  at  118°. 
By  the  action  of_strong  nitric  acid  on  benzoic  isocymidide,  the  nitro¬ 
compound  NHBz.C10Hl2.NO2  is  produced.  It  is  deposited  from  an 
alcoholic  solution  in  yellow  needles  melting  at  177°,  which  are  spar¬ 
ingly  soluble  in  ether.  On  oxidation  with  dilute  nitric  acid,  benzoic 
isocymidide  yields  amidometatoluic  acid,  which  melts  below  100°. 

Phthalic  metaisocymidide ,  C6H4(CO)2N.CioH13,  is  deposited  from  a 
hot  alcoholic  solution  in  needles,  which  melt  at  145°.  The  nitro- 
product  forms  yellow  needles  melting  at  167°,  soluble  in  alcohol  and 
ether. 

Metaisocyminylcarbylamine ,  Ci0H13NC,  prepared  by  the  action  of 
chloroform  and  alcoholic  potash  on  cymidine,  is  a  colourless  liquid 
having  a  powerful  odour.  It  is  freely  miscible  with  alcohol,  ether, 
benzene,  and  light  petroleum.  It  cannot  be  distilled  without  decom¬ 
position.  Metaisocyminylcarbamide,  C10Hi3.NH.CONH2,  is  obtained  by 
boiling  an  excess  of  potassium  isocyanate  with  a  feebly  acid  solution  of 
cymidine  sulphate.  It  forms  lustrous  needles  melting  at  176°,  soluble 
in  alcohol.  By  the  action  of  carbonyl  chloride  on  cymidine  dissolved 
in  absolute  ether,  dimetaisoeimynylcarbamide,  (C10Hi3NH)2CO,  is 
produced  in  colourless  needles,  freely  soluble  in  alcohol,  less  soluble 
in  ether. 

Metaisocyminylur  ethane ,  C)0Hi3  NH.COOEt,  is  a  colourless  crystal¬ 
line  compound  melting  at  229°,  soluble  in  alcohol  and  ether.  PicyminyU 
thiocarbamide ,  (CioHi3.NH)2CS,  prepared  by  the  action  of  carbon 
bisulphide  on  cymidine,  crystallises  in  needles  melting  at  160°,  soluble 
in  alcohol  and  ether. 

Neither  metaisocyminylethylthiocarbamide ,  CioHi3.CSNH.NHEt,  nor 
metaisocyminylethylguanidice,  CioHi3.  C(NH)NH.NHEt,  could  be  ob¬ 
tained  in  a  crystalline  condition. 

Nitrophthalylcymidide  is  decomposed  by  strong  hydrochloric  acid 
at  180°,  yielding  nitroisocymidine ,  NO2.C10Hi2.NH2,  an  oily  liquid 
miscible  with  alcohol  and  ether. 

Metaisocymidinesulphonic  acid ,  C10H12(NH2).SO3H,  forms  thin 

yellow-coloured  needles,  very  soluble  in  water. 

The  barium  salt ,  (NH2.CioH12-S03)2Ba,  also  crystallises  in  needles, 
which  are  very  soluble  in  water.  W.  C.  W. 

Action  of  Diehloracetic  Acid  on  Aromatic  Amines  (II).  By 

P.  J.  Meyer  ( Ber.,  16,  2261 — 2269). — The  author  previously  showed 
(J5er.,  16,  926)  that  the  reaction  of  diehloracetic  acid  with  orthotolui- 
dine  is  different  from  that  between  diehloracetic  acid  and  paratoluidine, 
the  latter  yielding  a  substituted  imesatin.  To  prepare  yaratolyl'para- 
m ethy limesatin  ( paramethylisatin-paratolylimide ) ,  C8H4MeNO.N C7H7, 
diehloracetic  acid  (1  mol.)  is  heated  with  paratoluidine  (4  mols.)  at 
100°  until  a  dark-red  crystalline  mass  is  formed,  which  is  then  treated 
wdth  hot  water  to  remove  the  toluidine  hydrochloride ;  or  an  aqueous 
or  alcoholic  solution  of  diehloracetic  acid  may  be  digested  with  para¬ 
toluidine,  or  finally  dichloracetamide  (1  mol.)  heated  with  paratolui¬ 
dine  (3  mols.).  It  crystallises  in  splendid  lustrous  gold-coloured 
needles  and  scales.  The  reaction  may  be  compared  with  the  formation 
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of  quinoline  from  aniline  and  glycerol  (Her.,  13,  2086) :  2C7H7,NH2  4- 
CoELC]202  =  Ci6HuN20  -f  2HC1  -f  H20  -f  H2.  Paramethylisatin- 
paratolylimide  melts  at  259°,  is  insoluble  in  water,  dissolves  sparingly 
in  cold,  more  readily  in  bot  alcohol,  and  in  ether.  With  concentrated 
soda  solution,  it  yields  a  salt  crystallising  in  red  prisms,  and  which  is 
decomposed  by  water.  Cold  concentrated  hydrochloric  acid  converts  it 
into  paramethylisatin  and  toluidine :  hot  dilute  acid  or  long-continued 
heating  with  soda  solution  decomposes  it  in  the  same  way ;  it  can  be 
reproduced  by  heating  these  products  with  absolute  alcohol.  When 
paramethylisatin-paratolylimide  is  heated  for  2  to  3  hours  at  100° 
with  alcoholic  ammonia,  paramethylimesatin  ( paramethylisatinimide ), 
C9H7NO.NH,  is  formed,  and  can  be  freed  from  toluidine  and  colour¬ 
ing-matter  by  repeated  boiling  with  alcohol.  In  its  properties,  it 
differs  from  Laurent’s  imesatin  ( J .  pr.  Chem.  25,  457)  ;  it  has  a 
pale  yellow  colour,  is  insoluble  in  cold  water  and  cold  alcohol,  and 
very  sparingly  in  boiling  alcohol,  from  which  it  crystallises  in 
extremely  slender  silky  needles ;  it  is  not  converted  into  paramethyl¬ 
isatin  by  acids  or  bases,  and  bears  a  strong  resemblance  to  Somma- 
ruga’s  diimidoisatin  (Annalen,  190,  371;  194,85;  Her.,  12,  979). 
Paramethylisatin ,  C8H4MeN02,  obtained  as  above,  is  isomeric  with 
the  substance  obtained  by  Baeyer  and  CEconomides  (Her.,  15,  2093) 
from  isatin  silver  and  methyl  iodide ;  it  is  odourless,  separates  from 
alcohol  or  hydrochloric  acid  in  deep  red  transparent  crystals  resem¬ 
bling  chromic  anhydride,  and  from  water  in  lustrous  red  scales, 
melting  at  187° ;  it  is  sparingly  soluble  in  cold,  more  readily  in  hot 
water,  readily  in  hot  hydrochloric  acid  and  in  alcohol ;  with  alkalis, 
it  forms  a  deep  violet-coloured  solution,  yielding  methylisatates  when 
heated  or  on  long  standing.  It  yields  the  indophenin-,  and  with 
hydroxylamine  the  ketone-reaction,  and  forms  condensation  and  sub¬ 
stitution-derivatives  similar  to  those  of  isatin.  Phenyl  par  amethyL 
imesatin  ( paramethylisatinphenylimide ),  C8H4MeNO  I  NPh  ,  is  ob¬ 
tained  on  adding  the  equivalent  quantity  of  aniline  to  a  concentrated 
solution  of  paramethylisatin  in  absolute  alcohol.  It  crystallises  in 
thick,  yellowish-red,  transparent  plates  or  prisms,  melts  at  239 — 240°, 
is  sparingly  soluble  in  water  or  cold  alcohol,  more  readily  in  hot 
alcohol,  and  in  its  properties  resembles  paratolylimide.  Metabromo - 
paratolylparamethyli/mesatin(parametliylisatinmetabromoparatolylimide), 
C8H4MeNO  !  NC7H6Br,  is  prepared  in  the  same  way  as  the  last  com¬ 
pound;  it  crystallises  from  alcohol  in  transparent  brick-red  needles 
and  prisms,  melting  at  210°.  Orthotolylparamethylimesatin  ( para - 
methylisatinorthotolylimide ),  Cs^MeNO.NThlL,  isomeric  with  the 
above  paratolylimide,  crystallises  in  red  transparent  prisms,  melting 
at  191°.  Paramethylnitroso-oxindole ,  C9H8(NO)NO,  is  prepared  by  the 
action  of  hydroxylamine  hydrochloride  on  paramethylisatin  (Her.,  16, 
518).  It  forms  long  transparent  yellow  prisms,  is  sparingly  soluble 
in  water,  more  readily  in  alcohol,  dissolves  in  potash  wiihout  decom¬ 
position,  and  melts  at  225 — 226°.  On  adding  coal-tar  benzene  to  a 
solution  of  paramethylisatin  in  concentrated  sulphuric  acid,  a  deep 
blue  coloration  is  produced,  and  on  agitating  with  water  paramethyU 
indjphenin  separates.  The  numbers  obtained  on  analysis  agree  only 
approximately  with  the  formula  Ci3HaNOS.  It  forms  an  indigo-blue 
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powder,  sparingly  soluble  in  water,  alcohol,  and  acetic  acid,  more 
readily  in  concentrated  sulphuric  acid  and  hot  phenol,  from  which  it 
is  reprecipitated  by  water  or  alcohol.  When  treated  with  zinc  and 
glacial  acetic  acid,  it  yields  a  bright  green  substance,  which  becomes 
blue  again  on  exposure  to  the  air.  A.  K.  M. 


Difference  in  Chemical  Behaviour  of  Aromatic  Diamines. 

By  E.  Lellmann  ( Annalen ,  221,  1 — 34). — The  isomeric  aromatic 
diamines,  in  some  cases,  present  characteristic  differences  in  chemical 
behaviour.  Thus  for  example,  Ladenburg  has  observed  that  the 
hydrochlorides  of  the  orthodiamines  react  with  benzaldehyde  accord¬ 
ing  to  the  equation — 

C*H/NH2)3,2HC1  +  2PhCH0  =  CarHy(NCHPh)2,HCl  +  2H20 

+  HC1, 


whereas  the  meta-  and  para- derivatives  are  unaltered.  Similarly, 
Hobrecker  and  Hiibner  have  shown  that  ortho-diamines  are  differen¬ 
tiated  from  the  meta-  and  para-compounds  in  yielding  the  so-called 


anhydro-bases, 


NH 

C,H /  \CMw. 


Again  the  reaction  of  nitrous 


acid  on  the  ortho-  resembles  that  on  the  para-,  but  differs  from  that 
which  it  exerts  on  the  meta-compounds. 

The  author  has  studied  the  reaction  of  potassium  thiocyanate  and 
cyanate,  and  of  the  thiocarbimides,  on  the  aromatic  diamines,  with  a 
view  of  tracing  analogous  differences  in  chemical  behaviour. 

At  the  outset  some  remarks  are  made  on  the  method  of  pre¬ 
paration  of  ortho-  and  para-phenylene  diamines.  It  is  found  that  to 
obtain  the  former  it  is  best  to  nitrate  benzanilide  and  not  acetanilide 
as  recommended  in  the  text-books  ;  on  the  other  hand,  acetanilide  is 
more  suitable  for  the  preparation  of  the  latter. 

Action  of  Thiocyanates  on  the  Diamines . — The  diamine  thiocyanates 
are  easily  obtained  from  the  hydrochlorides  of  the  diamines  and  the 
thiocyanates  ;  but  the  compounds  produced  differ  in  their  mode  of 
decomposition,  the  meta-  and  para-thiocyanate  yielding  the  correspond¬ 
ing  phenylened/fchiocarbamides,  CeH^NHCSNH^)*,  whilst  the  ortho¬ 


compounds  give  the  corresponding  thiocarbamide,  CeH^ 


NH 

NH 


>CS, 


together  with  thiocarbamide,  CS(NH2)2. 

NH 

Orthophenylenethiocarbamide ,  C6H4<^jq-^>CS,  obtained  by  the  eva¬ 
poration  of  an  aqueous  solution  of  1  mol.  orthophenylenediamine  hydro¬ 
chloride  and  2  mols.  potassium  thiocyanate,  crystallises  in  large  leaflets, 
which  melt  at  about  290°  with  considerable  carbonisation. 

HR 

Metaparatolylenethiocarbamide ,  C6H3Me<^-^jj^>CS,  from  metapara- 


tolylenediamine  and  potassium  thiocyanate,  crystallises  in  silvery 
leaflets  melting  at  284°,  and  soluble  in  soda  and  ammonia,  but  repre¬ 
cipitated  on  acidifying  the  solution. 

Metaphenyl enedithiocarb amide,  C6Hi(NHCSNH2)2,  crystallises  in 
microscopic  leaflets  melting  at  215°  ;  the  corresponding  para-compound 
VOL.  xlvi.  e 
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in  colourless  needles  melting  at  218°,  soluble  in  alkalis,  sparingly 
soluble  in  alcohol. 

The  action  of  potassium  cyanate  on  the  diamines  is  the  same  for  all 
three  isomerides  ;  a  phenyl enedicarbamide  is  formed. 

Orthophenylenedithiocarb  amide ,  C6H4(NH.CSNH2)2,  crystallises  in 
hard  needles  melting  at  290°,  easily  soluble  in  alcohol,  sparingly  in 
water,  chloroform,  or  ether.  The  para-compound  crystallises  in  silvery 
leaflets  and  decomposes  completely  at  a  high  temperature  without 
melting  ;  the  meta- com  pound  crystallises  in  small  colourless  needles 
melting  at  280°,  soluble  in  concentrated  hydrochloric  acid,  but  repre¬ 
cipitated  on  the  addition  of  alkalis. 

By  the  action  of  thiocarbamid  es  on  the  diamines  complex  thiocarba- 
mides  of  the  generic  formula  are  produced, 

which  in  the  case  of  the  ortho-  and  para-compounds  are  decomposed, 
when  melted,  according  to  the  equation  ^^(NH.CSNH.CtrH^^  = 

+  CS^H.CpH^)^  while  the  meta-compound  is  un¬ 


changed, 

Biphenylmetaparatolylenedithiocarbamide ,  C6H3Me(NH.CSNHPh)2, 
from  tolylenediamine  and  phenylthio carbamide,  is  a  crystalline  sub¬ 
stance  which  when  heated  to  140 — 150°,  is  decomposed  into  diphenyl- 
thiocarbamide  subliming  in  the  upper  part  of  the  vessel,  and  meta- 
paratolylenethiocarbamide. 

Diethiylmetaparatolylenedithiocarbamide^  C6H3Me(NH.CSNHEt)2, 
from  ethyl thiocarbamide  and  tolylenediamine  forms  microscopic 
crystals  which  melt  between  149°  and  153°,  and  on  more  protracted 
heating  are  decomposed  into  metaparatolylene-  and  ethyl-thiocarba- 
mides.  The  former  is  a  crystalline  substance  melting  at  284°,  spar¬ 
ingly  soluble  in  water,  easily  soluble  in  alcohol  and  hot  soda.  Biallyl - 
metaparatolylenedithiocarb  amide ,  C6H3Me(NH.CSNH.C3H5)2,  from 
tolylenediamine  and  allylthiocarbamide,  crystallises  in  delicate  silky 
needles,  melting  at  150°,  sparingly  soluble  in  Tvater,  soluble  in  alcohol 
and  chloroform. 

The  corresponding  diallylmetaphenylenedithiocarbamide , 


C6n4<NH.CSNH.C3H6)2, 

forms  an  amorphous  white  powder,  which  melts  at  105°,  and  is  not 
decomposed  when  heated.  Biphenylparaphenylenedithiocarbamide , 
C6H4(NH.CSNHPh)2,  is  a  crystalline  substance,  'Soluble  in  hot  soda 
solution.  When  heated  to  260°  it  is  decomposed  partly  into  para- 

phenylenethiocarbamide,  C6H2<^jj>CS,  which  crystallises  in  small 

leaflets,  melting  at  270°.  Diallylparaphenylylenedibhiocarbamide , 

C6H4(NH.CSNH.€3H5), 

is  a  crystalline  substance,  insoluble  in  water,  sparingly  soluble  in 
alcohol.  It  melts  at  200°,  with  evolution  of  a  gas  and  emission  of  a 
smell  resembling  diallylthiocarbamide  :  its  decomposition  may  probably" 
be  expressed  by  the  equation,  C6H4(NH.CSNH.C3H5)2  = 

C0H4<^g>CS  +  CS(NH.C,H)l)J. 
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The  author  also  made  some  experiments  on  the  reduction  of  the 
orthonitranilides  and  toluides  of  phenylsulphonic  acid.  When  phenyl- 
sulphonyl  chloride  is  added  to  orthonitraniline  dissolved  in  benzene, 
crystals  of  orthonitraniline  hydrochloride  separate  out.  On  filtering 
these  and  evaporating  the  filtrate,  pheny Is ul'phorthonitr anilide, 

PhS02.lSrH.C6H4.N02, 

is  obtained.  This  substance  is  crystalline,  moderately  soluble  in 
petroleum,  easily  soluble  in  alcohol ;  it  is  reduced  by  tin  and  hydro¬ 
chloric  acid  to  the  corresponding  amidoanilide ,  PhS02.NH.C6H4.NH2. 
This  compound  crystallises  in  long  colourless  needles  melting  at 
168°,  sparingly  soluble  in  water,  readily  soluble  in  alcohol  and  chloro¬ 
form  ;  its  hydrochloride  forms  large  thick  crystals.  Phenylsulpho- 
metanitroparatoluidey  PhS02.NH.C6H3Me.N02,  obtained  together  with 
the  corresponding  dinitro-derivative  by  the  action  of  fuming  nitric 
acid  on  phenylsulphoparatoluide,  crystallises  in  cubes,  which  melt  at 
99°.  On  reduction  with  tin  and  hydrochloric  acid,  it  is  converted 
into  the  corresponding  amido-derivative,  which  crystallises  in  long, 
colourless  needles,  melting  at  146'5°,  sparingly  soluble  in  water,  soluble 
in  alcohol. 

In  a  summary,  the  author  remarks  that  the  above  observations  do 
not  form  sufficient  material  for  general  conclusions  with  regard  to  the 
reactions  of  the  diamines.  To  complete  the  study  of  these  compounds, 
it  is  necessary  to  compare  the  decomposition  of  the  isomeric  phenylene- 
diamines  with  the  diamines  of  the  paraffin  series.  As  a  step  in  this 
direction,  Hofmann  has  observed  that  ethylenediaminethiocyanate 
when  melted  yields  ethylenethiocarbamide,  a  decomposition  perfectly 
analogous  to  the  decomposition  of  the  corresponding  orthodiphenylene 
compound.  V.  H.  Y. 

Organic  Hydroxylamine  Derivatives.  By  C.  Schramm  (Ber., 
16,  2183 — 2188). — When  a  solution  of  brom acetophenone  in  aqueous 
alcohol  is  heated  with  an  excess  of  hydroxylamine  hydrochloride  for 
12  hours  on  a  water-bath,  the  alcohol  evaporated,  and  the  product 
extracted  with  ether,  a  yellowish  oil  is  obtained  which  solidifies  on 
standing.  It  can  be  purified  by  precipitating  its  solution  in  soda  with 
dilute  sulphuric  acid  and  extracting  with  ether ;  it  then  melts  at  162 
— 163°.  Its  formula  is  CPh(N\OH).CH2.l^H.OH.  It  dissolves 
readily  in  alcohol  or  ether,  sparingly  in  hot  water  and  benzene,  and  is 
insoluble  in  light  petroleum  and  in  cold  water.  On  heating  it  with 
concentrated  acids,  hydroxylamine  is  given  off.  A  silver  derivative , 
C8H9AgN202,  is  obtained  by  precipitating  a  solution  in  concentrated 
ammonia  with  a  concentrated  solution  of  silver  nitrate.  Dibenzyl - 
hydroxylamine ,  (CH2Ph)2N.OH,  is  obtained  on  heating  a  solution  of 
benzyl  chloride  (3  grams),  hydroxylamine  hydrochloride  (3  grams), 
and  crystallised  sodium  carbonate  (6  grams)  in  aqueous  alcohol  for  half 
an  hour  on  a  water-bath.  On  cooling,  it  separates  in  long  white  needles 
which  melt  at  123°,  and  are  decomposed  by  distillation.  It  is  soluble 
in  alcohol,  ether,  and  benzene,  less  soluble  in  light  petroleum,  carbon 
bisulphide,  and  glacial  acetic  acid,  sparingly  in  hot  water,  and  insoluble 
in  ammonia,  soda  solution,  and  hydrochloric  acid.  A  hydrochloride , 
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(C7H7)2N.0H,HC1,  can  be  obtained  by  tbe  action  of  dry  hydrochloric 
acid  gas  on  its  solution  in  absolute  ether. 

Methylpropylgly oxime,  CMe(NOH).C(NOH)Pr,  obtained  by  the 
action  of  hydroxylamine  hydrochloride  on  a  solution  of  isonitrosopro- 
pylacetone  in  aqueous  alcohol,  forms  spiral-like  groups  of  needles 
melting  at  168°.  Phenylgly  oxime,  CPh(KOH).CH :  KOH  (m.  p. 
152°)  is  prepared  by  the  action  of  alkaline  hydroxylamine  solution  on 
dibromacetophenone,  at  a  gentle  heat,  acidifying  and  extracting  with 
ether.  It  can  be  purified  by  precipitating  the  ethereal  solution 
with  light  petroleum  and  washing  the  precipitate  with  benzene, 
or  by  dissolving  it  in  alkali,  acidifying  and  extracting  with  ether.  The 
silver  derivative ,  C8H7AgN202,  forms  a  yellowish-white  curdy  precipi¬ 
tate.  On  dissolving  sodium  in  absolute  alcohol  and  adding  an  ethereal 
solution  of  m  ethyl  ethylgly oxime,  the  sodium  derivative  of  the  latter, 
C5H9NaN302,  is  thrown  down  as  a  white  curdy  precipitate.  The  di- 
acetyl-derivative  of  methylgly oxime,  CMe(NOAc).CH(NOAc)  is  formed 
when  a  mixture  of  methylglyoxime  with  a  slight  excess  of  acetic  anhy¬ 
dride  is  gently  boiled  until  the  mass  begins  to  turn  brown.  The  pro¬ 
duct  is  poured  into  shallow  clock-glasses  and  exposed  in  a  vacuum 
when  needles  are  obtained  melting  at  51°.  It  crystallises  from  light 
petroleum  in  white  transparent  prisms  ;  when  heated,  these  explode 
with  evolution  of  hydrocyanic  acid. 

The  diacetyl-derivative  of  methylethylgly oxime , 

CMe(NOAc).CEt(iN’OAc), 

crystallises  in  flat  prisms  readily  soluble  in  alcohol  and  in  ether, 
sparingly  in  hot  water.  The  diacetyl-derivative  of  methylbenzyl- 
glyoxime  forms  small  white  crystals  melting  at  80°.  A.  K.  M. 

Hydrazines  of  Pyroracemic  Acid.  By  E.  Fischer  and  F.  Jour- 
dan  ( Ber .,  16,  2241 — 2245). — Some  of  the  compounds  of  the  hydra¬ 
zines  with  ketones  have  been  described  by  Beisenegger  (Abstr.,  1883, 
798).  The  reaction  is  a  general  one,  and  holds  for  the  primary  and 
secondary  hydrazines  of  the  fatty  and  aromatic  series,  and  for  all 
simple  and  most  of  the  more  complicated  ketones  and  diketones,  the 
ketonic  acids  combining  with  extreme  readiness  with  the  hydrazines 
either  in  neutral  or  in  acid  solutions.  Pyroracemic  acid  and  phenyl- 
hydrazine  combine  with  great  violence,  so  that  it  is  advisable  to  dilute 
each  substance  with  five  volumes  of  ether,  to  cool  well  and  to  mix 
gradually. 

The  phenylhydrazinepyroracemic  acid,  C9HioN202,  separates  as  a 
yellowish  crystalline  powder  which  after  being  washed  with  ether  and 
crystallised  from  boiling  alcohol,  forms  hard  lustrous  needles,  melt¬ 
ing  at  169°  with  evolution  of  gas;  it  is  readily  soluble  in  hot  alcohol, 
very  sparingly  in  ether,  chloroform,  carbon  bisulphide,  and  light 
petroleum,  readily  in  alkalis  and  alkaline  carbonates.  The  sodium 
salt  is  sparingly  soluble  in  an  excess  of  concentrated  soda  solution, 
with  which  it  can  be  boiled  without  decomposition.  The  formation  of 
phenylhydrazinepyroracemic  acid  takes  place  also  in  aqueous,  acetic 
acid,  and  dilute  hydrochloric  acid  solutions,  and  with  such  readiness 
that  the  reaction  can  be  employed  for  the  detection  of  pyroracemic 
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acid  (also  of  phenylglyoxylic  acid  and  levulic  acid)  in  very  dilute 
solutions.  Heated  above  its  melting  point,  it  yields  carbonic  anhy¬ 
dride  and  ethylidenephenylhydrazine  : — PhN2H  !  CMe.COOH  =  C02  + 
PhN2H !  CHMe.  It  can  be  boiled  with  dilute  hydrochloric  and  sul- 
phuric  acids  without  decomposition,  and  on  boiling  with  alcoholic 
sulphuric  acid,  the  ethyl  derivative ,  PhN2H  CMe.COOEt,  is  obtained 
melting  at  114 — 115°,  and  soluble  in  alcohol,  ether,  and  chloroform. 
By  the  action  of  sodium-amalgam  on  a  cold  dilute  solution  of  phenyl- 
hydrazinepyroracemic  acid,  phenylhydrazinepropionic  acid , 

PhN2H2.CMeH.COOH, 

is  produced,  crystallising  from  boiling  alcohol  inwrhite  slender  needles 
melting  at  152 — 153°  with  decomposition.  It  is  very  sparingly  soluble 
in  cold  alcohol,  ether,  and  water,  much  more  readily  in  hot  alcohol, 
also  readily  soluble  in  alkalis  and  in  concentrated  hydrochloric  acid. 
Mercuric  oxide  and  copper  salts  are  readily  reduced  by  it  in  alkaline 
solution,  ammoniacal  copper  solution  reconverting  it  into  phenyl- 
hydrazinepyroracemic  acid. 

In  order  to  decide  which  of  the  formulae  PhNH.N  !  CMe.COOH  or 
PhN — CMe.COOH  is  correct,  the  action  of  pyroracemic  acid  on 


methylphenylbydrazine  was  studied.  This  yields  an  acid  of  the 
formula  PhNMe.N I  CMe.COOH,  the  behaviour  of  which  to  mineral 
acids  is,  however,  quite  different  from  that  of  the  acid  obtained  from 
phenyl  hydrazine. 

Methylphenylhydrazinepyroracemic  acid  softens  at  70°,  and  melts  at 
78°  ;  it  crystallises  in  yellowish  needles  readily  soluble  in  alcohol  and 
in  ether,  sparingly  in  light  petroleum  and  in  water;  it  is  decomposed 
by  long-continued  boiling  with  water,  but  is  stable  in  alkaline  solu¬ 
tions.  On  warming  it  with  a  10  per  cent,  solution  of  hydrochloric 
acid  it  becomes  red,  and  then  dissolves,  the  colour  disappearing  as  the 
temperature  is  raised,  whilst  colourless  slender  needles  separate,  in¬ 
creasing  in  quantity  on  cooling  and  as  the  liquid  is  diluted  with  water. 
This  new  substance,  apparently  of  the  formula  CioH9N02,  seems  to  be 
formed  by  the  abstraction  of  ammonia  from  the  methylphenylhydra- 
zinepyroraeemic  acid,  a  considerable  quantity  of  ammonia  being  found 
in  the  acid  liquid.  It  is  readily  soluble  in  hot  alcohol,  from  which  it 
crystallises  in  colourless  needles  melting  at  206°.  It  can  be  distilled 
unchanged,  dissolves  readily  in  soda,  ammonia,  and  sodium  carbonate, 
and  can  be  reprecipitated  by  acids.  A.  K.  M. 

Diacetonamine.  By  E.  Fischer  (Per.,  16,  2236 — 2238). — In  pre¬ 
paring  diacetonamine  from  acetone  containing  aldehyde,  Heintz 
(Annalen,  189,  214)  obtained  a  base  C8H15NO,  (vinyldiacetonamine)  ; 
this  he  afterwards  obtained  by  the  action  of  acetaldehyde  on  diace¬ 
tonamine  oxalate,  and  he  thought  it  probable  that  it  might  be  a  lower 
homologue  of  triacetonamine ;  this  is  now  confirmed  by  the  author. 
It  is  converted  into  an  alkamine  by  the  action  of  sodium-amalgam, 
and  on  heating  this  with  concentrated  sulphuric  acid,  a  readily  volatile 
base  is  obtained,  the  properties  of  which  show  it  to  be  a  homologue  of 
triacetonine  (Abstr.,  1883,1153). 
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Other  aldehydes,  both  of  the  fatty  and  aromatic  series,  yield  bases 
with  diacetonamine,  and  in  this  way  numerous  homologues  of  hydroxy- 
piperidine  and  piperidine  can  be  obtained.  Benzdiacetonamine , 
C13H17NO,  is  prepared  by  boiling  a  solution  of  acid  diacetonamine 
oxalate  (1  part)  in  alcohol  (3  parts)  with  bitter  almond  oil  (1  part) 
for  about  ten  hours;  the  product  is  filtered  hot,  and  the  oxalate 
formed  is  washed  with  hot  alcohol.  By  the  action  of  potash  the  free 
base  is  obtained  as  an  oil,  which  solidifies  on  standing  ;  it  crystallises 
from  hot  light  petroleum  in  splendid  colourless  plates,  melts  at  62 — 
63°,  dissolves  very  readily  in  alcohol  and  in  ether,  sparingly  in  water ; 
the  oxalate  (C13Hn^O)2C2H204,  forms  white  scales,  very  sparingly 
soluble  in  alcohol  and  in  water,  readily  in  hydrochloric  and  oxalic 
acids.  On  adding  gold  chloride  to  the  hydrochloric  acid  solution,  the 
aurochloride  is  precipitated  as  a  yellow  oil,  which  solidifies  to  mag¬ 
nificent  gold-coloured  needles.  By  the  action  of  sodium-amalgam  on 
an  acidulated  solution  of  benzdiacetonamine,  the  latter  is  partially  con¬ 
verted  into  benzdiacetonalkamine ,  C13H19NO.  The  hydrochloride, 
Ci3H]9NO,HC1,  forms  small  hard  crystals,  readily  soluble  in  water, 
sparingly  in  alcohol.  On  decomposing  it  with  an  alkali,  the  base  is 
precipitated  as  a  thick  colourless  oil.  Sulphuric  acid  acts  on  this  base 
or  the  hydrochloride  in  the  same  way  as  on  triacetonalkamine,  with 
formation  of  a  new  base,  which  is  volatile  in  steam,  has  an  odour 
resembling  that  of  piperidine,  and  yields  a  sparingly  soluble  hydro¬ 
bromide. 

From  these  reactions,  it  is  assumed  that  benzdiacetonamine  has  a 
constitution  similar  to  that  of  triacetonamine,  its  formation  being 
thus  expressed  :  — 

h3c.co.ch3  h2c  .  CO  .  ch2 

PhCHO  +  1=1  I  +  HoO. 

H2KCMe2  PhCH.NH.CMe* 

The  author  intends  to  try  the  reaction  with  other  aldehydes,  with 
ethyl  acetoacetate,  and  with  pyroracemic  and  other  ketonic  acids. 

A.  K.  M. 

Action  of  Phosphorus  Trisulphide  on  Phenols.  By  A. 

Geuther  (. Annalen ,  221,  55 — 59). — Kekule  and  Szuch  ( JaJiresber ., 
1868,  628)  have  isolated  from  the  products  of  the  reaction  of  phosphorus 
pentasulphide  on  phenol,  besides  phenyl  mercaptan  and  sulphide, 
a  small  quantity  of  benzene.  As  the  formation  of  this  hydrocarbon 
can  only  arise  from  the  reduction  of  the  phenol,  it  is  probable  that 
the  samples  of  pentasulphide  contained  some  trisulphide  as  an  impu¬ 
rity.  In  order  to  confirm  this  suggestion,  the  author  has  studied  the 
action  of  phosphorus  trisnlpliide  on  phenol.  On  submitting  the  crude 
product  of  the  reaction  to  fractional  distillation,  it  was  separated  into 
two  portions,  the  one  boiling  below  100°,  the  other  above  280°. 
The  former  was  principally  benzene,  together  with  traces  of  phenyl 
mercaptan  and  sulphide,  the  latter  triphenylphosphate.  The  reactions 
of  phosphorus  trisulphide  and  pentasulphide  on  phenol  may  probably 
be  expressed  by  the  following  equations: — (1)  8PhOH  +  P2S3  — 
2Ph3P04  +  3H2S  +  2C6H6,  and  (2)  8PhOH  f  P2S5  =  2Ph3P04  + 
3HaS  +  2PhSH. 
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As  an  analogous  case,  it  is  shown  that  cresol  is  similarly  reduced  to 
toluene  by  phosphorus  trisulphide;  the  other  products  of  the  reaction, 
which  were  not  minutely  examined  by  the  author,  are  probably  tolyl 
mercaptan  and  tolylphosphate.  V.  H.  V. 

A  Fourth  Monobromophenol.  By  A.  Eittica  (/.  pr.  Chem. 
[2],  28,  176 — 188). — 10  grams  of  phenol  are  dissolved  in  10  grams 
absolute  alcohol,  8  grams  of  amorphous  phosphorus  added,  and 
17  grams  of  bromine  allowed  to  flow  in  through  a  capillary  tube ;  the 
vessel  is  surrounded  with  cold  water ;  the  temperature  of  the  mixture 
must  not  rise  above  20°.  The  product  is  shaken  with  water,  with 
dilute  sodium  carbonate,  again  with  water,  dried  and  distilled.  The 
fraction  235 — 240°  repeatedly  redistilled,  finally  yields  the  new 
monobromophenol  as  a  liquid  boiling  at  236 — 238°,  and  not  soli¬ 
difying  at  10 — 12°.  The  pure  substance  cannot  be  distilled  without 
decomposition.  No  further  description  of  its  properties  is  given. 
The  boiling  and  melting  points  of  ortho-,  meta-,  and  para-bromophenol 
are — 

Ortho.  Meta.  Para. 

Melting  point  ....  (Liquid)  32 — 33°  64° 

Boiling  point .  194—195°  236— 236*5  238 

By  nitration  in  glacial  acetic  acid  solution,  a  crystalline  compound 
melting  at  60 — 65°,  and  of  the  formula 

C6H3Br(N02).0H,C6H2Br(N02)20H, 

is  obtained.  This  on  further  nitration  yields  a  bromodinitrophenol,. 
C6H2Br(N02)2.0H,  crystallising  in  yellow  prisms,  and  melting  at 
108 — 110°.  The  same  product  is  obtained  on  boiling  with  baryta- 
water,  together  with  a  substance  melting  at  68 — 70°,  and  crystal¬ 
lising  in  stellate  groups  of  yellow  needles,  to  which  the  author 
assigns  the  formula  2C6H3Br(N02).0H,C6H2Br(N02)2.0H, 

A.  J.  G. 

Action  of  Phenol  on  Ketonic  Acids.  By  C.  Bottinger  (Ber., 
16,  2071 — 2075). — By  the  action  of  phenol  on  pyroracemic  acid  in  pre¬ 
sence  of  sulphuric  acid,  a  condensation-product  of  the  composition 
C15H1404,H20  is  obtained.  This  substance,  which  the  author  proposes 
to  name  diphenylpropionic  acid ,  forms  a  horny  mass  (m.  p„  268°), 
soluble  in  acetone,  insoluble  in  water,  benzene,  and  chloroform.  It  is 
a  monobasic  acid,  and  a  solution  of  its  ammonium  salt  gives  precipitates 
with  salts  of  barium,  calcium,  lead,  and  silver. 

Dibromophenopropionic  acid  is  a  pale  golden  amorphous  and  electric 
powder,  insoluble  in  water  and  alcohol ;  on  heating  this  with  concen¬ 
trated  hydrochloric  acid  at  230°  in  a  sealed  tube,  it  gives  off  bromine 
and  carbonic  anhydride,  and  is  converted  into  a  black  substance. 

Acetyldipheno'pr  op  ionic  acid  is  an  amorphous  yellowish  substance, 
soluble  in  acetone,  insoluble  in  chloroform ;  its  barium  salt  forms  an 
insoluble  amorphous  precipitate. 
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Acetyldibromophenopropionic  acid  is  coloured  at  first  violet,  and  then 
dissolved  by  ammonia;  it  forms  sparingly  soluble  barium  salt. 

Y.  H.  Y. 

Derivatives  of  Thymol.  By  H.  Kobek  ( Ber .,  16,  2096—2105). 
— Parathymotic aldehyde,  C6H2MePra(OH).CHO  (Me  :  OH:  Pr  :  CHO 
=  1:3:4-:  6)  obtained  by  heating  thymol  with  chloroform  and 
soda,  crystallises  in  long  white  glistening  needles  melting  at  133°, 
sparingly  soluble  in  water,  soluble  in  alcohol  and  ether.  It  dissolves 
in  ammonia  and  sodium  carbonate  to  form  a  golden-coloured  solution. 
The  author  was  unable  to  obtain  a  crystalline  compound  of  the  sub¬ 
stance  with  sodium  hydrogen  sulphite ;  but  its  other  general  properties 
characterise  it  as  an  aldehyde.  Its  anilide  derivative, 

C6H2MePra(OH)  .CHiNTh, 

prepared,  by  heating  parathymotic  aldehyde  and  aniline  in  molecular 
proportions,  crystallises  in  golden  needles  melting  at  142°,  insoluble 
in  water,  soluble  in  alcohol  and  ether ;  it  is  decomposed  by  boiling 
with  water  or  dilute  acids  into  the  aldehyde  and  aniline. 

Parathymotic  alcohol ,  C6H2MePra(OH).CH2.OH,  obtained  by  the 
reduction  of  the  aldehyde  with  sodium-amalgam  and  water,  forms  a 
greyish  amorphous  powder,  which  melts  gradually  at  120 — 130°;  it 
is  insoluble  in  water,  soluble  in  alcohol  and  ether. 

Methylparathymotic  aldehyde ,  C6H2MePra(OMe).CHO,  prepared 
from  parathymotic  aldehyde,  methyl  iodide,  and  alcohol,  is  a  golden 
oil  boiling  at  270°,  insoluble  in  water,  soluble  in  alcohol  and  ether; 
it  dissolves  with  difficulty  in  a  solution  of  sodium  hydrogen  sulphite. 
Its  anilide  crystallises  in  clear  transparent  tablets  (m.  p.  80°),  inso¬ 
luble  in  water,  readily  soluble  in  other  menstrua.  On  oxidation  with 
potassium  permanganate,  it  is  converted  into  the  corresponding 
carboxylic  acid ,  C6H2MePr(OMe).COOH,  which  crystallises  in  long 
white  silky  needles  melting  at  137° ;  a  solution  of  this  acid  gives  no 
coloration  with  ferric  chloride,  and  precipitates  more  or  less  sparingly 
soluble,  with  salts  of  calcium,  silver,  copper,  zinc,  and  lead. 

In  order  to  determine  the  constitution  of  the  compounds,  and  to 
compare  the  parathymotic  acid  corresponding  with  the  above-men¬ 
tioned  aldehyde  with  the  thymotic  acid  described  by  Kolbe  and 
Lautemann  ( Annalen ,  115,  205),  the  author  prepared  both  acids,  and 
studied  their  reactions.  The  former  can  be  best  obtained  by  heating 
thymol  with  carbon  tetrachloride  and  soda ;  it  crystallises  in  leaflets 
melting  at  157° ;  the  latter  by  the  joint  action  of  sodium  and  carbonic 
anhydride  on  thymol  melts  at  123°  and  gives  a  deep  blue  coloration 
with  ferric  chloride.  This  reaction,  characteristic  of  those  aromatic 
acids  in  which  the  hydroxyl  is  in  the  ortho-position  to  the  carboxyl 
group,  taken  in  connection  with  the  method  of  preparation,  shows 
that  the  tbymotic  acid  of  Kolbe  and  Lautemann  is  the  ortho-acid, 
possessing  the  constitution 

06HoMePra(OH).COOH  [Me  :  COOH  :  OH :  Pr“  =  1  : 2  :  3  :  4]. 

On  the  other  hand,  the  method  of  preparation  of  the  author’s  acid, 
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together  with  the  absence  of  any  reaction  with  ferric  chloride,  point 
probably  to  its  constitution  as  expressible  by  the  formula 

C6H2MePr  (  OH) .  CO  OH  [Me  :  OH :  Pr :  COOH  =  1 :  3 : 4 :  6]. 

Thymodialdehyde ,  C6H2MePr(OH)(CHO)2,  obtained  in  the  course  of 
the  preparation  of  parathymotic  aldehyde,  forms  golden  compact 
needles  melting  at  80° ;  it  gives  a  cherry-red  coloration  with  ferric 
chloride;  on  boiling  with  sodium  acetate  and  acetic  anhydride  it  is 
converted  into  thy mop ar acrylic  acid ,  C«H2MePr(OH).CH  !  CH.COOH, 
which  forms  microscopic  crystals  melting  at  280°.  The  methyl  deri¬ 
vative  of  the  latter  crystallises  in  golden  needles  melting  at  141°, 
sparingly  soluble  in  water,  soluble  in  alcohol  and  ether.  Both  acids  give 
sparingly  soluble  calcium,  barium,  and  copper  salts;  their  silver  salts, 
however,  differ,  that  of  the  former  crystallises  from  water,  that  of  the 
latter  dissolves  in  hot  water,  forming  a  resinous  mass. 

V.  H.  V. 

A  New  Glycerol.  By  A.  Colson  ( Compt .  rend .,  97,  177 — 
179). — The  aromatic  tribromhydrin,  C6H3(CH2Br)3,  previously  de¬ 
scribed  (Abstr.,  1883,  734),  can  be  obtained  in  crystals  by  pro¬ 
longed  refrigeration,  and  the  crystals,  after  recrystallisation  from 
alcohol,  melt  at  94’5°.  The  tribromhydrin  is  decomposed  by  water, 
yielding  mesitylene  glycerol,  C6H3(CH2.OH)3.  To  obtain  this  com¬ 
pound,  the  crude  product  of  the  action  of  bromine  on  mesitylene  is 
boiled  for  several  hours  with  25 — 30  parts  of  water  and  an  excess  of 
lead  carbonate,  the  liquid  filtered,  and  concentrated  by  evaporation 
in  a  vacuum.  The  crude  product  is  mixed  with  a  small  quantity  of 
silver  oxide,  then  treated  with  hydrogen  sulphide  in  order  to  remove 
lead,  and  the  solution  filtered  and  concentrated.  The  viscous  liquid 
thus  obtained  is  purified  by  successive  treatment  with  ether,  alcohol, 
and  chloroform,  and  is  finally  concentrated  in  a  vacuum.  Mesitylene 
glycerol  is  a  viscous  liquid  with  a  bitter  taste  ;  it  is  insoluble  in  ether 
and  in  chloroform,  but  is  very  soluble  in  alcohol  and  in  water.  When 
treated  with  hydrobromic  acid,  it  yields  the  original  tribromhydrin. 
Hydrochloric  acid  forms  a  colourless  oily  liquid,  which  is  in  all  pro¬ 
bability  the  trichlorhydrin :  the  same  compound  is  obtained  by  the 
action  of  chlorine  on  the  vapour  of  mesitylene  ;  it  boils  at  170 — 180° 
in  a  vacuum,  and  at  27 7 — 284°  with  partial  decomposition,  under 
atmospheric  pressure.  It  is  decomposed  by  water  with  formation  of 
the  glycerol.  Acetic  acid  also  combines  with  mesitylene  glycerol, 
forming  a  compound  which  is  only  slightly  soluble  in  water. 

If  the  product  of  the  saponification  of  the  crude  tribromhydrin  is 
treated  with  ordinary  ether  after  evaporation  of  the  water,  the  ether 
dissolves  a  substance  which  separates  out  in  crystals  on  evaporation. 
When  purified  by  repeated  crystallisation  from  water,  this  sub¬ 
stance  forms  nacreous  plates  which  melt  at  126°.  They  are  tasteless 
and  inodorous,  soluble  in  55  parts  of  boiling  water,  but  only  slightly 
soluble  in  cold  water,  still  less  soluble  in  ether,  but  very  soluble  in 
alcohol.  They  have  the  composition,  C9H9(OH)2Br  ;  when  boiled  with 
water  and  potassium  carbonate,  this  compound  is  not  decomposed  ; 
and  when  treated  with  hydrobromic  acid  it  yields  a  tri bromide  which, 
after  recry stallisatipn  from  alcohol,  melts  at  81 — 82°.  The  compound 


53 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


is  therefore  not  a  derivative  of  mesitylene  glycerol,  but  is  a  mono- 
bromo- glycol,  C6H2BrMe(CH2.OH)2  and  its  dibromokydrin. 

C6H2BrMe(CH2Br)2, 

(m.  p.  81 — 82°),  is  isomeric  with  mesitylene  glycerol  tribromhydrin. 

C.  H.  B. 

Quin  one  Derivatives.  By  R.  Nietski  ( Ber .,  16,  2092—2096). — 
The  author  has  shown  that  by  passing  nitrous  acid  into  an  ethereal 
solution  of  quinol,  a  dinitrohydroxyquinone,  C6(0H)2(N02)202,  or 
nitranilic  acid,  is  formed  *  the  same  substance  may  also  be  obtained 
either  by  the  action  of  fuming  nitric  acid  on  dinitroquino],  or  by  the 
nitration  of  diacetylquinol ;  all  these  methods  of  preparation,  how¬ 
ever,  are  very  unsatisfactory.  In  the  present  communication  a  detailed 
account  is  given  of  an  improved  process,  which  consists  in  acting  on 
diacetylquinol  with  nitrosulphuric  acid  in  the  cold,  and  precipitating 
the  characteristic  sparingly  soluble  potassium  nitranilate  from  an  ice- 
cold  solution  of  the  crude  product.  The  corresponding  acid,  which  is 
very  unstable,  may  be  obtained  from  this  derivative.  The  potassium- 
derivative  is  converted  by  a  stronglyacid  solution  of  stannous  chloride 
into  nitramidotetrhydroxybenzene,  C6(0H)4(NH2).N02,  which  crystal¬ 
lises  in  needles,  having  a  violet  iridescence,,  insoluble  in  alcohol, 
ether,  and  benzene.  Potassium  nitranilate  is  further  converted  by 
stannous  chloride,  with  an  excess  of  tin,  into  a  substance  crystallising 
in  delicate  iridescent  green  leaflets,  resembling  quinhydrol  in  appear¬ 
ance.  This  compound  is  probably  a  diimido-derivative  of  dihydroxy- 

quinone,  C6(0H)202<^  |  ,  and  analogous  to  cfiimidonaphthol :  a 

XNH 

view  which  receives  some  support  from  the  similarity  of  phenomena 
observable  in  the  preparation  of  these  two  substances.  V.  H.  V. 

Action  of  Orthonitrobenzaldehyde  on  Acetaldehyde.  By 

A.  Baeyer  and  Y.  Drewsen  (Ber.,  16,  2205 — 2208). — In  a  previous 
communication  (Abstr.,  1888l  341)  the  authors  mentioned  the  forma¬ 
tion  of  a  condensation-product  by  the  action  of  alkalis  on  a  solution 
of  orthonitrobenzaldehyde  in  acetaldehyde.  It  is  prepared  by 
gradually  adding  a  2  per  cent,  solution  of  sodium  hydroxide  to  a 
solution  of  orthonitrobenzaldehyde  in  freshly  prepared  aldehyde  kept 
cool  with  ice,  until  an  alkaline  reaction  remains  for  at  least  five 
minutes.  The  acetaldehyde  is  expelled  by  a  current  of  air,  the 
crystalline  product  dried  on  a  porous  tile  and  crystallised  from  ether. 
It  forms  moderately  large  colourless  monoclinic  prisms,  readily  soluble 
in  alcohol  and  chloroform  ;  it  softens  at  120°  and  melts  at  125°  with 
evolution  of  aldehyde  vapour.  Its  formula,  CgHgNO^CsIRO,  corre¬ 
sponds  with  that  of  a  compound  of  orthonitrophenyllaetic  aldehyde 
with  aldehyde.  On  passing  a  current  of  air  through  its  solution  at 
40 — 50°,  as  long  as  the  odour  of  aldehyde  is  perceptible,  a  non¬ 
cry  stalli  sable  product  is  obtained  (probably  orthonitrophenyllaetic 
aldehyde ),  combining  with  acid  sulphites  and  reddening  rosaniline 
sulphite.  Like  the  condensation-product,  it  yields  indigo  with 
aqueous  alkalis.  Orthonitro-jd-phenyllactic  acid , 

N03.CcH4.CH(dH).CH2.C00H, 
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(m.  p.  126°)  is  obtained  on  warming  a  solution  of  the  condensation- 
product  in  dilute  alcohol  with  an  excess  of  freshly  precipitated  silver 
oxide,  until  the  addition  of  alkali  no  longer  produces  indigo  ;  the  pro¬ 
duct  is  boiled  with  hydrochloric  acid,  filtered,  and  extracted  with 
ether,  and  the  acid  purified  by  means  of  the  barium  salt.  It  crystal¬ 
lises  in  short  well-formed  prisms,  readily  soluble  in  water,  alcohol, 
and  ether,  and  is  identical  with  the  acid  obtained  by  Einhorn  from  the 
addition-product  of  orthonitrocinnamic  acid  with  hydrobromic  acid 
(see  p.  66).  Orthonitrocinnamic  aldehyde ,  IS02.C6H4.CH  !  CH.CHO, 
is  obtained  on  boiling  the  condensation-product  with  acetic  anhydride 
until  indigo  ceases  to  be  formed  by  the  addition  of  soda  solution.  It 
forms  colourless  needles  melting  at  127°,  readily  soluble  in  boiling 
water,  very  sparingly  in  cold  water,  readily  in  chloroform,  less  so  in 
alcohol  and  ether.  It  forms  a  crystalline  compound  with  hydrogen- 
sodium  sulphite,  reacts  with  rosaniline  sulphite,  reduces  ammoniacal 
silver  solution  with  formation  of  orthonitrocinnamic  acid,  and  on  reduc¬ 
tion  readily  yields  quinoline.  From  the  above,  it  is  seen  that  the  con¬ 
densation  of  orthonitrobenzaldehyde  with  aldehyde  takes  place  in  the 
same  way  as  with  acetone,  the  resulting  orthonitro-/3-phenyllactic 
aldehyde,  lSr02.C6Il4.CH(0H).CH2.C0H,  forming,  however,  an  un¬ 
stable  compound  with  acetaldehyde.  A.  K.  M. 

Benzoylacetone.  By  E.  Ftscher  and  H.  Kuzel  ( Ber .,  16,  2239 — 
2241). — On  boiling  ethyl  bon zoylacetoacetate  with  4  parts  of  25  per 
cent,  sulphuric  acid,  carbonic  anhydride,  alcohol,  acetic  acid,  and 
acetophenone  are  produced  as  stated  by  Bonne  ( Annalen ,  187,  1). 
The  authors  find  that  a  small  quantity  of  benzoic  acid  and  about 
4  per  cent,  of  benzoylacetone  are  also  produced,  the  formation  of  the 
latter  corresponding  with  the  production  of  nitrocinnamylacetone 
from  ethyl  nitroeinnamylacetoacetate  (Abstr.,  1883,  587).  To  isolate 
the  benzoylacetone,  the  oil  is  dissolved  in  ether,  agitated  with  dilute 
soda  solution,  which  dissolves  the  benzoic  acid  and  the  benzoylacetone; 
the  solution  is  then  acidified,  extracted  with  ether,  and  the  residue 
from  the  evaporation  of  the  latter  dissolved  in  cold  dilute  soda 
solution,  from  which  the  benzoylacetone  is  precipitated  by  carbonic 
anhydride  as  a  colourless  oil,  which  crystallises  on  cooling.  It  may 
be  obtained  in  larger  quantity  by  boiling  ethyl  benzoylacetoacetate 
for  some  hours  with  7 — 8  parts  water.  Benzoylacetone, 

CH2B5.CO.CH3, 

melts  at  58°,  distils  unchanged,  is  volatile  in  steam,  and  has  an  agree¬ 
able  penetrating  odour.  It  dissolves  sparingly  in  cold  water,  more 
readily  in  hot  water,  very  readily  in  alcohol  and  in  ether.  The  alkalis 
dissolve  it  readily,  sodic  carbonate  less  so,  whilst  it  is  insoluble  in  the 
acid  carbonates.  The  sodium  salt  of  benzoylacetone  is  precipitated  in 
the  form  of  yellowish  scales  on  adding  concentrated  alkali  to  its  solu¬ 
tion  in  dilute  soda ;  the  silver  salt,  CioH902Ag’,  obtained  on  adding  an 
excess  of  silver  nitrate  to  an  ammoniacal  solution  of  benzoylacetone, 
forms  a  white  crystalline  precipitate,  almost  insoluble  in  water. 
Benzoylacetone  gives  an  intense  red  coloration  with  ferric  chloride. 
It  is  decomposed  by  boiling  alkali  with  formation  of  acetophenone. 
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When  warmed  with  phenylhydrazine,  the  two  combine  forming  a 
slightly  coloured  oily  product  insoluble  in  alkali. 

Orthonitrobenzoylacetone  is  obtained  in  the  same  way  from  ethyl 
orthonitrobenzoylacetoacetate,  and  likewise  combines  with  phenyl- 
hydrazine,  forming  a  compound  of  the  formula — 

ISr02.C6H4.C.CH2.CMe 

!l  II 

PhNJP  KjHoPh 

The  behaviour  of  benzoylacetone  with  alkalis  shows  that  the  hydrogen 
of  the  methylene-group  can  be  substituted  by  metals,  which  is  not 
the  case  with  the  hydrazine-derivatives  in  which  the  oxygen  of  the 
00-groups  is  replaced  by  nitrogen.  A.  K.  M. 


Anthroxanaldehyde  and  Anthroxanic  Acid.  By  A.  Schil- 
LiNGER  and  S.  Wleggel  (_Z?er.,  16,  2222 — 2226). — When  a  solution  of 
orthonitrophenylhydroxyacrylic  acid  in  an  equal  weight  of  glacial 
acetic  acid  is  heated  on  a  water-bath  as  long  as  carbonic  anhydride  is 
evolved,  and  then  diluted  with  water,  neutralised  with  chalk,  and 
steam-distilled,  a  distillate  is  obtained  from  which  ether  extracts 
anthroxanaldehyde  mixed  with  anthranil ;  the  latter  is  removed  by 
boiling  with  light  petroleum,  from  which  solvent  anthroxanaldehyde 
crystallises  in  long  yellowish  needles  of  a  slightly  aromatic  and 
penetrating  odour;  it  dissolves  readily  in  boiling  water,  and  volatilises 
easily  in  steam.  It  melts  at  72’5°,  and  can  be  sublimed  without 
decomposition.  Its  formula,  CeH5N02,  shows  it  to  be  isomeric  with 
isatin.  An  intense  reddish-violet  coloration  is  produced  on  adding 
zinc- dust  to  its  solution  in  very  dilute  ammonia  and  warming.  When 
an  aqueous  solution,  containing  also  anthranil,  is  boiled  with  ferrous 
sulphate,  slender  red  silky  needles  separate,  which,  after  crystallisation 
from  chloroform,  contain  no  iron;  this  substance  melts  above  215° 
with  decomposition  ;  it  has  basic  properties.  Anthroxanaldehyde  dis¬ 
solves  readily  in  concentrated  hydrogen-sodium  sulphite,  and  pro¬ 
duce  a  red  coloration  with  rosaniline  sulphite.  When  it  is  warmed 
with  aniline,  an  oil  is  obtained  which  solidifies  to  large  fan¬ 
shaped  crystals,  melting  at  about  40°.  Anthroxanic  acid ,  CeH5N03,  is 
prepared  by  adding  the  calculated  quantity  of  a  4  per  cent,  perman¬ 
ganate  solution  to  a  cold  solution  of  the  aldehyde  in  very  dilute  soda, 
filtering  and  slightly  acidifying.  The  solution  is  warmed  with  animal 
charcoal,  filtered,  and  dilute  sulphuric  acid  added,  when  anthroxanic 
oxid  separates  in  delicate  white  needles.  It  is  moderately  soluble  in 
hot  water,  almost  insoluble  in  cold  water,  readily  in  acetone,  more 
sparingly  in  glacial  acetic  acid,  and  still  less  readily  in  benzene  and 
other  solvents.  It  melts  at  190 — 191°  with  decomposition.  On 
warming  its  solution  in  dilute  ammonia  with  ferrous  sulphate,  filter¬ 
ing  and  acidulating,  isatin  is  obtained. 

C  COOH 

The  authors  assign  to  this  acid  the  constitution  C6H4<f  |  ^>0  , 

TSr 
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in  its  behaviour  to  feeble  reducing  agents.  Unsuccessful  attempts 
were  made  to  decompose  it  into  carbonic  anhydride  and  anthroxane , 


anthranil.  Possibly  anthroxane  becomes  converted  into  the  latter  in 
the  same  way  as  isatogen  into  isatin.  A.  K.  M. 


Constitution  of  Anthranil.  By  P.  Friedlanper  and  S.  Wleugel 
(Per.,  16,  2227 — 2229). — From  the  close  relationship  of  anthranil  to 
anthroxanic  acid  (see  last  Abstract)  an  attempt  was  made  to  prepare 
the  latter  by  heating  anthranil  with  ethyl  chlorocarbonate  at  120 — 
140°.  Of  the  three  possible  formulae  for  anthranil — 

UK  UO  U.OH 

C6H4<  I  >0,  c6h/  I  ,  c6h4<  || 

\N-/  XN 


the  first  alone  could  yield  anthroxanic  acid,  the  second  an  isomeric 
anthranilcarboxylic  acid,  whilst  the  third  could  not  yield  a  carboxylic 
acid. 

The  product  of  the  reaction  was  an  acid  ( anthranilcarboxylic  acid ) 
isomeric  with  anthroxanic  acid,  but  possessing  different  properties. 
It  dissolves  sparingly  in  the  usual  solvents,  most  readily  in  acetone 
and  in  ether,  and  crystallises  from  hot  water  in  slender  needles  melt¬ 
ing  at  about  230°  with  evolution  of  carbonic  anhydride,  but  anthranil 
is  not  re-formed.  The  presence  of  a  carboxyl-group  is  proved  by  its 
solubility  in  dilute  ammonia  and  in  alkaline  carbonates,  mineral  acids 
reprecipitating  it  unchanged.  It  dissolves  in  a  one  per  cent,  soda  solu¬ 
tion,  showing  a  blue  fluorescence  which  soon  disappears,  and  on  then 
acidifying  with  acetic  acid  and  extracting  with  ether,  the  equivalent 
quantity  of  anthranilic  acid  is  obtained.  This  change  probably  takes 
place  thus : — 


c6n4 


/CO 

\  I 

xN.COOH 


+  H20  =  COOKC6H4.lSrH.COOH 

=  COOH.C6H4.NH2  +  C02. 


Anthranilcarboxylic  acid  is  decomposed  by  hot  concentrated  soda 
solution,  with  formation  of  anthranilic  acid  and  of  a  high-melting  acid, 
probably  a  derivative  of  diphenylcarbamide. 

On  gently  heating  a  mixture  of  dry  anthranil  with  benzoic  chloride, 
an  abundant  evolution  of  hydrochloric  acid  takes  place,  whilst  benzoyl- 

/C° 

anthranil ,  C6H4\  |  ,  is  formed.  The  product  crystallises  on 

XN.COPh 


cooling,  and  can  be  purified  by  recrystallisation  from  dry  benzene 
with  the  addition  of  light  petroleum.  It  forms  long  white  needles 
readily  soluble  in  the  ordinary  solvents,  insoluble  in  water  and  light 
petroleum;  it  melts  at  122 — 123°,  and  distils  above  360°  nearly  un¬ 
changed.  Like  anthranil,  it  readily  takes  up  the  elements  of  water 
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with  formation  of  benzoylanthranilic  acid,  COOH.CaH4.NH.COPh ; 
the  change  being  effected  by  solution  in  hot  dilute  alkalis  or  by  crys¬ 
tallisation  from  dilute  alcohol,  when  the  melting  point  is  raised  from 
123°  to  180 — 181°.  The  benzoylanthranilic  acid  obtained  is  identical 
with  the  acid  obtained  from  anthranilic  acid  and  benzoic  chloride 
( Annalen ,  205,  130).  It  yields  sparingly  soluble  barium  and  calcium 
salts,  and  a  nearly  insoluble  stable  silver  salt,  C14Hi0NO3Ag. 

These  results  prove  that  anthranil  is  represented  by  the  second  of 
the  above  formulae,  and  that  it  is  the  lactam  of  anthranilic  acid. 

A.  K.  M. 

Action  of  Hydroxylamine  on  Diketones.  By  H.  Goldschmidt 
( Ber .,  16,  2176 — 2180). — The  author  and  Y.  Meyer  have  isolated  and 
described  a  diphenylglyoxime  (m.  p.  237°),  CuH^NaCh,  obtained  by 
the  action  of  hydroxylamine  on  benzil.  Under  other  conditions,  the 
author  has  obtained  an  isomeride  which  in  contradistinction  to  the 
first  named  substance  may  be  called  j3-diphenylglyoxime  ;  it  differs 
from  its  isomeride  in  its  melting  point  (206°),  its  appearance,  and  its 
greater  solubility  in  water  and  alcohol.  The  a-glyoxime  may  be  con¬ 
verted  into  the  ^-isomeride  by  heating  to  180°. 

On  heating  phenanthraquinone  with  alcohol  and  hydroxylamine 
hydrochloride,  a  monisonitroso  -  derivative  of  phenanthraquinone, 
CuH9N02,  is  formed. 

This  substance  crystallises  in  small  golden  needles  melting  at  158°, 
soluble  in  alcohol ;  it  dissolves  in  soda  to  form  a  green,  and  in  sul¬ 
phuric  acid  to  form  a  red  solution.  It  is  converted  by  hydroxylamine 
hydrochloride  into  a  dioximicfe  derivative  of  phenanthraquinone,  of 

c6h4.c:n 

possible  constitution,  |  [  /O,  which  crystallises  in  golden 

CeH^CIN^ 


needles  melting  at  181°,  insoluble  in  soda.  When  anthraquinone  is 
heated  with  alcohol  and  hydroxylamine  hydrochloride,  in  a  flask  fitted 
with  an  inverted  condenser,  no  reaction  takes  place. 

In  order  to  obtain  the  monisonit roso-derivative  of  anthraquinone, 
it  is  necessary  to  heat  the  reacting  substances  in  a  sealed  tube  at  180°, 
when  the  compound  separates  out  as  a  pale  red  powder,  soluble  in 
alcohol,  to  form  a  red  solution.  It  sublimes  at  200°,  volatilising  com¬ 
pletely,  without  melting.  Its  constitution  may  be  expressed  by  the 


formula,  C6H4<^ 


CNOH 
-CO  ~ 


>C6H4. 


Y.  H.  Y. 


Derivatives  of  Benzil.  By  B.  S.  Burton  (Ber.,  16,  2232 — 2233). 
— With  the  view  to  obtain  diphenyltartaric  acid,  the  author  has  made 
experiments  on  the  saponification  of  Zinin’s  nitril  of  diphenyltartaric 
acid,  CuHioOzCCHN),,  obtained  by  the  action  of  anhydrous  hydro¬ 
cyanic  acid  on  an  alcoholic  solution  of  benzil  (Annalen,  34,  189).  The 
finely  powdered  nitrile  is  introduced  into  a  large  excess  of  glacial 
acetic  acid  saturated  at  0°  with  hydrobromic  acid,  and  frequently 
agitated.  After  some  weeks,  the  unaltered  substance  is  separated,  and 
the  clear  liquid  yields  monoclinic  crystals  of  a  vitreous  lustre.  On 
adding  ammonium  carbonate  to  the  filtrate,  a  white  precipitate, 
CONU>.CPh(OH).CPh(OH).CONH2,  is  produced,  insoluble  in  cold 
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water,  but  which  can  be  crystallised  from  dilute  alcohol ;  it  crystallises 
from  hot  water  in  small  needles.  It  softens  gradually  on  heating, 
begins  to  darken  at  150°,  becoming  completely  liquid  at  230°.  Its 
basic  properties  are  very  feeble,  as  it  crystallises  unchanged  from  hot 
concentrated  hydrochloric  acid,  although  it  yields  a  crystalline  hydro¬ 
bromide.  It  has  no  acid  properties,  is  not  dissolved  by  sodium  carbo¬ 
nate  solution,  but  is  soluble  in  soda  solution  with  decomposition.  On 
boiling  it  with  hydrochloric  acid,  acid  substances  are  obtained  still 
containing  nitrogen.  The  above  mentioned  monoclinic  crystals  con¬ 
sist  of  the  hydrobromide  of  the  amide  ;  this  melts  at  185°  with  evolu¬ 
tion  of  hydrobromic  acid.  Sodium  carbonate  converts  it  into  the 
amide.  A.  K.  M. 

Benzoylacetic  Acid.  By  A.  Baeyer  and  W.  H.  Perkin,  Jun. 
(B  er.,  16,  2128 — 2133). — One  of  the  authors  has  recently  shown  that 
ethyl  phenylpropiolate  is  converted  by  sulphuric  acid  into  ethyl 
benzoylacetate,  thus:  PhC  *.  C. COOEt  4*  H20  =  COPh.CH2. COOEt 
(see  Abstr.,  1882,  336).  The  latter  is  a  colourless  oil  resembling 
ethyl  acetoacetate  in  odour ;  when  quickly  heated,  it  distils  with  slight 
decomposition  between  268 — 270° ;  it  is  coloured  by  ferric  chloride. 
On  boiling  with  water  or  acids,  it  is  decomposed  according  to  the 
equation,  CHoBlCOOEt  +  H20  =  PhCOMe  +  C02  +  EtOH.  In 
order  to  prepare  benzoylacetic  acid,  a  solution  of  the  alkyl  salt  in 
soda  is  left  at  rest ;  after  filtration,  the  solution  is  cooled  with  ice 
and  carefully  acidified,  and  then  exhausted  with  ether.  The  acid 
is  obtained  from  the  ethereal  extract  as  a  hard  crystalline  mass,  which 
melts  at  85 — 90°  with  evolution  of  carbonic  anhydride  ;  it  is  soluble 
in  alcohol  and  ether,  and  its  solution  is  coloured  violet  by  ferric 
chloride. 

Ethylbenzoylacetic  add ,  CHEtBz.COOH,  is  obtained  as  an  ethyl 
salt  by  the  joint  action  of  sodium  and  ethyl  iodide  on  ethyl  benzoyl¬ 
acetate  ;  on  subsequent  saponification  of  this  salt,  the  pure  acid  is 
obtained.  This  latter  melts  at  112 — 115°,  and  is  generally  contami¬ 
nated  by  benzoic  acid.  On  boiling  the  ethyl  salt  with  alcoholic  potash, 
like  ethyl  acetoacetate,  it  yields  either  a  mixture  of  acids,  or  a  ketone, 
according  to  the  concentration  of  the  alkali,  thus  : — 

(1.)  CHEt(COPh) .COOEt  +  2KOH  =  PhCOOK 

+  CHaEt.COOK  +  EtOH,  or 

(2.)  CHEt(COPh). COOEt  +  2KOH  =  COPh.CHoEt  +  EtOH 

+  K2C03. 

Diethylbenzoic  add ,  CEt2Bz.COOH,  obtained  by  a  repetition  of  the 
process  used  for  the  acid  above,  forms  a  colourless,  crystalline  mass 
melting  at  128 — 130°  ;  when  heated  with  alcoholic  potash,  it  yields 
diethylacetophenone,  boiling  at  230°,  thus 

CEt2(COPh).COOH  +  2KOH  =  COPh.CHEt*  +  K2C03. 

Allylbenzoyl acetic  acid ,  CHBz(C3H5).COOH,  prepared  by  the  action 
of  allyl  iodide  on  the  ethyl  salt  of  sodium  benzoylacetic  acid,  is 
isomeric  with  benzoyltetramethylenecarboxylic  acid  from  trimethy¬ 
lene  bromide  and  ethyl  benzoylacetate.  The  former  exists  as  a  colour- 
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less  crystalline  mass  melting  at  122 — 125°,  soluble  in  all  menstrua 
except  water;  when  its  ethyl  salt  is  heated  with  alcoholic  potash,  it 
yields  allylacetophenone  (b.  p.  238°),  thus: — 

CH(COPh)(C3H5).COOEt  +  2KOH  =  COPh.CH2(C3H5) 

+  K2C03  +  EtOH. 

Bthylnitrosobenzoylacetate ,  COPh.CHOH.COOEt,  formed  by  the 
action  of  nitrous  acid  on  ethyl  benzoylacetate,  crystallises  in  long 
needles  melting  at  121°,  which  dissolve  in  alkalis  to  form  a  golden 
solution.  On  long  standing  in  contact  with  soda,  it  is  converted  into 
an  acid,  COPh.CH(OH).COOH,  crystallising  in  small  prisms. 

Dibenzoylacetic  acid ,  CHBz3.COOH,  obtained  by  the  action  of  benzoic 
chloride  on  ethyl  sodium  benzoylacetate,  and  subsequent  saponification, 
crystallises  in  needles  melting  at  109°,  sparingly  soluble  in  alcohol. 
This  substance  on  protracted  heating  with  water  is  converted  into 
dibenzoylmethane  with  evolution  of  carbonic  anhydride,  thus : — 

CHB^.COOH  =  CH2Bz2  +  C02. 

This  latter  compound  crystallises  in  large  tables  belonging  to  the 
rhombic  system,  which  melt  at  81°  and  boil  at  200°.  By  the  combined 
action  of  sodium  and  benzoic  chloride  it  is  converted  into  tribenzoyl 
methane ,  CHBz3,  which  crystallises  in  small  needles  (m.  p.  224°),  and 
sublimes  without  decomposition.  V.  H.  V. 


Action  of  Ethylene  Bromide  on  Ethyl  Aceto-  and  Benzoyl- 
Acetates.  By  W.  H.  Perkin,  Jun.  (Per.,  16,  2136 — 2140). — By  the 
combined  action  of  ethylene  bromide  and  sodium  on  ethyl  acetoace- 
tate,  the  ethyl  salt  of  acetyl  trimethylene  carboxylic  acid  is  formed 
according  to  the  equations:  I.  CHAcNa.COOEt  +  CHJBr.CH2Br  = 
CHAc(C2H4Br).COOEt  +  NaBr;  and  II.  CSNa(C2H4Br).COOEt  = 


CH. 


CH 


^CXc.COOEt  +  NaBr. 


This  substance  is  a  colourless  oil  boiling  at  193 — 195°,  and  yields  the 
corresponding  acid  as  a  thick  oil  on  saponification  and  subsequently 
acidifying  the  alkali  salt.  The  silver  salt  crystallises  in  characteristic 
warty  masses. 

CH2  _ 

Similarly,  benzoyl  trimethylene  carboxylic  acidy  |  \CBz.COOH, 

CH/ 


may  be  obtained ;  it  crystallises  in  the  monoclinic  system,  and  melts 
at  148°  with  evolution  of  carbonic  anhydride.  Its  silver  salt  forms  a 
white  flocculent  precipitate,  the  ethyl  salt  a  colourless  oil  boiling  at  280 
. — 283°.  Benzoyl  trimethylene  carboxylic  acid  when  heated  to  200° 
yields  benzoyl  trimethylene  with  evolution  of  carbonic  anhydride, 
CH,  CH, 

thus  I  \<mCOOH  =  I  >CHBz  +  CO,. 

ch/  ch/ 

The  author  is  engaged  in  investigating  homologues  of  the  sub¬ 
stances  above  described.  Y.  H.  V. 
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Phenylhydroxyacetimidoether  and  Amidine.  By  C.  Beyer 
(J.  pr.  Chem.  [2],  28,  190 — 191). — Benzaldehyde  cyanhydrin  is  dis¬ 
solved  in  ether,  1  mol.  proportion  of  alcohol  added,  and  a  stream  of 
dry  hydrochloric  acid  passed  into  the  liquid.  The  resulting  hydro¬ 
chloride. ,  CHPh(OH).C(OEt)  !  NH,HC1,  crystallises  in  needles,  melts  at 
121°,  and  on  treatment  with  potash  and  ether,  yields  phenylhydroxy- 
imidoether ,  CHPh(OH).C(OEt)  ! NH,  crystallising  in  fine  needles 
and  melting  at  71 — 72°.  On  strongly  heating  the  hydrochloride,  it  is 
resolved  into  ethyl  chloride  and  mandelamide;  on  treatment  with 
water,  it  yields  ethyl  mandelate ,  CHPh(OH).COOEt,  as  a  heavy 
colourless  liquid  of  faint  jasmine-like  odour,  boiling  at  253 — 255°,  and 
solidifying  to  a  crystalline  mass  in  a  freezing  mixture. 

By  the  action  of  alcoholic  ammonia  on  the  imidoether  hydrochloride, 
the  corresponding  phenylhydroxy amidine  hydrochloride , 

CHPh(OH).C(NH2)  t  NH,HC1, 

was  obtained  crystallised  in  fine  prisms,  melting  at  213 — 214°.  The 
free  amidine  could  only  be  obtained  in  an  impure  state,  and  then 
formed  stellate  groups  of  needles  having  a  strongly  alkaline  reaction 
and  melting  at  110°.  A.  J.  GL 

Derivatives  of  Orthonitroeinnamic  Acid.  By  A.  E inhorn 
( Ber .,  16,  2208 — 2216).  —  Orthonitrophenyl-(3-bromopropionic  acid , 
NO2.C6H4.CHBr.CH2.COOH,  is  prepared  by  heating  orthonitrocinna- 
mic  acid  (10  grams)  with  a  solution  of  hydrobromic  acid  in  glacial 
acetic  acid  (100  grams)  saturated  at  0°.  The  mixture  is  heated  in  a 
sealed  tube  for  about  half  an  hour  on  a  water-bath,  and  frequently 
shaken  until  the  nitro-acid  is  dissolved.  The  product  is  purified  by 
boiling  it  with  benzene  and  recrystallising  from  chloroform ;  it  forms 
pale  yellow  monoclinic  crystals  melting  at  139 — 140°,  with  decompo¬ 
sition.  It  dissolves  readily  in  the  ordinary  solvents,  but  is  only 
sparingly  soluble  in  benzene.  It  dissolves  to  a  small  extent  in  warm 
water,  decomposition  however  taking  place  with  formation  of  indoxyl. 
Boiling  concentrated  sulphuric  acid  is  almost  without  action  on  it, 
whilst  alkalis  very  readily  decompose  it.  On  treating  the  powdered 
acid  with  an  excess  of  cold  sodium  carbonate  solution,  a  clear  solution 
is  obtained,  which  soon  assumes  a  bright  red  colour,  whilst  a  precipi¬ 
tate  forms  which  the  author  assumes  to  be  the  lactone  of  orthonitro- 

phenyl-(S-lactic  acid,  N02.C6H4.CH<^^^2^>C0.  The  filtrate  contains 

small  quantities  of  orthonitroeinnamic  acid,  or thonitropheny  1-/3- lactic 
acid,  and  orthonitrostyrene.  The  lactone  is  readily  soluble  in  chloro¬ 
form,  acetone,  benzene,  and  glacial  acetic  acid,  sparingly  in  ether  and 
in  absolute  alcohol,  whilst  alkalis  convert  it  into  the  corresponding 
hydroxy-acid.  It  is  converted  into  orthonitrostyrene  and  carbonic 
anhydride  by  boiling  with  water,  some  indoxyl,  indigo,  and  probably 
also  orthonitrophenyl-/3-lactic  acid  being  simultaneously  produced. 
Indigo  is  also  formed  when  it  is  boiled  with  glacial  acetic  acid  or 
acetic  anhydride.  By  the  action  of  zinc-dust  and  hydrochloric  acid 
on  a  solution  of  the  nitro-lactone  in  glacial  acetic  acid,  hydrocarbo- 

VOL.  xlvi.  / 


66 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


styril  is  formed,  and  not  the  expected  amido-lactone.  When  finely 
powdered  orthonitrophenyl-|3-bromopropionic  acid  is  added  to  a  hot 
solution  of  sodium  carbonate  and  the  product  steam  distilled,  an  oil  is 
obtained  solidifying  in  a  freezing  mixture  to  a  white  crystalline  mass, 
which  melts  at  about  12 — 13* 5.°  When  orthonitrostyrene ,  C8H7N02, 
is  heated  with  concentrated  sulphuric  acid,  it  assumes  a  blue  colour. 
On  adding  a  solution  of  bromine  in  chloroform  to  nitrostyrene  also 
dissolved  in  chloroform,  the  liquid  being  kept  cool  with  ice,  orthonitro¬ 
styrene  dibromide ,  N02.C6H4.CHBr.CH2Br,  is  obtained,  melting  at  52° 
and  volatile  in  steam.  Besides  nitrostyrene  (10  per  cent,),  ortho- 
nitrocinnamic  acid  (16  per  cent.),  and  orthonitrophenyl-/3-laetic  acid 
(42  per  cent.),  are  formed  in  the  above  reaction,  and  the  latter  com¬ 
pound  can  also  be  obtained  by  warming  the  lactone  with  baryta- 
water.  The  purified  acid,  N02.C6H4.CH(0H).CH2.C00H,  is  readily 
soluble  in  alcohol  and  in  water,  crystallising  from  the  latter  in  six- 
sided  monoclinic  prisms,  melting  at  126°.  When  heated  with  dilute 
sulphuric  acid  at  190°,  it  yields  orthonitrocinnamic  acid ;  with  con¬ 
centrated  sulphuric  acid  it  yields  indoin.  The  methyl  derivative  melts 
at  51°  ;  the  barium  salt ,  (CgHaNOs^Ba  +  2H30,  crystallises  in 
needles.  A  direct  comparison  of  this  acid,  with  that  obtained  by 
Baeyer  and  Drewson  (p.  59),  shows  that  the  two  are  identical. 

A.  K.  M. 

Substituted  Coumarins.  By  H.  v.  Pechmann  and  C.  Duisberg 
(Ber.,  16,  2119 — 2128). — The  ethyl  salts  of  aceto-  and  benzoyl- acetic 
acids  react  with  the  phenols  in  presence  of  a  dehydrating  agent  to 
form  substituted  coumarins  or  hydroxycoumarins.  Thus,  for  example, 
phenol  and  ethyl  acetoacetate,  in  presence  of  strong  sulphuric  acid, 
yield  methylcoumarin,  thus  : 

C6H5.OH  +  MeCO.CHj.COOEt  =  C6Ht<CMe  ‘ C  q>CO  +  JI20 

-J-  EtOH. 


In  this  communication  a  description  is  given  of  the  preparation  and 
properties  of  various  substituted  coumarins  obtained  by  means  of  this 
general  method. 

fi-Methylumbelliferone,  OH.C6H3<^^e  *  ^^^>CO,  from  resorcinol 


and  ethyl  acetoacetate,  crystallises  in  prisms  or  needles  melting  at 
185°,  insoluble  in  water,  soluble  in  alcohol  and  in  ammonia  and  caustic 
alkalis.  Its  solutions  are  of  a  pale  yellow  colour,  and  display  a  cha¬ 
racteristic  blue  fluorescence.  When  heated  with  potash,  it  yields 
resacetophenone  and  also  resorcinol,  and  in  this  connection  the  author 
mentions  that  traces  of  resorcinol  can  be  detected  by  the  fluorescence 
formed  on  adding  ethyl  acetoacetate  and  sulphuric  acid  to  the  sus¬ 
pected  solution.  The  resacetophenone,  C6H3(OH)2.COMe,  is  identical 
with  the  substance  obtained  by  Nencki  and  Sieber  from  resorcinol 
and  acetic  acid.  The  acetyl  and  benzoyl  derivatives  of  /3-methyl- 
umbelliferone  crystallise  in  needles,  soluble  in  alcohol,  sparingly 
soluble  in  water  and  ether ;  the  former  melts  at  150°,  the  latter 
at  160.° 

The  methyl-ether  of  ft-methylumbelliferone  is  a  crystalline  substance 
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(m.  p.  159°),  resembling  in  all  its  properties  tbe  corresponding 
hydroxyl- compound  mentioned  above ;  when  heated  with  potash,  it  is 
converted  into  a  carboxyl-acid,  C6H3(OMe)(OH).CMe !  CH.COOH, 
crystallising  in  fonr-sided  tables,  which  melt  at  140°  with  evolution  of 
carbonic  anhydride,  and  are  insoluble  in  water,  easily  soluble  in  alco¬ 
hol.  Dimethyl-3 -resorcy lie  oxid,  C6H3(OMe)2.COOH,  obtained  by 
further  methylation  and  subsequent  oxidation  of  the  above-mentioned 
methyl-ether,  crystallises  in  white  needles  (m.  p.  108°). 

P-Phenylumbelliferone,  C6H3(OH)<^^'^>k  •  ^q^>CO,  from  resorcinol 

and  ethyl  benzoylacetate,  crystallises  in  colourless  leaflets  melting  at 

244°  ;  a/5 -dimethylumbelliferone,  C6H3(OH)<^^e  *  ^^^>CO,  from 

resorcinol  and  etbyl  dimethylacetoacetate  in  colourless  needles  melt¬ 
ing  at  256°  ;  fi-methylcoumarin  from  phenol  and  ethyl  acetoacetate 
in  colourless  needles;  meta-toluene-3 -methy  Icoumarin, 

C6H3Me<CMe  ‘  Cq>CO, 


from  paracresol  and  ethyl  acetoacetate  in  large  refracting  needles ; 
dihydroxy  methy  Icoumarin,  CeHaCOH)^^^6  ’  ^q^>CO,  in  colourless 


needles  (m.  p.  235°).  The  solutions  of  all  these  substances,  with  the 
exception  of  the  last  named,  display  a  well-marked  blue  fluorescence. 


y.  h.  v. 


.ffiseuletin.  By  W.  Will  (Ber.,  16,  2106 — 2119). — The  author, 
associated  with  Tiemann,  has  shown  that  dimethyl aesculetin  resembles 
in  many  points  methvlumbelliferone  andcoumarin  (Abstr.,  1882,  199). 
As  the.  former  has  been  recognised  to  be  a  monhydroxyl- derivative 
of  coumarin,  it  becomes  exceedingly  probable  that  aesculetin  is  a 
dihydroxyl- derivative.  In  order  to  obtain  further  evidence  in  support 
of  this  conjecture,  the  author  has  repeated  with  aesculetin  Perkin’s 
researches  on  coumarin  (this  Journal,  Trans.,  1881,  409),  and  proves 
that  the  former  undergoes  transformation  precisely  similar  to  the 
latter,  yielding  isomeric  a-  and  /5-aesculetic  acids,  related  to  one 
another  as  the  a-  and  /5-orthomethoxyphenylacrylic  acids. 


Monethylcesculetin ,  q^^>C 


-O 


with  the  di- derivative,  by  heating  aesculetin  with  solid  potash  and 
ethyl  iodide  in  alcoholic  solution ;  the  two  products  may  be  separated 
by  ether  which  dissolves  the  di-derivative.  Monethylaesculetin  forms 
more  or  less  colourless  crystals  (m.  p.  143°),  soluble  in  dilute  alkalis  ; 
its  solutions  give  a  blue  fluorescence.  Diethylcesculetin , 


C6H2(OEt)a<CH:Cg>CO, 


crystallises  in  glistening  leaflets  (m.  p.  109°),  sparingly  soluble  in 
water,  readily  soluble  in  ether  and  benzene.  It  dissolves  in  hot  soda, 
forming  a  red  solution,  from  which  the  sodium  compound  separates 

/  2 
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out  on  evaporation.  If  the  residue  be  digested  with  ethyl  iodide, 
there  is  formed  the  ethyl  salt  of  fi-triethyloesculetic  acid , 

C6H2(OEt)2.CH !  CH.COOEt. 

This  substance  crystallises  in  glistening  tablets  melting  at  75°,  boiling 
at  360°,  insoluble  in  water,  readily  soluble  in  dilute  acids  and 
alkalis  ;  on  saponification  it  is  converted  into  jS-triethylaesculetic  acid, 

C6H2(OEt)3.CH :  CH.COOH. 

This  acid  forms  colourless  glistening  prisms  melting  at  144° ;  a  solu¬ 
tion  of  its  ammonium  salt  gives  precipitates  with  salts  of  lead,  mercury, 
copper,  and  silver.  If  in  the  preparation  of  the  ethyl  salt  of  /3-tri- 
ethylassculetic  acid  an  excess  of  ethyl  iodide  be  avoided,  and  the  time 
of  heating  be  not  more  than  4 — 5  hours,  the  ethyl  salt  of  the  isomeric 
a-acid  is  produced.  It  forms  thick  golden  prisms  melting  at  51°,  boil¬ 
ing  at  230°,  insoluble  in  water,  soluble  in  alcohol  and  ether ;  when 
heated  to  its  boiling  point  it  is  transformed  into  the  isomeric  ^-com¬ 
pound.  ol- Triethyl ees culetic  acid  can  be  obtained  by  the  saponification 
of  the  corresponding  ethyl  salt ;  it  is  a  crystalline  substance  melting 
at  102°,  and  a  solution  of  its  ammonium  salt  gives  precipitates  with 
salts  of  lead,  zinc,  copper,  and  mercury.  When  heated  to  its  boiling 
point  or  with  hydrochloric  acid,  it  is  converted  into  the  isomeric  /3-acid. 
On  reduction  with  sodium-amalgam,  both  the  a-  and  /3-  trie  thy  laasculetic 
acids  yield  the  same  triethoxyphenylpropionic  acid , 

C6H2(OEt)3.CH2.CH2.COOH, 

which  crystallises  in  leaflets  melting  at  7 7°;  a  solution  of  its  ammo¬ 
nium  salt  gives  precipitates  with  salts  of  lead,  silver,  mercury,  and 
copper,  a-  and  /3-triethylaesculetic  acids  are  converted  by  oxidation 
with  alkaline  permanganate  in  the  cold  into  the  same  triethoxybenzal- 
dehyde,  C6H2(OEt)3.CHO,  forming  colourless  crystals  melting  at  95°, 
insoluble  in  water,  soluble  in  alcohol  and  ether.  It  has  all  the  cha¬ 
racteristic  properties  of  an  aldehyde.  If  the  oxidation  of  the  triethyl- 
sesculetic  acid  be  effected  at  60°  instead  of  the  aldehyde,  triethoxybenzoic 
acid ,  C6H2(OEt)3.COOH,  is  obtained:  this  substance  crystallises  in 
delicate  needles  melting  at  134°,  and  solution  of  its  ammonium  salt 
gives  precipitates  with  salts  of  lead,  mercury,  and  silver.  On  dis¬ 
tilling  the  potassium  salt  of  this  acid  with  potash,  it  is  converted 
into  a  substance  crystallising  in  needles  melting  at  57°,  which  gives 
the  characteristic  phloroglucol  reaction  with  ferric  chloride.  From 
want  of  material  the  anthor  was  unable  to  examine  the  compound 
more  fully. 

cc-Dimethylumbellic  acid ,  C6H3(OMe)2.CH !  CH.COOH,  obtained  by 
heating  1  mol.  methylumbelliferone  with  1  mol.  of  sodium  dissolved 
in  methyl  alcohol,  and  I  mol.  methyl  iodide,  crystallises  in  colourless 
needles  melting  at  138°,  soluble  in  alcohol,  ether,  and  benzene.  On 
boiling  with  hydrochloric  acid,  it  is  converted  into  the  more  stable 
isomeric  compound. 

Both  a-  and  /3-dimethylumbellic  acids  when  reduced  by  sodium- 
amalgam  yield  the  same  dimethoxy propionic  acid , 

C5H3(OMe)2.CH2.CH2.COOH, 
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which  forms  a  "white  crystalline  powder  melting  at  105°  ;  its  ammonium 
salts  give  precipitates  with  salts  of  silver,  lead,  and  mercury.  a-Di- 
methylumbellic  acid  is  converted  by  oxidation  into  a  dimethoxy- 
benzoic  acid,  C6H3(OMe)2.COO.H,  identical  with  the  ^-dimethyl- 
resorcylic  acid,  C6H3(OMe)2.COOH  [COOH  :  OMe  :  OMe  =  1  :2:4 ], 
obtained  by  the  oxidation  of  the  corresponding  aldehyde. 

Bromine  acts  readily  on  dietliylsesculetin  dissolved  in  carbon  bisul¬ 
phide  to  form  monobroindiethylsesculetin,  Ci3Hi304Br,  a  crystalline 
substance  melting  at  169°,  and  converted  on  boiling  with  concentrated 
alcoholic  potash  into  diethoxycoumarilic  acid,  Ci3Hi405,  which  crystal¬ 
lises  in  delicate  transparent  needles  melting  at  195°.  On  reduction  with 
sodium-amalgam,  it  is  converted  into  a  substance  probably  homologous 
with  hydrocoumarilic  acid.  V.  H.  V. 


Benzylsulphonie  Acid.  By  GL  Mohr  (Annalen,  221,  215 — 229). 
— Nitrobenzylsulphonic  acid ,  C6H4(^02).CH2.S03H,  prepared  by  the 
method  described  by  Bolder  (Annalen,  154,  50;  Ber .,  5,  688),  yields 
a  chloride  which  is  decomposed  by  heat  into  sulphurous  oxide,  and 
paranitrobenzyl  chloride  (m.  p.  71*5°)  mixed  with  a  small  quantity  of 
the  ortho-compound.  On  reducing  an  ammoniacal  solution  of  the 
nitrobenzylsulphonic  acid  with  sulphuretted  hydrogen,  paramido - 
benzylsulphonie  acid ,  C6H4(NTI2).CH2.S03H,  is  deposited  in  colourless 
needles.  The  mother-liquor  contains  a  mixture  of  the  para-  and 
ortho-compounds.  The  para-acid  is  sparingly  soluble  in  cold  water  ; 
100  grams  of  the  solution  at  11°  contain  0*097  gram  acid.  The  salts 
are  crystalline,  and  freely  soluble  in  water.  The  diazo-compound , 


c6h4/ 


■  N. 


%T,  is  prepared  bypassing  nitrous  acid  into  the  amido- 

CH2S(V 

acid  suspended  in  water.  As  soon  as  an  evolution  of  nitrogen  is 
observed,  the  mixture  is  filtered.  On  adding  alcohol  to  the  filtrate, 
the  diazo-compound  is  obtained  in  colourless  microscopic  crystals. 
When  boiled  with  water  it  is  decomposed,  yielding  parabydroxybenzyl- 
sulphonic  acid,  C6H4(0H).CH2.S03H,  which  crystallises  in  deliquescent 
needles,  freely  soluble  in  alcohol..  The  solution  of  the  acid  or  of  its 
salts  gives  with  ferric  chloride  a  blue  coloration,  which  is  destroyed 
by  alcohol.  The  potassium  and  the  barium  salts  crystallise  in  prisms 
soluble  in  water.  The  former  contains,  05-,  and  the  latter  7*5  mols. 


h2o. 


By  the  action  of  hydrobromic  acid  on  the  diazo-compound,  para - 
bromobenzylsulphonic  acid ,  C6H4Br.CH2.S03H,  is  obtained  as  a  syrupy 
liquid.  The  barium  salt,  (C6H4Br.CH2.S03)2Ba  +  1|H20,  forms 
colourless  plates,  soluble  in  water.  The  chloride  (m.  p.  107°)  is  soluble 
in  benzene  and  ether. 

The  diazo-compound  is  decomposed  by  absolute  alcohol  under 
pressure,  yielding  paraethoxylbenzylsulphonic  acid , 


C6H4(OEt) .  CH2.  S03H. 


The  barium  salt  of  this  acid  crystallises  with  2  mols.  H20. 

Parazobenzyldisulphonic  acid ,  C6H4(CH2.S03H)  .N2.C6H4.CH2.S03H, 
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prepared  by  the  oxidation  of  amidobenzylsulphonic  acid  with  potassium 
permanganate,  forms  the  following  salts :  +  l^HoO, 

orange-coloured  plates,  soluble  in  water;  C^H^lS^OeBa  +  1^H20, 
yellow  needles,  sparingly  soluble ;  CuH12N2S206Ag2,H20,  yellow  needles, 
soluble  in  hot  water.  The  chloride  forms  crystalline  leaves  melting 
at  149°,  soluble  in  benzene. 

ISItrobenzylsulphonic  acid  is  converted  into  the  dinitro-acid  by  the 
action  of  a  mixture  of  strong  sulphuric  and  nitric  acids.  The  anhy¬ 
drous  potassium  salt,  and  the  lead  and  barium  salts  containing  4  mols. 
H20,  are  soluble  in  water.  Amidonitrobenzylsulphonic  acid  is  sparingly 
soluble  in  cold  water.  The  potassium  salt  forms  purple  anhydrous 
crystals,  and  the  barium  salt ,  [C6H3(NH2)(N02)CH2S03]2Ba,2H20, 
yellow  needles  or  plates. 

Diamidobenzylsulphonic  acid ,  C6H3(NH3)2.CH2.S03H,  crystallises  in 
colourless  needles,  soluble  in  acids  or  alkalis.  The  ammoniacal  solu¬ 
tion  gives,  with  silver  nitrate,  a  white  precipitate  which  rapidly  turns 
black.  W.  c!  W. 

Parabromotoluenedisulphonic  Acid,  By  0.  Kornatzki  ( Annalen , 
221, 191 — 202). — Parabromotoluenedisulphonic  acid ,  prepared  by  pass¬ 
ing  sulphuric  anhydride  into  a  solution  of  bromotoluene  in  sulphuric 
acid,  forms  a  deliquescent  crystalline  mass. 

The  potassium  salt,  C7H5Br(S03K)2  +  H20,  crystallises  in  colour¬ 
less  needles  or  rhombic  prisms,  which  dissolve  freely  in  cold  water. 
The  barium  salt,  C7H5BrS206Ba  +  5H30,  forms  colourless  prisms, 
needles,  or  plates,  soluble  in  hot  water,  and  the  lead  salt,  C7H6BrS206Pb 
4-  2H20,  crystallises  in  colourless  needles,  which  dissolve  easily  in 
water.  The  chloride ,  C7H5Br(S02C])2,  is  deposited  from  an  ethereal 
solution  in  colourless  rhombic  plates  melting  at  99°.  The  amide 
is  sparingly  soluble  in  water  and  alcohol.  It  melts  above  260°. 

Parabromotoluenedisulphonic  acid  is  slowly  attacked  by  strong  nitric 
acid  with  the  formation  of  sulphuric, *dibromonitrotoluenesulphonic, 
nitrotoluenedisulphonic,  and  bromodisulphobenzoic  acids. 

Potassium  parabromodisulphobenzoate ,  C6H2Br(COOK)  (S03K)2  4- 
H20,  forms  colourless  plates,  soluble  in  water.  The  barium  salt 
crystallises  in  plates  containing  12  mols.  H20.  The  chloride  is  depo¬ 
sited  from  an  ethereal  solution  in  rhombic  platesmelting  at  151°.  The 
amide  crystallises  in  prisms  soluble  in  ammonia  and  in  warm  water. 
It  melts  above  250°. 

Potassium  dibromonitrotoluenesulphonate,  C7H4Br2.(N0)2S03K  + 

H20,  is  soluble  in  alcohol  and  water.  The  barium  salt  forms  thin 
plates,  containing  3^  mols.  HsO. 

Potassium  nitrotoluenedisulphonate ,  C7H5N02(S03K)2,  crystallises  in 
thin  needles,  soluble  in  warm  water.  The  amidotoluenedisulphonic  acid , 
obtained  by  the  action  of  ammonium  sulphide  on  this  salt,  is  not 
identical  with  either  of  the  amido-acids  described  by  Pechmann 
(. Annalen ,  173,  217),  or  Lorenz  ( ibid .,  172,  188).  It  forms  yellow 
needles  or  prisms,  which  dissolve  freely  in  water.  The  toluenedisul - 
phonic  acid ,  which  is  formed  by  the  reduction  of  sodium  parabromo- 
toluenedisulphonate,  is  not  identical  with  any  of  the  toluenedisul- 
phonic  acids  described  by  Blomstrand  and  Hakansson  (Ber.,  5,  1084), 
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Claesson  and  Berg  (ibid.,  13,  1170),  or  Senhofer  (Annalen,  164,  126). 
It  yields  an  anhydrous  potassium  salt,  and  a  barium  salt, 

C7H6(S03)2Ba  +  4H20, 

both  of  which  are  very  soluble  in  water.  The  chloride  crystallises  in 
prisms  melting  at  86*5°,  soluble  in  ether  and  light  petroleum,  and  the 
amide  forms  colourless  needles  which  melt  above  260°. 

w.  c.  w. 

Azotoluenedisulphonic  Acids.  By  0.  Kornatzki  ( Annalen ,  221, 
179 — 191). — The  author  finds  that  the  only  satisfactory  general 
method  of  preparing  azotoluenesulphonic  acids  is  by  the  oxidation  of 
the  potassium  salt  of  the  amido-acids. 

Orthazotoluenediparasulphonic  acid ,  and parazotoluenediorthosulphonic 
acid ,  which  Neale  ( Annalen ,  203,  73)  prepared  by  reducing  the  corre¬ 
sponding  nitrotoluenesulphonic  acids  with  zinc-dust  and  potash  solu¬ 
tion,  are  also  formed  by  the  action  of  potassium  permanganate  on 
orthamidotolueneparasulphonic  acid  (described  by  Hayduck,  Annalen , 
172,  204),  and  on  paramidotolueneorthosulphonic  acid. 

Tdarazotoluenedimetasulphonic  acid ,  obtained  by  a  similar  reaction 
from  the  corresponding  amido-acid  (ibid.,  173,  195)  yields  a  barium 
salt,  CuH12BaN2S206  +  3H20,  which  forms  small  red  crystals, 
sparingly  soluble  in  water. 

Orthazotoluenedimetasulphonic  acid  crystallises  in  plates  of  a  red 
colour,  which  dissolve  freely  in  alcohol  or  water.  The  potassium  salt, 
Ci4Hi2K2N2S206,  also  forms  beautiful  red-coloured  plates,  soluble  in 
warm  water.  The  barium  salt,  Ci4H]2BaN2S206  +  H20,  forms 
sparingly  soluble  microscopic  plates,  which  effloresce  on  exposure  to 
the  air.  The  calcium  salt  crystallises  in  microscopic  needles  contain¬ 
ing  3  mols.  H20.  The  lead  salt,  Ci4H12PblSr2S206  +  H20,  is  deposited 
from  a  solution  in  hot  nitric  acid,  in  needles  which  effloresce  in 
the  air.  The  chloride ,  Ci4HI2N2(S02C1)2,  crystallises  in  dark  red 
needles  melting  at  218°,  soluble  in  benzene.  The  amide , 

C14H12N2(S02NH2)2, 

forms  rhombic  plates  which  melt  at  250°,  and  are  soluble  in  ammonia. 

Dibromoparamidotolueneorthosulphonic  acid,  described  by  Jenssen 
(ibid.,  172,  234)  is  slowly  converted  into  dibromazotoluenedisulphonic 
acid  by  oxidation  with  potassium  permanganate.  The  azo-acid 
crystallises  in  glistening  red  plates  which  dissolve  freely  in  water. 
The  potassium  salt,  CuH10K2Br2N2S2O6  +  4H20,  forms  six-sided 
plates,  soluble  in  hot  water.  The  orange- coloured  barium  salt, 
Ci4HioBaBr2N2S206  +  5H20,  and  the  red  calcium  salt, 

CuH10CaBr2N2S2O6  +  4iH20, 

forms  microscopic  plates,  sparingly  soluble  in  hot  water.  The  lead 
salt  is  deposited  from  hot  dilute  nitric  acid  in  beautiful  rhombic 
prisms  containing  5  mols.  H20.  The  chloride,  Ci4HioBr2N2(S02Cl)2, 
crystallises  from  benzene  in  pale  red  prisms  melting  at  226°.  The 
amide  melts  at  260°. 
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Tetrabromorthoazotoluenediparasul'ponic  acid ,  prepared  from  Hay- 
duck’s  dibromamidotoluenesulphonic  acid  (ibid.,  172,  211),  forms 
glistening  red  plates,  which  dissolve  easily  in  water  and  alcohol. 
The  potassium  salt  forms  microscopic  plates,  containing  2  mols.  H20. 
It  is  sparingly  soluble.  The  barium  salt,  Ci4H8BaBr4N2S206  +  9H20, 
crystallises  in  six-sided  plates,  which  are  sparingly  soluble  in  hot 
water.  The  calcium  salt,  C14H8CaBr4l^2S206  -f-  8HO,  and  the  lead 
salt,  Ci4H8PbBr4N2S206  -f-  9H20,  form  red-coloured  plates.  The 
chloride,  CuH8Br4N2(S02Cl)2,  is  deposited  from  benzene  in  dark  red 
plates,  which  melt  at  243°  with  decomposition. 

A  hydrazo-acid  is  not  produced  by  the  action  of  stannous  chloride 
on  the  potassium  salt.  W.  C.  W. 

Amidobenzenemetasulphon amide.  By  F.  Hybbeneth  (Annalen, 
221,  204 — 208). — The  preparation  of  amidobenzenemetasulphonamide, 
C6H4(NH2). S02NH2  (m.  p.  142°),  has  been  previously  described 
( Annalen ,  172,  72).  The  oxalate,  nitrate,  and  hydrochloride  are 
crystalline.  When  nitrous  acid  is  passed  into  a  mixture  of  absolute 
alcohol  and  the  sulphon amide,  an  orange-coloured  diazo-compound  is 
produced.  If  nitric  acid  is  substituted  for  alcohol,  either  an  orange- 
coloured  powder  soluble  in  water,  or  a  yellow  crystalline  compound, 
will  be  obtained.  The  orange-coloured  substance  has  the  composition 
C6H4(S02NH2).N2.N03.  It  is  decomposed  by  boiling  with  water  or 
alcohol,  yielding  nitrogen  and  benzenesulphonamide  (m.  p.  156°). 

The  yellow  crystalline  compound 

NH2S02.C6H4.N2.^H.C6H4.S02NH2, 

previously  mentioned,  is  insoluble  in  water.  It  melts  at  183°  with 
decomposition.  It  is  decomposed  by  hydrochloric  acid,  yielding 
chlorobenzenesulphonamide  (m.  p.  148°),  which  was  first  prepared  by 
Kieselinsky  (Annalen,  180,  110). 

2[c6h4(nh2).so2hh2]  +  roro3  = 

kh2so2.c6h4.nh.n2.c6h4.so2nh2. 


The  conditions  which  determine  the  formation  of  either  of  the  two 
compounds  have  not  yet  been  ascertained.  W.  C.  W. 

Orthamidotolueneparasnlphonamide.  By  W.  Paysan  (Annalen, 
221,  210 — 215).- — The  amide  of  orthamidotolueneparasulphonic  acid, 
NH2.C6H3Me.S02NH2,  prepared  by  the  action  of  sulphuretted  hydrogen 
on  an  ammoniacal  solution  of  orthonitrotolueneparasulphonamide 
(m.  p.  128°),  crystallises  in  four-sided  prisms  melting  at  175°,  which 
are  sparingly  soluble  in  cold  water  or  alcohol.  It  forms  a  series  of 
crystalline  salts. 

The  diazo- compound,  NH2S02.C6H3Me.H2.HHC6H3Me.S02HH2,  is 
obtained  as  a  pale-yellow  powder,  when  nitrous  acid  is  passed  into  a 
mixture  of  the  sulphonamide  and  alcohol.  It  detonates  feebly  when 
heated,  and  is  also  easily  decomposed  by  dilute  acids,  e.g.,  by  hydro- 
chloricacid,  it  is  split  up  into  nitrogen,  amidotoluenesulphonamidehydro- 
chloride  and  orthochlorotolueneparasulphonamide,  C6H3MeCLS02NH2 
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(m.  p.  135°)  -  The  latter  compound  crystallises  in  white  needles  or 
plates,  which  are  sparingly  soluble  in  water.  By  the  action  of  hydro¬ 
chloric  acid  at  150°,  it  is  converted  into  orthochlorotolueneparasnl- 
phonic  acid.  The  acid  exists  as  an  oily  liquid.  Its  potassium  and  barium 
salts  do  not  contain  water  of  crystallisation.  The  chloride  is  also  an 
oily  liquid.  When  nitrous  acid  is  passed  into  orthamidotolueneparasul- 
phonamide,  made  into  a  paste  with  nitric  acid,  an  exceedingly  unstable 
colourless  diazo-compound  is  produced,  which  is  decomposed  by  boiling 
alcohol,  yielding  the  ethyloxidetoluenesulphonic  acid  described  by 
Hayduck  (. Annalen ,  172,  215).  W.  C.  W. 


Paramidotolueneorthosulphonamide.  By  A.  Heffter  {Annalen, 
221,  208 — 210)  . — Paramidotolueneorth  osulphonamide, 

C7H6(NH2).S02NH2, 

is  obtained  by  the  action  of  sulphuretted  hydrogen  on  a  warm 
ammoniacal  solution  of  paranitrotoluenesulphonamide  ( Annalen ,  172, 
233).  It  crystallises  in  silky  needles  or  plates  which  melt  at  164°,  and 
dissolve  in  alcohol  or  warm  water.  It  forms  a  crystalline  nitrate, 
oxalate,  and  hydrochloride.  When  nitrous  acid  is  passed  into  an 
alcoholic  solution  of  the  sulphonamide,  a  yellow  amorphous  compound 
is  produced,  which  is  decomposed  by  hot  absolute  alcohol,  yielding  the 
amide  of  tolueneorthosulphonie  acid  (m.  p.  154°),  which  has  been 
described  by  Glaesson  and  Wallin  ( Ber .,  12, 1850).  A  diazo-derivative 
of  amidotoluenesulphonamide  could  not  be  isolated.  Parachlorotoluene - 
orthosulphonamide  (m.  p.  138°)  is  produced  when  nitrous  acid  acts  on 
the  sulphonamide  in  presence  of  hydrochloric  acid.  The  S02-group  in 
paramidotoluenesulphonamide  is  not  eliminated  by  oxidation  with  potas¬ 
sium  permanganate ;  but  the  amide  of  azotoluenedisul phonic  acid 
(m.  p.  270°),  described  by  Neale  {Annalen,  203,  52),  is  formed. 

w.  c.  w. 

Compounds  of  the  Indigo-group.  By  A.  Baeyer  {Ber.,  16, 
2188 — 2204). — Part  IV. — The  author  has  finally  established  the 
position  of  the  hydrogen-atom  (external  to  the  benzene-ring)  in  indigo, 
showing  that  the  latter  is  an  imido-body,  produced  by  the  union  of 
two  indogen-groups.  In  the  conversion  of  isatin  and  indoxyl  into 
members  of  the  true  indigo-group,  an  isomeric  change  takes  place, 
pseudoisatin  and  pseudoindoxyl  existing  however  only  in  combination  : 


C\h/C  >COH, 
x 

Isatin. 

/COH. 

c6h/  ^)ch, 


x  NH 

Indoxyl. 


C6h/C>CO, 

xNlr 

Pseudoisatin. 

cox 

>ch2. 

NIP 

Pseudoindoxyl. 


CeH/  / 


Por  the  stability  of  pseudoisatin  it  is  sufficient  to  replace  the 
hydrogen  of  the  Nil-group  by  a  monad  radicle,  whilst  in  the  case  of 
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pseudoindoxyl,  a  dyad-group  must  replace  both  hydrogen-atoms  of  the 
group  CH2. 

Action  of  Nitrous  Acid  on  Indoxyl  and  Indoxyl-compounds. — On  treat¬ 
ing  a  solution  of  indoxyl  with  sodium  nitrite  and  then  acidifying, 
slender  yellowish  needles  separate  which,  from  their  similarity  to  the 
nitrosamine  of  ethylindoxyl  (obtained  in  the  same  way),  and  from 
their  behaviour  to  hydrochloric  acid,  must  be  the  nitrosamine  of  indoxyl , 

/C(0H)^ 

^CH.  By  the  action  of  indoxyl  on  diazobenzene  hydro- 

XIST(0]S iy 

chloride  in  dilute  aqueous  solution,  phenylazoindoxyl ,  CuHnN03, 
separates  in  very  sparingly  soluble  red  needles ;  it  is  moderately 
soluble  in  alcohol,  from  which  it  crystallises  in  thick  orange. coloured 
prisms  of  yellowish-green  metallic  lustre;  it  melts  at  236°  with  decom¬ 
position,  and  dissolves  in  warm  soda  solution,  from  which  it  is  repre¬ 
cipitated  by  carbonic  anhydride.  Zinc-dust  decolorises  the  alkaline 
solution,  and  on  exposure  to  air  indigo  is  formed.  Isonitrosopseudo- 

CO 

indoxyl  ( pseudoisatin-oc-oxime) ,  C6H4<^-^j^>CNOH,  was  previously 

described  as  nitrosoindoxyl  (Abstr.,  1882,  1102),  but  an  examination 
of  its  ethers  shows  that  it  is  an  isonitroso-derivative.  The  first  ether, 
pseudoisatin-oc-ethyloxime ,  is  obtained  on  heating  an  alcoholic  solution 
of  pseudoisatoxime  with  ethyl  iodide  and  3odium  ethylate  (1  mol.). 
It  yields  isatin  on  reduction  and  oxidation,  showing  that  the  ethyl- 
group  does  not  replace  the  imido-hydrogen ;  neither  can  it  be  derived 

COH 

from  a  nitrosoindoxyl  of  the  formula  C6H4<^  j^C.NO,  for  it  can 

be  boiled  with  concentrated  hydrochloric  acid  without  undergoing 

CO 

change  ;  nor  from  C6H4<^^-^^CHlsrO,  as  such  a  compound,  containing 

ethyl  attached  to  the  a-carbon  atom,  would  not  be  so  readily  converted 

CO 

into  isatin.  Its  formula  must  therefore  be  C6H4<^jj>CNOEt, 

and  that  of  the  parent-substance  the  one  given  above.  This  ethyl- 
derivative  is  a  weak  acid,  dissolves  in  alcoholic  potash  with  a  violet 
colour,  and  in  alcoholic  sodium  ethylate  with  a  blue  colour.  To  pre¬ 
pare  the  second  ether  ( ethylpseudoisatin-a-ethyloxime )  an  alcoholic  solu¬ 
tion  of  pseudoisatoxime,  mixed  with  ethyl  iodide  and  sodium  ethylate 
(1  mol.),  is  boiled  until  the  sodium  salt  first  formed  is  completely  dis¬ 
solved,  when  a  quantity  (1  mol.)  of  sodium  ethylate  and  ethyl  iodide  is 
added,  and  the  boiling  continued  for  about  half  an  hour ;  the  alcohol  is 
removed  by  distillation,  the  product  dissolved  in  ether,  and  washed  with 
dilute  soda  solution.  It  is  readily  soluble  in  alcohol  and  in  ether,  spar¬ 
ingly  in  hot  water,  from  which  it  crystallises  in  yellow  needles  melting 
at  99°  ;  it  is  neither  attacked  by  alkalis  nor  by  boiling  hydrochloric  acid. 

CO 

Its  formula  is  C6H4<NEt>CNOEt.  Isatoxime  and  its  two  ethers, 

pseudoisatoxime  and  its  first  ether,  all  yield  isatin  on  reduction  and 
subsequent  oxidation,  whilst  the  second  ether  of  pseudoisatoxime 
(containing  ethyl  attached  to  nitrogen)  yields  ethylpseudoisatin , 
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C6H4< 


CO 

JSTEt 


>co. 


This  crystallises  in  large  blood-red  plates  melting 


at  95°,  is  readily  soluble  in  hot  water  and  in  alcohol,  less  so  in  ether. 
It  dissolves  in  alkalis  with  a  yellow  colour  and  formation  of  ethyl- 
isatates.  Acetylpseudoisatin  behaves  in  a  similar  manner,  being  at 
once  converted  into  an  acetylisatate.  On  acidulating  a  solution  of 
an  ethylisatate,  ethylpseudoisatin  is  at  once  precipitated,  whilst 
acetylisatic  acid  is  perfectly  stable.  Barium  ethylisatate — 


(CioHioNOa^Ba, 


obtained  by  dissolving  ethylpseudoisatin  in  warm  baryta- water,  crys¬ 
tallises  in  silky  yellow  needles ;  the  silver  salt  forms  flat  yellow 
needles,  moderately  soluble  in  water.  Ethylpseudoisatin  yields  an 
indophenin  with  coal-tar  benzene  and  sulphuric  acid,  which  forms  a 
blue  solution  with  ether  (distinction  from  isatin).  Ethylpseudoisatin, 
even  when  heated  with  concentrated  hydrochloric  acid  for  seven  hours 
at  150 — 160°,  is  in  great  part  unattacked,  whilst  ethylisatin  is  saponified 
by  cold  dilute  alkalis.  By  the  action  of  a  solution  of  hydroxylamine 
hydrochloride  and  sodium  carbonate  in  dilute  alcohol,  ethylpseudo¬ 
isatin- oxime,  CeH^  is  obtained  crystallising  in 


yellow  four-sided  prisms  (m.  p.  160— 162°).  On  reduction  and  sub¬ 
sequent  oxidation,  it  yields  ethylpseudoisatin  ;  it  does  not  yield  indigo 
with  ammonium  sulphide. 

Action  of  Aldehydes  and  Ketonic  Acids  on  Indoxyl. — On  treating  an 
aqueous  solution  of  indoxyl  with  aldehyde,  or  with  benzaldehyde,  and 
then  acidulating  with  hydrochloric  acid,  an  extremely  unstable  yellow 
precipitate  is  obtained,  whilst  paranitrobenzaldehyde,  terephthalic 
aldehyde,  anthroxanaldehyde,  and  pyroracemic  acid,  when  treated  in 
the  same  way,  yield  very  stable  red  precipitates.  On  cautiously  heating 
a  mixture  of  dry  indoxylic  acid  (7  parts)  and  benzaldehyde  (10 parts) 
carbonic  anhydride  is  evolved ;  this  ceases  as  soon  as  the  temperature 
is  raised  to  120°.  When  the  action  is  completed,  the  excess  of  benz¬ 
aldehyde  is  removed  by  steam-distillation,  and  the  residue  crystallised 
first  from  alcohol  and  then  from  ether.  The  indogenide  of  benzaldehyde 
thus  obtained  crystallises  in  long,  flat,  orange-yellow  needles,  melting 
at  175 — 176c.  It  dissolves  readily  in  alcohol  and  chloroform,  more 
sparingly  in  ether,  with  which  it  forms  a  fluorescent  solution  ;  it  is 
dissolved  by  concentrated  sulphuric  and  hydrochloric  acids,  but  is 
reprecipitated  on  adding  water ;  it  is  insoluble  in  aqueous,  but 
soluble  in  alcoholic  alkalis.  Its  formation  from  indoxyl  and  benz¬ 
aldehyde  takes  place  thus:  C8H7lSrO  -f  CtHeO  =  Ci5Hn1^0  +  H20, 
similar  to  the  action  of  nitrous  acid  on  indoxyl,  and  from  the  similarity 
of  both  products  and  their  behaviour  with  sodium  ethylate,  it  is 
evident  that  they  are  similarly  constituted,  and  that  the  formula  of 


the  indogenide  of  benzaldehyde  is  CeH^ 


CO 

JSTH 


>C  !  CHPh. 


It  yields 


a  blue  solution  with  sodium  ethylate,  showing  the  indigo-spectrum, 
the  blue  colour  disappearing  on  the  addition  of  alcohol.  The  indo¬ 
genide  of  paranitrobenzaldehyde ,  Ci5H10N2O3,  is  prepared  by  adding  a 
solution  of  paranitrobenzaldehyde  in  glacial  acetic  acid  to  an  aqueous 
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solution  of  indoxyl  acidulated  with  hydrochloric  acid,  and  then 
treating  the  precipitate  several  times  with  boiling  water,  and  recrystal¬ 
lising  it  from  acetone.  It  forms  small  red  needles  melting  at  273°. 

CO 

The  indogenide  of  pyroracemic  acid,  C6H4<^g>C  !  CMe.COOH,  is 

obtained  by  adding  concentrated  hydrochloric  acid  to  an  aqueous 
solution  of  indoxyl  and  pyroracemic  acid,  and  can  be  purified  by 
passing  a  current  of  air  through  its  solution  in  ammonia,  filtering  and 
precipitating  with  hydrochloric  acid  ;  it  crystallises  in  red  needles,  and 
melts  at  197°.  It  is  readily  soluble  in  acetone  and  in  alcohol,  is  a 
strong  acid,  forms  brownish- red  solutions  with  the  alkalis  and 
alkaline  carbonates,  and  a  blue  solution  with  sulphuric  acid.  It  is 
reduced  by  ammonia  and  zinc-dust,  forming  a  colourless  solution, 
which  becomes  yellow  on  exposure  to  air,  and  yields  a  yellow  flocculent 
precipitate  on  the  addition  of  an  acid. 

Action  of  Isatin  and  Ethylpseudoisatin  on  Indoxyl, — The  formation 
of  indirubin  from  indoxyl  and  isatin  may  be  compared  to  the  above 
reactions,  in  which  case  indirubin  must  be  regarded  as  the  indogenide 
of  isatin,  thus  : — 


CO  CO 

c6h4<  >ch2  +  c6h4<  xcoh 

VVTTJ/  \  AT 


']srir 

Pseudoindoxyl. 


N 

Isatin. 


CO  C(OH) 

=  c6h4<  >c  :  c<  +  h2o. 

XNHX  X~C6Hj 
Indirubin. 


When  a  hot  aqueous  solution  of  indoxyl  is  poured  into  a  hot 
solution  of  ethylisatin  mixed  with  one-fourth  its  volume  of  con¬ 
centrated  hydrochloric  acid,  a  violet-coloured  liquid  is  obtained,  which 
yields  crystals  of  the  0-indog enide  of  ethylpseudoi satin.  It  crystallises 
from  boiling  alcohol  in  needles  of  a  coppery  lustre,  sparingly  soluble 
in  acetone,  more  readily  in  chloroform.  It  melts  at  197 — 198°,  and  at 
higher  temperatures  volatilises  in  yellowish-red  vapours.  The 
powdered  substance  is  violet,  its  concentrated  solution  in  chloroform 
red,  and  its  dilute  solution  pink,  showing  a  broad  band  in  the  middle 
of  the  spectrum.  It  is  reduced  by  zinc-dust  and  alkalis,  yields  a 
brown  solution  with  concentrated  sulphuric  acid,  which  changes  to 
violet  when  heated,  and  behaves  like  indigo.  From  the  fact  that  in 
the  reduction  of  ethylpseudoisatin,  the  CO-group  next  to  the  benzene 
nucleus  is  the  one  attacked,  and  also  in  the  reaction  with  hydroxyl- 
amine,  it  may  be  assumed  that  this  is  also  the  case  in  the  condensation- 
product  with  indoxyl.  Its  formula  is  therefore — 

C.H.<™>€  :  C<-cC°->NEt, 

and  it  is  possible  that  indirubin  has  a  corresponding  constitution. 

Diethylindigo. — Assuming  the  probability  of  indigo  being  an  indigo- 
body,  the  author  attempted  to  convert  ethyl-  and  benzyl-amidoaceto^ 
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phenone  into  ethyl-  and  benzyl-indigo,  but  without  success.  By  the 
reduction  of  the  second  ether  of  pseudoisatin-a-oxime  by  alcoholic 
ammonium  sulphide,  diethylindigo  can  be  obtained,  in  which  ethyl  is 
attached  to  the  nitrogen,  and  which  still  possesses  the  properties  of 
indigo.  It  crystallises  in  blue  needles  with  coppery  lustre,  it  is  dis¬ 
tinguished  from  indigo  by  its  moderate  solubility  in  alcohol;  but  is 
more  sparingly  soluble  in  acetone,  chloroform,  aniline,  ether,  and 
carbon  bisulphide.  Its  solutions  are  of  a  pure  blue  colour,  and  give 
an  absorption-spectrum  very  like  that  of  indigo.  It  forms  a  greenish- 
blue  solution  with  concentrated  sulphuric  acid,  which  changes  to  blue 
on  warming  (from  formation  of  a  sulphonic  acid).  When  heated,  it 
yields  purple  vapours,  condensing  in  the  form  of  thick  blue  prisms. 
With  alkalis  and  zinc-dust,  it  yields  a  reduction-compound,  and  on 
oxidation,  ethylpseudoisatin,  proving  that  the  ethyl  in  diethylindigo  is 
united  with  nitrogen.  In  the  same  way  that  diethylindigo  is  obtained 
from  ethylpseudoisatin-a-ethyloxime,  indigo  can  be  obtained  from 
pseudoisatin-a-oxime,  and  also  by  the  action  of  ammonium  sulphide 
on  isatin  chloride  and  on  ethylisatin,  but  from  the  formulae  of  these 
three  indigo-producing  substances  it  will  be  seen  that  by  their  reduc¬ 
tion  and  the  splitting  off  of  hydroxylamine,  hydrochloric  acid,  and 
alcohol  respectively,  each  is  capable  of  yielding  an  indogen-group  or 
iudoxyl. 

The  constitution  of  indigo  can  be  adduced  from  the  following  con¬ 
siderations : — 1.  Indigo  contains  the  imido-gro up  ;  2.  From  its  forma¬ 
tion  from  diphenyldiacetylene,  the  carbon-atoms  must  be  arranged 
thus:  Ph.C.C.C.C.Ph ;  3.  It  can  only  be  obtained  from  such  compounds 
in  which  the  carbon-atom  next  to  the  benzene  nucleus  is  also  united 
to  oxygen  ;  4.  Its  formation  and  properties  show  that  it  is  closely 
related  to  indirubin  and  to  the  indogenide  of  ethylpseudoisatin ; 
5.  This  last  substance  is  formed  by  the  union  of  the  a-carbon-atom  of 
pseudoindoxyl  with  the  /3-carbon-atom  of  pseudoisatin.  Indigo  must 
therefore  be  the  a-indogenide  of  pseudoisatin,  although  from  the 
want  of  activity  of  the  a-oxygen-atom  in  isatin  it  cannot  be  directly 
obtained  from  indoxyl  and  isatin. 

°*H*<NH>0H*  +  CO<c\H1>NEt 

Pseudoindoxyl.  Ethylpseudoisatin. 

=  C6H4<°°>C  :  c<  EJJt>NEt  +  HA 

Indogenide  of  ethylpseudoisatin. 


C«H‘<n?[>CH2  +  C0<NH>a'Hl 


Pseudoindoxyl. 


Pseudoisatin. 


=  c6h4<£°>c  :  C<£J>CeH4  +  HA 


Indigo. 


The  half  molecule  (CsH^NO)  of  indigo  is  called  by  the  author 
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inclogen ,  and  compounds  in  which  this  dyad-group  replaces  an 
oxygen-atom,  indogenides.  The  indogenides  are  of  a  yellow  to  bluish- 
red  colour,  and  some  of  them  yield  blue  salts  showing  the  indigo- 
spectrum.  A.  K.  M. 

Chemical  Constitution  of  Acetylisatin  and  Acetylisatic 
Acid.  By  H.  Kolbe  ( J .  pr.  Chem.  [2],  28,  79 — 82). — The  author 
objects  to  the  formula©  assigned  by  Baeyer  to  i satin  and  its  deriva¬ 
tives  ;  he  regards  isatin  as  having  the  constitution  CeH4N.CO.COH 
(the  nitrogen-atom  acting  as  a  monovalent  element,  and  replacing 
one  of  the  hydrogen-atoms  in  phenyl),  and  represents  the  conversion 
of  acetylisatin  into  sodium  acetyl isatinate  by  the  equation — 

C6H4N.CO.CO£c  +  NaOH  =  C6H4(NHAc).CO.COONa. 

A.  J.  G. 

Quinisatin.  By  A.  Baeyer  and  B.  Homolka  (Ber.,  16,  2216— 
2221). — Baeyer  obtained  isatin  from  oxindole  by  converting  the  latter 
into  a  nitroso-derivative,  then  into  the  amido-derivative  which  yields 
isatin  on  oxidation.  The  authors  have  obtained  the  isatin  of  quino¬ 
line  in  the  same  way  from  7-hydroxycarbostyril  (Abstr.,  1883,197). 
To  prepare  nitroso-7-hydroxycarbostyril,  C9H6N203,  7-hydroxycar- 
bostyril  is  dissolved  in  dilute  soda  solution,  a  slight  excess  of  sodium 
nitrite  added,  and  the  mixture  gradually  poured  into  cold  dilute  sul¬ 
phuric  acid.  The  precipitate  is  washed  with  water,  dried  and  crys¬ 
tallised  from  alcohol,  when  it  is  obtained  in  small  orange-coloured 
prisms,  sparingly  soluble  in  water,  cold  alcohol,  ether,  benzene  and 
chloroform,  readily  in  glacial  acetic  acid  and  in  hot  alcohol.  It  melts 
at  208°  with  decomposition.  Alkaline  carbonate  and  ammonia  dis¬ 
solve  it,  forming  a  green  solution,  whilst  the  fixed  alkalis  yield 
reddish-brown  solutions.  On  boiling  it  with  concentrated  hydro¬ 
chloric  acid,  it  decomposes  into  isatin  and  hydroxylamine.  From 
its  resemblance  to  isatoxime,  the  authors  consider  the  following  con¬ 
stitution  probable, 

rTT  .CO.C(N.OH). 

By  the  action  of  zinc-dust  on  its  solution  in  glacial  acetic  acid, 
acetyldiliydroxytetrahydroquinoline ,  CnHi3N03,  is  obtained,  crystallising 
in  long  colourless  silky  needles.  When  exposed  to  the  air  in  a  moist 
state,  it  is  rapidly  oxidised  to  a  violet-red  product,  from  which  the 
original  substance  can  be  obtained  by  reduction.  Acetyldihydroxy- 
tetrahydroquinole  is  very  sparingly  soluble  in  cold  water,  alcohol  and 
ether,  moderately  in  glacial  acetic  acid,  especially  on  warming ;  it  dis¬ 
solves  in  alkali  to  a  violet  solution  or  in  excess  of  the  latter  to  a  blue 
solution,  acids  reprecipitating  it  in  reddish  coloured  flocks  which 
gradually  become  white. 

On  reducing  nitroso- 7-hydroxycarbostyril  by  means  of  a  saturated 
solution  of  stannous  chloride  in  concentrated  hydrochloric  acid,  and 
subsequently  decomposing  the  tin  salt  with  hydrogen  sulphide,  a  com¬ 
pound  of  the  formula,  C9H7N03,  is  obtained,  which  is  probably 


ORGANIC  CHEMISTRY. 


79 


/3-7 -dihydroxycarlostyril,  CfiHt< It  crystallises  in 

long  colourless  nsedles,  very  sparingly  soluble  in  water,  etber  and 
benzene,  readily  in  alcohol.  Heated  to  260°,  it  becomes  converted  into 
a  brown  substance  infusible  at  310°.  With  dilute  alkalis  it  yields  a 
blue  solution,  which  becomes  decolorised  on  exposure  to  the  air  with 
formation  of  a  violet  precipitate.  On  adding  soda  to  its  solution  in 
alcohol  and  ether,  a  deep  blue  flocculent  gelatinous  precipitate  is  pro¬ 
duced.  When  finely  powdered  (S-7-dihydroxycarbostyril  is  treated 
with  a  solution  of  ferric  chloride  in  hydrochloric  acid  at  70 — 80°,  a 
reddish-yellow  liquid  is  obtained  from  which  quinisatic  acid , 

NH2.C6H4.CO.CO.COOH, 

crystallises  out  on  cooling.  It  is  moderately  soluble  in  cold  water, 
very  readily  in  hot  water,  from  which  it  crystallises  in  pale  straw- 
coloured  prisms.  The  alkali  salts  are  nearly  colourless  and  readily 
soluble ;  the  silver  salt  forms  a  yellowish- green  unstable  precipitate. 
On  reducing  a  solution  in  glacial  acetic  acid  with  zinc-dust,  and  ex¬ 
posing  the  filtrate  to  the  air,  an  indigo-blue  coloured  precipitate  is 
formed,  insoluble  in  water,  ether,  and  chloroform,  but  soluble  in 
alcohol,  the  supernatant  liquid  assuming  a  green  coloration.  Both 
colours  are  destroyed  by  acids,  but  reproduced  on  adding  an  alkali. 
On  heating  crystallised  quinisatic  acid  for  a  short  time  at  120 — 125° 
water  is  given  off,  and  the  red  anhydride,  quinisatin ,  CgH6K03, 
formed  :  this  readily  combines  with  water  forming  quinisatic  acid. 
It  darkens  in  colour  above  125°,  melting  between  255°  and  260°.  Soda 
solution  dissolves  it  to  a  reddish-yellow  solution,  which  is  rapidly 
decolorised.  It  forms  compounds  with  aniline  and  benzene,  which 
are  soluble  in  alkalis,  but  reprecipitated  by  carbonic  anhydride, 
showing  that  quinisatin  is  not  a  carboxylic  acid.  Its  formula  is  pro- 

CO.CO  CO.CO 

bably  either  C6H4<^  |  or  C6H4^  | 

xira.co  xisT :  c(oh)  a.  k.  m. 

So-called  Pyroeressol.  By  H.  Schwartz  ( Ber .,  16,  2141 — 2145). 
— In  this  paper  the  author  mentions  that  the  results  of  vapour- density 
determination  of  the  so-called  pyroeressol  were  not  in  accordance  with 
those  obtained  in  the  combustion  analyses  :  the  latter  corresponded 
with  a  formula  C28H26O2,  the  former  to  Ci5H140  (comp.  Ber.,  16, 
1056).  Both  have  been  repeated,  and  the  latter  formula  confirmed; 
pyroeressol,  therefore,  may  have  the  constitution  of  a  ditolyl  or  dibenzyl 
ketone,  C6H4Me.CO.C6H4Me  or  CH2Ph.CO.CH2Ph,  although  its  pro¬ 
perties  are  not  in  accordance  with  either  of  these  substances.  Similarly, 
it  is  shown  that  the  a-pyroeressol  oxide  obtained  by  the  oxidation  of 
pyroeressol  with  chromic  acid  has  the  empirical  formula  Ci5Hi202  ;  it 
forms  a  tetranitro-derivative,  Ci6H8(N02)402,  crystallising  in  golden 
needles,  and  a  tetrabrom-derivative  Ci5H8Br402,  crystallising  in  long 
white  leaflets  melting  at  215°.  V.  H.  V. 

Derivatives  of  a-  and  ^-Naphthol.  By  E  Friedlander  (Ber., 
16,  2075 — 2092). — The  monohydroxy-phenols  readily  react  with  the 
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inonamines  yielding  the  diamines  with  elimination  of  water ;  the  best 
dehydrating  agent  for  effecting  this  change  is  calcium  chloride,  and 
from  the  author’s  experiments  it  follows  that  the  greatest  yield  is  ob¬ 
tained  when  1  mol.  of  the  phenol  and  2  mols.  of  the  amine  are  heated 
with  1  mol.  of  calcium  chloride.  In  this  communication,  the  various 
compounds  obtained  by  the  action  of  aniline  and  the  three  toluidines 
on  a-  and  /3-naphthols  are  described. 

Phenyl-0 -naphthylamine ,  Ci0H7.KHPh,  crystallises  in  white  needles 
melting  at  108°  ;  phenyl-oc-naphthylamine  in  white  leaflets  melting  at 
60°. 

Paratolyl- 0-naphthyl  amine ,  010111-1111.07117,  forms  white  glistening 
leaflets  melting  at  102° ;  its  acetyl  and  benzoyl-derivatives  crystallise 
in  needles  ;  with  excess  of  bromine  a  tetrabrom-compound  is  obtained, 
which  forms  glistening  needles  melting  at  168°.  Paratolyl-<z-naphthyl- 
amine  forms  white  prisms  melting  at  79°;  orthotolyl-oc-naphthylamine 
glistening  needles  melting  at  95°.  Orthotolyl-0-naphthylamine  crystal¬ 
lises  from  petroleum  in  white  leaflets  melting  at  96°  ;  its  picrate  in 
reddish-brown  needles,  and  its  benzoyl- derivative  in  leaflets. 

All  the  above-mentioned  amines  give  colour-reactions  with  nitric 
and  chromic  acids;  when  heated  with  hydrochloric  acid  they  are  re¬ 
converted  into  the  corresponding  phenol  and  the  hydrochloride  of  the 
amine.  V.  H.  V. 

Naphthalene-derivatives,  III.  By  F.  Gbajeff  {Per.,  16,  2246 
— 2255). — The  action  of  nitric  acid  on  naphthonitril  takes  place  in 
two  stages,  nitronaphthonitril  being  first  formed,  and  the  CN-group 
subsequently  converted  into  COOH,  so  that  it  is  possible  to  stop  the 
action  after  the  first  phase,  and  obtain  nitronaphthonitril.  For  the 
nitration  of  the  a-compound  (20  grams)  a  mixture  of  50  c.c.  fuming 
nitric  acid,  sp.  gr.  1'48,  with  200  c.c.  nitric  acid,  sp.  gr.  1*3,  is  recom¬ 
mended,  whilst  for  the  /3-compound  150  c.c.  of  the  stronger  acid  to 
100  c.c.  of  the  weaker  acid  are  employed.  a-Naphthonitril  yields 
three  mononitro-derivatives,  the  chief  product  melting  at  205°  as  pre¬ 
viously  stated  (Abstr.,  1881,  882).  Another  more  soluble  nitronaph¬ 
thonitril  melts  at  152 — 153°,  whilst  the  third  compound,  which  has 
not  yet  been  obtained  pure,  melts  between  100°  and  130°.  A  mono- 
nitro- derivative  melting  at  172 — 173°  is  readily  obtained  from 
^-naphthonitril,  but  the  chief  product  melts  between  95°  and  120°. 

Nitro-oc-naphthonitril ,  CioHfiNO^.CN  (m.  p.  152 — 153°),  is  more 
readily  soluble  in  boiling  water  than  its  isomeride  melting  at  205°, 
very  sparingly  in  light  petroleum,  more  readily  in  carbon  bisulphide, 
moderately  in  alcohol  and  glacial  acetic  acid,  and  very  readily  in 
benzene  and  in  chloroform.  It  crystallises  in  yellowish  coloured 
needles  from  alcohol,  ether,  and  glacial  acetic  acid,  and  in  lustrous 
scales  from  light  petroleum.  Nitro- 8- naphthonitril  (m.  p.  172 — 
173°)  is  very  sparingly  soluble  in  hot  light  petroleum,  and  sparingly 
in  alcohol  and  glacial  acetic  acid,  from  which  it  separates  either  in 
single  long  crystals  of  golden  lustre  or  in  fern-like  clusters  ;  it  is 
moderately  soluble  in  ether  and  carbon  bisulphide,  more  readily  in 
benzene,  and  extremely  soluble  in  chloroform.  It  may  be  obtained  in 
large  nearly  white  needles  of  great  purity  by  sublimation.  These  nitro- 
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naphthonitrils  are  saponified  by  heating1  them  with  concentrated 
hydrochloric  acid  for  five  hours  at  150 — 160°. 

Nitro-a-naphthoic  acid  (m.  p.  241 — 242°)  obtained  from  the  nitro- 
naphthonitril  melting  at  205°,  is  moderately  soluble  in  hot  alcohol 
and  glacial  acetic  acid,  less  so  in  ether  and  chloroform,  still  more 
sparingly  in  benzene  and  carbon  bisulphide,  and  very  sparingly  in 
light  petroleum  and  in  water.  It  crystallises  from  spirit  in  flat,  con¬ 
centrically-grouped  needles,  and  sublimes  in  the  form  of  splendid 
lustrous  scales. 

The  potassium  salt ,  CioH6N02.COOK  4-  H20,  forms  hard  yellowish 
coloured  crystals  of  a  vitreous  lustre.  On  boiling  the  acid  with  an 
excess  of  barium  carbonate,  a  sparingly  soluble  basic  saltr 

5[(C10H6NO2.COO)2Ba],BaO  +  10H2O, 

is  obtained. 

The  silver  salt  forms  a  yellowish  amorphous  precipitate  sparingly 
soluble  in  water  ;  the  lead  salt  resembles  the  silver  salt-  and  separates 
from  its  solution  in  boiling  water  in  small  wart-like  forms  ;  the  copper 
salt  is  sparingly  soluble  in  water,  from  which  it  separates  in  small 
bluish-green  crystals ;  the  methyl-derivative  forms  small  yellow 
needles  melting  at  109 — 110°,  and  readily  soluble  in  alcohol ;  the 
ethyl-derivative  is  much  more  sparingly  soluble  in  alcohol,  and  crys¬ 
tallises  in  long,  slender,  well-farmed  needles  melting  at  93° ;  the 
isopropyl-derivative  forms  lustrous  crystals  melting  at  10T5°,  and 
sparingly  soluble  in  alcohol. 

Nitro-oL-naphthoic  acid  melting  at  255°  dissolves  readily  in  most 
solvents,  and  sublimes  in  long  colourless  needles.  For  want  of 
material  it  has  not  been  further  examined. 

Nitro- /3- naphthoic  acid  melts  at  295°,  and  in  most  of  its  properties 
resembles  the  acid  melting  at  241 — 242°.  It  is  insoluble  in  water, 
sparingly  soluble  in  ether,  light  petroleum,  benzene,  chloroform  and 
carbon  bisulphide,  moderately  in  hot  alcohol  and  glacial  acetic  acid  ; 
it  sublimes  in  small  nearly  colourless  needles.  The  potassium  salt , 
CioH6N02.COOK  +  H20,  forms  small  clusters  of  lustrous  needles  very 
readily  soluble  in  water.  On  boiling  the  acid  with  barium  carbonate, 
two  salts  are  obtained,  a  more  sparingly  soluble  acid  salt, 

6[(C10H,NOa.COO)8Ba],C1oHaN08.COOH  -f  24H20, 

crystallising  in  small  lustrous  scales,  and  a  more  soluble  normal  salt 
also  crystallising  in  scales.  The  methyl-derivative  is  sparingly  soluble 
in  alcohol,  from  which  it  crystallises  in  clusters  of  large  bright  yellow 
needles,  melting  at  112Q;  the  ethyl-derivative  is  readily  soluble  in 
alcohol,  and  crystallises  in  large  well-formed  dark  yellow  needles 
melting  at  109° ;  the  isopropyl- derivative  forms  long  silky  needles 
melting  at  75 — 76°,  and  readily  soluble  in  alcohol.  This  acid  appears 
to  be  the  same  as  that  obtained  by  Ekstrand  ( Ber .,  12,  1395)  from 
/i-naphthoic  acid,  but  which  melted  at  280°  owing  to  the  presence  of 
impurities.  A.  K.  M. 

Reduction  of  Dichlorophenanthrone.  By  B.  Lachowicz  (/.  pr. 
Chem.  [2],  28,  168 — 175). — The  preparation  and  properties  of  di- 
ohlorphenanthrone  (phenanthrenedichloroketone)  have  already  been 

vol.  xlvi.  g 
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described  by  the  author  (Abstr.,  1883,  666).  The  formation  of 
resinous  bye-products  is  minimised  by  adding  excess  of  benzene  to 
the  phenanthraquinone  before  running  in  the  phosphoric  chloride. 
Nitric  acid  readily  converts  it  into  the  nitro- derivatives  of  anthra- 
quinone. 

Monochlorplienanthrone ,  CuHgOCl,  is  obtained  by  the  reduction  of 
dichlorophenanthrone  with  iron  and  acetic  acid ;  it  crystallises  in 
large  yellow  prisms,  melts  at  122 — 123°,  is  readily  soluble  in  alcohol, 
ether,  benzene,  light  petroleum,  &c.  It  dissolves  without  decomposi¬ 
tion  in  alkalis,  and  is  not  decomposed  by  long  boiling  with  alcoholic 
ammonia.  By  heating  with  nitric  acid  of  sp.  gr.  1*3  it  yields  nitro - 
phenanthroquinone ,  CuH7N04,  crystallising  in  orange-yellow  plates, 
melting  at  281 — 282°,  and  soluble  in  glacial  acetic  acid  and  nitric 
acid. 

Phenanthrone ,  CuH10O,  is  obtained  by  the  long-continued  action  of 
nascent  hydrogen  on  dichloranthrone,  best  by  gradually  adding  iron 
tilings  to  a  solution  of  dichloranthrone  in  glacial  acetic  acid  heated  to 
ICO — 110°.  Too  strong  heating  leads  to  the  formation  of  resinous 
products.  It  crystallises  in  brilliant  brownish-red  tables,  melts  at 
148 — 149°,  resembles  the  monoch loro-derivative  in  solubilities,  and 
like  it,  is  not  decomposed  by  aqueous  alkalis. 

The  authors  consider  that  phenanthrone  has  the  structural  formula 

c6h4.ch2 


c6h4.co 


,  whilst  the  isomeric  compound  obtained  by  Japp  and 


Streatfeild  from  ethyl  phenanthroxyleneisocrotonate 


33)  may  probably  be  represented  by 


C6H4.CH 

I  I  >0. 
c6h4.ch/ 


(Trans.,  1883, 
A.  J.  a. 


Coloured  Essential  Oils.  By  K.  Hock  (Arch.  Pharm.  [3],  21, 
17 — 18). — The  essential  oils  of  chamomile,  wormwood,  and  mille¬ 
folium,  although  differing  in  colour,  were  found  by  the  author  to 
have  the  same  absorption-spectrum,  namely,  three  bands  in  the  red 
and  orange.  When  these  oils  were  submitted  to  fractional  distillation, 
in  each  case  the  portion  which  distilled  at  260°  was  deep  blue,  and 
yielded  the  same  absorption-bands  with  great  distinctness.  The  blue 
oils  obtained  from  Matricaria  chamomilla ,  Ferula  sumbul ,  Nectandra 
puchury ,  Inula  helenium ,  Pogostemon  patschuly ,  also  by  the  dry  dis¬ 
tillation  of  galbanum,  guaiacum,  and  asafcetida  resins,  as  well  as 
a  blue  product  from  oil  of  valerian,  gave  the  same  characteristic 
absorption-spectrum.  From  these  results,  the  author  concludes  that 
all  these  blue  oils  contain  the  same  colouring-matter,  azulene ,  which 
in  some  cases  is  present  in  the  plant  from  which  the  oil  is  obtained, 
in  others,  is  produced  by  the  action  of  water  on  some  constituent  of 
the  plant  during  distillation,  and  sometimes  is  formed  by  destructive 
distillation.  In  the  case  of  those  essential  oils  from  which  the  blue 
portion  was  obtained  by  distillation,  an  oil  oxidised  by  keeping  appeared 
to  yield  a  larger  quantity  of  the  blue  product  than  the  same  quantity 
of  the  fresh  oil.  W.  R.  H. 
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Destructive  Distillation  of  Colophony.  By  A.  Renaed  (Compt. 
rend.,  97,  111 — 112). — When  colophony  is  introduced  into  an  earthen¬ 
ware  retort  heated  to  dull  redness  it  is  decomposed,  and  yields  a  large 
quantity  of  combustible  gas  rich  in  hydrogen,  and  a  black,  somewhat 
fluid  tar,  mixed  with  a  small  quantity  of  water.  The  tar  when  dis¬ 
tilled  at  a  temperature  rising  to  300°  yields  a  resin  which  solidifies 
on  cooling,  and  a  liquid  which  contains  benzene  and  its  homologues, 
a  small  quantity  of  naphthalene,  and  other  oils  which  have  not  been 
studied.  The  residue  from  the  distillation  of  this  liquid  is  mixed 
with  the  resin,  and  the  mixture  distilled  as  far  as  possible.  A  residue 
of  coke  is  left,  and  an  oil  was  obtained  which  becomes  semi-solid  on 
cooling.  This  oil  contains  two  isomeric  hydrocarbons,  colophanthrenes, 
which  have  the  following  composition : — 


White. 

f - * - ^  Yellow. 

Carbon .  93*02  93*20  93*20 

Hydrogen .  7*18  7*01  6*71 


The  yellow  colophanthrene  is  very  slightly  soluble  in  alcohol,  from 
which  it  separates  in  yellow  crystals  with  a  greenish  fluorescence.  It 
boils  at  about  360°,  and  by  repeated  crystallisation  from  alcohol  it 
appears  to  be  converted  into  the  white  isomeride.  The  white  colo¬ 
phanthrene  is  much  more  soluble  in  alcohol,  from  which  it  is  deposited 
in  brilliant  white  crystals,  with  a  violet  fluorescence.  It  melts  at  about 
87°,  boils  at  about  340°,  and  by  repeated  distillation  is  partially  con¬ 
verted  into  the  yellow  isomeride.  It  also  acquires  an  orange-yellow 
tint  when  exposed  to  light.  Both  hydrocarbons  begin  to  decompose 
at  the  boiling  point  of  sulphur  (440°).  When  oxidised  by  chromic 
acid  in  acetic  acid  solution,  they  both  yield  carbonic  anhydride  and  a 
diketone,  which  yields  a  sulphonic  acid.  The  potassium  salt  of  this 
acid  when  heated  in  a  sealed  tube  at  about  170°  with  a  concentrated 
solution  of  potassium  hydroxide  is  converted  into  a  deep  violet  sub¬ 
stance  ;  this  dissolves  in  water,  and  is  decomposed  by  hydrochloric 
acid,  yielding  a  colouring-matter,  which  imparts  to  cotton  mordanted 
with  alumina  a  shade  similar  to  that  given  by  alizarin.  C.  H.  B. 

Extraction  of  Colouring-matters  by  a  Solution  of  Borax. 

By  R.  Palm  ( Chem .  News ,  48,  114). — For  the  extraction  of  alizarin 
and  purpurin  from  garancin,  the  author  digests  the  garancin  with  a 
cold  saturated  borax  solution  until  a  deep  blood-red  solution  is  ob¬ 
tained  ;  this  is  filtered,  and  precipitated  with  sulphuric,  hydrochloric, 
or  acetic  acid.  The  precipitate  is  boiled  with  a  saturated  solution  of 
alum,  filtered,  and  cooled ;  the  alizarin  and  purpurin  then  deposited 
are  filtered  oil,  and  a  further  quantity  of  the  colouring-matter  is  pre¬ 
cipitated  from  the  filtrate  on  adding  sulphuric  acid.  The  author  also 
employs  borax  solution  for  the  extraction  of  santalin  from  sanders 
wood,  and  violet  colouring-matter  not  identical  with  carmine  from 
cochineal.  D.  A.  L. 
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Cochineal  Dye-stuffs.  By  H.  Furth  ( Ber .,  16,  2169 — 2171) 

By  acting  on  carmine  with  sulphuric  acid,  Liehermann  and  v.  Dorp 
have  obtained  a  brown  amorphous  dye-stuff,  ruficoccine,  Ci6H10O6, 
which  on  distillation  with  zinc-dust  is  converted  into  an  anthracene¬ 
like  hydrocarbon  of  composition  Ci6Hi2  ( Annalen ,  163,  97).  The 
author  has  succeeded  in  obtaining  this  hydrocarbon  not  only  from 
coccinine,  a  quinone  derivative  of  carmine,  but  also  directly  from 
carmine.  This  hydrocarbon,  which  condenses  in  small  green-gold 
leaflets  when  coccinine  or  carmine  are  distilled  with  zinc-dust,  melts 
at  186°,  and  is  soluble  in  ether,  alcohol,  and  benzene.  By  heating 
acetic  chloride  and  coccinine  in  sealed  tubes  at  100°,  an  acetyl-deriva¬ 
tive  is  obtained,  which  forms  small  golden  crystals  insoluble  in  water, 
soluble  in  alcohol;  it  cannot  be  sublimed  without  decomposition.  As 
coccinine  yields  a  Ci6  hydrocarbon  on  distillation,  the  composition 
Ci4H1205,  assigned  to  it  by  Hlasiwetz  and  Grabowsky,  must  be  altered 
to  Ci6Hh06,  and  its  acetyl-compound  will  then  be  a  tetra- derivative, 
C]6H10O23x4.  Coccinine  is  thus  a  tetrahydroxy-qninone,  Ci6H]0O2(OH)2, 
which  formula  is  in  accordance  with  its  quinone-like  characteristics. 

Y.  H.  Y. 

Preparation  of  Diquinoline.  By  R.  C.  Tressider  ( Ghem .  News , 
48,  31). — Quinoline  hydrochloride  is  heated  with  an  equal  weight  of 
zinc  chloride  at  350°  for  five  or  six  hours,  the  flask  being  fitted  with 
a  reflux  arrangement.  Soda  is  added  to  the  product  until  the  zinc 
hydroxide  first  precipitated  is  redissolved,  the  mixture  is  steam  dis¬ 
tilled  to  remove  any  unchanged  quinoline,  and  the  residue  which  is 
black  and  solid  is  well  washed  with  water,  boiled  with  a  large  quantity 
of  alcohol,  and  filtered  hot.  The  filtrate  is  decolorised  with  animal 
charcoal,  and  again  filtered  hot :  on  cooling,  diquinoline  separates 
out,  and  is  recrystallised  from  alcohol.  The  yield  is  not  large. 

D.  A.  L. 

Hydroxycinchonic  Acid.  By  W.  Konigs  and  G.  Kornee  (Ber., 
16,  2152 — 2160). — By  fusing  cinchonic  acid  with  potash,  one  of  the 
authors  has  obtained  a  hydroxycinchonic  acid,  C9H5N(OH).COOH 
(Abstr.,  1879,  472)  ;  this  acid  is  converted  into  a  chloro-derivative, 
C9H5CIN.COOH,  by  phosphorus  pentachloride,  and  by  heating  with 
hydriodic  acid  and  phosphorus  into  the  amorphous  hydroquinoline, 
(C9H9N)2.  This  last  reaction  shows  that  the  hydroxyl-group  is  not 
in  the  benzene,  but  in  the  pyridine  nucleus ;  and  in  the  present  com¬ 
munication  this  supposition  is  confirmed,  and  it  is  further  shown  that 
hydroxycinchonic  acid  is  a  carboxyl -derivative  of  carbostyril. 

The  authors  were  unable  to  obtain  a  hydroxyquinoline  by  distilling 
hydroxycinchonic  acid  with  bases ;  but  on  heating  its  silver  salt, 
C9H5(OH).COOAg,  in  a  current  of  carbonic  anhydride,  a  sublimate 
was  formed  crystallising  in  needles,  and  having  the  characteristic 
properties  of  carbostyril. 

Chlorocinchonic  acid,  when  heated  with  sodium  alcoholate,  yields 
ethoxy  cinchonic  acid,  C9H5N(OEt).COOH,  which  crystallises  in  hairy 
needles  melting  at  145°,  soluble  in  hot  water,  alcohol,  and  dilute  mineral 
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acids;  its  silver  and  lead  salts  are  sparingly  soluble  precipitates,  of 
which  the  former  is  an  acid  salt  of  composition 

C9H5Isr(OEt).COOAg,C9H5]S'(OEt).COOH; 

its  platinochloride,  [C9H5N(OEt),COOH]2.H2PtCl6,  is  crystalline. 

When  ethoxy cinchonic  acid  is  heated  to  a  temperature  slightly 
above  its  melting  point,  it  is  transformed  into  the  isomeric  ethyl  salt 
of  hydroxy  cinchonic  acid,  C9H5N(OH).COOEt,  also  obtained  by  the 
action  of  ethyl  iodide  on  silver  hydroxycinchonate.  This  salt  crystal¬ 
lises  in  needles  melting  at  206°,  and,  unlike  its  isomeride,  is  insoluble 
in  dilute  acids  or  alkalis.  The  intermolecular  change  of  the  ethoxy-acid 
into  the  ethyl  salt  of  the  hydroxy-acid  probably  prevents  the  elimina¬ 
tion  of  carbonic  anhydride  from  the  acid,  when  it  is  heated  with  lime. 
When  the  silver  hydrogen  salt  is  heated  in  a  current  of  carbonic  anhy¬ 
dride,  ethylcarbostyril  and  the  ethyl  salt  of  ethoxycinchonic  acid  are 
produced.  The  latter  substance,  which  can  also  be  prepared  from  ethyl 
iodide  and  the  silver  salt,  crystallises  in  fine  needles  melting  at  86°. 

From  these  researches  it  follows  that  hydroxy-  andethoxy-cinchonic 
acids  are  derived  from  carbostyril,  and  as  cinchonic  acid  is  converted 
into  pyridine  tricarboxylic  acid  by  oxidation  with  potassium  perman¬ 
ganate,  the  carboxyl-group  is  in  the  pyridene  nucleus. 

In  cinchonic  and  hydroxycinchonic  acids,  the  N-atomand  the  carbon 
to  which  the  COOH-group  is  united,  are  probably  in  the  para-position 
to  one  another.  The  authors  have  also  succeeded  in  converting  quino¬ 
linic,  or  pyrididinecarboxylic  acid,  into  hydroxyquinolinic  acid  by 
melting  the  former  with  potash.  The  relations  of  these  acids  is 
evident  from  the  following  formulae  :  — 


CH 

CH 

COOH.C  CH 

COOH.C  CH 

COOH.C  CH 

COOH.C  C.OH 

N 

N 

The  latter  forms  colourless  crystals  melting  at  254°  of  strongly  marked 
acid  properties ;  its  aqueous  solution  gives  a  deep  red  coloration 
with  ferric  chloride,  and  voluminous  precipitates  with  copper,  lead, 
and  silver  salts.  Its  hydrogen  barium  salt  crystallises  in  tufts  of 
needles  ;  its  hydrogen  silver  salt,  when  heated  in  a  current  of  carbonic 
anhydride  yields  a  compound  having  all  the  characteristic  properties 
of  oxypyride,  C5H5NO.  V.  H.  V. 

Oxidation  of  Morphine.  By  L.  Barth  and  H.  Weidel  (Monatsh. 
Chem .,  4,  700 — 703). — The  action  of  most  oxidising  agents  on  mor¬ 
phine  does  not  yield  very  definite  results;  potassium  permanganate 
however  in  slightly  alkaline  solution  acts  on  it  somewhat  more 
energetically,  yielding  as  chief  product  a  light-brownish  uncrystallis- 
able  acid  syrup,  which  forms  amorphous  salts,  and  when  mixed  with 
cupric  acetate,  remains  clear  at  first,  but  becomes  turbid  on  boiling, 
depositing  a  blue-green  flocculent  precipitate,  which  redissolves  on 
cooling.  This  result  is  like  that  which  is  obtained  by  similar  treat- 
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ment  of  cinchomeronic  and  pyridine-tricarboxylic  acids.  Morphine 
subjected  to  dry  distillation  with  lime  yields  a  basic  oil  having  a 
decided  odour  of  pyridine.  Arsenic  acid  acts  but  slowly  on  mor¬ 
phine  even  in  sealed  tubes,  yielding  a  base  which  appears  to  contain 
one  methyl-group  less  and  one  hydroxyl-group  less  than  morphine ; 
the  action  is  however  variable  and  so  are  the  products.  When 
morphine  is  heated  with  potassium  hydroxide  till  the  surface  of  the 
melt  begins  to  glow,  and  the  product,  after  cooling,  is  acidulated, 
brown-black  non-nitrogenous  flocks  are  deposited,  and  a  solution  is 
obtained  from  wdiich  ether  extracts  a  considerable  quantity  of  sub¬ 
stance  ;  and  on  expelling  the  ether,  digesting  the  residue  with  water, 
precipitating  the  filtrate  with  lead  acetate,  decomposing  the  precipi¬ 
tate  with  hydrogen  sulphide,  evaporating,  and  repeatedly  crystallising 
the  residue,  a  product  is  obtained,  consisting  of  protocatechuic  acid. 
The  filtrate  freed  from  lead  and  evaporated  yields  more  protocate¬ 
chuic  acid,  together  with  another  acid  which  crystallises  in  prisms, 
and  gives  no  colour-reaction  with  iron  salts. 

When  the  melting  with  potash  was  conducted  in  a  silver  retort,  and 
the  vapours  were  received  in  dilute  hydrochloric  acid,  methylamine 
was  obtained,  together  with  a  small  quantity  of  another  base. 

The  absence  of  aromatic  compounds  amongst  the  products  formed 
by  oxidising  morphine  with  permanganate,  and  the  non-occurrence  of 
derivatives  of  pyridine  (or  quinoline)  in  the  oxidation  of  this  alkaloid 
with  caustic  alkali,  seem  to  show  that  the  mode  of  combination  of 
the  aromatic  and  of  the  pyridine-  (or  quinoline-)  groups  in  it,  is  dif¬ 
ferent  from  that  which  exists  in  narcotine,  which,  it  is  well  known,  is 
easily  resolved  into  its  two  principal  constituents.  H.  W. 

Constitution  of  Quinine  and  Quinidine.  By  Z.  H.  Skraup 
( Monatsh .  Ghem.y  4,  695 — 699). — The  author  has  already  shown 
(Abstr.,  1882,  279)  that  these  two  alkaloids,  when  oxidised  by 
chromic  acid,  yield  carbonic  anhydride  and  quininic  acid,  C]iH9X03, 
which  latter,  wdien  heated  with  hydrochloric  acid,  gives  methyl 
chloride  and  xanthoquinic  acid,  C10H7NO3,  resolvable  by  heat  into 
C02  and  a  hydroxy  quinoline,  CsH7NO  =  C9H6(0H)N02;  further  that 
quininic  acid  is  converted  by  oxidation  with  permanganate  into  a 
pyridine-tricarboxylic  acid,  C5H2X(COOH)3,  identical  with  that  which 
is  obtained  from  cinchoninic  acid :  hence  it  is  probable  that  quininic 
acid  is  a  derivative  of  quinoline,  and  that  its  methyl-group  is  situated 
in  the  benzene -residue  of  the  quinoline-molecule  ;  hence  also  it  may 
be  inferred  that  the  hydroxyquinoline  obtained  from  xanthoquinic 
acid  has  its  hydroxyl-group  situated  in  the  benzene  residue.  Accord¬ 
ing  to  existing  views  there  should  be  only  four  hydroxy  quinolines 
thus  constituted.  Three  are  already  known,  and  the  main  object  of 
the  present  investigation  is  to  ascertain  whether  the  hydroxy¬ 
quinoline  obtained  in  the  manner  just  mentioned  is  identical  with 
either  of  these  three,  or  consists  of  the  hitherto  unknown  fourth 
modification. 

Xanthoquinic  acid  is  for  the  most  part  resolved  at  310°  into  car¬ 
bonic  anhydride  and  a  hydroxyquinoline,  which  when  purified  by 
conversion  into  platinochloride,  &c.,  crystallises  from  absolute  alcohol 


ORGANIC  CHEMISTRY. 


87 


in  slender  white  prisms,  soluble  in  alcohol  without  coloration,  the 
solution  however  acquiring,  on  addition  of  wrater,  a  faint  yellow 
colour,  which  disappears  on  further  addition  of  alcohol.  This 
behaviour  distinguishes  the  hydroxyquinoline  in  question  from  the 
meta-modification,  the  alcoholic  solution  of  which  exhibits  a  splendid 
green  fluorescence.  From  the  ortao-modification  it  is  distinguished 
by  giving,  on  addition  of  ferric  chloride  to  its  alcoholic  solution,  not 
a  green,  but  a  reddish  coloration.  With  para-hydro xyquinoline  on 
the  other  hand  it  agrees  very  nearly  in  its  melting  point  (194°),  and 
further  in  the  yellow  coloration  of  its  alcoholic  solution  by  ferric 
chloride ;  in  giving  with  picric  acid  slender  yellow  prisms  melting 
at  235 — 235'5° ;  with  cupric  acetate,  first  a  fine  blue-green  colour, 
then  gradually  violet  prisms  which  dissolve  in  boiling  alcohol  with  a 
fine  leaf-green  colour,  and  remain  unaltered  on  evaporation. 

This  hydroxyquinoline  dissolves  readily  when  gently  heated  with 
four  times  its  weight  of  strong  nitric  acid,  and  the  solution,  when  quickly 
cooled  and  cautiously  diluted  with  cold  water,  deposits  orange-red 
crystals,  easily  soluble  in  hot  water,  the  solution  slowly  mixed  with 
potash-lye,  depositing  yellowish  prisms,  which,  after  recrystallisation 
from  dilute  alcohol,  melt,  like  nitro-p -hydroxyquinoline,  at  140 — 141°. 
The  alcoholic  solution,  mixed  with  cupric  acetate,  first  turns  bright 
green,  and  then  deposits  a  copper-brown  precipitate,  or  if  a  trace  of 
alkali  be  added,  a  green  precipitate.  The  barium  salt  of  the  nitro¬ 
compound  forms  orange-red  needles,  slightly  soluble  in  cold,  much 
more  freely  in  boiling  water. 

Cinchoninic,  quininic,  and  xanthoquinic  acids  may  be  represented 
by  the  following  constitutional  formulae  : — - 


COOH 


I 

/\/\ 


N 

Cinclionic  acid. 


COOH 
MeO  | 

\/\/\ 


\/\/ 

N 

Quininic  acid. 


HO 

\/\/\ 


V' 


COOH 

k 


Xanthoquinic  acid. 

H.  W. 


Cinehonamine.  By  Arnaud  (Gompt,  rend.,  97,  174—176.  See 
also  Abstr.,  1882,  p.  229). — Cinehonamine,  C19H24N2O,  exists  in 
Eemdjia  ptirdiana ,  but  is  not  contained  in  R.  pedunculata ,  which  con¬ 
tains  quinine.  To  extract  cinehonamine,  the  finely  powdered  bark  is 
exhausted  with  very  dilute  sulphuric  acid,  the  solution  filtered,  boiled, 
and  precipitated  with  milk  of  lime.  The  precipitate  is  dried  on 
porous  tiles,  and  digested  writh  boiling  ether.  The  ethereal  solution 
is  decanted  from  undissolved  resinous  substances,  &c.,  washed  with 
dilute  hydrochloric  acid,  which  removes  the  cinehonamine,  and  the 
acid  solution  of  cinehonamine  hydrochloride  is  evaporated  to  crystal¬ 
lisation.  The  hydrochloride  is  dissolved  in  boiling  dilute  acid, 
filtered  through  animal  charcoal,  and  recrystallised.  The  free  base  is 
obtained  by  adding  ammonia  to  a  solution  of  the  hydrochloride,  and 
crystallising  the  alkaloid  from  boiling  ether.  An  alcoholic  solution 
of  the  alkaloid  is  dextrogyrate,  its  rotatory  power  at  97°  being 
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[a]B  =  122*2°.  According  to  Dr.  Laborde,  cinchonamine  is  highly 
poisonous,  even  in  very  small  doses. 

The  salts  of  cinchonamine  generally  crystallise  readily,  and  are  but 
slightly  soluble  in  water,  especially  in  presence  of  free  acid.  They 
dissolve  in  hot  alcohol,  from  which  they  crystallise  on  cooling.  The 
hydrochloride  crystallises  from  an  acid  solution  in  thin,  brilliant, 
anhydrous,  prismatic  lamellae,  very  slightly  soluble  in  acidulated 
water.  From  a  neutral  aqueous  solution,  the  salt  crystallises  in 
opaque  flattened  prisms  containing  1  mol.  H20.  These  crystals 
effloresce,  and  are  much  more  soluble  in  water  than  the  anhydrous 
salt.  This  property  of  the  hydrochloride  to  crystallise  in  an  anhy¬ 
drous  condition  from  acid  solutions  furnishes  a  method  of  separating 
cinchonamine  from  all  the  alkaloids  with  which  it  is  associated  in 
R.  purdiana.  The  hydrobromide  forms  brilliant,  slender,  anhydrous 
needles,  slightly  soluble  in  cold  water,  much  more  soluble  in  hot 
water.  The  hydriodide  crystallises  in  micaceous  plates,  almost  insolu¬ 
ble  in  cold  water.  The  nitrate  is  only  slightly  soluble  in  cold  alcohol, 
but  is  much  more  soluble  in  hot  alcohol,  from  which  it  crystallises  in 
hard,  thick,  short  prisms.  This  salt  is  slightly  soluble  in  pure  water, 
but  is  insoluble  in  acidulated  water,  and  is  precipitated  on  adding 
nitric  acid  to  even  a  dilute  aqueous  solution  of  any  cinchonamine 
salt.  The  precipitate  is  at  first  flocculent,  but,  on  standing,  it  rapidly 
becomes  crystalline,  the  crystals  being  small  prisms,  which  polarise 
light.  At  15°,  100  parts  of  alcohol  of  94°  dissolve  0'825  part  of  the 
salt;  100  parts  of  water  at  the  same  temperature  dissolve  0*2  part  of 
salt.  The  sulphate  can  be  purified  by  crystallisation  from  alcohol.  A 
solution  of  the  salt  in  water  containing  1  mol.  H2S04  has  a  rotatory 
power  at  15°  [a]D  =  4-  43*5 ;  at  25°  [a]D  =  4-  42*2.  The  formate 
crystallises  with  difficulty.  The  acetate  is  very  soluble  in  water,  from 
which  it  is  deposited  as  a  resinous  mass  on  evaporation.  By  spon¬ 
taneous  evaporation  of  the  aqueous  solution  the  salt  is  obtained  in 
deliquescent  crystalline  concretions.  The  oxalate  does  not  crystallise 
from  an  aqueous  solution,  but  is  deposited  in  a  resinous  form.  The 
tartrate  forms  a  crystalline  powder  consisting  of  small  hexagonal 
prisms  which  polarise  light.  100  parts  of  water  at  15°  dissolve  1*150 
parts  of  the  salt.  The  malate  forms  brilliant  nacreous  plates,  very 
slightly  soluble  in  cold  water,  but  somewhat  soluble  in  boiling  water. 
The  crystals  retain  1  mol.  H20  at  120°,  but  melt  and  become  anhy¬ 
drous  at  160°.  100  parts  of  water  at  15°  dissolve  1  part  of  malate. 

The  citrate  is  deposited  from  a  boiling  solution  on  cooling  as  a  resin¬ 
ous  mass,  which  gradually  becomes  crystalline,  forming  concretions 
composed  of  brilliant  prisms  which  polarise  light.  100  parts  of  water 
at  16°  dissolve  1*950  parts  of  the  citrate.  C.  H.  B. 

Conversion  of  Brucine  into  Strychnine.  By  Hanriot  ( Compt . 
rend.,  97,  267 — 268). — The  author  has  repeated  Sonnenschein’s 
experiments  ( Ber .,  8,  212),  and  finds  that  strychnine  is  not  produced 
by  the  action  of  nitric  acid  on  pure  brucine.  Sonnenschein’s  experi¬ 
ments  were  probably  made  with  impure  brucine.  Brucine  has  the 
power  of  completely  masking  the  ordinary  reaction  for  strychnine 
(with  sulphuric  acid  and  di chromate),  even  when  the  latter  is  present 
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to  the  extent  of  50  per  cent.  It  is  evident  therefore  that  the  presence 
of  strychnine  in  many  samples  of  brucine  may  easily  have  been  over¬ 
looked,  and  this  will  probably  account  for  the  confusion  which  exists 
as  to  the  physiological  action  of  brucine.  Morphine,  quinine,  methyl 
alcohol,  and  many  other  substances  also  have  the  property  of  masking 
the  strychnine  reaction.  C.  H.  B. 

Products  of  the  Bacterial  Fermentation  of  Albuminoids. 

By  A.  Gautier  and  A.  Etard  ( Gompt .  rend.,  97,  263 — 267.  See 
also  Abstr.,  1882,  1115  ;  and  1883,  100  and  224.) — The  authors  have 
previously  shown  that  the  putrefaction  of  albuminoids  results  in  the 
formation  of  leucines,  glucoprote'ins,  nitrogenous  and  non-nitrogen- 
ous  acids,  phenol,  skatole,  indole,  tyrosine,  trimethylamine,  ammonia, 
and  ptomaines.  Whatever  the  variety  of  the  ferment  and  the  source 
of  the  putrefying  flesh,  the  principal  ptomaines  formed  are  constant 
in  properties  and  composition. 

The  liquid  and  solid  putrid  matter  is  distilled  in  a  vacuum  at  a  low 
temperature.  The  distillate  (A)  contains  ammonium  carbonate, 
phenol,  skatole,  trimethylamine,  and  volatile  fatty  acids  ;  the  residue 
is  treated  successively  with  ether  and  alcohol.  The  ethereal  solution 
(B)  contains  ptomaines  and  a  fatty  acid,  and  holds  in  suspension  very 
light,  brilliant,  white  nacreous  plates.  The  alcoholic  solution  (0) 
contains  fatty  acids  and  crystallisable  nitrogenous  compounds.  The 
residue  insoluble  in  ether  and  alcohol  is  boiled  with  very  dilute  hydro¬ 
chloric  acid  out  of  contact  with  air,  the  solution  evaporated  and 
treated  with  alcohol  (D). 

The  ethereal  solution  (B)  when  distilled  leaves  a  brown  oil,  from 
which  a  large  quantity  of  fatty  acid  crystallises  out.  The  mother- 
liquor  is  acidified  with  sulphuric  acid,  saturated  with  potash,  and 
agitated  with  ether,  which  dissolves  the  ptomaines.  A  solution  of 
the  ptomaines  from  beef  treated  in  the  cold  with  platinum  tetra¬ 
chloride,  care  being  taken  to  avoid  an  excess,  yields  a  precipitate  of 
the  composition  (C8H3N)2,H2PtCl6.  It  is  the  platinochloride  of  a 
hydrocollidine,  identical  with  the  base  previously  obtained  from  fish 
( loc .  cit.).  The  mother-liquor  from  this  platinochloride  contains 
another  platinochloride,  which  forms  yellowish  crystals  of  the  com¬ 
position  C,  28*73 ;  H,  5*8 ;  1ST,  7*19 ;  Pt,  27*93.  It  is  partially 
decomposed  at  100°  with  development  of  the  hawthorndike  odour  of 
its  alkaloid. 

The  brilliant  plates  held  in  suspension  by  the  ethereal  solution 
consist  of  the  calcium  salt  of  amido-stearic  acid,  Ci8H35(NH2)02.  This 
is  almost  insoluble  in  all  solvents,  but  is  dissolved  slightly  by  alcohol. 
When  treated  with  hydrochloric  acid,  it  yields  amido-stearic  acid, 
which  is  insoluble  in  water,  only  slightly  soluble  in  cold  alcohol, 
but  readily  in  hot  alcohol,  from  which  it  crystallises  in  aggregated 
needles  on  cooling.  It  melts  at  63°,  and  when  heated  at  about  140° 
it  loses  1  mol.  of  water,  and  yields  the  anhydride,  C]8H35NO.  The 
amido-stearic  acid  is  obtained  from  beef  :  the  nacreous  plates  obtained 
from  putrid  fish  are  soluble  in  alcohol  and  in  potash,  but  are  insoluble 
in  water  and  acids.  By  treatment  with  inorganic  acids  they  yield  an 
acid  of  the  composition,  C8H2oN203.  When  they  are  fused  with 
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potassium  hydroxide,  ammonia  is  given  off,  and  a  mixture  of  alkaline 
caprylate,  caproate,  and  acetate  is  formed. 

The  alcoholic  solution  (C)  contains  the  greater  part  of  the  leucines 
and  leu  coproteins.  After  evaporation,  the  residue  is  treated  with 
inorganic  acids,  the  aqueous  liquid  separated  from  the  liberated  fatty 
acids,  concentrated  by  evaporation,  and  treated  with  alcohol,  which 
dissolves  out  leucines  and  leuceines,  particularly  those  containing  C6 
and  CG.  The  principal  compound  thus  obtained  from  putrid  fish  forms 
white  rhomboidal  lamellae,  somewhat  soluble  in  water,  and  somewhat 
easily  sublimed ;  it  has  the  composition  CuHofiN2Oc,  and  appears  to 
be  the  hydroxide  of  the  glueoprotein,  C11H22N2O4,  obtained  by 
Schiitzenberger  from  the  products  of  the  decomposition  of  albumi¬ 
noids  by  baryta.  It  has  the  general  properties  of  amido-acids,  and 
dissolves  in  dilute  alkalis ;  when  fused  with  potassium  hydroxide,  it 
yields  hydrogen,  ammonia,  and  potassium  carbonate,  butyrate,  and 
valerate,  a  portion  splitting  up  at  the  same  time  into  the  correspond¬ 
ing  leucines  and  leuceines.  When  distilled  at  about  280°,  it  yields  an 
amylamine  boiling  at  92 — 93°,  which  is  probably  formed  together  with 
amido-valeric  acid  in  accordance  with  the  equation  CnH26No06  = 
C6H13N  +  C6H9N02  +  C02  +  2Hj>0.  C.  H.  B. 

Albumin,  Nuclein,  and  Plastin.  By  E.  Zacharias  (Bled.  Gentr ., 
1883,  405 — 407). — The  principal  portions  of  the  nitrogenous  substances 
of  plant  cells,  insoluble  in  alcohol,  consist  of  albumin,  nuclein,  and 
plastin,  the  two  latter  are  attacked  but  slightly,  or  not  at  all,  by  the 
gastric  juices  ;  on  the  contrary,  they  readily  dissolve  albumin.  Plas¬ 
tin  is  insoluble  in  very  dilute  solutions  of  alkalis,  nuclein  is  easily 
soluble  in  these  menstrua;  plastin  and  nuclein  are  the  soluble  and 
insoluble  nucleins  of  other  authors.  The  supposition  of  Schimpers 
that  the  substance  from  which  starch  is  produced  is  similar  to  albumin, 
at  least  to  a  great  degree,  the  author  believes  he  has  confirmed  by 
researches  on  the  leaves  of  Tradescantia  mrginea  and  orchis. 

Albumin  diminishes  and  plastin  increases  in  the  protoplasm  of  the 
cells  examined  ;  according  to  Hartig’s  reaction,  sections  soaked  in 
a  dilute  solution  of  potassium  ferrocyanide,  and  then  transferred  tp  a 
very  dilute  solution  of  ferric  chloride,  show  the  nucleus  deep  blue, 
whilst  in  the  ducts  no  trace  of  a  blue  colour  is  visible.  When  por¬ 
tions  of  the  epidermis  of  the  leaves  of  those  plants  are  so  treated,  the 
starch  material  becomes  intensely  blue,  the  cell  protoplasm  remains 
colourless,  or  is  coloured  only  in  points.  The  nuclei  show  a  blue 
coloration,  as  also  the  nucleoli ;  the  plastin  is  colourless  or  very  slightly 
coloured. 

The  author  does  not  think  that  the  chemical  constitution  of  the 
nuclei  and  nucleoli  can  be  ascertained  from  these  reactions,  but  they 
are  aids  to  that  knowledge.  J.  F. 
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Influence  of  Respiration  on  Elimination.  By  F.  Penzoldt  and 
R .  Fleischer  ( Bied .  Gentr .,  1883,  285). — Want  of  oxygen  sufficient  to 
induce  tlie  dyspnoeic  condition,  causes  an  increased  excretion  of  urine 
and  urea,  as  also  of  phosphoric  acid ;  the  after-action  is  lowering  of 
phosphoric  acid,  hut  raising  of  urea,  the  absolute  result  being  no 
change  in  the  total  excretion  of  acid  and  urea,  and  no  separation  of 
sugar  or  albumin.  If,  however,  the  animal  is  fasting,  then  whilst 
there  is  a  want  of  oxygen,  there  is  a  slight  increase  in  urine,  a  con¬ 
siderable  rise  in  urea  and  phosphoric  acid ;  during  the  after-action 
urea  still  increases,  but  phosphoric  acid  decreases,  so  that  there  is  an 
absolute  increase  in  the  excretion  of  urea,  but  no  phosphoric  acid, 
albumin,  sugar,  nor  allantoin.  When  no  dyspnoea  accompanied  the 
want  of  oxygen,  then  a  well-nourished  dog  excreted  more  urine  and 
phosphoric  acid,  but  less  urea,  whilst  during  the  after-action  there 
was  an  increase  in  water,  urea,  phosphoric  and  sulphuric  acids.  On 
the  whole,  an  absolute  increase  of  these  four  compounds  with  traces 
of  albumin ;  the  case  was  similar  when  a  fasting  dog  was  experi¬ 
mented  on,  save  that  sodium  chloride  behaved  as  urea. 

The  diminished  supply  of  oxygen  when  accompanied  by  dyspnoeic 
action  affects  birds,  and  causes  them  to  excrete  an  excess  of  uric  acid. 
Apnoea  causes  a  rise  of  urea,  a  fall  of  phosphoric  acid,  and  afterwards 
a  considerable  increase  of  both.  Increased  elimination  of  water  is 
accompanied  by  a  lowered  excretion  of  urea.  Increased  muscular 
action  induces  great  increase  of  urea,  at  first  a  large  decrease,  later  on 
an  increase,  and  on  the  whole  a  slight  absolute  increase  of  phosphoric 
acid.  Reduction  of  the  temperature  of  the  body  is  followed  by  in¬ 
crease  of  urea.  E.  W.  P. 

Exhalation  of  Carbonic  Acid  by  Frogs.  By  FT.  Aubert  {Bied. 
Gentr.,  1883,  427). — The  author  finds  that  the  process  of  exhalation  is 
as  active  in  an  atmosphere  which  is  deprived  of  oxygen  as  in  one 
which  contains  it.  The  same  observation  has  been  made  by  Pfliiger, 
and  can  only  be  explained  on  the  supposition  that  the  process  depends 
on  the  decomposition  of  organic  compounds  independent  of  the  pre¬ 
sence  of  atmospheric  oxygen.  J.  F. 

Alteration  of  Cane-sugar  in  the  Human  Stomach.  By  W. 

Leube  {Bied.  Gentr.,  1883,  427). — 100  c.c.  of  a  10 — 15  per  cent,  cane- 
sugar  solution  were  introduced  into  an  empty  stomach  seven  hours 
after  a  previous  meal,  or  in  the  morning  before  the  subject  had  eaten, 
the  stomach  having  been  previously  rinsed  and  the  rinsings  tested 
with  Trommer’s  test  to  negative  reaction.  Half  an  hour  after  intro¬ 
ducing  the  sugar,  there  was  no  reaction,  or  very  trifling,  whereas  in  a 
known  unhealthy  stomach  the  reaction  was  considerable.  The  expla¬ 
nation  appears  to  be  that  in  the  healthy  stomach  the  inverted  sugar  is 
absorbed,  which  is  not  the  case  in  the  unhealthy  one.  The  gastric 
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juices  of  both,  healthy  and  sick  persons  cause  the  inversion  of  cane- 
sugar  equally  outside  the  body,  but  if  a  solution  is  introduced  in 
equal  parts  into  the  stomachs  of  living  subjects  and  withdrawn  half 
an  hour  afterwards,  the  difference  in  the  reducing  power  is  most 
marked,  the  healthy  stomach  showing  no  reaction,  whilst  the  un¬ 
healthy  does  very  strongly.  J.  F. 

Comparative  Value  of  Artificial  and  Natural  Butter  as 
Articles  of  Food.  By  A.  Mayer  ( Landw .  Ver  sucks. -S  tat.,  29,  215 
* — 232). — In  estimating  the  value  of  any  article  of  food,  the  points  to 
be  dwelt  on  are  chiefly  its  nutritive  qualities,  taste,  and  action  on  the 
system,  whether  injurious  or  otherwise.  In  the  case  of  butters  of 
various  origin,  the  last  two  points  are  easily  settled,  as  a  positively 
injurious  influence  has  never  been  seriously  ascribed  to  artificial 
butter.  The  nutritive  qualities  of  butter  were  therefore  the  subject 
of  this  investigation. 

Experiments  were  made  with  a  man  and  a  boy,  who  received  a  cer¬ 
tain  quantity  of  food  per  diem,  as  to  whether  artificial  or  natural 
butter  was  the  more  easily  absorbed  by  the  system.  The  first  three 
days  they  were  fed  with  various  mixtures  of  bread,  milk,  eggs,  and 
vegetables,  together  with  natural  butter ;  then  followed  two  days’  rest 
with  ordinary  diet,  and  afterwards  three  days  with  precisely  the  same 
diet  as  before,  with  the  exception  that  artificial  was  substituted  for 
natural  butter.  On  each  successive  day  of  the  experiment  the  solid 
evacuations  were  collected  and  analysed,  commencing  24  hours  after 
the  beginning  of  the  experiment.  The  amount  of  fat  in  these  was 
estimated,  and  hence  the  quantity  of  fat  absorbed  into  the  system  was 
found.  This  quantity  is  given  in  percentage  of  the  whole  amount  in 
the  food  in  the  table  below  : — 


Man. 

Day  of  experiment. 


1. 

2. 

3. 

Natural  butter  .  *  . . 

.  97*0 

99-4 

98-7 

Artificial  ,,  . .  . . 

.  94-6 

97-9 

96*7 

Boy. 

Natural  butter  . .  . . 

.  97-8 

94*8 

98-7 

Artificial  ,,  . .  . . 

.  95*3 

94*6 

97'6 

On  the  average,  therefore,  about  1*6  per  cent,  less  of  the  artificial 
butter  was  absorbed  than  of  the  natural.  As  this  quantity  is,  how¬ 
ever,  very  small  in  comparison  to  the  total  amount  absorbed,  the 
difference  in  value  of  the  two  substances  as  articles  of  food  can  be 
set  down  as  only  trifling,  and  except  in  cases  of  illness  may  be  over¬ 
looked  with  safety.  J.  K.  C. 

Digestive  Fluid  and  Digestive  Power  of  the  Horse.  By 

Ellenberger  and  Hofmeister  (Bied.  Centr.,  1883,  386 — 389). — It  being 
difficult  to  obtain  the  natural  digestive  fluid  of  the  horse,  an  artificial 
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one  was  prepared  by  cutting  up  tbe  coating  of  tbe  stomach  containing 
the  ducts  into  very  small  bits ;  it  was  then  washed  and  neutralised, 
either  at  once  or  after  treatment  with  alcohol,  dried,  and  left  from 
24  hours  to  eight  days  in  contact  with  an  extracting  fluid,  which 
treatment  dissolves  out  all  the  ferments  and  acids.  The  fluids  used 
were: — 1.  Water;  2,  glycerol ;  3,  0*2  to  0*5  per  cent.  HOI;  4,  0*2  to 
0*5  per  cent,  lactic  acid  ;  5,  0*2  to  0*5  HC1  in  glycerol ;  6,  same  pro¬ 
portion  lactic  acid  in  glycerol. 

The  extract  obtained  from  the  part  near  the  intestine  contained 
more  mucin,  acids,  and  ferments,  and  dissolved  albumin  more  easily 
than  the  extract  from  the  region  of  the  pylorus. 

The  extract  from  the  whole  stomach  contains  both  hydrochloric 
and  lactic  acids,  but  not  more  than  0'04  per  cent,  apparently.  It  also 
contains  a  very  active  ferment,  which  alters  albuminous  substances  to 
peptones,  and  so  changes  gelatin  that  it  becomes  easily  diffusible  and 
loses  its  properties.  The  ferment  is  sparingly  soluble  in  water, 
glycerol,  hydrochloric  acid,  or  in  alkaline  solutions,  and  it  is  precipi¬ 
tated  by  alcohol,  lead  acetate,  carbonate  of  magnesia,  &c.  It  is  only 
active  in  presence  of  acids,  and  is  destroyed  by  putrefaction  and 
alcoholic  yeasts.  Lactic  ferments  do  not  influence  its  activity  when 
the  lactic  acid  is  not  too  highly  concentrated.  Its  activity  is  greatest 
in  presence  of  0‘15  to  0*5  per  cent,  hydrochloric  acid  ;  too  much  or  too 
little  acid  impedes  the  action  of  the  pepsin,  much  lactic  acid  in  the 
stomach  disturbs  the  digestion  through  irritation  of  the  coating  of  the 
stomach. 

Pepsin  must  be  present  in  certain  quantity  in  the  digestive  fluid; 
its  activity  increases  according  to  its  quantity  up  to  a  certain  point, 
when  further  quantity  is  injurious.  It  works  only  in  presence  of 
water,  and  best  at  a  temperature  of  37°  to  55°;  raising  and  lowering 
the  temperature  disturbs  the  operation  ;  at  60°  it  becomes  quite  inert. 
Pure  gastric  juice  contains  rennet,  lactic  acid,  fat  and  starch  ferment, 
the  two  latter  in  unimportant  quantity. 

The  gastric  juice  of  the  horse  does  not  dissolve  cellulose,  and  with 
difficulty  the  substance  of  bone  or  horn,  but  acts  readily  on  muscle, 
sinew,  fat,  and  flesh.  Pepsin  extract  may  be  preserved  for  a  long 
time  in  weak  carbolic  or  salicylic  acid  solution,  and  even  in  pure 
glycerol  without  losing  its  properties.  J.  P. 

Milk  Secretion.  By  Schmidt  (Bied.  Centr .,  1883,  382 — 386). — 
The  author,  after  reviewing  much  of  the  previous  literature  of  the 
subject,  reports  the  result  of  his  own  investigations  on  the  activity  of 
the  milk  glands  of  the  cow  :  the  experimental  animal  was  of  Dutch 
breed,  middle  aged,  yielding  12  litres  of  milk  daily.  The  experi¬ 
ments  were  conducted  thus:  500  c.c.  were  taken  from  the  two  hinder 
spins  of  the  udder  at  the  commencement  of  the  morning  milking,  and 
the  same  quantity  from  the  same  spins  at  the  conclusion  of  the  milk¬ 
ing;  both  were  carefully  analysed  according  to  the  usual  methods. 
Only  the  results  of  the  first  day’s  analysis  are  given,  the  others  differ¬ 
ing  slightly,  if  at  all,  and  not  affecting  the  author’s  conclusions. 
100  grams  of  the  milk  contained — 
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First  milk.  Last  milk. 

Total  solids .  9*20  grams.  13*64  grams. 

Casein .  2*24  „  2*11  ,, 

Albumin .  0*31  ,,  0*29  ,, 

Peptone  .  0*10  „  0T2  ,, 

Fat  .  0*76  „  5*60  „ 

Sugar  .  5*08  ,,  4*92  ,, 

Asb  .  0*69  „  0*66  ,, 


It  will  be  seen  that  the  difference  between  the  total  solids  consists 
almost  entirely  in  the  fat,  which  is  almost  absent  from  the  first  milk ; 
this  is  explained  by  the  theory  that  the  fat  corpuscles  of  the  milk 
adhere  to  the  walls  of  the  ducts,  and  besides  that  in  the  udder  itself 
a  certain  separation  takes  place.  The  author  had  an  opportunity  of 
examining  the  udder  of  a  cow  killed  immediately  after  milking,  and 
found  that  the  ducts  did  actually  contain  a  notable  residue  of  rich 
milk. 

The  fat  excepted,  the  great  body  of  milk  secreted  by  a  cow  appears 
to  have  a  tolerably  uniform  composition,  and  the  separation  of  the  fat 
in  the  udder  to  be  a  mechanical  operation,  and  that  the  whole  of  the 
fat  is  rarely  obtained  in  the  milking.  J*.  F. 

Percentage  of  Fat  in  Milk  of  Cows  of  Different  Breeds. 

( Bied .  Cent)'.,  1883,  285.) — Pure  Simmenthal  gave  13  per  cent,  cream, 
after  12  hours’  standing ;  Dutch,  7  per  cent,  cream,  after  24  hours, 

8  per  cent. ;  cross  between  Simmenthal  and  Graubiinden,  12  per 
cent.,  after  24  hours,  12*5  per  cent. ;  cross  of  Dutch  and  Simmenthal, 

9  to  9*5  per  cent.;  pure  Graubiinden,  13  per  cent.;  cross  between 

Dutch  and  Graubiinden,  10  per  cent.  E.  W.  P. 

Excretory  Product  from  the  Liver  of  the  Cuttle  Fish.  By 

A.  B.  Griffiths  ( Chem .  News ,  48,  37). —  The  author  observed  some 
peculiar  roundish  masses  of  a  dark-coloured  substance  in  the  anterior 
portion  of  the  liver  of  the  cuttle  fish ;  some  of  these  were  collected 
and  examined.  When  ignited,  they  charred,  and  left  an  ash,  which 
contained  copper.  The  following  are  the  results  of  observations  made 
under  the  microscope  :  the  masses  were  stained  brown  by  a  solution 
of  iodine  in  potassium  iodide ;  potash  dissolved  them ;  a  red  colour 
was  produced  with  Millon’s  reagent ;  and  nitric  acid  produced  a 
yellow  coloration,  which  was  turned  red  by  potash.  On  boiling  them 
with  hydrochloric  acid,  a  blue  colour  is  formed,  which  changes  to  violet, 
and  finally  becomes  brown.  On  heating  them  with  solid  potash, 
ammonia  is  evolved.  By  boiling  a  solution  of  the  substance  in  potash 
with  lead  hydroxide,  lead  sulphide  is  produced.  From  these  results 
the  author  infers  that  these  masses  are  albuminoid  in  character,  and 
assuming  them  to  be  deposited  from  the  secretion,  it  is  evident  that 
the  secretion  must  contain  albumin;  and  as  the  pancreatic  fluid  in 
higher  animals  is  one  of  the  few  secretions  which  contain  soluble 
albumin,  the  author  is  of  opinion  that  this  investigation  supplies 
further  support  to  the  supposition  that  the  liver  of  the  cepbalopod  is 
not  a  true  liver,  but  is  pancreatic  in  function.  The  copper  is  derived 
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from  the  blood.  The  dark  colour  of  the  masses  was  a  very  thin 
superficial  covering.  D.  A.  L. 

Behaviour  of  Blood  with  Ozone,  By  Biny  ( Bied .  Centr 
1883,  283). — The  red  corpuscles  in  blood  are  unaffected  by  remaining 
for  an  hour  in  contact  with  ozone,  unless  the  quantity  of  blood  is 
small,  or  the  duration  of  contact  long ;  then  a  gradual  change  of 
colour  and  shape  occurs.  Ozonised  air  passed  through  blood  is  not 
completely  altered.  E.  W.  P. 

Cattle  Disease  occasioned  by  Town  Sewage.  {Bied.  Centr., 
1883,  285.) — The  death  of  many  cows  was  occasioned  by  fungoid 
growths  in  the  grass  of  meadows  irrigated  with  sewage. 

E.  W.  P. 

Observations  on  Different  Diseases  of  Animals.  By  Rqloff 
and  others  {Bied.  Centr.,  1883,  389 — 393). — Experiments  were  made 
at  the  Veterinary  School,  Berlin,  by  Roloff,  on  the  protective  inocula¬ 
tion  of  cattle  against  lung  disease.  Two  cows,  two  heifers,  and  two 
calves  were  inoculated  with  the  preparation  and  placed  in  infected 
stables  ;  none  of  them  took  the  disease,  but  neither  did  a  non- 
inoculated  animal  placed  in  the  same  stable  :  the  experiment  was 
thei'efore  abortive.  Opinions  of  other  observers  are  cited  on  the 
question  of  protective  inoculation  against  this  particular  disease. 
Pasteur  finds  that  the  specific  poison  cannot  be  cultivated  in  chicken 
or  veal  broth;  that  it  preserves  its  vitality  when  kept  at  a  high 
temperature  in  a  dry  room,  and  does  not  produce  micrococci,  but  that, 
when  kept  without  such  precaution,  it  does  produce  them  and  loses 
its  vitality. 

If  the  poison  is  fouled  by  the  addition  of  a  few  cow  hairs  before 
use,  it  is  harmless ;  the  portion  kept  at  ordinary  temperatures  repro¬ 
duces  itself  in  the  inoculated  animal,  and  lymph  taken  from  that 
animal  communicates  it  to  others,  After  six  to  eight  weeks  from 
taking  the  poison  from  an  infected  animal,  it  loses  its  vitality :  a  calf 
into  whose  jugular  vein  such  old  poison  was  injected,  withstood  it. 
The  discovery  of  the  bacillus  of  glanders  by  Lofler  and  Schfitz  is  next 
noticed ;  the  rods  were  isolated  from  sections  of  a  diseased  organ,  and 
cultivated  in  the  blood  of  horses  and  sheep.  It  was  tried  on  rabbits, 
mice,  and  guinea-pigs  with  success,  but  white  mice  did  not  take  the 
infection.  The  material  used  for  inoculation  was  cultivated  for  eight 
to  ten  weeks,  and  then  used  on  two  horses,  one  two  years  old,  the 
other  20  years.  Both  died  with  all  the  symptoms  of  virulent 
glanders  in  about  12  days. 

Pasteur  and  Thullier  report  the  discovery  of  the  microbe  which 
causes  swine  fever,  a  disease  by  which,  in  the  year  1882,  farmers  of 
the  Rhone  Valley  lost  20,000  animals.  The  microbe  is  very  minute 
and  liable  to  be  overlooked  even  when  the  greatest  care  is  used  in  its 
observation  ;  it  resembles  that  of  chicken  cholera,  and  is  of  the  form  of 
the  figure  8.  Inoculation  by  a  very  small  quantity  communicates  the 
disease ;  poultry  are  not  affected,  but  rabbits  die.  The  infection  has 
been  cultivated  and  weakened,  so  as  by  its  inoculation  to  protect  swine 
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from  fatal  effects.  Pasteur  hopes  scon  to  prevent  the  heavy  losses 
sustained  from  this  cause. 

The  remainder  of  the  paper  relates  to  osteoporosis,  or  bone  weak¬ 
ening  in  animals,  horses  and  swine  particularly.  Piitz  attributes 
it  to  continued  feeding  on  bran  and  other  fodder  poor  in  lime. 

J.  F. 

Cattle  Plague  and  Protective  Inoculation.  By  Koch  and 
others  ( Bied .  Centr.,  1883,  394 — 398). — Koch  considers  that  Pasteur’s 
mode  of  procedure  is  not  quite  correct,  but  liable  to  yield  uncertain 
results.  He  thinks  that  the  bacilli  of  the  disease  are  propagated  inde¬ 
pendently  of  animals ;  that  they  exist  on  dead  vegetable  substances, 
and  probably  on  low  marshy  soils,  on  the  surface  of  the  earth  ;  and 
he  says  that  animals  have  been  known  to  take  the  disease  in  such 
places  where  no  diseased  carcases  had  been  buried.  He  denies  the 
agency  of  earthworms  in  bringing  the  disease  germs  to  the  surface, 
for  the  plague  appears  in  countries  where  the  low  temperature  of  the 
soil  does  not  permit  the  existence  of  earthworms.  He  also  denies 
Pasteur’s  assertion  that  the  eating  of  the  prickly  fodder  wounds  the 
mouth  and  facilitates  the  taking  of  the  disease. 

The  weakening  of  the  poison,  and  the  protection  given  by  inocula¬ 
tion,  has  been  successful  only  with  horned  cattle  and  sheep,  and  Koch 
doubts  if  the  lymph  is  as  successful,  even  with  those  animals,  as 
Pasteur  believes.  The  most  carefully  conducted  experiments  made 
with  it  in  Germany  show  a  loss  of  10  to  15  per  cent,  of  the  inoculated 
animals,  and  there  is  danger  to  men  by  its  employment.  Koch  does 
not  undervalue  the  researches  of  Pasteur,  but  wishes  to  point  out 
deficiencies  in  this  particular  case,  which  any  day  may  be  supplied. 
Instances  are  given  of  the  deaths  of  sheep  from  plague,  which  had 
been  duly  inoculated.  Hr.  Azary  gives  results  of  numerous  inocula¬ 
tions  by  Pasteur’s  fluid  in  the  neighbourhood  of  Buda  Pest,  chiefly 
with  sheep,  also  with  horned  cattle  and  horses ;  some  losses  took 
place,  but  on  the  whole  the  operations  were  successful.  Arloing  and 
others  have  experimented  on  the  duration  of  the  protective  influence, 
and  found  it  lasted  at  least  16  months ;  and  that  calves  born  of 
inoculated  cows  were  not  liable  to  disease  for  some  time  after  their 
birth.  J.  F. 
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Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Occurrence  of  the  Higher  Fatty  Acids  in  the  Free  State  in 
Vegetable  Fats.  By  E.  Schmidt  and  H.  Bodmer  {Arch.  Pharm.  [3], 
21,  34—38). 

The  Fat  of  Cocculus  indicus — The  fat  which  is  contained  in  the 
seeds  of  this  plant  was  dissolved  in  alcohol  and  precipitated  with  an 
alcoholic  solution  of  barium  acetate,  by  which  means  the  free  fatty 
acids  were  separated  from  the  glycerides  with  which  they  are  asso- 
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ciated  in  the  original  fat.  After  boiling  for  some  time,  the  barium 
precipitate  was  filtered  off,  and  when  dry  boiled  with  light  petroleum. 
The  nearly  pure  barium  salt  thus  obtained  was  decomposed  with  hydro¬ 
chloric  acid.  In  this  way  39  per  cent,  of  free  fatty  acid  was  yielded 
by  the  original  fat.  By  this  means  and  by  repeated  crystallisation  of 
the  original  fat  from/  alcohol,  as  well  as  by  distillation  under  diminished 
pressure,  and  also  by  partial  precipitation  with  barium  acetate,  an 
acid  was  obtained  which  was  recognised  by  analysis  and  physical  pro¬ 
perties  as  stearic  acid.  The  substance  obtained  from  Cocculus  indicus , 
known  as  menispermin ,  was  found  by  the  authors  to  consist  of  stearic 
acid. 

The  Fat  of  Myristica  moschata. — This  fat,  commonly  known  as  nut¬ 
meg  butter,  or  oil  of  mace,  contains  from  3 — 4  per  cent,  of  free  fatty 
acid,  which  was  separated  by  fractional  distillation  under  diminished 
pressure.  At  248°  tbe  distillate,  after  recrystallisation  from  alcohol, 
yielded  an  acid,  the  formula  of  which  was  CuILgCh,  agreeing  in  its 
properties  with  myristic  acid.  The  distillate,  which  came  over  at  a 
higher  temperature,  was  partially  precipitated  with  barium  acetate, 
and  the  acid  which  was  recrystallised  from  alcohol,  and  analysed,  gave 
numbers  agreeing  with  the  formula  C]8Ho602,  and  was  identical  in 
physical  properties  with  stearic  acid. 

The  Fat  of  Lauries  nobilis. — This  fat,  when  distilled  under  diminished 
pressure,  yielded  a  distillate,  by  the  fractional  precipitation  of  which 
an  acid  was  obtained,  which  appeared  to  be  palmitic  acid. 

W.  R.  D. 

Chemistry  of  the  Nucleus.  By  A.  Kossel  {Bled.  Gentr .,  1883, 
401 — 404). — The  regular  relations  between  phosphoric  acid  and  nitro¬ 
genous  matters,  which  have  been  noticed  both  in  vegetable  and 
animal  cells,  have  given  rise  to  the  idea  of  a  compound  of  albumin 
and  phosphates  or  phosphoric  acid.  In  all  the  discussions  on  the 
subject,  it  seems  to  have  been  overlooked  that  lecithin  and  nuclein 
are  organic  phosphorus-compounds,  which  are  sufficient  to  explain 
these  appearances.  Among  the  products  of  their  decomposition,  the 
author  found  a  body  which  had  almost  the  identical  percentage  com¬ 
position  of  albumin.  The  usual  mode  of  estimating  nuclein  is  by  its 
resistance  to  the  action  of  pepsin,  but  the  author  considers  this  liable  to 
great  error,  and  prefers  a  plan  of  his  own.  He  found  this  phos- 
phorganic  compound  in  the  organs  examined — in  the  spleen,  liver, 
pancreas,  kidneys,  testicles,  brain,  embryonic  and  grown  muscles  of 
animals,  pus,  and  in  human  dropsical  and  healthy  blood.  According 
to  experiments  made  with  hens,  doves,  and  yeast,  the  author  regards 
nuclein  as  a  reserve  material  on  which  the  organs  subsist,  or  from  which 
they  draw  supplies,  to  be  incorrect;  he  finds  hypoxanthine  and  xanthine 
to  be  characteristic  decomposition  products  of  nuclein,  and  guanine 
accompanies  them  in  many  organs  ;  this  by  oxidation  yields  guanidine 
and  urea.  The  fact  that  a  substance  exists  in  most  animal  organs, 
which  furnishes  urea  by  simple  oxidation,  he  thinks  important  from 
a  physiological  point  of  view.  J.  F. 

Flowers  of  Rosa  Centifolia.  By  Niederstadt  ( Landw .  Versuchs.- 
Stat .,  29,  251 — 252). — Red  roses  were  found  to  contain  86  per  cent. 
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of  water,  3*64  per  cent,  nitrogen,  and  3‘5  per  cent,  ash  ;  in  white  roses 
were  found  917  per  cent,  water,  3*16  per  cent,  nitrogen,  and  3*9  per¬ 
cent.  ash.  The  composition  of  the  ash  of  each  is  given  below : — 


Red  roses. 

White  roses. 

Potash . 

. .  43-81 

42-05 

Soda . . 

1T2 

1-53 

Lime . 

6-02 

8*05 

Magnesia . 

6-27 

6*41 

Perric  oxide  and  Alumina. . 

1-05 

1*97 

Phosphoric  acid . 

. .  16*47 

11*32 

Sulphuric  acid  . 

7-81 

5-07 

Silica  . .  . . 

1*49 

2  40 

Chlorine . 

0*69 

4-28 

Carbonic  acid . 

. .  15-38 

17*83 

J.  K.  C. 

Ash  of  Leaves  of  Plants  Grown  in  the  Earth  under  Water- 
culture,  By  C.  Councler  ( Lanclw .  Versuchs.-StciL,  29,  241 — 245). — 
Several  samples  of  Acer  negundo  were  grown  in  a  glass  house,  Nobbe’s 
method  of  water-culture  being  used.  The  leaves  were  collected  after 
falling,  dried  and  analysed.  At  the  same  time  leaves  were  carefully 
gathered  from  young  trees  of  the  same  kind  in  a  neighbouring  wood, 
to  compare  with  those  obtained  by  water-culture.  The  percentage  of 
pure  ash  in  the  leaves  varied  considerably,  nearly  twice  as  much  being 
obtained  from  those  grown  by  water-culture.  In  100  parts  ash  were 
found — 


Water-culture. 

Soil. 

Potash . 

.  45*52 

33*91 

Soda . 

.  0*58 

0*66 

Lime . 

.  14*92 

27*23 

Magnesia . 

.  3*55 

4*71 

Ferric  oxide  . 

.  0*91 

0*92 

Alumina . 

.  — 

4-00 

Phosphoric  acid . 

.  12*21 

3*43 

Sulphuric  acid . 

.  18*30 

7-29 

Silica  . 

.  4-00 

17*85 

The  leaves  of  the  soil  plants  contained,  therefore,  nearly  twice  as 
much  lime,  and  more  than  four  times  as  much  silica  as  those  of  the 
plants  grown  by  water-culture,  whilst  the  latter  contain  much  larger 
quantities  of  potash,  phosphoric  and  sulphuric  acids.  These  dif¬ 
ferences  are  no  doubt  in  great  part  due  to  the  soil  in  which  the  plants 
were  grown  ;  it  is  very  rich  in  potash,  but  comparatively  poor  in 
phosphates.  J.  K.  C. 

Examination  of  an  Apple-must  and  of  the  Cider  obtained 
therefrom.  By  R.  Kayser  ( DingL  polyt.  248,  347). — Borsdorf 
apples  were  cut  into  small  pieces  and  pressed.  The  resulting  must 
was  then  tested  before  and  after  fermentation.  100  c.c.  gave — 
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Alcohol . 

Must  (filtered). 

•  • 

Cider. 
5*80  c.c. 

Extract . 

. .  16*25  g. 

2*36  g. 

Mineral  matter  (ash) 

0*35 

0*31 

Malic  acid . 

0*33 

0  31 

Acetic  acid  . 

. ,  — 

0*080 

Sugar  . 

. .  12*50 

0750 

Pectins . 

0*62 

traces 

Potash . 

0*106 

0*105 

Lime . 

0*025 

0*024 

Magnesia . 

0*018 

0*018 

Phosphoric  acid  .... 

0*024 

0*022 

Sulphuric  acid . 

0*009 

0*008 

Glycerol  . . 

. .  — 

0*680 

Tartaric  and  citric  acids  were  not  present :  hence  cider  can  be  dis¬ 
tinguished  from  wine  by  the  entire  absence  of  tartaric  acid,  and  by 
the  larger  amount  of  lime  which  it  contains.  By  a  judicious  addition 
of  tartaric  acid  or  of  wine  containing  much  acid,  a  product  can  be 
obtained,  which  it  would  be  difficult  to  distinguish  from  real  wine. 

D.  B. 

Analysis  of  “Tobacco  Stems”  from  Virginia.  By  C.  G. 

Memminger  ( Ghem .  News ,  48,  110). — “  Tobacco  stems  ”  consist  of  the 
midribs  of  tobacco  leaves  from  which  the  membranous  portions  have 
been  stripped.  The  analytical  results  are  as  follow  : — 


In  original  substance .  In  organic  matter . 


Moisture  at  100° . 

17*52 

Hicotine  . 

1*30 

Total  ash,  excluding  C02 

16*47 

N 

as  nicotine  . 

0*22 

C02  determined . 

6-87 

N 

as  nitrate . 

0*45 

(C02  calculated  —  6*73) 

N 

as  albuminoid  (by  diff.) 

1*51 

Organic  matter  (by  diff.) 

59*41 

— 

Total  N . 

2-18 

100*00 

In  ash . 

K20.  Na20.  CaO.  MgO.  A1203.  Fe203. 

42*95  6*53  24*56  6*20  0*04  0*84  per  cent. 


M113O4.  Si02.  P2Oa.  S03.  Cl. 

0  09  6*18  4*80  3*10  6*04  per  cent, 

D.  A.  L. 

Phylloxera.  By  Hexneguy  and  others  ( Bied .  Gentr .,  1883,  272 — 
274). — Henneguy  found  the  galls  on  many  American  pines,  especially 
Finns  riparia ,  and  but  seldom  on  native  vines ;  in  large  galls,  several 
young  insects  have  been  found  besides  the  egg  producers,  and  Hen¬ 
neguy  found  thiocarbonate  a  good  specific  against  the  attacks. 
E.  Cheysson  approves  of  carbon  bisulphide.  A.  Guillamont  states 
that  a  mixture  of  10  parts  wood-ashes,  10  ferrous  sulphate,  and  2  coal- 
tar,  is  a  good  specific  for  destroying  the  phylloxera.  E.  W.  P. 

h  2 
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Valuation  of  Fodder..  By  A.  Emmerling  (Bied.  Gentr .,  1833,  252— 
255). — The  relative  value  of  albuminoids  to  fat  and  to  carbohydrates  is 
taken  as  5  :  5  :  1.  Multiplying  each  of  these  factors  by  the  correspond¬ 
ing  figures  representing  the  digestible  material  in  the  food,  we  obtain 
a  figure  representing  the  sum  of  nutrient  units.  As  a  standard,  rye 
is  employed  thus  :  Albuminoids,  9*9  per  cent. ;  fat,  1*6;  carbohydrates, 
65*4,  which  figures,  when  treated  as  above,  9*9  X  5  +  1*6  X  5  + 65*4  x  1, 
produce  122*9  n.  u. ;  and,  taking  8  marks  per  centner  as  the  market 
value  of  rye,  1  n.  u.  costs  6*5  pfennigs.  Employing  this  method  the 
feeding  value  of  any  material  may  be  calculated ;  for  example,  in 
earth-nut  cake  we  have  albuminoids  45,  fat  7,  carbohydrates  25,  of 
which  the  digestible  coefficients  are  90*9,  85*7,  and  98*1  respectively, 
giving  digestible  matter  present  to  the  extent  of  40*9,  6*0,  and 
24*5.  Then  40*9  x  5  +  6  x  5  +  24*5  =  259  n.u. ;  and  having  laid 
down  a  table  of  the  value  of  nutrient  units  for  grain  and  other  foods, 
which  units  vary  according  as  the  price  of  rye  rises  or  falls,  the 
author  shows  that  when  rye  is  at  8  marks  the  value  of  these  259  n.u. 
of  earth-nut  cake  is  10*10  marks ;  but  this  cake  only  costs  9  marks, 
consequently  there  is  a  gain  in  using  it.  A  similar  method  is  employed 
to  calculate  the  value  of  foods  for  manures,  employing  in  this  case 
the  factors  0*5  for  N,  0*2  for  P2O5,  and  0*1  for  K20  :  by  this  he  shows 
the  manurial  value  of  a  centner  of  earth-nut  cake  to  be  4*04  marks, 
and  this,  with  the  exception  of  cotton-cake,  is  the  most  valnable  of  all 
foods.  E.  W.  P. 

Examination  of  Clover  at  different  Stages  of  Growth..  By 

J.  P.  Kallen  and  A.  Stutzer  {Biecl.  Gentr.,  1883,  410 — 411). — Part 
of  a  series  of  experiments  made  in  order  to  ascertain  the  period  at 
which  grasses  contain  most  nutritive  matter,  with  a  view  to  harvest¬ 
ing  them  at  such  times.  A  field  sown  with  red  clover  and  different 
grasses,  chiefly  English  rye-grass,  was  the  subject  of  experiment:  a 
square  meter  was  cut  on  17th,  24th,  31st  May,  and  20th  June,  and 
examined.  The  results  are  given  in  a  table,  and  the  recommendation 
is  made  to  cut  at  the  end  of  May  or  early  in  June.  J.  P. 

New  Fodder  Plant.  By  F.  T.  {Bied.  Gentr.,  1883,  287). — 
Lavatera  arborea  yields  an  oily  seed,  which  after  expression  of  the 
oil  forms  a  good  cake  for  cattle,  and  good  fibre  for  paper  making,  rope, 
and  cord.  The  plant  is  biennial,  and  crops  well.  E.  W.  P. 

Feeding  Horses  with  Earth-nut  Meal.  By  C.  Freytag  and 
Becke  {Bied.  Gentr.,  1883,  284). — Earth-nut  meal  may  well  replace 
two-thirds  of  the  oats  generally  given  to  horses.  E.  W.  P. 

Storage  of  Acorns.  By  Lodeman  {Bied.  Gentr.,  1883,  286). — 
Collect  as  late  as  possible,  pile  in  heaps  30  o.m.  high,  cover  with 
leaves  and  pine  twigs ;  in  the  spring  remove  the  covering  to  retard 
germination.  E.  W.  P. 

Undecorticated  Cotton-seed  Meal.  By  Dietrich  {Bied.  Gentr., 
1883,  428). — A  considerable  quantity  of  this  article  has  lately  been 
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sent  from  England  to  Germany  ;  it  is  less  valuable  than  the  meal 
made  from  the  decorticated  seed,  and  is  of  a  dark  colour.  Two 
samples  had  the  following  composition  : — 


1. 

2. 

Proteid  matter . . 

23*56 

23*06 

Fat . 

6*26 

7*01 

Non-nitrogenous  extract...  . . 

24*94 

27*12 

Cellulose  . . . . 

25*73 

25*53 

Mineral  matters  . . . 

8*15 

6*59 

Water.  .  . . . 

11*36 

10*69 

J.  F. 

Cultivation  and  Preservation  of  Potatoes.  By  Marcker  and 
others  ( Bied .  Centr .,  1883,  268 — 270). — Stappaerts  removes  all  eyes 
save  three,  and  by  setting  only  large  sets  obtains  a  higher  yield, 
which  ripens  early.  Marcker  has  preserved  potatoes  in  a  silo,  when 
the  nutrient  ratio  is  increased  by  fermentation  from  1  :  10  to  1 :  17’6 ; 
much  of  the  albuminoid  and  amido-constituents  are  lost.  L.  Nagy 
enumerates  and  classifies  the  sorts  of  potatoes  ;  he  divides  them  into 
12  principal  classes,  with  30  sub-classes.  E.  W.  P. 

Experiments  on  Potatoes  with  different  Manures.  By  E.  W. 

Prevost  and  R.  Swan  wick  (Trans.  Highl.  and  Agr.  Soc .,  Scotland, 
1882,  283 — 299).  —  In  these  experiments  the  actions  of  “bone,” 
“  mineral,”  superphosphates,  and  insoluble  phosphates  (85*5  per  cent. 
Ca32P04)  were  employed,  likewise  an  addition  of  ammonium  sulphate, 
kainite,  and  potashes  to  the  j>hosphates  was  made.,  with  the  results  as 
hereinafter  stated.  The  potato  employed  was  the  Champion,  and  the 
soil  divided  into  plots  of  acre,  contained  62  per  cent,  sand,  A1203 
8T14,  K20  0*764,  N  0*39,  NH3  and  P205  0*284  ;  all  the  plots  were 
in  triplicate.  The  “  unaided  ”  phosphates  produced  nearly  equal 
crops,  but  the  addition  of  2  cwt.  Am2S04  caused  the  bone  super 
to  produce  the  highest  yield  obtained,  viz.,  12  tons  12  cwt.,  whilst 
the  blank  plots  only  yielded  7  tons  4  cwt.,  and  insoluble  phosphate 
with  ammonia  9  tons  15  cwt.  The  addition  of  potash  to  the  mixture 
of  “  super  ”  and  ammonia  rather  lowered  the  yield,  and  but  little 
difference  was  noticed  when  kainite  or  potashes  were  employed.  This 
however  was  not  the  case  with  the  insoluble  phosphate,  for  then 
potashes  increased  the  yield  by  a  tenth.  Farmyard  manure  gave 
only  a  moderate  yield.  In  the  second  portion  of  this  paper  are 
the  analyses  of  the  potatoes  as  produced  under  the  above  conditions  : 
the  highest  percentage  of  starch  was  found  in  potatoes  grown  with 
bone  superphosphate,  and  taking  the  average  of  all  the  plots,  it 
appears  that  the  further  addition  of  ammonia  or  kainite  lowers  the 
percentage,  which  is  however  raised  again  by  potashes  ;  but  there  is 
a  great  difference  between  the  percentage  of  starch  from  the  bone 
super  plot  and  from  the  “  insoluble  ”  plot,  the  former  being  25*6,  the 
latter  only  21*96.  The  expenses  of  the  whole  experiments  are 
detailed,  as  also  the  value  of  the  various  crops,  and  we  find  that 
whether  we  judge  the  value  of  the  manure  by  the  total  crop  it  yields 
or  by  the  production  of  starch,  the  mixture  of  bone  superphosphate 
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with  ammonia  was  the  most  satisfactory.  The  effect  on  the  amount 
of  nitrogen  present  is  also  detailed,  not  merely  as  total  nitrogen,  hut  as 
nitrogen  in  amides  and  in  albumin  ;  ammonia  increases  the  albumi¬ 
noid  nitrogen,  but  the  increase  is  somewhat  counteracted  by  potash, 
the  unman  tired  plot  containing  least.  The  amides  were  likewise 
increased  by  ammonia  (ay.  =  0T399  N),  but  again  kainite  exer¬ 
cised  a  lowering  action  :  an  extraneous  experiment  is  here  referred  to, 
which  points  to  the  conclusion  that  the  amide  nitrogen  is  much 
decreased  as  the  ratio  of  potash  to  16  super  ”  increases.  Phosphates 
and  ammonia  produce  the  highest  ash  (1'31),  whilst  in  the  superphos¬ 
phate  plots  the  percentage  is  reduced  almost  to  that  found  in  the 
blank  plot  (0*995) ;  this  is  in  accordance  with  the  results  found  by 
Fleischer  (. Bled .  Centr 1880),  what  has  been  said  for  ash  holds  good 
for  fibre.  Attempts  were  made  to  estimate  the  percentage  of  starch 
by  the  method  recommended  by  Heidepriem  ( Landw .  Versuchs.-Stat ., 
20),  but  they  were  fruitless,  as  the  results  were  very  far  from  the 
truth,  and  therefore  untrustworthy.  E.  W.  P. 

Influence  of  Manuring  on  the  Composition  of  Potatoes.  By 

M.  Marcker  ( Bied .  Centr.,  1883,  365 — 366). — Four  plots  of  ground, 
each  half  a  morgen  loamy  marl,  on  which  barley  and  clover  had  been 
previously  grown,  were  planted  with  “  alcohol  ”  potatoes  ;  one  plot  was 
left  unmanured,  the  other  three  each  received  20  lbs.  of  soluble  phos¬ 
phoric  acid,  and  different  quantities  of  Chili  saltpetre,  the  first 
100  lbs.,  the  second  200  lbs.,  the  third  300  lbs.  The  yield  per  morgen 
was — 

TJnmaimred  plot.  100  lbs.  200  lbs.  300  lbs. 

Centner  .  112*0  28*0  124*5  139  0 

the  use  of  the  saltpetre  had  therefore  increased  the  gross  weight  of 
the  crop,  but  the  percentage  of  dry  matter  and  starch  did  not  cor¬ 
respond,  being — 

Dry  matter  .  24*80  23*50  22*50  20*90 

Starch  per  cent.  . .  77*51  77*07  73*95  63*64 

the  use  of  large  quantities  of  saltpetre  having  reduced  the  net  quan¬ 
tity  of  starch,  the  actual  amounts  obtained  being — 

Plot  1.  Plot  2.  Plot  3.  Plot  4. 

21*58  23*18  20*74  18*43  centner. 

J.  F. 

Artificial  Manures  in  Potato-growing.  By  S.  Guradze  (Bied. 
Centr.,  1883,  377 — 379). — The  author  reports  five  experiments  as  to 
the  effect  of  different  chemical  manures  on  the  growth  of  potatoes, 
combined  in  different  proportions ;  they  consisted  of  a  newly  intro¬ 
duced  potash  magnesia  (containing  50  per  cent,  potassium  sulphate, 
and  34  per  cent,  magnesium  sulphate)  superphosphate,  and  Chili 
saltpetre.  All  the  experimental  plots  but  two  received  a  considerable 
quantity  of  stable  manure,  in  addition  to  the  artificial.  The  crops 
were  in  all  cases  exceptionally  good,  and  the  plants  healthy  ;  the  pro- 
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portion  of  starch  in  the  tubers  good,  and  the  value  of  the  increased 
production  repaying  the  extra  cost  of  the  manures  employed.  The 
author  strongly  recommends  the  use  of  artificial  fertilisers  in  the 
growing  of  potatoes.  J.  F. 

Manuring  Experiments  with  Rye  and  Wheat.  By  M. 

Marcker  ( Bied .  Centr .,  1883,  373 — 377).— The  first  experiments 
noted  were  made  with  rye,  on  a  good  sandy  soil,  in  order  to  observe 
the  effects  of  phosphoric  acid  in  bone-meal  and  in  purely  mineral 
phosphates,  blood-meal  being  added  to  the  latter  equal  to  the  nitrogen 
in  the  bone-meal.  The  quantity  of  phosphoric  acid  used  was 
10  kilos,  per  morgen,  applied  in  autumn.  The  experiments  were 
carried  out  by  five  farmers,  independently  of  each  other;  the  results 
were  slightly  in  favour  of  the  mineral  phosphate  with  blood-meal. 
Steamed  bone-meal  produced  good  crops,  the  net  result  of  the  experi¬ 
ment  being  that  a  nitrogenous  manure  mixed  with  phosphate  is  most 
useful.  Similar  experiments  were  made  on  light  and  poor  sandy  soils 
with  a  different  result,  the  steamed  and  fermented  bone-meal  giving 
the  best  crops,  the  other  manures  not  repaying  the  extra  cost.  Certain 
plots  of  wheat  were  manured  with  Chili  saltpetre,  and  others  with 
ammonium  sulphate,  with  a  view  of  testing  their  manurial  value. 
The  manures  were  applied  at  different  periods,  the  Chili  saltpetre  was 
found  greatly  superior,  and  the  superiority  was  most  marked  when  it 
was  applied  in  May.  The  yield  of  both  grain  and  straw  was  con¬ 
siderably  larger  than  from  all  the  other  plots*  J.  F. 

Manuring  Vines.  By  A.  Stutzer  {Bied.  Centr.,  1883,  381 — 382). 
— Vineyards  in  the  Ahrthal  have  generally  been  manured  with  stable 
manure.  The  author  found  that  a  compost  containing  7  per  cent, 
soluble  phosphoric  acid,  6  per  cent,  potash,  and  2^  to  3  per  cent, 
nitrogen,  applied  in  100  gram  doses  to  each  vine,  produced  an  average 
increase  of  20  per  cent,  grapes  more  than  the  stable  manured  plants, 
and  that  the  must  was  also  richer  in  sugar.  The  cost  of  the  manure 
and  labour  was  not  greater  than  that  of  the  stable  manure  employed  : 
the  wood  of  the  vines  was  stronger  and  healthier.  J.  F. 

Manuring  Beet.  By  Holdefleiss  {Bied.  Centr.,  1883,  380 — 
381). — The  author  recommends  a  moderate  use  of  stable  manure 
supplemented  by  Chili  saltpetre  as  being  most  suitable  for  the  full 
production  of  sugar  in  the  beet.  Manures  which  are  too  rich  in 
nitrogen,  such  as  sheep  dung,  or  even  too  much  Chili  saltpetre,  are 
decidedly  injurious.  In  the  absence  of  stable  manure,  a  mixture  of 
superphosphate  with  the  saltpetre  should  be  employed.  J.  F. 

Influence  of  Soil,  Size  of  Seed,  Period  of  Sowing,  &c.,  on  the 
Quality  and  Yield  of  Sugar-Beet.  By  G.  Marek  {Bied.  Centr., 
1883,  263 — 268). — The  weakest  growth  was  in  sandy  soil,  better  on 
sandy*  loam,  strong  on  clay  and  humous  sand,  and  luxuriant  on  moor¬ 
land  ;  as  regards  the  leaf  growth,  this  was  most  abundant  on  the 
humous  soil,  and  this  class  of  land  also  is  most  suitable  for  a  heavy 
crop  ;  but  the  opposite  is  the  case  as  regards  ,sp.  gr.  of  juice,  for  there 
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the  clay  lands  are  roost  advisable,  and  this  is  true  for  the  percentage  of 
sugar  :  the  size  of  seed  is  not  of  much  importance.  The  highest  yield 
is  obtained  when  the  crop  is  put  in  between  the  middle  of  April  and 
end  of  May.  It  is  advisable  on  all  accounts  to  sow  on  the  flat  with 
40  r  20 — 25  cm.,  and  on  the  ridge  distance  45  :  20 — 25,  and  the 
highest  results,  both  yield  and  sugar,  are  obtained  by  sowing  on  the 
ridge  by  Bertel’s  method,  which  consists  in  throwing  up  ridges  44  cm. 
apart,  rolling  them,  and  employing  a  combined  manure  and  turnip 
drill.  E.  W.  P. 

Ammonia  in  Rain-water.  By  Houzeau  (Bied.  Centr .,  1883, 
425). — The  principal  agents  which  increase  or  diminish  the  amount  of 
ammonia  are  light  and  heat.  In  J  uly  the  observer  was  not  able 
to  detect  even  a  trace  of  it  in  rain-water.  He  found  that  water 
exposed  to  the  action  of  sunlight  for  a  long  time  lost  a  large  part  of 
its  ammonia.  The  amount  of  rainfall  also  has  an  influence;  the 
smaller  the  amount  the  more  ammonia  it  contains.  J.  F. 

Origin  of  Combined  Terrestrial  Nitrogen.  By  A.  Muntz 
and  E.  Aubin  (Compt.  rend.,  97,  240 — 243). — The  principal  source  of 
combined  nitrogen  appears  to  be  nitric  acid  and  oxides  of  nitrogen, 
formed  by  the  action  of  atmospheric  electricity  on  the  nitrogen  in  the 
air.  The  main  causes  producing  a  diminution  in  the  amount  of  com¬ 
bined  nitrogen  are,  rapid  combustion,  which  operates  only  to  a  limited 
extent ;  slow  combustion,  which  is  the  most  important  cause  of  all ; 
and  the  reduction  of  nitrates  in  water  and  soils,  which  plays  a  very 
insignificant  part.  In  order  to  ascertain  whether  these  increasing  and 
diminishing  forces  are  in  equilibrium,  it  is  necessary  to  determine  the 
amount  of  nitric  acid  in  the  rain-water  on  different  parts  of  the  earth’s 
surface,  and  especially  in  tropical  regions.  The  accurate  estimation 
of  nitrates  can  be  performed  only  in  a  properly  appointed  laboratory, 
and  it  is  advisable  therefore,  to  collect  the  samples  of  rain-water  in 
such  a  way  that  they  can  be  transported  to  a  distance.  The  authors 
recommend  to  evaporate  the  rain-water  to  small  bulk  with  potassium 
hydroxide,  out  of  contact  with  air  and  products  of  combnstion.  The 
concentrated  liquid  is  mixed  with  alcohol,  and  the  authors  find  that 
in  this  condition  it  may  be  preserved  for  any  length  of  time  without 
undergoing  any  alteration.  To  apply  this  method  to  river  water,  Ac., 
3 — 5  litres  of  the  water  are  evaporated  to  about  30  e.c.,  and  mixed 
with  60  c.c.  of  alcohol. 

Many  cases  of  rapid  combustion  are  accompanied  by  the  formation 
of  considerable  quantities  of  nitric  acid.  The  authors  find  that  when 
1  gram  of  hydrogen  burns  in  air,  O' 001  gram  of  nitric  acid  is  pro¬ 
duced,  whilst  the  combustion  of  1  gram  of  magnesium  is  accompanied 
by  the  formation  of  0T  gram  of  nitric  acid.  It  is  probable,  therefore, 
that  a  large  quantity  of  nitrates  were  formed  in  the  earlier  stages  of 
the  earth’s  history  during  the  process  of  cooling,  and  the  luxuriant 
development  of  animal  and  vegetable  life  in  prehistoric  times  was 
possibly  due  to  the  presence  on  the  earth’s  surface  of  a  large  quantity 
of  combined  nitrogen  in  an  assimilable  form.  It  would  appear,  there¬ 
fore,  that  the  total  amount  of  combined  terrestrial  nitrogen  is  gradually 
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diminishing,  unless  the  sources  of  loss  are  balanced  by  the  action  of 
atmospheric  electricity.  C.  H.  B. 

The  Lupitz  Method  of  Cultivation.  By  Schultz  and  others 
( Bied .  Centra  1883,  232 — 243). — Schultz  considers  that  the  cultiva¬ 
tion  of  lupines  is  the  cheapest  method  of  supplying  the  soil  with 
nitrogen,  as  they  abstract  this  constituent  from  the  air.  According  to 
his  experiments  a  soil  in  which  lupines  had  grown  showed  an  amount 
of  nitrogen  double  that  in  grass  land,  and  more  than  that  found  in 
potato  and  rye  land.  According  to  Schultz  all  that  is  necessary  for  a 
good  crop  of  lupines  is  the  addition  of  kainite  ;  phosphates  do  not  give 
a  satisfactory  result.  Drechsler  criticising  Schultz’s  statements,  shows 
that  lupines  do  not  add  nitrogen  to  the  soil,  but  rather,  like  ail  large- 
leafed  crops,  even  when  they  draw  their  supplies  of  nitrogen  from  the 
subsoil,  are  consumers  of  nitrogen  instead  of  collectors,  and  he  also 
considers  that  the  Lupitz  system,  unless  nitrogen  is  added  to  the 
land,  cannot  last.  Blomeyer’s  opinion  is  that  the  leguminosae  are 
“  nitrogen  collectors,”  and  for  this  reason,  that  they  keep  the  surface 
of  the  soil  moist,  and  so  prevent  the  volatilisation  of  ammoniacal 
compounds.  Marcker  is  unable  to  answer  the  question  whence  the 
excess  of  nitrogen  wThich  is  present  in  the  Lupitz  soil  is  derived,  for 
675  lbs.  N  have  in  15  years  been  withdrawn,  and  only  that  nitrogen 
added  from  the  usual  natural,  viz.,  the  atmospheric,  not  artificial 
sources.  It  is  possible  that  the  deep  rooting  lupines  may  separate 
nitrogen  from  solutions  which  are  too  dilute  for  other  plants,  and  the 
retention  of  nitrates  on  the  surface  soil  may  be  due  to  the  shelter 
afforded  by  the  foliage,  preventing  loss  by  rainfall.  He  believes  that 
by  the  continued  use  of  kainite  the  nitrogen  in  time  will  be  lost,  and 
that  though  phosphates  are  now  useless,  they  will  hereafter  be 
required;  in  the  15  years  1000 — 2000  kilos,  lime  per  hectare  have 
been  removed,  by  reason  of  the  potash  manure,  so  that  this  consti¬ 
tuent  will  before  long  be  required.  Marcker  believes  that  potassium 
chloride  as  carnallite  is  a  better  manure  than  the  sulphate  as  kainite. 

E.  W.  P. 

Moss  and  Turf  Fibre  as  Cattle  Litter.  By  M.  Fletschee  and 
others  (Bied.  Gentr .,  1883,  368 — 373). — The  use  of  so-called  “moss 
litter”  obtained  from  certain  bogs  in  Northern  Germany  has  become 
very  general.  The  authors  of  this  paper  have  examined  samples  of 
ordinary  fibrous  peat,  separated  artificially,  and  intended  as  substitutes 
for  the  former,  one  sample  procured  from  Wairtemburg,  the  other 
from  a  Silesian  bog.  They  found  that  air-dried  samples  containing 
20  per  cent,  of  moisture,  absorbed  6J — 9  J  times  their  weight  of  water, 
and  their  power  of  absorbing  carbonate  of  ammonia  for  1000  parts  of 
moss,  13 — 16  parts  of  ammonium  carbonate. 

The  manurial  value  of  the  different  samples  is  given.  1000  parts 
of  each  contain  — 

Wiirtembiirg  Silesian  North  German 


fibre.  fibre.  moss. 

Nitrogen .  22*0  parts  29*0  parts  9*0  parts 

Phosphoric  acid . .  0*6  „  0*6  „  0*4  „ 

Lime  .  17*2  „  31*0  „  2*0  ,, 
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The  two  samples  of  fibrous  turf  are  consequently  much  more 
valuable  as  manure  than  the  moss ;  and  containing  much  lime,  their 
nitrogen  is  probably  more  readily  decomposed,  and  available  for  plant 
nutrition. 

Analysis  of  turf  fibre  employed  as  absorbents  in  public  and  private 
middens  in  Bremen,  and  in  horse  stables,  yielded  the  following  results, 
calculated  to  1000  parts  of  the  dry  substance  : — 


Public 

Private 

latrines. 

latrines. 

Stables. 

Nitrogen . 

46*6 

27*8 

17-3 

Mineral  matters. . 

118-8 

p 

167-0 

Potash . 

23*3 

9*3 

7*9 

Phosphoric  acid. . 

18-7 

106 

7*0 

The  samples  were  free  from  smell,  and  although  containing  a  con¬ 
siderable  amount  of  moisture,  formed  a  compact  and  portable  mass. 

The  remainder  of  the  paper  is  occupied  with  experiments  on  various 
crops  with  the  moss  after  being  used  as  litter,  and  in  all  cases  the 
results  were  satisfactory.  J.  F. 

Sea  Mud.  By  M.  Fleischer,  A.  Konig,  and  B.  Kissling  (Bied. 
Centr .,  1883,  243^250). — Mud  is  deposited  at  the  mouths  of  most 
rivers,  which  it  is  advantageous  to  the  harbour  authorities  and 
to  the  farmer  to  remove.  Analyses  show  that  with  but  slight 
variation  the  deposits  are  of  the  same  composition,  the  principal 
variant  being  sand.  This  mud  when  exposed  to  the  air  dries  to  a 
firm  compact  and  plastic  mass,  and  at  the  same  time  that  it  loses  water, 
it  also  diminishes  in  volume  ;  in  one  case  the  ratio  of  loss  of  water  to 
loss  of  volume  was  1  :  0’55.  The  changes  effected  by  long  storage 
are  of  considerable  importance  to  the  agriculturist,  for  the  physical 
character  changes,  the  mud  becoming  more  pulverulent,  and  conse¬ 
quently  more  easily  applied  to  the  land,  and  this  is  especially  the  case 
after  frost ;  also  wrater  being  lost  and  volume  reduced,  transport 
expenses  are  lowered,  chlorides  are  lost,  ferrous  oxide  and  sulphide 
become  oxidised,  plant  and  animal  remains  become  more  decomposed, 
and  but  little,  if  any,  nitrogen  is  lost.  Further  changes  are  induced 
by  frost  and  thawing,  for  the  dry  matter  is  raised  from  45*6 — 65 ‘06  per 
cent.,  and  the  whale  becomes  still  more  friable,  and  a  higher  per¬ 
centage  of  soluble  sulphate  and  lime  is  obtained.  E.  W.  P. 

Destruction  and  Utilisation  of  the  Bodies  of  Animals  which 
have  Died  from  Contagious  Diseases,  especially  from  Anthrax. 

By  A.  Girard  (Compt*  rend.,  97,  74 — 77). — The  body,  without 
removal  of  the  skin,  is  dissolved  in  the  cold  in  concentrated  sulphuric 
acid  of  about  60°.  Complete  solution  takes  place  with  comparative 
rapidity,  and  the  acid  can  be  used  repeatedly  until  its  degree  of  con¬ 
centration  is  diminished  to  43°.  Direct  experiments  have  proved  that 
all  germs  are  destroyed  in  the  process  of  solution.  The  acid  liquid 
obtained  contains  a  considerable  proportion  of  nitrogen,  and  has  the 
power  of  readily  attacking  natural  phosphates  yielding  highly  nitro- 
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genous  superphosphates.  A  layer  of  fatty  matter  floats  on  the  surface 
of  the  acid  solution,  and  may  be  removed  and  purified. 

C.  H.  B. 

Guano  recently  discovered  in  Australia.  By  A.  B.  Griffiths 
(Bied.  Centr.,  1883,  427). — The  following  is  the  analysis  of  two 
samples  : — 


Nitrogenous  organic  matter 

No.  1. 

No.  2. 

and  ammoniacal  salts  .... 

4672 

40*73 

Phosphoric  acid  . 

15*02 

15*10 

Lime . . .  . . 

18-00 

17-99 

Alkaline  salts  . 

1*42 

1*41 

Sand . 

2  71 

271 

W  ater  . 

15*92 

16*07 

99-79 

100*01 

J.  F. 

Manurial  Value  of  Sewer  Slime.  By  M.  Fleischer  ( Bied . 
Centr. ,  1883,  426 — 427). — In  Bremen  several  sewers  connected  with 
houses,  and  containing  much  urine,  are  led  into  a  small  stream  with  a 
gentle  fall ;  the  solids  precipitate,  and  are  removed  for  agricultural 
purposes.  An  analysis  of  a  sample  yields  the  following : — 


Dry. 

With  45  per 
cent,  of  water. 

Potash . 

6*3 

3*5 

Lime 

...  17*2 

9*5 

Phosphoric  acid . 

8-0 

4*4 

Total  nitrogen. . . , . . . 

...  11*6 

6*4 

The  reaction  is  acid,  and  it  contains  soluble  iron  salts  ;  ignited  in  a 
platinum  capsule  sulphurous  acid  is  evolved.  The  wet  material  when 
heaped  up  yields  a  drier  mass  of  50 — 60  per  cent, ;  it  must  be  exposed 
a  long  while  to  the  air  in  consequence  of  the  sulphur  compounds. 

Another  sample  drawn  from  a  pond  into  which  the  night  soil  from 
a  part  of  the  city  was  for  a  long  time  allowed  to  flow.  This  sample 
also  gave  an  acid  reaction.  The  addition  of  hydrochloric  acid  causes 
evolution  of  sulphuretted  hydrogen. 

This  sample  yielded  in  1000  parts — * 


Fresh. 

Dried  at  100°. 

W  ater . . 

889*70 

— 

Combustible  matter  . . 

27-20 

251*0 

Nitrogen . 

1*46 

13*2 

Insoluble  in  HC1 . 

54*25 

498*8 

Potash . 

0-98 

8*9 

Soda . 

0-34 

3*1 

Lime . 

1-91 

17-3 

Magnesia . 

1*35 

12*2 

Iron  and  alumina  .... 

18*25 

165*5 

Phosphoric  acid . 

0-52 

4*7 

Sulphuric  acid  . 

3*65 

33*1 

J.  F. 
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Constituents  and  Properties  of  some  Water  Plants.  By 

Niederstapt  ( Landw .  Versuchs.-Stat.,  29,  247 — 250). 

Stratiotes  aloides. — The  use  of  this  as  manure  has  been  followed  by 
exceedingly  good  results,  better  in  fact  than  with  any  other  ordinary 
manure.  Analysis  of  the  ash  shows  that  it  is  very  rich  in  alkalis  and 
phosphates.  It  contains  19'5  per  cent,  of  ash,  and  15*7  per  cent, 
protein.  In  the  ash  was  found  14*2  per  cent,  soda,  15*9  per  cent, 
potash,  and  11*4  per  cent,  phosphoric  acid. 

NympJuea  alba. — The  leaves  of  this  plant  yielded  1T1  per  cent, 
of  ash,  consisting  chiefly  of  alkaline  chlorides  and  calcium  carbonate, 
and  the  same  may  be  said  of  the  ash  of  the  leaves  of  Nuphar  luteum . 
The  flowers  of  these  plants  contained  large  quantities  of  chloride  and 
phosphate  of  potassium.  J.  K.  C. 

Kainite  as  Potato  Manure.  By  M.  Fleischer  {Bied.  Centr ., 
1883,  366 — 367). — These  experiments  were  made  at  the  instance  of  the 
Central  Moor  Commission,  in  order  to  learn  the  effects  of  early  and 
late  applications  of  kainite  to  potatoes.  Four  plots  were  manured 
with  precipitated  phosphate  and  Chili  .saltpetre  ;  to  one  no  potash 
salt  was  applied;  No.  2  received  kainite  in  September;  No.  3  kainite 
in  December,  and  No.  4  immediately  previous  to  planting,  the  effect 
of  the  kainite  was  remarkable,  the  average  of  the  crop  taken  off  the 
three  plots  on  which  it  was  used,  being  three  times  as  great  as 
that  from  the  other  plot.  The  yield  of  the  three  plots  treated 
with  kainite  was  nearly  alike,  but  the  flavour  of  the  September 
manured  plot  was  best ;  the  yield  of  starch,  however,  determined  by 
Konig’s  sp.  gr.  method,  was 

September  plot.  December  plo-t.  A.t  sowing. 

100  67  64 

Similar  experiments  were  made  by  Wildt  in  1882.  The  time  of 
applying  the  kainite  did  not  appear  to  affect  the  gross  weight  of  the 
crop,  but  the  starch  percentage  was  greatly  diminished  by  late  appli¬ 
cations.  When  the  kainite  was  applied  at  the  under-mentioned 
periods  the  net  yield  of  starch  and  its  proportion,  taking  the  highest 
figure  as  100,  were  : — 

Four  weeks 

Autumn.  Early  spring.  before  planting.  At  planting. 

Centner  . .  20*9  18'8  18*1  17‘5 

100  90  87  84 

The  author  ascribes  the  loss  (ff  starch  to  the  presence  of  chlorides. 

J.  F. 


ANALYTICAL  CHEMISTRY. 


109 


Analytical  Chemistry. 


Estimation  of  Chlorine,  Sulphuric  Acid,  and  Chromium  in 
Presence  of  Organic  Matter.  By  C.  T.  Pomeroy  (Ghem.  News , 
48,  41 — 42). — To  determine  these  substances  in  the  presence  of 
organic  matter,  it  is  first  of  all  necessary  to  remove  the  latter  by 
ignition  with  an  alkaline  carbonate  and  nitrate  ;  some  of  the  nitrate 
is  thereby  reduced  to  nitrite,  which,  during  subsequent  operations, 
reduces  the  chromates,  and  interferes  with  the  estimation  of  chlorine ; 
moreover,  if  the  sulphuric  acid  is  precipitated  in  this  solution,  the 
barium  sulphate  always  retains  chromic  oxide.  To  obviate  these 
difficulties'  the  mass  from  the  fusion  with  alkaline  carbonate  and 
nitrate  is  dissolved  and  filtered ;  potassium  nitrite  and  nitric  acid  in 
excess  are  added  to  the  filtrate,  which  is  allowed  to  stand  12  hours  in 
the  cold.  fOn  adding  ammonia  and  boiling,  the  chromium  hydroxide  is 
thrown  down  ;  it  should  be  filtered  off  hot,  washed  with  hot  water, 
and  estimated  as  usual.  The  sulphuric  acid  is  precipitated  from  the 
filtrate  from  the  chromium  hydroxide  by  means  of  barium  nitrate, 
and  the  chlorine  estimated  in  the  filtrate  from  the  barium  sulphate 
in  the  usual  way.  The  published  results  agree  very  well.  In  the 
analysis  of  ordinary  chrome  yellow,  even  the  lead  passes  entirely  into 
solution  when  snfficient  sodium  nitrite  and  nitric  acid  are  added, 
and  the  mass  boiled.  D.  A.  L. 

Formation  of  Methylene-blue  as  a  Reaction  for  Hydrogen 
Sulphide.  By  E.  Fischer  (Per.,  16,  2234 — 2236). — To  test  for 
hydrogen  sulphide  in  aqueous  solution,  the  latter  is  treated  with  one- 
fiftieth  volume  of  concentrated  hydrochloric  acid,  a  few  grains  of 
paramidodimethylaniline  sulphate  are  added,  and  when  this  is  dis¬ 
solved,  1 — 2  drops  of  a  dilute  solution  of  ferric  chloride.  In  the  case 
of  a  solution  containing  O' 00009  gr.  hydrogen  sulphide  in  a  litre  of 
water,  coloration  took  place  in  a  few  minutes,  and  in  half  an  hour  the 
liquid  had  assumed  a  strong  blue  colour,  which  lasted  for  days.  A 
solution  of  the  same  strength,  but  without  hydrochloric  acid,  yielded 
only  a  light  brown  coloration  with  lead  acetate.  In  a  solution  con¬ 
taining  0' 0000182  gr.  hydrogen  sulphide  in  a  litre  of  water,  the 
methylene -blue  reaction  still  gave  a  distinct  blue  coloration,  whilst  no 
effect  was  produced  either  by  lead  acetate  or  sodium  nitroprusside. 
This  reaction  is  recommended  as  the  most  delicate  and  certain  test 
for  neutral  or  acid  solutions  of  hydrogen  sulphide.  Paramido¬ 
dimethylaniline  is  most  conveniently  prepared  from  commercial 
helianthin,  MeohJ.C6lI4.NiN.C6lI4.SO3H;  this  is  finely  powdered, 
mixed  with  5  parts  of  water  and  an  excess  of  ammonium  sulphide  ; 
the  mixture  is  frequently  agitated,  and  when  (after  about  24  hours) 
the  reduction  is  complete  the  amidodimethylaniline  can  be  extracted 
with  ether;  the  ethereal  solution  is  then  agitated  with  a  little  white 
lead  suspended  in  water,  and  the  filtrate  treated  with  an  ethereal 
solution  of  concentrated  sulphuric  acid.  The  ether  is  separated  from 
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the  crystalline  sulphate,  and  this  is  heated  with  absolute  alcohol  until 
it  is  converted  into  slender  white  needles,  which  after  being  washed 
with  alcohol  can  be  pressed  and  dried  on  a  water-bath. 

A.  K.  M. 

Volumetric  Estimation  of  Phosphoric  Acid.  By  G.  C. 

Caldwell  ( Ghem .  News,  48,  61 — 62). — The  author  finds  Pemberton’s 
method  (Abstr.,  1882,  1318)  efficient;  he  has  introduced  an  improve¬ 
ment  to  facilitate  the  final  test  filtrations.  A  test-tube  is  fitted  with 
a  double-bored  cork,  through  which  pass  two  tubes,  a  short  one 
bent  at  right  angles  and  a  longer  one  bent  at  a  convenient  angle 
for  introduction  into  a  beaker;  the  bore  of  the  tube  is  1  mm.,  the 
end  of  the  longer  one  has  a  conical  enlargement  or  mouth  with  a 
diameter  of  5  mm.  To  prepare  the  apparatus  for  use  a  perforated 
platinum  cone  is  fixed  in  this  mouth,  and  while  suction  is  applied  to 
the  short  bent  tube,  the  mouth  of  the  tube  with  the  cone  is  just 
dipped  into  very  thin  asbestos  pulp  and  then  into  water,  the  suction 
being  continued  until  the  water  comes  through  quite  clear.  The 
apparatus  is  now  ready  for  use;  suction  is  again  applied,  the  filter 
dipped  into  the  liquid  to  be  tested,  and  when  the  desired  quantity 
of  filtered  solution  is  obtained,  the  filter  is  withdrawn  ;  the  suction 
must  be  sustained  all  the  time  to  prevent  the  cone  and  asbestos  from 
falling  out.  The  liquid  is  treated  in  the  test-tube,  and  then  returned 
to  the  beaker.  Before  the  next  test  is  made  the  filter  and  tube  are 
washed  by  a  small  quantity  of  the  liquid,  which  is  drawn  through  the 
filter  and  returned  to  the  beaker.  D.  A.  L. 

Quantitative  Separation  of  Potash  and  Soda  from  Ferric 
Oxide,  Alumina,  Lime,  and  Magnesia  in  Silicates.  By  W. 

Knop  (Ghem.  News ,  48,  110 — 111).  The  new  method  is  based  on 
the  formation  of  alkaline  silicofluorides  insoluble  in  acidulated 
mixtures  of  alcohol  and  ether,  by  the  combined  action  of  hydrochloric 
and  hydrofluoric  acids  on  silicates.  When  the  alkalis  are  in  excess 
it  is  necessary  to  add  silica  before  treatment  with  the  acids. 

The  weighed  substance,  mixed  with  a  small  quantity  of  water,  and, 
if  necessary,  silica  also,  is  treated,  in  a  platinum  capsule,  with  fuming 
hydrofluoric  acid,  evaporated  to  dryness,  treated  with  strong  hydro¬ 
chloric  acid  and  absolute  alcohol,  and  after  some  time  with  excess  of 
ether.  In  12  hours’  time  the  silicofluorides  are  filtered  off,  washed 
with  alcohol,  dried,  and  removed  from  the  filter,  which  is  incinerated. 
The  ash  and  the  precipitate  are  mixed  together  in  a  crucible  with 
concentrated  sulphuric  acid,  and  as  soon  as  the  evolution  of  silicon 
fluoride  ceases  the  crucible  is  ignited  at  a  low  temperature,  so  as  to 
leave  the  alkalis  as  acid  sulphates.  The  mass  is  treated  with 
ammonia,  evaporated  to  a  paste,  rendered  alkaline  with  ammonia,  and 
after  an  hour,  to  ensure  complete  separation  of  iron  and  alumina,  is 
treated  with  ammonium  carbonate  solution  and  left  for  12  hours. 
The  iron,  alumina,  lime,  and  magnesia,  are  filtered  off  and  washed  with 
ammonium  carbonate,  &c.  The  filtrate  is  evaporated  to  dryness — a 
quantity  of  ammonium  hydrogen  tartrate  equal  to  the  ammonium  sul¬ 
phate  present  being  added  to  prevent  spurting — and  ignited.  The 
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residue  is  taken  up  with,  water,  tested  with  ammonium  carbonate  for 
iron,  Ac.,  and  the  solution  is  then  evaporated  to  dryness  aud  weighed. 

D.  A.  L. 

Methods  of  Analysing  Columbates  by  means  of  Hydrofluoric 
Acid.  Separation  of  Thoria  from  the  other  Oxides.  Estima¬ 
tion  of  Didymium.  By  J.  L.  Smith  ( Chem .  News ,  48,  13 — 15  ;  29 
— 31). — After  a  review  of  the  work  done  on  this  class  of  minerals  by 
Rose,  Hermann,  Marignae,  &c.,  the  author  observes  that  they  have 
special  interest,  because  there  are  always  some  of  the  rarer  earths 
associated  with  them,  and  the  reasons  amongst  others  which  have 
prevented  their  being  more  perfectly  studied  are,  firstly,  the  scarcity 
of  the  minerals,  and  secondly,  the  difficulty  attached  to  the  process  of 
decomposing  them.  The  first  obstacle  was  removed  by  the  discovery 
of  large  quantities  of  columbite  and  samarskite  in  the  United  States, 
and  the  second  is  set  aside  by  the  methods  described  in  this  paper. 

In  a  previous  communication  ( Amer .  J.  Sci.,  1877,  360),  the  author 
has  described  these  minerals,  columbites  and  tantalites  from  the 
United  States,  both  as  regards  their  mineralogy  and  their  chemical 
composition,  but  owing  to  the  defects  in  the  manner  of  working,  he 
could  neither  give  the  relative  proportions  of  columbie  and  tantalic 
acids,  nor  could  he  detect  conclusively  cerium  or  thorium.  All  doubt 
on  this  head  has  been  dispelled  by  the  use  of  his  new  method. 

Analysis  of  Samarskite  ( and  other  Columbates  containing  Earthy 
Oxides). — 5  grams  of  the  finely  powdered  mineral  dried  at  150°  (loss 
by  ignition  is  determined  in  a  separate  quantity)  are  placed  in  a 
platinum  capsule  (50  c.c.  capacity  is  sufficiently  large)  moistened  with 
water  and  treated  with  4  to  5  c.c.  of  concentrated  hydrofluoric  acid  ; 
after  two  or  three  minutes,  a  second  and  similar  quantity  of  this  acid 
is  added,  and  the  whole  well  stirred ;  vigorous  action  soon  sets  in, 
and  in  5  or  10  minutes  all  black  specks  have  disappeared,  showing 
the  decomposition  to  be  so  far  complete.  The  capsule  is  now  heated 
on  a  water-bath  ;  the  contents  consist  of  a  clear  solution  (A)  contain¬ 
ing  the  metallic  acids,  iron  and  manganese,  and  an  insoluble  portion  (B) 
containing  the  earths  and  uranium  oxide.  These  two  parts  are  but 
very  slightly  intermixed.  The  contents  of  the  capsule  are  mixed  with 
30  c.c.  of  water,  warmed,  filtered  on  a  gutta-percha  or  silver  funnel, 
the  filtrate  being  received  in  a  platinum  capsule,  and  washed  with  hot 
water  containing  a  few  drops  of  hydrofluoric  acid.  The  solution  is 
evaporated  over  a  water- bath,  and  before  it  is  dry,  is  treated  with 
excess  of  concentrated  sulphuric  acid  to  decompose  the  fluorides  ;  it 
is  heated  until  nearly  all  the  sulphuric  acid  is  driven  off,  and  when 
cool  is  washed  into  a  glass  flask  and  boiled  with  very  dilute  hydro¬ 
chloric  acid.  The  whole  mass  is  then  filtered  and  washed  with  hot 
water.  The  precipitate,  consisting  of  columbie,  tantalic,  and  small  quan¬ 
tities  of  tungstic  and  stannic  acids  is  dried,  ignited  and  weighed  ;  sub¬ 
sequently  the  tungstic  and  stannic  acids  are  separated  in  the  manner 
recommended  by  Bose,  and  the  columbie  and  tantalic  acids  by  Marig- 
nac’s  method.  The  filtrate  contains  iron  and  manganese,  which  are 
estimated  in  the  usual  manner.  The  insoluble  portion  is  washed  into 
a  platinum  capsule,  treated  with  a  sufficient  quantity  of  concentrated 
sulphuric  acid  to  decompose  the  fluorides,  heated  carefully  until  nearly 
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all  the  sulphuric  acid  is  driven  off,  and  when  cool  is  warmed  with 
50  c.c.  of  water,  in  which  all  dissolves  to  a  green  solution,  except 
perhaps  a  very  minute  quantity  belonging  to  portion  A.  The  green 
solution  is  heated,  and  after  the  addition  of  a  little  nitric  acid,  is 
poured  into  a  beaker  and  made  up  to  about  250  c.c.  with  water.  It 
is  now  nearly  neutralised  with  ammonia,  and  the  earths  precipitated 
with  ammonium  oxalate  or  oxalic  acid.  After  six  or  eight  hours,  the 
earthy  oxalates  (C)  are  filtered  off  and  washed.  The  solution  contains 
all  the  uranium  with  a  trace  of  iron  ;  both  are  estimated  ;  the  iron  is 
precipitated  as  sulphide,  and  the  uranium  estimated  by  the  ordinary 
method.  The  earthy  oxalates  are  dried,  ignited,  and  weighed.  The 
powder,  which  is  of  a  pale  yellow  colour,  is  dissolved  in  nitric  acid, 
evaporated  to  a  syrup,  and  before  it  solidifies  is  mixed  with  a  con¬ 
centrated  solution  of  sodium  sulphate,  and  subsequently  small  crystals 
of  the  sulphate  are  added  (50  c.c.  of  the  solution  and  4  grams  of  the 
crystals  for  1  or  2  grams  of  mineral),  a  precipitate  (D)  soon  begins  to 
form.  After  24  hours  it  is  very  abundant  and  is  filtered  off  and  washed 
with  concentrated  sodium  sulphate  solution.  The  filtrate  containing 
yttrium  and  erbium  is  treated  with  oxalic  acid  or  ammonium  oxalate, 
the  precipitated  oxalates  ignited,  redissolved,  reprecipitated,  ignited, 
and  weighed.  The  oxides  are  dissolved  in  dilute  sulphuric  acid, 
evaporated  carefully,  and  heated  until  the  weight  is  constant:  then 
from  the  weight  of  oxide  and  of  sulphate,  the  relative  proportion  of 
yttria  and  erbia  is  found  by  Bahn  and  Bunsen’s  formula.  The  sodium 
sulphate  precipitates  are  separated  by  fractional  precipitation ;  they 
are  washed  with  solution  of  the  salt,  dissolved  in  very  diluted  hydro¬ 
chloric  acid,  nearly  neutralised  with  ammonia,  precipitated  by 
ammonium  oxalate,  ignited,  redissolved,  reprecipitated,  and  weighed. 

No  cerium  was  found  in  the  first  precipitate,  but  instead  a  dark 
oxide  soluble  in  very  dilute  nitric  acid,  which  the  author  called 
mosandrum  oxide.  In  the  precipitate  D  are  found  the  other  cerium 
oxides  and  thoria.  After  being  treated  in  the  usual  manner  with  hydro¬ 
chloric  acid,  ammonia,  oxalic  acid,  Ac.,  and  ignited,  the  resulting 
oxides  dissolved  in  dilute  nitric  acid,  thus  again  showing  absence  of 
cerium  oxide.  This  fact  was  now  confirmed  by  treating  the  nitric 
acid  solution  with  caustic  soda  and  chlorine,  no  indications  of  cerium 
were  obtained,  all  the  oxides  passing  into  solution  with  the  exception 
of  a  small  quantity  of  thoria,  which  forms  0’8  per  cent,  of  the  mineral. 
Some  experiments  were  now  conducted  on  a  large  scale,  lead  vessels, 
capable  of  working  more  than  a  kilo,  of  mineral  at  a  time,  were  em¬ 
ployed  instead  of  platinum  ones.  The  conduct  of  the  process  is  the 
same  as  described  above,  the  earthy  fluorides  are  decomposed  with 
sulphuric  acid,  Ac.,  and  after  the  separation  of  uranium  oxide,  Ac., 
the  solution  is  boiled  up  with  steam,  nearly  neutralised,  and  the  oxa¬ 
lates  precipitated.  The  yttria  is  separated  as  above  described;  the 
thoria  can  be  separated  quantitatively  by  treating  the  solution  with 
large  quantities  of  soda  and  passing  chlorine  for  two  or  three  hours  as 
above  described,  or  less  completely  by  dissolving  the  earths,  separated 
by  the  sodium  sulphate,  in  nitric  acid,  concentrating  the  solution  on  a 
water-bath,  diluting  abundantly,  boiling  with  a  current  of  steam,  and 
adding  sufficient  ammonia  to  the  boiling  solution  to  precipitate  about 
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of  the  oxides  present.  The  gelatinous  precipitate  containing  all  the 
thoria  and  a  little  of  the  other  oxides,  is  filtered  off,  washed,  and  dis¬ 
solved  in  dilute  sulphuric  acid ;  this  sulphate  of  thoria  can  be  easily 
purified  by  the  usual  methods.  The  filtrate  from  the  thoria  contained 
a  mere  trace  of  thoria,  and  no  lanthanum,  therefore  the  only  oxide  of 
the  cerium  series  to  be  looked  for  was  didymium,  which  the  author 
recognised  by  the  spectroscope. 

Quantitative  Estimation  of  Didymium. — Solutions  of  didymum  oxide 
of  known  strength  are  placed  in  tubes  of  uniform  diameter,  these  are 
compared  before  the  spectroscope  with  similar  tubes  containing  a 
nitric  acid  solution  of  the  oxides  to  be  tested,  until  the  bands  pro¬ 
duced  by  the  tubes  correspond  in  intensity  ;  the  author  in  this  manner 
arrived  at  the  quantity  of  didymium  in  solution.  From  these  results 
it  is  evident  that  the  samarskite  examined  by  the  author  contained 
thoria,  and  other  mixed  oxides  in  place  of  the  cerium  oxide. 

Columbite  and  tantalite  are  more  difficult  to  decompose  than 
samarskite.  They  must  be  very  finely  pulverised  ;  to  effect  this  with 
tantalite,  the  powder  in  the  mortar  is  covered  with  (95  per  cent,  com¬ 
mercial)  absolute  alcohol,  and  the  trituration  continued  under  these 
circumstances.  The  trituration  of  1  gram  of  columbite  requires  a  quarter 
of  an  hour ;  1  gram  of  tantalite  20  minutes.  They  are  then  decom¬ 
posed  by  heating  with  hydrofluoric  acid  of  the  usual  strength  used  by 
the  author,  and  treated  as  described  above.  D.  A.  L. 

Dialysis  of  Arable  Land.'  By  A.  Peterman  {Died.  Centr .,  1883, 
361 — 364). — The  employment  of  strong  mineral  acids  in  the  analysis 
of  soils  has  led  the  author  to  think  that  substances  pass  into  solution 
and  are  estimated,  which  under  the  ordinary  conditions  of  cultivation 
are  not  attacked,  and  are  useless  to  the  plant.  He  has,  therefore, 
tried  a  system  of  dialysis  with  distilled  water,  which  he  believes 
follows  better  the  processes  of  nature.  The  dialyser  employed  was 
somewhat,  but  not  materially  different  from  the  ordinary  apparatus. 
It  was  found  that  after  a  dialysate  of  10  days,  not  only  the  soluble 
’  salts  but  a  notable  proportion  of  organic  matter  had  passed  into  the 
distilled  water,  colouring  it  yellow,  yielding  a  dark  brown  residue  after 
cautious  evaporation,  and  a  carbonaceous  residue  on  ignition.  This  sub¬ 
stance  is  different  from  the  mati ere  noire  of  Grandeau,  which  does  not 
pass  through  parchment-paper.  The  author  refers  to  old  experiments 
of  Risler  made  in  1858,  showing  that  plants  derive  a  portion  of  their 
carbon  from  the  soil,  and  not  entirely  from  the  atmosphere. 

J.  F. 

Titration  of  Copper  by  Means  of  Potassium  Cyanide.  By 

J.  J.  and  C.  Beringer  ( Chem .  News ,  48,  111 — 113). — The  authors 
have  studied  some  of  the  conditions  which  affect  the  accuracy  of  this 
method  for  the  determination  of  copper,  and  publish  the  results,  Ac., 
in  this  paper. 

j Effect  of  Manner  of  Working. — The  result  is  not  so  much  affected 
by  the  time  occupied  in  the  entire  titration  as  it  is  by  the  rate  with 
which  the  last  2  or  3  c.c.  are  run  in.  The  manner  of  finishing  is, 
therefore,  of  paramount  importance  ;  and  in  order  to  obtain  con¬ 
cordant  results,  a  fictitious  finishing  point  must  be  adopted. 
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Effect  of  Variations  of  Temperature. 
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It  is  evident  that  sodium  salts  are  less  objectionable  than  ammo¬ 
nium  salts ;  and  by  neutralising  with  soda  instead  of  ammonia, 
ammonium  salts  are  avoided.  Therefore  if  only  a  slight  excess  of 
soda  be  employed,  whilst  the  temperature  and  mode  of  working  are 
the  same,  the  present  question  is  greatly  simplified,  the  only  matter  to 
be  considered  being  the  effects  of  the  relative  quantities  of  reagents  : 
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these  may  be  summed  up  thus  ;  when  the  copper,  ammonia,  and  volume 
of  liquid  vary,  but  retain  their  relative  proportions,  the  quantity  of 
cyanide  used  is  proportional  to  the  copper  present.  If,  however,  the 
copper  and  volume  are  constant,  whilst  the  ammonia  increases,  more 
cyanide  is  required.  On  the  other  hand,  if  the  ammonia  and  copper 
are  constant,  whilst  the  bulk  increases,  less  cyanide  is  necessary. 
Hence  the  authors  inferred  that  by  adding  water  and  ammonia  in 
proper  proportions  these  errors  might  be  got  rid  of.  They  have  em¬ 
ployed  successfully  15  c.c.  of  0‘880  ammonia  to  each  300  c.c.  of  liquid, 
in  slightly  alkaline  solution,  titrating  with  the  necessary  precau¬ 
tions.  D.  A.  L. 

Colorimetric  Estimation  of  Gold.  By  A.  Carnot  (Gomjpt. 
rend.,  97,  169 — 170.  (See  below.) 

New  Reactions  of  Gold.  By  A.  Carnot  ( Compt .  rend ,  97,  105 
— 108). — A  dilute  solution  of  auric  chloride  is  mixed  with  a  small 
quantity  of  arsenic  acid,  two  or  three  drops  of  ferric  chloride  solution, 
and  the  same  quantity  of  hydrochloric  acid  diluted  with  100  c.c.  of 
water,  and  a  fragment  of  zinc  are  added.  A  purple  colour  is  soon  deve¬ 
loped  in  the  neighbourhood  of  the  zinc,  and  on  agitation  the  liquid 
acquires  a  rose  or  purple  tint.  The  same  colour  is  also  immediately 
produced  if,  instead  of  zinc,  the  solution  be  mixed  with  a  few  drops 
of  an  acid  solution  of  ferrous  chloride,  or  of  the  solution  obtained  by 
acting  on  metallic  iron  with  arsenic  and  hydrochloric  acids.  This  re¬ 
action  succeeds  with  less  than  O'OOOl  gram  of  gold  in  100  c.c.  of 
water.  With  phosphoric  acid  in  place  of  arsenic  acid,  a  violet  or 
bluish  coloration  is  obtained.  Hydrochloric  acid  alone  gives  a  less 
intense  rose  coloration.  Hydrogen  gas,  mixed  with  small  quantities 
of  hydrogen  sulphide,  may  be  used  instead  of  zinc  or  ferrous  chloride. 

The  rose  or  purple  liquid  is  perfectly  transparent,  can  be  filtered 
without  being  decolorised,  and  is  unaltered  at  the  end  of  three 
months.  It  is,  therefore,  a  true  solution,  and  is  not  a  liquid  holding 
finely-divided  gold  in  suspension.  If  the  solution  is  not  distinctly 
acid,  or  if  it  be  mixed  with  certain  salts,  especially  ammonium  salts, 
a  flocculent  purple  precipitate  is  slowly  deposited.  If  the  liquid  is 
too  acid,  the  reaction  does  not  take  place,  but  finely-divided  gold  is 
precipitated.  The  same  decomposition  occurs  if  the  reducing  agent 
is  added  too  rapidly,  or  if  the  precipitate,  when  once  formed,  is  re¬ 
dissolved  in  hydrochloric  acid.  If  the  reducing  agent  is  added 
gradually,  a  considerable  excess  appears  to  have  no  action  on  the 
rose  or  purple  compound.  The  precipitate  has  a  composition  cor¬ 
responding  with  the  formula  Au20,19Fe203,15As05.  It  would  appear, 
therefore,  that  the  action  of  the  reducing  agent  is  only  partial,  aurous 
oxide  and  ferric  oxide  being  formed.  The  ferric  chloride,  the  presence 
of  which  is  essential,  in  all  probability  acts  as  a  restrainer  of  the 
reducing  action.  C.  H.  B. 

Estimation  of  Arsenic:  Pearce’s  Process.  By  O.  J.  Frost 
( Ghem .  News ,  48,  85 — 86.  Compare  Abstr.,  1883,  1034 — 1035). — In 
this  process,  the  finely-powdered  substance  is  fused  with  six  to  ten  times 

i  2 


116 


ABSTRACTS  OP  CHEMICAL  PAPERS. 


its  weight  of  the  sodium  carbonate  and  potassium  nitrate  mixture  and 
then  proceed  as  described  ( loc .  cit .),  the  solution,  however,  instead  of 
being  evaporated  to  dryness,  is  exactly  neutralised  with  ammonia  and 
nitric  acid,  and  filtered,  if  necessary.  Excess  of  neutral  silver  nitrate 
solution  is  now  added  ;  the  silver  arsenate  filtered  off  and  washed  with 
cold  water,  and  the  filtrate  tested  to  see  that  precipitation  is  complete. 
The  amount  of  silver  is  determined  and  the  arsenic  calculated  from  it. 
This  is  best  effected  by  dissolving  the  arsenate  on  the  filter  in  dilute 
nitric  acid  (any  chloride  is  thus  left  behind),  and  titrating  the  filtrate 
for  silver,  with  thiocyanate.  Good  results  have  been  obtained  by 
this  method,  which  the  author  states  can  be  worked  in  half  an  hour. 
Molybdic  and  phosphoric  acids  interfere  with  the  process ;  antimony 
does  not,  on  account  of  the  insolubility  of  sodium  antimonate. 

D.  A.  L. 

Volumetric  Method  for  the  Estimation  of  Arsenic.  By 

A.  H.  Low  ( Ghent .  News ,  48,  85). — A  defence  of  Pearce’s  process  (see 
last  abstract)  against  some  criticisms  made  by  McCay.  The  author  con¬ 
siders  that  dissolving  the  precipitated  silver  arsenate  in  dilute  nitric 
acid  and  titrating  the  silver  is  better  than  determining  the  excess  of 
silver  as  McCay  does  (Abstr.,  1883,  1035),  for  any  chlorine  present  as 
impurity  in  the  reagents  would  have  no  effect  in  the  first  case, 
because  any  silver  chloride  present  would  not  be  dissolved,  but  would 
lower  the  results  in  the  latter  method.  He  also  recommends  the  use 
of  a  platinum  instead  of  porcelain  crucible  for  the  fusion,  as  it  can  be 
more  easily  cooled,  and,  from  experience,  he  states  that  it  remains 
apparently  uninjured,  even  after  many  times  using.  D.  A.  L. 

Test  for  Bismuth  Subnitrate.  ( Dingl .  polyt.  J.,  248,  260.) — 
According  to  Hager,  bismuth  subnitrate  and  bismuth  subarsenate 
dissolve  in  eight  parts  of  nitric  acid  of  sp.  gr.  1T85,  forming  clear 
solutions ;  the  latter  is,  however,  not  completely  soluble  in  a  solution 
saturated  with  bismuth  nitrate.  Hence,  by  treating  0*5  gram  of  the 
subnitrate  with  4  grams  nitric  acid,  a  clear  solution  should  be  obtained 
within  half  an  hour,  otherwise  arsenate  is  present.  D.  B. 

Estimation  of  Manganese  in  Iron  Ores.  {Dingl.  polyt. 
248,  259.) — Zulkowsky  recommends  incineration  of  the  manganous 
sulphide  precipitate  in  a  platinum  capsule,  and  moistening  the  residue 
with  aqueous  sulphurous  acid.  The  solution  is  evaporated  on  a  water- 
bath,  the  residue  taken  up  with  water  and  two  to  three  drops  of  dilute 
nitric  acid,  and  titrated  with  potassium  permanganate.  For  this 
purpose,  the  solution  is  transferred  to  a  flask,  diluted  with  water  to 
150  to  200  c.c.,  and  boiled.  To  the  hot  solution,  potassium  perman¬ 
ganate  is  added  from  a  burette,  and  the  mixture  boiled  after  each  addi¬ 
tion  until  the  supernatant  liquid  showrs  a  pale  red  colour.  According 
to  the  formula  3MnO  +  Mn207  =  5Mn02, 1  c.c.  of  a  decinormal  solution 
of  potassium  permanganate  corresponds  with  1'65  mgrm.  manganese. 

I).  B. 

Volumetric  Method  of  Estimating  Manganese,  especially  in 

Iron  and  Steel.  By  B.  Schoffel  and  E.  Donath  {Dingl.  polyt.  Ji, 
248,  421 — 424). — To  conduct  this  method,  a  solution  of  sodium  car- 
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bonate  is  required,  which  does  not  reduce  potassium  permanganate 
even  on  boiling ;  also  a  solution  of  potassium  permanganate  of  known 
strength.  For  this  purpose  sodium  hydrogen  carbonate  is  converted 
into  the  normal  carbonate  by  strongly  heating  it.  A  saturated  solu¬ 
tion  of  the  carbonate  is  then  prepared,  which  is  heated  to  boiling 
and  treated  with  a  solution  of  potassium  permanganate  until  the 
mixture  assumes  a  faint  reddish  colour,  which  remains  on  continued 
boiling.  The  fluid  is  kept  in  well-stoppered  bottles,  and  although  its 
colour  soon  disappears,  it  no  longer  affects  potassium  permanganate. 
The  solution  of  potassium  permanganate  is  titrated  with  pure  iron 
wire  or  with  ammonium  ferrous  sulphate.  As  this  reaction  is  illus¬ 
trated  by  the  equation  lOFeO  -f  Mn207  =  5Fe203  +  2MnO,  and  the 
equation  which  explains  the  action  of  potassium  permanganate  on  the 
manganese  salt  is  3MnO  +  Mn207  =  5Mn02,  10  atoms  of  iron  cor¬ 
respond  with  3  atoms  of  manganese ;  so  that  by  multiplying  the  iron 
value  by  0*2946,  the  permanganate  value  is  obtained. 

For  the  analysis  of  samples  rich  in  manganese,  such  as  pig  iron, 
spiegeleisen,  and  ferromanganese,  2  to  1  grams, — for  poorer  samples, 
4  to  3  grams, — are  dissolved  in  boiling  hydrochloric  acid.  The  mixture 
is  allowed  to  cool,  treated  with  a  small  amount  of  potassium  chlorate, 
and  again  boiled  until  all  chlorine  has  been  expelled.  The  solution,  if 
too  acid,  is  evaporated  to  a  small  bulk,  partly  neutralised  with  sodium 
carbonate,  and  made  up  to  100  c.c.  50  to  60  c.c.  of  the  solution  of 
sodium  carbonate  are  then  transferred  to  a  flask  holding  700  to 
800  c.c.,  diluted  with  400  to  500  c.c.  distilled  water  heated  to  boiling, 
and  treated  with  standard  potassium  permanganate.  The  test  solution 
is  then  run  in  from  a  burette,  the  mixture  being  stirred  all  the  while. 
From  the  instant  the  colour  becomes  fainter,  the  solution  should  be 
added  with  caution,  and  the  mixture  allowed  to  settle  from  time  to 
time.  The  operation  is  concluded  as  soon  as  the  red  colour  of  the 
fluid  has  disappeared.  The  amount  of  permanganate  solution  used 
should  be  so  regulated  that  one-half,  or  at  least  one-third  of  the  test 
solution  is  required,  otherwise  the  results  will  be  vitiated  too  much  by 
the  limits  of  error.  D.  B. 

Suspended  Matter  in  Water.  By  E.  Marchand  ( Gompt .  rend., 
97,  49 — 50). — The  water  under  examination  is  placed  in  a  flask  sur¬ 
rounded  by  black  paper,  in  which  are  cut  two  opposite  rectangular 
apertures,  and  a  beam  of  light  is  passed  through  the  water.  This 
method  of  examination  reveals  the  existence  of  a  large  number  of 
suspended  particles  which  are  invisible  under  ordinary  conditions, 
but  which  the  author  has  found  to  exist  in  large  numbers  in  all  forms 
of  natural  water,  and  even  in  distilled  water  which  has  been  exposed 
for  some  time  to  the  air.  Some  of  these  particles  are  vacuoles  con¬ 
taining  water  or  gas,  others  have  a  shape  resembling  that  of  discoidal 
diatoms.  They  have  a  sp.  gr.  higher  than  that  of  sea-water  (in  which 
they  are  very  abundant),  and  they  are  not  attacked  by  dilute  acids  or 
alkalis.  Amongst  these  suspended  corpuscles  are  germs  of  Eucglenea , 
a  fact  which  explains  the  development  of  green  growths  in  all  places 
exposed  to  light  and  moisture,  and  they  also  include  organisms  which 
probably  play  an  important  part  in  the  oxidation  of  the  organic 
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matter  contained  in  water.  Although  some  of  them  have  a  diameter 
as  great  as  2  mm.,  they  are  so  flexible  that  they  pass  through  the 
closest  filters,  and  when  taken  into  the  body  they  can  pass  through 
the  kidneys,  and  are  found  in  the  urine.  C.  H.  B. 

Test  for  Glycerol  and  Woody  Fibre  (Dingl.  polyt .  248, 

259.) — According  to  Reichl,  minute  quantities  of  glycerol  can  be 
detected  by  boiling  the  solution  to  be  examined  with  a  small  amount 
of  pyrogallol  and  a  few  drops  of  sulphuric  acid  diluted  with  an  equal 
volume  of  water;  this  causes  the  formation  of  a  red  colour,  which  is 
changed  to  purple  on  adding  stannic  chloride.  Carbohydrates  and 
certain  alcohols  must  be  absent,  as  they  produce  similar  colours.  By 
boiling  woody  fibre  in  a  solution  of  stannic  chloride  mixed  wih  a  few 
drops  of  pyrogallol,  a  fine  purple  colour  is  formed.  This  reaction  can 
be  used  as  a  means  of  dyeing  wood.  1).  B. 

Valuation  of  Sugar-beets  by  their  Density.  By  A.  v.  Wachtel 
( Biecl .  Gentr .,  1883,  421 — 422). — The  custom  of  valuing  beet-roots 
by  their  weight  is  a  rough  and  ready  rule ;  the  beet-juice  on  analysis 
frequently  shows  considerable  differences.  The  author  recommends 
Krocker’s  process,  that  is,  to  prepare  several  mixtures  of  calcium 
chloride  or  cane-sugar  solutions  of  different  sp.  gr.,  then  with  a 
sampling  tool  to  take  pieces  out  of  the  root,  placing  them  in  solutions 
of  different  densities  until  they  float.  Considerable  differences  are 
caused  by  the  manner  in  which  the  roots  are  cleansed  for  sampling, 
roots  which  are  brushed  and  wiped  showing  a  greater  percentage  of 
sugar  than  those  cleaned  with  warm  water.  J.  F. 

Detection  of  Silver  Cyanide.  By  C.  L.  Bloxam  ( Chem .  News , 
48,  49). — The  following  test  is  of  use  in  qualitative  work.  Precipi¬ 
tated  silver  cyanide  appears  amorphous  under  the  microscope ;  if, 
however,  it  is  treated  with  ammonia  and  warmed,  it  forms  needles. 
Silver  chloride,  treated  in  similar  manner,  forms  octohedrons.  In  a 
mixture  of  the  two,  both  constituents  can  be  recognised  in  this  way. 
Silver  thiocyanate  also  forms  needles  under  like  conditions,  the 
absence  of  thiocyanic  acid  must  therefore  be  ascertained  bj  the  iron 
test.  Silver  cyanide  also  crystallises  when  boiled  with  a  strong  solu¬ 
tion  of  sodium  carbonate,  or  when  moistened  with  strong  nitric  acid 
and  warmed.  Silver  cyanide  can  be  separated  from  silver  chloride  by 
treating  the  mixture  with  hot  dilute  nitric  acid  in  which  the  cyanide 
is  soluble.  If  the  solution  is  cooled,  and  the  tube  containing  it  is 
kept  still,  the  cyanide  separates  in  a  semi-transparent  gelatinous  form  ; 
if,  however,  the  tube  is  agitated,  the  precipitate  collects  suddenly  into 
opaque  masses  (generally)  of  microscopic  needles.  D.  A.  L. 

Reactions  with  Silver  Cyanide,  Ferrocyanide,  and  Ferri- 
cyanide.  By  C.  L.  Bloxam  ( Chem .  News ,  48,  73 — 74). — When 
white  silver  ferrocyanide  is  shaken  with  ammonia  it  forms  an  opa¬ 
lescent  liquid.  When  heated  it  becomes  brownish-grey  in  colour,  and 
metallic  silver  is  deposited.  When  treated  with  nitric  acid,  the  grey 
precipitate  yields  a  solution  of  silver  nitrate  and  ferric  nitrate,  leaving 
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a  residue  of  ferric  oxide,  mixed  with,  a  little  silver  ferricyanide.  No 
cyanide  could  be  detected  in  this  precipitate  by  means  of  ammonium 
sulphide.  With  hydrochloric  acid,  a  solution  containing  both  ferrous 
and  ferric  chlorides  is  obtained. 

The  ammoniaeal  solution  neutralised  with  nitric  acid  yielded  silver 
and  ammonium  cyanide.  When  silver  ferrocyanide  is  treated  with  a 
cold  strong  potash  solution,  a  heavy  brown  precipitate  forms.  The 
supernatant  liquid  is  colourless,  stains  paper  brown,  and  on  being  heated 
deposits  silver ;  it  contains  a  trace  of  potassium  cyanide,  but  no  f erro- 
or  ferri- cyanide.  The  brown  precipitate  contains  metallic  silver,  and 
silver  ferro-  and  ferri-cyanide.  Apparently,  then,  a  part  of  the  silver 
ferrocyanide  is  converted  into  ferricyanide  with  separation  of  silver ;  and 
the  ferricyanide  thus  formed  forms  a  compound  with  the  unchanged 
ferrocyanide,  which  compound  is  not  decomposed  by  cold  potash  or  warm 
ammonia.  Boiling  with  potash  entirely  decomposes  the  ferrocyanide, 
yielding  a  solution  of  potassium  and  silver  cyanide,  and  leaving  a  residue 
of  ferrous  and  ferric  oxides  and  silver.  By  boiling  together  precipitated 
silver  oxide,  silver  ferrocyanide,  and  water,  the  colour  changes  from 
brown  to  black,  and  silver  and  silver  cyanide  and  ferricyanide  are 
produced.  When  silver  ferricyanide  is  treated  with  potash  in  the 
cold  it  becomes  black,  yielding  silver  oxide  and  potassium  ferricyanide; 
on  boiling,  the  black  precipitate  changes  to  pink,  and  ammonia  is 
evolved,  but  on  continuing  to  boil  the  precipitate  again  becomes 
black.  The  pink  precipitate  contains  a  compound  of  silver  cyanide 
with  silver  ferricyanide  insoluble  in  ammonia,  along  with  silver 
cyanide,  silver  ferrocyanide,  and  ferric  oxide.  The  pink  precipitate 
can  be  exactly  reproduced  by  boiling  silver  oxide  with  potassium 
ferricyanide,  ou  continuing  the  ebullition  ammonia  is  evolved  and  the 
precipitate  becomes  black.  The  filtrate  from  the  pink  precipitate 
contains  potassium  cyanide  and  silver  ferrocyanide  in  large  quantities, 
and  small  quantities  of  silver  cyanide  and  potassium  formate.  The 
final  black  precipitate  consists  of  metallic  silver  and  ferric  oxide;  the 
filtrate  from  it  contains  the  same  constituents  as  the  pink  precipitate 
filtrate,  with  the  exception  that  there  is  no  potassium  formate,  but 
instead  silver  ferricyanide.  When  ammoniaeal  solutions  of  silver 
cyanide  and  silver  ferricyanide  are  boiled  together,  a  buff  precipitate 
is  produced,  which  behaves  like  the  above-mentioned  pink  precipitate 
(thus  synthesising  the  compound  of  silver  cyanide  with  silver  ferri¬ 
cyanide).  The  potassium  cyanide  then  reduces  the  remaining  silver 
ferricyanide  to  ferrocyanide  thus:  2Ag6Fe2Cyi2  +  4KCN  +  4H20  = 
3Ag4FeCy6  +  K4FeCy6  +2HCN  +  2C02  +  2NH3.  When  silver  oxide 
and  silver  ferrocyanide  are  boiled  together,  the  pink  precipitate,  silver 
cyanide,  and  ferric  oxide  are  produced:  Ag6Fe2Cyi2  +  3Ag20  =  12AgCy  + 
Fe203.  Several  equations  are  given  to  illustrate  the  reactions  which 
probably  take  place  during  these  changes.  D.  A.  L. 

Test  for  Gallic  Acid.  By  S.  Young  ( Ghem .  News,  48,  31 — 32). — 
When  aqueous  gallic  acid  is  treated  with  potassium  cyanide  solution, 
a  red  coloration  is  produced,  which  disappears  in  a  short  time  if  the 
liquid  remains  undisturbed.  If,  however,  the  liquid  is  shaken  ener¬ 
getically  the  colour  reappears,  but  again  disappears  on  standing.  The 
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colour  can  be  reproduced  in  this  manner  from  15  to  20  times,  the 
solution  finally  becoming  brownish-yellow.  Pure  tannic  acid,  free 
from  gallic,  is  not  coloured  by  potassium  cyanide.  D.  A.  L. 

Examination  of  Fatty  Almond  Oil.  By  H,  Hager  (Dingl. 
fiolyt.  248,  524). — The  author  draws  attention  to  the  fact  that  the 
oil  obtained  from  bitter  almonds  differs  from  that  of  sweet  almonds 
by  the  elaidin  test,  as  it  gives  only  a  small  amount  of  solid  elaidin. 
For  the  examination  of  the  oil,  1  gram  is  treated  in  a  small  porcelain 
dish  with  4  drops  of  concentrated  sulphuric  acid,  and  the  mixture 
stirred  together  with  a  glass  rod.  A  yellow  colour  rapidly  changing 
to  yellow-red  appears,  which  is  soon  converted  into  a  permanent 
brown  with  green  tinge,  or  green  with  brown  tinge.  By  mixing 
equal  volumes  of  fuming  nitric  acid  and  water  with  7  vols.  of  almond 
oil,  and  agitating  the  mixture,  the  oil  from  sweet  almonds  gives  a 
white  colour,  whilst  that  from  bitter  almonds  yields  light  to  dark- 
yellow  shades.  D.  B. 


Butter  Analysis.  By  A.  v.  Bastelaer  (Bied.  Centr .,  1883,  419). 
— In  order  to  determine  the  relations  of  water,  fat,  casein,  and  salt, 
the  author  takes  10  grams  from  the  centre  of  a  butter  sample,  places 
it  in  a  porcelain  dish  of  5  or  6  cm.  diameter  ;  dried  at  100 — 120°  to 
constant  weight,  the  loss  is  water;  the  residue  is  extracted  with 
rectified  benzene,  the  first  portion  poured  on  without  stirring  to  allow 
the  casein  to  separate,  the  last  two  portions  stirred  up  with  a  glass 
rod,  and  again  dried  ;  the  loss  shows  fat ;  residue  ignited  is  casein  by 
loss  ;  the  ash  is  salt.  The  limits  of  a  large  number  of  determinations 
are  given  : — 


Pure  butter  fat . 

Water  . 

Casein  . 

Sodium  chloride  . .  . . 


75  to  85  per  cent. 

9  to  15  „ 

1  to  3  „ 

5  to  10  „ 

J.  F. 


Tests  for  Vegetable  Alkaloids.  By  R.  Palm  ( Chem .  News , 
48,  65—66). — The  author  has  shown  previously  that  the  alkaloids 
are  precipitated  by  solutions  of  alkaline  sulphides  or  persulphides, 
and  moreover  that  in  contact  with  a  solution  of  sodium  thioantimo- 
nate,  solutions  of  the  alkaloid  salts  form  characteristically  coloured 
precipitates  consisting  of  the  alkaloid  hydrosulphides  mixed  with  anti¬ 
mony  sulphide.  When  the  solutions  of  the  alkaloid  and  reagent  are 
dilute,  these  precipitates  appear  as  colourless  turbidities,  which  become 
yellow  on  exposure  to  the  air;  whilst  with  concentrated  solutions 
they  are  yellow  to  reddish-brown,  and  in  saturated  solutions  they 
form  resinous  masses.  The  precipitation  is  more  complete  in  dilute 
solutions,  and  is  accelerated  by  gently  heating,  or  by  the  addition  of 
strong  alcohol.  In  most  cases  the  yellow  precipitates  are  dissolved 
hJ  excess  of  the  thioantimonate ;  they  are,  with  few  exceptions, 
amorphous,  and  dilute  acids  only  partially  separate  the  alkaloid  from 
them.  The  chemical  composition  of  the  precipitates  has  not  been 
determined.  Sodium  thioantimonate  produces  the  following  changes 
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with  the  alkaloids  referred  to.  With  quinine  sulphate  in  dilute 
neutral  solutions,  a  white  turbidity;  in  stronger  solutions,  yellow 
flocks,  which  on  shaking  form  resinous  lumps,  and  become  darker. 
When  hot  solutions  of  the  quinine  salt  and  reagent  are  mixed,  resin¬ 
ous  masses  form  at  once,  which  when  dry  fall  to  a  fine  yellow  powder 
like  lead  iodide.  With  cinchonine  sulphate,  in  dilute  solutions,  dark 
yellow  (leather  colour)  flocks  form  at  once ;  they  do  not  coagulate 
either  on  standing  or  heating.  With  quinidine  sulphate,  the  effect  is 
almost  exactly  the  same  as  with  the  quinine  salt,  with  the  exception  that 
the  whole  of  the  precipitate  does  not  become  resinous,  and  when  dry  is 
of  a  darker  yellow  colour  (an  intense  dark  chrome-yellow)  :  the  pre¬ 
cipitation  is  also  more  complete.  With  morphine  hydrochloride  in 
dilute  solutions,  yellow  flocks  are  at  once  deposited,  which  are  darker 
in  strong  solutions,  and  when  dry  resemble  powdered  gamboge  in 
colour.  With  codeine  hydrochloride,  a  flocculent  precipitate  is  pro¬ 
duced,  which  when  dry  resembles  the  quinidine  precipitate  in  tone, 
being  a  paler  yellow  than  the  morphine  precipitate.  With  narcotine, 
in  concentrated  hot  solutions,  the  precipitate  coagulates  in  resinous 
masses,  which  when  dry  have  the  colour  of  dry  precipitated  ferric 
hydroxide.  With  strychnine  nitrate,  the  reaction  is  more  sensitive 
than  with  all  the  other  vegetable  alkaloids,  the  strychnine  being 
entirely  precipitated,  and  moreover  the  precipitate  is  not  soluble  in 
excess  of  the  reagent.  In  dilute  solutions  of  strychnine  nitrate, 
colourless  flocks  separate  which  become  yellowish  in  air ;  in  concen¬ 
trated  solutions,  yellow  flocks  form  which  do  not  coagulate  on  stand¬ 
ing,  and  when  dry  are  of  a  fine  intense  deep  golden-yellow  colour. 
With  brucine  nitrate,  when  the  reagent  is  added  in  successive  portions 
to  a  moderately  concentrated  solution  of  this  alkaloid  salt,  three  dis¬ 
tinct  precipitates  are  obtained:  1.  Reddish-yellow,  which  collects  in 
resinous  masses.  2.  Light  golden-yellow  flocks.  3.  Colourless  flocks, 
which  form  a  crust  on  the  surface  of  the  liquid.  When  the  mixed 
precipitates  are  boiled  with  water,  the  greater  part  dissolves,  leaving 
an  amorphous  deep  orange  residue.  The  solution  deposits  yellow 
crystals  of  the  double  sulphide. 

With  atropine  sulphate  in  strong  solutions,  a  yellow  deposit  is 
formed,  which  coagulates  on  shaking  or  heating,  but  when  dry  is  not 
so  dark  as  the  dry  morphine  precipitate. 

With  bebeerine  hydrochloride,  a  dark-coloured  precipitate  is  formed 
which  coagulates  in  strong,  and  especially  in  hot,  solutions,  and  when 
dry  is  greyish-brown.  The  alkaloids  also  form  double  sulphides  with 
other  metallic  sulphides. 

Lead  chloride  can  be  used  as  a  reagent  for  vegetable  alkaloids ;  it 
should  be  dissolved  in  a  solution  of  sodium  chloride,  which  dissolves 
more  of  the  lead  salt  than  cold  water  does.  The  precipitates  are 
generally  crystalline,  and  consist  of  a  mixture  of  lead  chloride  and 
an  alkaloid  salt.  Quinine  and  brucine  form  crystalline  powders  ; 
cinchonine,  morphine,  and  codeine  small  fine  needles  ;  the  strychnine 
precipitate  when  dry  forms  a  crystalline  asbestos-like  felted  mass. 
The  lead  chloride  is  not  so  delicate  a  test  as  the  thioantimonate. 
A  strong  solution  of  sodium  chloride  completely  precipitates  bebeerine 
from  its  solutions.  D.  A.  L. 
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Estimation  of  Urea.  By  L.  Hugounenq  ( Compt .  rend.,  97,  48 — 
49). — Urine  is  filtered  through  animal  charcoal,  diluted  with  water, 
and  heated  in  sealed  tubes  at  a  temperature  above  140°,  the  ammo¬ 
nium  carbonate  which  is  formed  being  estimated  by  means  of  standard 
acid  with  “  methyl  orange  ”  as  indicator.  This  method  is  applicable 
to  albuminous  urine,  if  the  albumin  is  previously  removed  by  coagula¬ 
tion,  but  it  is  not  applicable  to  urine  containing  glucose  or  a  notable 
quantity  of  magnesium.  C.  H.  B. 

Estimation  of  Gluten  in  Flour.  By  L.  Reed  ( Ghem .  News ,  48, 

63). — The  proposed  method  of  estimation  is  based  on  the  fact  that  a 
yellow  nitro-body  is  produced  by  the  action  of  nitric  acid  on  albumi¬ 
noids. 

Half  a  gram  of  flour  is  put  in  a  test  tube,  which  is  graduated  from 
the  bottom  to  about  half  way  up  into  4  parts  of  equal  capacity,  water 
is  added  up  to  the  4th  mark,  and  the  tube  violently  shaken.  The 
contents  are  now  temporarily  transferred  to  a  dry  tube,  the  graduated 
tube  is  washed,  and  a  quarter  of  the  liquid  poured  back  up  to  1st 
mark,  and  colourless  nitric  acid  is  added  up  to  3rd  mark.  After  five 
minutes’  standing,  with  occasional  shaking,  the  liquid  is  filtered 
through  a  dry  filter  into  a  dry  receptacle ;  a  standard  flour  is  treated 
in  the  same  way,  and  the  clear  yellow  solutions  are  examined  colori- 
metrically,  the  qualities  of  the  flours  being  inversely  as  the  heights  of 
equal  colour.  D.  A.  L. 
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Technical  Chemistry. 


Heat  of  Combustion  of  Coal.  By  Scheurer-Kestner  ( Compt . 
rend.,  97,  268 — 271). — A  criticism  of  Bunte  and  Stolimann’s  experi¬ 
ments  (Munich,  1879,  1880,  1882).  C.  H.  B. 

Influence  of  Artificial  Lighting  on  the  Atmosphere  of 
Dwellings.  By  F.  Fischer  (Dingl.  polyt.  J.,  248,  375 — 379).— The 
author  shows  that  the  preference  given  to  solar  oil  or  rock  oil  as 
illuminating  agents  is  not  only  based  on  grounds  of  economy,  but 
depends  on  the  fact  that  these  oils  contaminate  the  air  of  rooms  less 
largely  than  coal-gas.  Gas  is,  however,  a  more  convenient  and 
effective  illuminant.  The  use  of  regenerative  gas-burners,  or  of  the 
electric  light  especially  in  the  form  of  incandescent  lamps  worked 
from  accumulators,  is  strongly  recommended,  as  little  or  no  heat  is 
given  off,  whilst  the  atmosphere  is  not  contaminated  with  injurious 
substances.  D.  B. 

Chemical  Composition  of  the  Water  of  the  Danube  above 
Vienna  in  the  year  1878.  By  J.  F.  Wolfbauer  ( Monatsh .  Chem., 
4,  417 — 435). — This  paper  gives  the  results  of  a  series  of  analyses  of 
Danube  water  made  in  the  year  1878,  chiefly  with  the  view  of  ascer- 
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taining  tlie  value  of  the  water  for  irrigating  a  tract  of  land  known  as 
the  Marchfeld,  situated  between  the  rivers  Danube  and  March.  For 
this  purpose  23  samples  of  water  were  taken  at  Grafenstein,  about 
20  kilometers  above  Vienna,  at  intervals  of  16  days  from  January- 
20,  1878,  to  January  16,  1879,  the  height  of  the  river  being  observed 
at  each  taking.  The  quantities  of  solid  constituents  of  the  water  in 
the  forms  of  dissolved  and  of  suspended  matter  (mud)  were  then  deter¬ 
mined  in  each  sample,  and  the  several  samples  were  submitted  to 
chemical  analysis.  The  results  are  given  in  the  following  table, 


Table  I. — Average  Chemical  Composition  and  Hardness  of  Danube 
Water  in  Four  Periods  of  the  Year  1878. 


In  the  periods  : 

I. 

II. 

III. 

IV. 

including  the 

samples  from 

10,000  parts  by  weight  of  turbid 
water  contain : 

Jan.  1 

May  7 

Sept.  10 

Nov.  9 

to 

May  2 

Aug.  26 

Oct.  23 

Jan.  16 

Parts  by  weight. 

Suspended  matter  (mud) 

0-765 

Total  amount . 

1-219 

1  -654 

0*148 

Including :  organic  matter  and 
chemically  combined  water  (loss 

bv  ignition) . 

0-072 

0-021 

0*003 

Carbonates,  &c . 

0-766 

0*355 

0*072 

Sand  and  clay . 

0-816 

0-073 

Dissolved  non-volatile  substances : 
total  directly  determined . 

1-727 

1*461 

1-781 

1*952 

Annual 

average 

Organic  matter  . 

0-070 

0*042 

0-052 

0-059 

0*056 

Silica .  . 

0-054 

0-039 

0-048 

0*052 

0-048 

Ferrous  oxide . 

0-004 

0*005 

0  *002 

0-002 

0  *(  03 

Lime . 

0-608 

0-543 

0*643 

0-710 

0*616 

Magnesia . 

0-176 

0-128 

0-175 

0*199 

0*166 

Soda  . . 

0  049 

0-028 

0-036 

0*040 

0-038 

Potash . 

0  017 

0  016 

0  024 

0-020 

0  019 

Chlorine  . 

0  034 

0-016 

0-018 

0  024 

0-024 

Sulphuric  anhydride . 

0-118 

0-106 

0*123 

0*154 

0-123 

Nitric  anhydride . 

0-020 

0  013 

0*013 

0  -024 

0-018 

Carbonic  anhydride  (combined)  . . 

0-621 

0-624 

0-652 

0*706 

0-615 

Total . 

1-771 

1-460 

1-786 

1-990 

1-726 

Deducting  oxygen  equivalent  to 

chlorine  . . 

0-008 

0*004 

0*004 

0-005 

0*005 

there  remains  for  calculated  sum 

of  dissolved  fixed  substances. , , . 

1-763 

1-456 

1-782 

1-985 

1-721 
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Table  I  ( continued ). 
or  combining  the  Acids  and  Bases : — 


In  the  periods : 


10,000  parts  by  weight  of  turbid 
water  contain : 

I. 

II. 

III. 

i  y. 

Annual 

average. 

including  the  samples  from 

Jan.  1 

May  7 

Sept.  10 

Nov.  9 

to 

Jan.  16 

Parts  by  weight. 

Calcium  carbonate . 

0*969 

0*864 

0-979 

Magnesium  carbonate  . . 

0  *370 

0*269 

0*368 

0*418 

0*349 

Ferrous  carbonate . 

0  '006 

0*008 

0*003 

0*005 

Calcium  sulphate  . 

0T58 

0  *143 

0*146 

0*229 

0*165 

Potassium 

sulphate  . 

0*031 

0*030 

0*044 

LIS 

0*034 

Sodium  sulphate . 

0*018 

0*015 

0*029 

Him 

0*018 

Sodium  nitrate  . . . 

0*031 

0*020 

0*021 

0*037 

0*028 

Sodium  chloride . 

0*056 

0*026 

0*030 

0*040 

0*039 

Silica  . .  . 

0*054 

0*039 

0*048 

0*052 

0  *(*48 

Organic  matter  . 

0*070 

0*042 

0*052 

0  059 

0*056 

Total . 

1  *763 

1*456 

1-782 

1*985 

1*721 

In  Fehling’s  degrees. 

f permanent  . 

5-5 

4*6 

4*6 

5*4 

Hardness  < 

temporary  . . . 

4*6 

4*5 

6*0 

6*2 

total . . . 

10*1 

9*1 

10*6 

11*6 

which  shows  the  average  composition  of  the  Danube  water  in  four 
seasons  of  the  year  1878,  together  with  the  average  for  the  whole 
year ;  also  the  degrees  of  hardness  according  to  Fehling’s  scale,  in 
which  1°  of  hardness  indicates  the  presence  of  1  part  by  weight  of 
calcium  oxide  in  100,000  parts  of  water. 

The  numbers  in  Table  I  show  that  the  minima  of  dissolved  sub¬ 
stances  and  of  hardness  occur  in  the  spring  and  early  summer  months, 
when  the  river  is  swollen  by  rainfalls  and  by  the  melting  of  the 
Alpine  snows.  The  variations  in  the  proportion  of  mud  at  different 
seasons  are  much  greater  than  those  of  dissolved  matters,  the  mini¬ 
mum  0*96  per  cent,  being  observed  on  the  11th  of  December,  and  the 
maximum  3*388  on  the  6th  of  July.  The  water  is  clearest  from  the 
beginning  of  October  to  the  middle  of  January,  from  which  time  till 
the  beginning  of  autumn  incessant  fluctuations  take  place  in  the  height 
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of  the  river,  and  in  the  quantity  of  mud  which  it  carries  along.  The 
general  result  of  all  these  observations  is  that  as  the  river  rises,  it 
becomes  more  muddy  and  softer,  and  as  it  sinks,  it  becomes  clearer 
and  harder. 


Table  II. — Average  Quantity  and  Composition  of  the  Mud . 


In  form  of : 

10,000  parts  of 
turbid  water  contain 
suspended  as  mud : 

Organic 
matter 
and  chem. 
comb,  water 
(loss  by 
ignition) . 

Carbonates, 
soluble 
silicates, 
&c.,  soluble 
in  nitric 
acid. 

Argil¬ 
laceous  sub¬ 
stance,  dis- 
integrable 
by  strong 
sulphuric 
acid. 

Sand. 

Total. 


Parts  by  weight. 


Ferric  oxide . 

Alumina . 

Lime . 

Magnesia . 

Soda . 

Potash . 

Carbonic  anhydride  . . 
Phosphoric  „ 

Silica  . 


0*050 

0*4658 

0  *1857 

0  *3362 

1 *0377 

Composed  of : 

0*0253 

0  *0197 

0  *0031 

0  *0481 

— 

0*0348 

0  *0433 

0*0328 

0*1119 

— 

0*1505 

0  *0031 

0  *0006 

0  *1542 

— 

0  *0561 

0  *0053 

0  *0019 

0  *0633 

— 

0  0029 

0*0020 

0  *0080 

0*0129 

— 

0  *0037 

0  *0093 

0  0045 

0  -0175 

— 

0  *1720 

• — 

— 

0*1720 

— 

0*0017 

— 

— 

0  0017 

0  *0188 

0*1020 

0  *2853 

0  *4061 

The  preceding  data  afford  the  means  of  estimating  the  quantities  of 
mud  and  of  plant-constituents  which  the  water  of  the  Danube  is 
capable  of  yielding  for  irrigation.  According  to  the  proposed  scheme 
for  irrigating  the  Marchfeld,  1*2  litre  of  water  per  second  would  be 
made  to  flow  over  each  hectare  of  surface,  during  the  normal  irrigation 
period,  from  April  to  September  inclusive. 

This  amounts  to  18,000  kilos,  per  hectare,  or,  in  other  words,  the 
depth  of  the  layer  of  water  added  daily  to  the  soil  would  amount  to 
10  mm.  With  this  quantity  of  water  there  would  be  added  to  the 
soil — 


Floating  particles  (mud)  . 

Dissolved  matter  (total) . 

Potash,  dissolved  . , .  31  kilos. 

,,  in  the  form  of  zeolitic  silicates 

and  clay . 31  kilos. 

Phosphoric  acid  . 

Sodium  nitrate . . . 


2500  kilos. 
2800 

62 

4*1 

46*0 


For  the  better  appreciation  of  these  numbers,  it  may  be  added  that 
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the  quantity  of  potash  thus  added  to  the  soil  might  be  estimated  to 
increase  the  production  of  hay  by  4000  kilos,  per  hectare.  The  phos¬ 
phoric  acid  in  the  water  may  be  roughly  estimated  as  equivalent  to 
the  production  of  970  kilos,  per  hectare.  H.  W. 

Organisms  in  the  Air  around  Carlsberg.  By  E.  C.  Hansen 
{Bied.  Gentr .,  1883,  279 — 283). — By  employing  sterilised  hopped  beer- 
wort  the  author  has  examined  the  air  in  various  localities  at  Carls¬ 
berg,  including  the  fermenting  cellars  of  a  brewery.  He  gives  a 
long  list  of  the  various  organisms  found,  and  states  that  all  the 
organisms  found  in  different  parts  of  the  brewery  were  also  found  in  a 
garden,  excepting  Sacch.  glutinis  and  sarcina ,  Ba.  spirilla  and 
spirochetis  were  never  found.  Grains  should  not  remain  in  a  brewery, 
as  bacteria  proceed  from  them,  which  may  set  up  acid  fermentation. 
Alcohol  ferments  proceed  from  ripe  fruits  and  the  soil,  and  of  these 
ferments  mildew  is  the  most  abundant  and  saccharomyces  the  least 
frequent.  E.  W.  P. 

Coking  of  Coal  with  Conversion  of  its  Nitrogen  into 
Ammonia.  By  Scheurer-Kestner  {Comp,  rend.,  97,  179 — 182). — 
The  loss  of  heat- producing  power  resulting  from  the  preliminary 
coking  of  coal  is  only  compensated  by  the  value  of  the  condensed 
ammonia  compounds  when  the  price  of  the  original  coal  is  extremely 
low.  C.  H.  B. 

Manufacture  of  Sulphuric  Acid  free  from  Arsenic  and 
Selenium.  By  H.  Borntrager  {JDingl.  polyt .  /.,  248,  380). — With 
the  view  to  facilitate  the  drying  and  roasting  operations,  the  author 
recommends  to  filter-press  the  iron  sulphide  formed  in  the  manufac¬ 
ture  of  sulphuric  acid  from  the  soda  residues  of  the  Leblanc  process 
by  the  aid  of  spent  pyrites  {ibid.,  243,  151)  instead  of  draining  it  on 
filters.  It  is  also  suggested  to  utilise  the  resulting  liquors  for  the 
preparation  of  sodium  thiosulphate,  as  they  are  free  from  metallic 
sulphides.  D.  B. 

Manufacture  of  Sulphuric  Acid.  By  H.  Pemberton  {JDingl. 
polyt.  /.,  248,  424), — The  author  has  experimented  on  the  manufac¬ 
ture  of  sulphuric  acid  from  sulphur,  with  the  view  of  determining  the 
relation  between  the  consumption  of  nitre  and  the  chamber-space. 
His  results  are  of  interest,  as  they  include  a  system  which  works  with 
Gay-Lussac  towers.  From  the  amount  of  denitrated  Gay-Lussac 
acid,  the  quantity  of  nitre  which  passed  through  the  chambers  for 
100  parts  of  sulphur  is  calculated.  The  percentage  of  nitre  consump¬ 
tion  found  is  15  6,  which  includes  3*5  per  cent,  of  nitre  lost. 

Hurter,  in  his  dynamic  theory  of  the  manufacture  of  sulphuric 
acid,  found  that  the  product  of  chamber-space  into  nitre  consumption 
is  approximately  a  constant  number  when  the  chamber-space  corre¬ 
sponds  to  1  per  cent,  of  loss  of  nitre  for  works  not  using  Gay-Lussac 
towers.  The  chamber-space  is  inversely  proportional  to  the  nitrogen 
compounds  present,  provided,  however,  that  the  loss  of  sulphur  is  the 
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same,  and  the  same  strength  of  acid  is  made.  For  works  making 
weak  acid  the  necessary  chamber-space  is  much  smaller. 

The  following  results  by  Hurter  are  yearly  averages  of  live  English 
works  using  pyrites.  The  author’s  numbers  refer  to  works  where 
sulphur  is  exclusively  used.  The  two  are  not,  however,  comparative, 
as  in  the  author’s  case  the  loss  of  sulphur  and  the  concentration  of 
the  acid  is  not  shown  : — 


Hurter  s  Results  ( only  Pyrites ). 


Chamber  space  for 

Nitre  used 

Product  of  nitre. 

Acid  produced 

Sp.  gr. 

1  pound  of  sulphur. 

for  100 

consumption  into 

from 

of 

cubic  feet. 

sulphur. 

chamber  space. 

100  sulphur. 

acid. 

A....  32-3 

10*0 

323 

431 

1*55 

B....  29*8 

11*2 

334 

392 

1*65 

C....  24-5 

12*0 

294 

345 

1*65 

D....  22*3 

137 

305 

386 

1*65 

E _  22-8 

9*5 

217 

405 

1-50 

Pemberton's  Results  (Sulphur). 

1....  26*8 

10*0 

268 

— 

— 

2 _  29'8 

9*0 

268 

— 

— 

8*0 

285 

— 

— 

4....  19-2 

15-6 

300 

— 

— 

In  the  case  of  A  and  E  the  acid  is  much  weaker ;  the  produce  from 
A  is  larger,  and  the  chamber-space  in  the  case  of  E  much  smaller. 
No.  4  was  worked  with  Gay-Lussac  towers,  the  loss  of  nitre  being 
3*5  per  cent.  D.  B. 

Formation  of  Sodium  Sulphate  in  Bricks.  By  G.  Christel 
(Arch.  Pharm.  [3],  21,  39 — 41). — The  author  found  that  a  mass  of 
effloresced  salt,  which  appeared  upon  some  bricks  iu  cold  weather, 
consisted  of  sodium  sulphate  with  a  trace  of  sodium  carbonate.  The 
principal  chemical  constituents  of  the  materials  used  in  the  manufac¬ 
ture  of  the  bricks  were  aluminium  silicate,  iron  pyrites,  and  sodium 
silicate.  The  author  supposes  that  the  formation  of  sodium  sulphate 
may  be  due  to  one  or  all  of  the  following  reactions  : — (1.)  The  iron 
pyrites,  under  the  influence  of  heat  in  presence  of  water,  absorbed 
oxygen,  forming  iron  sulphate  and  sulphuric  acid ;  the  latter  acting 
on  sodium  silicate  would  form  sodium  sulphate  ;  the  sulphuric  acid 
formed  in  the  above  manner  would  also  act  on  aluminium  silicate, 
giving  rise  to  sodium  alum,  which,  when  heated,  would  yield  alumina 
and  sodium  sulphate.  (3.)  The  existence  of  calcium  sulphate  or  other 
sulphate  in  the  original  materials,  which,  during  manufacture,  would 
act  on  a  sodium  salt  yielding  sodium  sulphate  by  double  decomposi¬ 
tion.  W.  R.  D. 

New  Process  for  Producing  a  Bronze-coloured  Surface  on 

Iron.  By  L.  Mayer  ( Bingl .  polyt.  /.,  248,  249). — The  cleaned 
objects  are  exposed  to  the  vapours  of  a  heated  mixture  of  concentrated 
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hydrochloric  and  nitric  acid  (1  :  1)  for  a  few  minutes,  and  heated  to  a 
temperature  of  300 — 350°,  the  heating  being  continued  until  the 
bronze  colour  appears.  The  objects  are  then  cooled,  rubbed  with 
vaseline,  and  heated,  until  the  latter  begins  to  decompose.  This 
operation  is  then  repeated.  A  bronzy  oxide  coating  is  obtained  by 
using  acetic  acid  in  conjunction  with  the  above-mentioned  acids.  By 
varying  the  proportions  of  the  different  acids,  it  is  possible  to  obtain 
light  or  dark  brown  shades.  The  author  has  coated  iron  "p-bars  in 
this  manner  and  exposed  them  for  about  a  year  to  the  atmosphere 
of  his  laboratory  without  the  slightest  change  or  sign  of  corrosion. 

D.  B. 

Production  of  a  Gold-coloured  or  Green  Surface  on  Brass. 

By  C.  Puscher  ( Dingl .  polyt.  248,  304). — 40  grams  of  caustic 
soda,  40  of  milk-sugar,  and  1  litre  of  water,  are  boiled  together  for 
15  minutes.  40  grams  of  a  cold  saturated  solution  of  sulphate  of 
copper  are  then  added  gradually,  the  mixture  being  stirred  con¬ 
tinually.  The  solution  is  then  cooled  to  75°.  A  short  immersion  of 
the  articles  to  be  coated  results  in  the  formation  of  a  gold  colour.  A 
longer  digestion  yields  a  bluish-green  tint,  whilst  after  a  very  long 
immersion  iridescent  colours  are  obtained.  D.  B. 

Adulteration  of  Cement.  (Dingl.  polyt .  248,  245 — 249). — 

At  the  sixth  general  meeting  of  the  Society  of  German  Cement  Manu¬ 
facturers,  held  in  Berlin,  a  long  discussion  on  the  adulteration  of 
Portland  cement  took  place,  and  the  following  propositions  were 
unanimously  agreed  to  : — 

(1.)  Portland  cement  is  a  product  formed  by  intimately  mixing 
lime  and  alumina,  burning  the  mixture  to  the  point  at  which  the 
mass  begins  to  slag,  and  disintegrating  it  to  the  fineness  of  flour. 

(2.)  Every  product  which  is  formed  in  a  different  manner  or 
receives  foreign  additions  during  or  after  burning,  is  not  to  be 
regarded  as  Portland  cement.  Additions  of  2  per  cent,  of  gypsum 
are,  however,  admissible. 

(3.)  The  sale  of  cement  containing  foreign  substances  as  Portland 
cement  is  an  imposition  on  the  consumers. 

(4.)  Good  Portland  cement  is  not  improved  by  mixing  foreign  sub¬ 
stances  like  calcium  silicate  (ground  blast-furnace  slag)  trass,  ground 
clay,  slate,  limestone,  &c.,  with  it.  But  supposing  it  could  be  shown 
that  such  additions  were  of  advantage,  they  should  not  be  allowed,  as 
the  consumer  cannot  control  the  quantity  or  quality  sufficiently  to 
enable  him  to  guard  himself  against  fraud. 

(5.)  Every  addition  is  therefore  to  be  regarded  as  the  commence¬ 
ment  of  the  preparation  of  mortar,  and  concerns,  not  the  manufacturer, 
but  the  consumer. 

(6.)  As  the  test  which  is  used  at  the  present  time  is  unavailable 
when  Portland  cement  is  adulterated  with  foreign  substances,  and  the 
character  of  cement  is  altered  when  such  additions  are  made,  it  is 
useless  to  apply  the  same  in  comparing  mixed  with  unmixed  cement. 

D.  B. 
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Metallurgy  of  Nickel.  By  W\  P.  Blake  ( Ghem .  News,  48,  87  — 
89). — In  an  interesting  address,  the  author  remarks  that  for  many  years 
after  its  discovery  nickel  was  produced  only  as  a  bye-product  in  the 
working  of  cobalt  ores,  and  even  when  it  came  into  use,  it  appeared 
only  as  an  alloy,  and  until  1876,  when  Wharton  in  America  investi¬ 
gated  the  subject  and  produced  considerable  quantities  of  the  metal, 
pure  nickel  was  as  rare  as  thallium  is  at  the  present  time.  Subse¬ 
quently  Fleitman  improved  and  cheapened  the  refining,  operations, 
and  reduced  the  liability  to  the  presence  of  blow-holes  in  nickel  cast¬ 
ings,  by  adding  a  very  small  quantity  of  magnesium  to  the  molten 
metal  in  the  pot.  By  this  means  the  carbonic  anhydride  is  destroyed, 
magnesia  and  graphite  being  formed.  Since  then  large  quantities  of 
the  pure  metal  have  been  produced,  and  many  uses  found  for  it. 
Nickel  welds  well  with  iron,  and  the  two  metals  when  rolled  together 
at  the  proper  temperature,  become  so  firmly  united  that  they  may 
be  rolled  down  together  to  any  thinness.  There  are  all  thicknesses 
of  nickel  upon  iron. 

In  scrap  or  waste,  the  nickel  is  recovered  by  dissolving  away  the 
iron  with  sulphuric  acid.  Formerly  nickel  plates,  &c.,  were  beaten 
directly  under  the  hammer  :  hence  there  was  a  great  loss  by  scaling, 
as  with  iron,  but  now  this  is  avoided  by  covering  the  nickel  with  a 
thin  sheet  of  iron,  which  is  afterwards  dissolved  off.  This  nickelled 
iron  is  extremely  useful  ;  the  coating  is  much  more  firmly  attached, 
and  hence  more  durable  than  the  electrically  deposited  nickel,  whilst 
for  domestic  purposes,  for  covers,  saucepans,  &c.,  it  surpasses  tinned  iron 
or  copper,  for  the  nickel  is  not  only  lighter,  harder,  and  stronger,  but 
is  also  less  liable  to  tarnish  and  corrode,  so  that  it  can  always  be  kept 
polished.  It  moreover  will  wear  longer,  and  cannot  be  melted  off  by 
overheating.  D.  A.  L. 

Novelties  in  the  Iron  Industry.  (Dingl.  pohjt .  J.,  248,  498 — 

509.) — In  a  paper  read  at  the  August  meeting  of  Mechanical  Engi¬ 
neers,  Cochrane  referred  to  the  working  of  blast  furnaces,  and  espe¬ 
cially  to  the  effect  which  the  position  of  the  tuyeres  has  on  the 
working  of  the  furnace.  The  position  of  the  tuyeres  if  badly  chosen 
may  often  annul  the  saving  effected  by  working  with  large  furnaces 
and  a  specially  hot  blast.  By  drawing  back  the  tuyeres  a  great  ad¬ 
vantage  is  gained  ;  thus  by  increasing  the  distance  of  the  tuyeres  from 
T83  meters  to  2*13  the  make  of  iron  was  raised  from  an  average  of 
483  tons  to  599  tons,  the  consumption  of  coke  being  practically  the 
same  in  both  cases  (603  tons). 

According  to  Delafond,  the  dephosphorisation  of  pig-iron  in  basic 
lined  open  hearths  has  the  following  advantages  ov,er  the  converter. 
The  preparation  and  maintenance  of  the  basic  lining  is  not  attended 
with  the  same  difficulties.  The  addition  of  lime  and  the  removal  of 
slag  can  be  effected  at  any  period  of  the  operation. 

Gautier  states  that  the  pressing  of  fluid  steel  during  the  process  of 
cooling  is  conducted  at  the  Whitworth  Steel  Works  by  pouring  the 
fluid  metal  into  moulds  composed  of  a  series  of  superposed  steel  rings 
lined  with  a  refractory  material.  The  moulds  are  placed  on  wheels, 
and  when  full  are  run  under  the  hydraulic  presses.  A  refractory 
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stone  prevents  the  ram  of  the  press  from  being  welded  together  with 
the  steel.  The  pressure  used  is  equal  to  600  atmospheres.  Steel 
prepared  by  compression  is  said  to  gain  considerably  in  hardness. 

The  longer  the  surface  of  a  casting  is  allowed  to  remain  in  the  fluid 
state,  the  more  uniformly  will  it  contract  on  cooling,  and  the  smaller 
will  be  the  number  of  hollow  spaces  which  are  formed.  Krupp  has 
utilised  this  circumstance  in  practice  by  surrounding  the  upper  sides 
of  the  castings  with  fluid  slag  or  sand. 

Grmelin  recommends  the  use  of  a  jacketted  cylinder  cooled  by  water 
for  the  walls  of  cupolas. 

Dufrene  has  patented  a  new  arrangement  in  cupolas  heated  by  gas, 
the  generator  being  in  direct  communication  with  the  furnace.  In 
the  lower  part  of  the  collecting  space  immediately  above  the  opening 
through  which  the  fire  gases  enter,  an  intermediate  hearth  is  arranged, 
consisting  of  a  series  of  barrelled  ribs,  so  as  to  allow  the  flame  to  pass 
into  the  charge  which  is  placed  on  the  hearth. 

Besson  has  modified  the  construction  of  cupolas  by  connecting  the 
chamber  of  the  furnace  with  a  separate  iron  hearth  and  a  special 
combustion  space,  which  is  said  to  accelerate  the  fusion. 

Reusch  works  up  scrap  iron  by  heating  it  to  redness  in  a  furnace 
with  a  reducing  flame,  whereupon  it  is  pressed  into  moulds  and  rolled 
out  to  bars,  plates,  &c.  D.  B. 

Red  Wine  Manufacture  in  Germany.  By  Kessler  (Bied- 
Gentr .,  1883,  422 — 423.) — The  growth  of  a  taste  for  red  wines  in 
Germany,  and  the  planting  of  new  vineyards  to  supply  it  in  the  vine 
districts,  has  induced  the  author  to  publish  the  recommendations  con¬ 
tained  in  the  present  paper.  They  relate  to  situation  of  the  vineyard, 
and  the  descriptions  of  grapes  which  should  be  grown ;  he  discusses 
the  kind  of  vats  which  should  be  used,  and  recommends  a  large  cham¬ 
ber  or  other  place  which  can  be  kept  at  a  uniform  temperature  of  16 
— 20°,  in  which  the  process  of  fermentation  should  be  carried  on  in¬ 
dependent  of  outside  temperature :  he  cautions  the  wine  maker 
against  the  use  of  unripe  or  spoiled  grapes.  J.  F. 

Extractive  Matter  in  Tyrolese  Wine,  1883  Vintage.  By  A. 

Heistecke  (Bied.  Gentr.,  1883,  426). — It  is  the  custom  to  examine  the 
yearly  averages  of  wines  grown  in  the  district ;  as  those  of  1882  were 
of  inferior  quality  to  those  of  many  previous  years,  it  was  expected  that 
the  extractive  matter  would  have  been  very  low.  The  reverse  was 
the  case,  however,  and  the  author  endeavours  to  explain  this  by  sup¬ 
posing  that  in  plentiful  years  the  poor  and  spoiled  bunches  are  left, 
the  superior  chosen  for  wine  making.  During  the  year  in  question, 
there  were  few  choice  bunches,  and  the  decayed  or  unripe  grapes 
yielded  a  large  extract.  The  wine  of  the  year  was  thick  and  muci¬ 
laginous,  cleared  badly,  and  developed  bacteria  in  quantity.  He 
attributes  it  to  the  low  proportion  of  alcohol  in  the  wine.  J.  F. 

Preservation  of  Wines.  .  By  E.  Houdart  (Gompt.  rend.,  97,  55). 
The  second  fermentation  of  light  wines  rich  in  sugar,  such  as  the 
“  vins  de  coupage,”  when  kept  in  casks  for  daily  consumption,  may 
be  prevented  by  carefully  heating  the  wine  to  55 — 60°  in  a  specially 
constructed  apparatus,  and  storing  it  in  casks  previously  well  washed 
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with  boiling  water.  The  air  which  enters  the  cask  when  the  wine  is 
drawn  off,  is  filtered  through  cotton- wool.  This  treatment  does  not 
appreciably  affect  the  composition,  colour,  flavour,  nor  any  other  pro¬ 
perty  of  the  wine.  C.  H.  B. 

Wine  and  its  Examination.  (Dingl.  polyt.  J .,  248,  293 — 296.) 
According  to  Maumene,  cenocyanin,  the  colouring  matter  of  wine,  is 
colourless  at  the  commencement  of  the  ripening  of  grapes,  and  is 
rendered  blue  by  oxidation  ;  iron  takes  no  part  in  this  change. 

For  the  preparation  of  wine  from  roots,  Brin  recommends  the  fol¬ 
lowing  method.  Beetroots  are  boiled,  triturated  and  pressed ;  the 
juice  is  brought  into  fermenting  vats  provided  with  steam  pipes  and 
fermented  with  yeast,  malt,  or  apple-juice.  The  requisite  quantity  of 
tannic  acid  is  then  added,  the  mixture  allowed  to  settle,  filtered,  and 
the  product  treated  like  ordinary  grape-wrine.  This  product  is  said 
to  form  a  suitable  adulterant  for  red  wines.  Turnips  yield  a  white 
coloured  wine  when  treated  in  a  similar  manner;  it  is,  however, 
advisable  to  add  a  small  quantity  of  nitric  acid  to  the  mass  at  the 
beginning  of  the  fermentation. 

Lorraine  Wines. — Weigelt  has  prepared  a  number  of  wines  from 
grapes  of  the  year  1881,  and  examined  the  same  with  the  following 
results : — 


Morching. 

Hayingen. 

Noveant. 

Corny. 

St.  Julien, 
near 
Metz.* 

Alcohol  per  cent,  by  weight. . 

Extract . 

Non -volatile  acid . 

Volatile  acid . 

Free  tartaric  acid . 

Glycerol . 

Mineral  substances  . 

Sulphuric  anhydride  . 

Phosphoric  anhydride . 

Polarisation  . 

6-210 

2-118 

0-420 

0*195 

0-026 

0-638 

0  168 
0-006 
0-024 
±0 

6*280 

2-067 

0-420 

0  117 
0-015 
0-503 
0-169 
0-008 
0-035 
-0*1 

6-570 

2-000 

0-495 

0-117 

0-023 

0*403 

0-156 

0*004 

0*026 

±0 

7'000 

2-078 

0-528 

0-157 

0-028 

0-244 

0-190 

0*004 

0*028 

±0 

7-270 

1  -981 
0*495 
0-170 
0-034 
0*529 
0-176 
0-006 

0  -030 
+  0-1 

Ars  on  the 
Moselle. 

Wallieres. 

Mar  sal. 

Barzel- 

lona. 

Alcohol  per  cent,  by  weight. . 

Extract  . 

Non-volatile  acid . 

Volatile  acid . 

Free  tartaric  acid . 

Glycerol . 

Mineral  substances  . 

Sulphuric  anhydride . 

Phosphoric  anhydride  ..... 
Polarisation  . 

7-470 

2*264 

0-480 

0-155 

0*029 

0  -439 
0-206 
0-009 
0-047 
-0‘2 

7-930 

2-787 

0-480 

0-202 

0-033 

0-380 

0-255 

0-007 

0-033 

-o-i 

10  *460 
2*261 
0-907 
0-135 
0*041 

0-155 
0*004 
0-036 
+  0-2 

12  -000 
2*528 
0'412 
0-187 
0-059 
0*773 
0*205 
0-126 
0*031 
-0-2 

*  Red  and  white  grapes. 
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Fresenius  and  Borgmann  ( Zeitschr .  Anal.  Chem .,  1883,  46)  give  a 
description  of  their  investigation  on  pure  grape  wines. 

Borgmann  confirms  the  assumption  that  wine  which  contains  less 
than  7  pts.  glycerol  for  100  pts.  alcohol,  has  been  treated  with  alcohol. 

D.  B. 

Preparation  of  Spirit  and  Pressed  Yeast.  ( Dingl .  polyt.  J ., 
248,  464 — 469.) — At  the  annual  meeting  of  the  Society  of  German 
Spirit  Manufacturers,  the  more  recent  experience  gained  in  the  manu¬ 
facture  of  spirit  and  pressed  yeast  was  discussed. 

Delbriick  treated  of  the  improvements  which  have  been  effected  in 
the  manufacture  of  spirit  by  the  introduction  of  new  mashing  appa¬ 
ratus.  Referring  to  the  preliminary  mashing  vats  used  for  mixing 
the  malt  and  the  stuff  coming  from  the  steamers,  both  of  which  are 
introduced  at  different  temperatures,  it  is  stated  that  the  main  object 
is  to  obtain  perfect  agitation,  so  that  no  differences  of  temperature 
can  be  noticed  at  any  period  of  the  mashing.  With  regard  to  the 
mode  of  cooling,  a  very  advantageous  arrangement  is  the  use  of  an 
exhauster,  although  cooling  by  means  of  water  is  more  trustworthy. 

According  to  Marker,  Goutart’s  mashing  apparatus  is  the  most 
perfect  in  mechanical  construction  and  working  power  ;  a  very  con¬ 
centrated  mash  is  obtained  by  its  use. 

Francke  discussed  in  detail  the  conditions  necessary  to  produce  the 
highest  yield  of  yeast.  D.  B. 

Bread  Making.  By  V.  Marcano  ( Compt .  rend.,  96,  1733 — 1734). 
— In  experiments  on  bread-making  made  in  Venezuela,  the  author 
found  that  the  fermenting  paste  is  free  from  saccharomyces ,  but  con¬ 
tains  a  large  number  of  moving  sphero-bacteria.  During  fermenta¬ 
tion,  the  gluten  and  a  small  portion  of  the  albuminoids  are  partially 
dissolved  and  converted  into  peptones  not  precipitable  by  tannin. 
These  results  agree  with  those  of  Chicandard  (Abstr.,  1883, 1179),  but 
the  author  found  that  contrary  to  the  statement  of  this  chemist,  the 
paste  at  the  commencement  of  fermentation  contained  a  considerable 
proportion  of  erythro-dextrins  and  a  relatively  small  quantity  of 
soluble  starch,  whilst  at  a  later  stage  it  also  contained  a  notable  pro¬ 
portion  of  achroo-dextrins.  In  Venezuela,  the  bread  is  made  from  a 
mixture  of  flour  and  starch  which  is  comparatively  poor  in  gluten. 
The  bacterium  does  not  attack  the  starch  until  after  it  has  destroyed 
the  albuminoids,  hence  the  necessity  for  using  a  very  active  ferment 
developed  by  means  of  maize,  potatoes,  &c.  Similar  fermentation 
takes  place  whenever  any  grain,  fruit,  root,  Ac.,  is  exposed  to  the  air 
in  the  tropics.  If  European  yeast  is  placed  in  moistened  starch,  the 
yeast  gradually  disappears,  and  is  replaced  by  bacteria.  Attempts  to 
repeat  these  experiments  in  Paris  have  yielded  negative  results,  the 
starch  always  remaining  unattacked.  It  would  appear,  therefore,  that 
in  all  experiments  on  fermentation,  it  is  necessary  to  take  into  account 
the  local  conditions,  which  may  exert  great  influence  on  the  nature 
and  progress  of  the  change.  C.  H.  B. 

Fermentation  of  Bread.  By  L.  Boutroux  {Compt.  rend.,  97, 
116 — 119). — Leaven  from  rye-bread  made  at  a  farm  at  a  considerable 
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distance  from  a  brewery  was  found  to  contain  bacteria  and  four  other 
distinct  organisms,  viz.,  Mycoderma  vini ,  two  distinct  species  of  yeast 
different  from  that  of  beer  and  wine,  and  an  organism  which  appears 
to  be  Saccharomyces  minor ,  bnt  which  has  no  power  as  a  ferment. 
The  bacteria  were  very  abundant,  bnt  the  other  organisms  could  only 
be  recognised  by  careful  cultivation,  and  it  would  appear  therefore 
that  the  bacteria  are  the  principal  agents  of  fermentation,  the  other 
organisms  playing  a  secondary  and  comparatively  insignificant  part. 

C.  II.  B. 

Percentage  of  Sugar  in  Beet.  By  K.  Stammer  and  P.  Degener 
( Bied .  Gentr .,  1883,  274 — 278). — Stammer  has  introduced  a  pulper 
which  enables  a  higher  percentage  of  sugar  to  be  obtained  in  the 
manufacture  of  beet-sugar,  and  he  shows  the  gain  obtained  by  suc¬ 
cessive  pressings  of  the  pulp.  Beets  which  have  gone  to  seed  and 
others  which  have  withered,  are  by  no  means  wanting  in  sugar.  After 
the  mash  has  been  extracted  with  50  per  cent,  alcohol,  it  still  yields 
sugar  to  75  per  cent,  alcohol.  Degener  describes  his  method  for  esti¬ 
mating  the  value  of  roots,  which  method  yields  higher  results  than 
that  of  Scheibler,  as  modified  by  Seckel.  E.  W.  P. 

Strontia  Process.  By  C.  Scheibler  ( Bingl .  polyt.  J .,  248, 
426 — 428). — The  author  mixes  a  20  to  25  per  cent,  solution  of  pure 
cane-sugar  heated  to  70°  to  75°  with  strontium  hydroxide  in  the 
proportion  of  1  mol.  sugar  to  1  mol.  SrH202,8H20,  stirring  the  liquor 
continually.  On  cooling,  a  supersaturated  solution  of  strontium 
monosaccharate  is  obtained,  from  which,  after  some  time,  either 
unaltered  strontium  hydroxide  crystallises  out  or  monosaccharate 
separates  according  as  the  saturated  solution  has  been  treated  with 
a  few  crystals  of  strontium  hydroxide,  or  a  small  amount  of  mono¬ 
saccharate.  The  saccharate,  Ci2H220nSr0,5H20,  is  formed  in  the 
cold  by  introducing  the  requisite  quantity  of  finely-divided  stron¬ 
tium  hydroxide  into  a  cold  sugar  solution,  with  constant  agitation. 
The  author  utilises  this  reaction  for  the  recovery  of  sugar  from 
molasses.  He  dissolves  0*5  k.  of  strontium  hydroxide  in  1*5  k.  of 
boiling  water,  and  mixes  it  with  1  k,  molasses.  The  clear  solution 
is  allowed  to  cool  and  stirred  frequently,  small  quantities  of  mono¬ 
saccharate  being  added  at  the  same  time.  After  12  to  24  hours,  the 
strontium  saccharate  has  crystallised  out ;  it  is  freed  from  the  mother- 
liquor  by  filter  presses,  and  washed  with  water  or  a  cold  saturated 
solution  of  strontium  hydroxide.  In  order  to  recover  the  sugar  which 
remains  in  the  liquors,  an  excess  of  strontium  hydroxide  is  added,  and 
the  mixture  boiled  for  some  time  :  thus  nearly  all  the  sugar  is  preci¬ 
pitated  as  strontium  disaccharate ;  the  strontium  hydroxide  remaining 
in  solution  is  precipitated  with  carbonic  anhydride.  The  disaccharate 
which  is  saturated  with  mother-liquor  is  converted  into  monosaccharate 
by  dissolving  it  in  molasses  and  adding  a  hot  saturated  solution  of 
strontium  hydroxide  (1  mol.  total  sugar  requires  1*25  mols.  strontium 
hydroxide).  The  strontium  monosaccharate  is  separated  in  the 
manner  just  described.  From  the  latter,  the  sugar  is  recovered  by 
the  ordinary  methods,  or  the  strontium  hydroxide  may  be  first  partly 
separated  as  such  and  again  used  for  a  further  operation.  For  this 
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purpose  the  saccharate  is  dissolved  in  hot,  but  not  boiling  water,  and 
the  solution  allowed  to  cool  without  agitating  it,  when  strontium 
hydroxide  crystallises  out. 

The  author  has  determined  the  solubility  of  strontium,  mono- 
saccharate  in  water  at  different  temperatures.  The  following  table 
gives  the  solubilities  to  60°,  the  temperature  at  which  the  decom¬ 
position  of  the  saccharate  commences  : — 


Temperature. 

One  litre  contains — 

Sp.  gr.  of 
the  mono- 
saccharate 
solution 
at  +17-5°. 

Corre¬ 
sponds  with 
degrees, 
Brix. 

Monosaccha- 

rate, 

C,2H22OnSrC>. 

Sugar. 

Strontium 
oxide,  SrO. 

Crystalline 
strontium  hy¬ 
droxide, 
H2Sr02.8H20. 

grms. 

grms. 

grms. 

grms. 

0 

28  '4 

21  -80 

6-60 

16*93 

1-01775 

4*51 

2 

30  *2 

23  -18 

7'02 

18*00 

1 ‘01892 

4-81 

4 

32  '0 

24-56 

7*44 

19-07 

1  02000 

5*08 

6 

33-9 

26-03 

7-87 

20  *21 

1 *02119 

5  37 

8 

35  *7 

27-41 

8*29 

21  *28 

1 *02231 

5-65 

10 

37 -5 

28-79 

8*71 

22*35 

1 *02344 

5*93 

12 

39-5 

30*32 

9*18 

23*54 

1 *02469 

6*24 

14 

41  *6 

31  -93 

9-67 

24*79 

1 *02600 

6-56 

16 

43*8 

33-62 

10*18 

26*10 

1 *02738 

6*90 

18 

46-2 

35*46 

10*74 

27-53 

1 *02888 

7-27 

2o 

48  -6 

37  31 

11*29 

28*96 

1 *03038 

7-64 

22 

51  -2 

39*31 

11-89 

30  *51 

1*03200 

8-03 

24 

539 

41*38 

12-52 

32*12 

1 *03369 

8-44 

26 

56*7 

43*53 

13  17 

33*79 

1 *03544 

8-87 

28 

59-7 

45*83 

13  -87 

35*58 

103731 

9*32 

30 

62-7 

48*13 

14  -57 

37-37 

1  03919 

9-77 

32 

65  *8 

50*51 

15-29 

39-21 

1  04113 

10-24 

34 

69-3 

53-20 

16  10 

41*30 

1  -04331 

10-76 

36 

73-2 

56-18 

17-02 

43-62 

1  04575 

11*34 

38 

77-5 

59-49 

18-01 

46  19 

1*04844 

11*98 

40 

82  -3 

63*18 

19  *12 

49  05 

1 *05144 

12-69 

42 

87'8 

67  *40 

20*40 

52-33 

1 -05488 

13*50 

44 

93-8 

72*01 

21  *79 

55-90 

1 -05863 

14-37 

46 

100-7 

77-31 

23  39 

60-01 

1 *06294 

15  37 

48 

109-7 

84-21 

25-49 

65-38 

1*06856 

16*67 

50 

121  9 

93-58 

28  32 

72-65 

1 *07619 

18  *40 

52 

124  3 

103-10 

31-20 

80  *04 

1  08394 

20*14 

54 

147-0 

112-85 

34*15 

87  61 

1 *09188 

21  -91 

56 

162-9 

125  -05 

37  *85 

97  -08 

1 *10181 

24  *08 

58 

185-1 

142  -10 

43  *00 

110  *31 

1 *11569 

27-06 

D.  B. 

Preparation  of  Potato  Starch.  ( Dingl .  polyt.  J .,  248,  381.) — 
Nitykowski  has  made  a  series  of  comparative  tests  on  the  cultivation 
of  potatoes.  He  found  that  the  recent  heavy  rains  have  reduced  the 
total  yield  of  potatoes  by  about  25  per  cent,  of  the  average  of  the 
last  ten  years.  Thirty-seven  varieties  were  examined,  the  yield 
ranging  from  9697  kilos,  per  5000  square  meters  (containing  19T6 
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per  cent,  starch,  equal  to  1858  kilos.)  to  4167  kilos,  (containing  16*38 
per  cent,  starch,  equal  to  683  kilos,  starch  per  5000  square  meters). 
The  so-called  “  alcohol  potatoes’’  proved  to  be  the  most  mealy  and 
richly  flavoured.  The  yield  was  7500  kilos,  per  5000  square  meters 
(containing  19 ‘26  per  cent,  starch,  equal  to  1445  kilos.). 

Marker  states  that  potatoes  rich  in  starch  should  be  used  for  seed. 
Samples  of  a  Saxon  variety  of  potatoes  were  analysed,  and  a  great 
difference  was  found  in  the  amount  of  starch  present.  In  expe¬ 
rimenting  on  the  effects  of  different  manures  on  the  potato,  it  was 
shown  that  the  produce  was  increased  with  potassium  salts,  especially 
the  chlorides,  whilst  the  amount  of  starch  was  diminished.  Marker 
strongly  condemns  the  manufacture  of  starch  without  the  utilisation 
of  the  refuse  water  for  the  irrigation  of  meadows  and  arable  land,  as 
this  water  contains  valuable  fertilisers. 

According  to  Saare,  the  great  loss  in  the  manufacture  of  starch  is 
due  to  the  want  of  efficient  disintegrating  machines.  D.  B. 

Experiments  with  Nielsen  and  Petersen’s  Centrifugal  Sepa¬ 
rator.  By  W.  Fleischmann  ( Bied .  Gentr .,  1883, 411 — 415). — A  descrip¬ 
tion  of  the  machine  and  some  results  of  working  with  it ;  the  yield  of 
cream  is  good  ;  and  rate  of  revolution  being  but  .1600  revolutions  per 
minute  against  4232  revolutions  in  the  Laval  separator,  there  is  con¬ 
siderably  less  danger  of  accident.  In  eight  experiments,  where  the 
temperature  of  the  milk  was  gradually  increased  from  5°  to  40°,  the 
fat  left  in  the  skim  milk  decreased  from  0*8508  in  the  first  to  0‘2229 
in  the  eighth,  which  the  author  takes  to  prove  the  beneficial  influence 
of  a  temperature  of  40°.  Suggestions  are  made  for  improvements  or 
additional  appliances,  but  would  not  be  understood  without  a  long 
description.  J.  F. 

Comparison  of  Various  Systems  of  Butter-making.  By  N. 

Fjord  and  others  (. Bied .  Gentr .,  1883,  415 — 416). — The  authors  have 
for  a  year  compared  five  different  systems  of  butter-making :  the  ice 
process ;  cooling  by  water  at  10° ;  churning  ;  and  the  centrifugal 
machine  of  Nielsen  and  Petersen.  The  yield  from  all  processes 
varied  considerably,  but  the  centrifugal  showed  the  best ;  and 
whereas  the  average  of  the  ice  process  required  27*5  lbs.  of  milk  to 
make  1  lb.  of  butter,  the  centrifugal  required  3  lbs.  of  milk  less. 

J.  F. 

Faults  in  Butter  Manufacture.  By  Otto  {Bied.  Gentr.,  1883, 
417). — The  author  draws  attention  to  certain  precautions  which 
should  be  taken  not  only  in  butter-making,  but  with  the  milk  from 
which  butter  is  made,  as  many  mistakes  do  not  show  themselves 
until  after  the  butter  has  been  stored  some  time. 

Cows  should  not  be  irrationally  fed ;  they  should  not  be  constantly 
fed  on  one  material,  but  on  various  descriptions  of  fodder  in  reasonable 
variety.  The  milk  of  old  cows  which  is  slightly  bitter  should  only  be 
used  in  moderate  proportion  with  other  milks.  Ventilation  of  stables 
must  be  carefully  attended  to,  the  cows  kept  clean,  and  the  milk 
quickly  removed  from  the  stable  lest  it  should  acquire  a  bad  flavour. 
The  locality  of  the  dairy  should  be  carefully  attended  to.  A  free 
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current  of  fresh  air  should  play  around  it,  and  the  floor  should  not  be 
made  of  a  porous  material,  such  as  bricks.  The  cleansing  of  the 
vessels  is  of  the  greatest  importance.  The  rancidity  of  butter  is  fre¬ 
quently  due  to  want  of  attention  to  this  ;  they  should  be  cleaned  with 
soda,  steam,  &c.  The  souring  of  the  cream  should  not  be  continued 
longer  than  24  hours,  or  the  butter  will  have  a  slightly  bitter  taste. 

J.  F. 

Fixing  Indigo  on  Cotton.  By  Schljeper  and  Baum  ( Chem .  News, 
48,  64 — 65). — For  this  purpose,  the  indigo  is  ground  up  for  two  days 
with  caustic  soda  and  water  ;  it  is  then  mixed  with  a  mixture  of  British 
gum,  maize  starch,  water,  and  caustic  soda,  and  the  whole  heated  at 
55°  in  a  water-bath,  well  stirred,  and  cooled  immediately.  The 
colour  ought  now  to  be  gelatinous,  and  is  printed  on  the  cloth,  which 
is  prepared  with  glucose  and  well  dried.  The  dyed  cloth  is  then 
steamed  for  10 — 15  minutes.  Light  or  dark  shades  are  obtained  by 
using  more  or  less  indigo  with  more  or  less  soda.  The  only  good 
resist  is  precipitated  sulphur,  and  thickening.  A  yellow  resist  is 
formed  with  cadmium  chloride,  precipitated  sulphur,  and  thickening. 
A  red  resist  is  made  of  red  liquor,  tin-crystals,  calcined  starch,  and 
precipitated  sulphur.  Light  blue ,  the  cloth  prepared  with  glucose,  is 
printed  with  caustic  soda,  thickened  with  dextrin  and  maize  starch, 
steamed  for  15  seconds,  and  padded  with  indigo  colour.  In  using  the 
red  resist,  the  soda  must  be  removed,  or  the  cloth  must  be  passed  into 
ammonium  chloride.  An  indigo  colour  is  easily  discharged  on  Turkey- 
reds.  For  a  Turkey-red  mordant,  heat  gelatinous  alumina  with  caustic 
soda,  add  water,  neutralise  with  hydrochloric  acid,  and  add  more  water. 
For  padding,  this  mixture  is  also  used  in  a  more  dilute  form  ;  it  is 
dried  and  aged  on  the  cloth,  then  passed  through  lukewarm  chalk 
water,  which  converts  the  sodium  into  calcium  aluminate.  This  mor¬ 
dant  can  withstand  the  action  of  sulphuric  acid  without  losing  much 
of  its  depth,  and  on  this  property  the  production  of  indigo  discharge 
styles  is  founded.  For  the  production  of  indigo  Turkey-red,  the  cloth 
previously  mordanted  for,  or  dyed  with  alizarin,  is  saturated  with 
glucose.  The  indigo  is  now  printed  on,  the  fabric  steamed,  washed, 
exposed  to  the  air  for  a  few  minutes,  passed  into  sulphuric  acid  (8°B.) 
for  about  20  seconds,  washed,  passed  into  weak  sodium  carbonate,  and 
again  washed.  The  red  pieces  are  soaped  at  a  boil,  the  alizarin  is 
dissolved,  and  the  blue  colour  appears.  To  obtain  white  on  Turkey- 
red  or  indigo-blue,  a  dark  blue  and  strong  soda-^e  are  printed  on 
before  proceeding  as  indicated,  or  a  strong  lye  is  printed  on  the  Turkey- 
red  mordant,  then  steam,  dry,  and  print  on  the  indigo. 

D.  A.  L. 

Process  for  preparing  a  Mineral  White.  ( Dingl .  polyt.  J 
248,  260.) — According  to  Cobley,  a  solution  of  magnesium  sulphate 
is  converted  into  magnesium  chloride  by  the  addition  of  calcium 
chloride.  10  per  cent,  of  aluminium  chloride  are  then  added.  Cal¬ 
cium  hydroxide  throws  down  a  white  precipitate  from  the  mixed  solu¬ 
tion.  A  cheaper  white  is  obtained  by  precipitating  a  solution  of  the 
corresponding  sulphates  with  calcium  hydroxide.  D.  B. 
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Photographic  Investigations  of  the  Ultra-Violet  Spark 
Spectra  emitted  by  Metallic  Elements  and  their  Combina¬ 
tions  under  Varying  Conditions.  By  W.  N.  Hartley  ( Ghem . 
News ,  48,  195 — 196). — It  has  been  shown  {Brit.  Assoc.  Jour.,  1882) 
that  the  spectra  of  metallic  solutions  are  the  same  as  those  from 
metallic  electrodes,  the  principal  difference  being  that  short  lines  in 
the  spectra  from  the  metals  become  long  in  the  spectra  from  solutions, 
whilst  very  short  lines  sometimes  disappear,  as  for  example  in  the 
case  of  zinc.  This  is  probably  due  to  the  solution  not  being  able  to 
contain  a  sufficient  quantity  of  metal  to  yield  an  image  of  them: 
thus  the  very  short  lines  of  the  aluminium  spectrum  are  not  repro¬ 
duced  in  solutions  of  the  chloride  unless  the  solutions  are  extremely 
concentrated.  With  regard  to  the  short  lines  being  lengthened  by 
moistening  iridium  electrodes  with  calcium  chloride,  it  has  now  been 
shown  that  moistening  with  water  has  the  same  effect :  hence  the  sup¬ 
position  that  a  chloride  of  the  metal  was  formed  is  untenable.  The 
very  short  lines  in  the  zinc  spectrum  are  also  lengthened  by  moisten¬ 
ing  the  electrodes  with  water.  This  variation  in  the  spectra  appears 
to  be  due  to  the  cooling  action  of  the  water  on  the  negative  electrode, 
since  heating  the  electrodes  produces  a  reverse  result.  Carbon  gives 
two  spectra  in  air  when  dry,  and  a  third  when  moistened  with  water ; 
the  three  have  been  photographed,  but  cannot  be  exactly  described 
without  maps.  Numerous  experiments  have  been  tried  to  determine 
which  non-metallic  elements  are  capable  of  yielding  spark  spectra 
when  they  are  combined  with  metals.  Chlorides,  bromides,  iodides, 
sulphides,  nitrates,  sulphates,  selenates,  phosphates,  carbonates,  and 
cyanides  yield  none.  Hydrochloric  acid  solutions  of  arsenites, 
arsenates,  and  antimonates  yield  spectra  of  arsenic  and  antimony 
respectively,  aftd  solutions  of  borates  and  silicates  yield  characteristic 
spectra  (see  below)  of  the  non-metallic  constituents  ;  even  if  sodium 
salts  are  employed  no  metallic  lines  appear  in  the  case  of  borates,  and 
with  silicates  only  the  strongest  sodium  line  {X  =  3301)  is  visible, 
even  in  concentrated  solutions. 


Spark. 

Carbon  spectra  lines  (Liveing  and 

t - - - 

■\ 

Dewar). 
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Silicon 

c 

.  „  .  —A - — . '  —  ■■■  -  —  ^ 

(wave-lengths) .  (wave-lengths) . 
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It  will  be  observed  that  these  silicon  lines  are  identical  with  those 
(annexed  table)  attributed  by  Liveing  and  Dewar  (Proc.  Roy.  Soc ., 
33,  403)  to  carbon,  and  from  many  hundred  spectra  taken  between 
graphite  poles  it  is  apparent  that  in  the  arc  spectrum  carbon  yields 
but  one  line  (2478‘3  wave-length)  in  the  ultra-violet. 

The  ultra-violet  spectrum  of  beryllium  has  been  obtained  from  the 
solution  of  its  chloride,  and  the  following  lines  were  observed : — 


Wave-lengths. 

3320  1 
3129*9 
2649-4 
2493-2 
2477-7 


Description. 

Strong,  sharp. 

Very  strong,  extended. 
Strong,  sharp. 

Strong,  sharp. 

Strong,  sharp. 


From  these  observations  and  the  general  grouping  of  the  lines,  the 
author  feels  inclined  to  regard  beryllium  as  the  first  member  of  the 
dyad  series  to  which  barium,  calcium,  and  strontium  belong.  "Reasons 
are  given  for  not  classing  beryllium  with  other  metals. 

D.  A.  L. 

Production  of  Electricity  by  Condensation  of  Aqueous 
Vapour.  By  S.  Kalischer  (Ann.  Phys.  Ghem.  [2],  20,  614 — 620). 
— The  production  of  electricity  by  condensation  of  aqueous  vapour 
presents  a  problem  of  considerable  meteorological  importance  as 
regards  the  origin  of  atmospheric  electricity.  It  is,  however,  pro¬ 
bable  that  the  production  of  electricity  observed  is  in  most  cases  due 
to  the  friction  between  the  water  particles  and  the  condensing  surface. 
In  this  paper  the  problem  is  examined  experimentally  by  means  of  an 
apparatus  which  permitted  the  condensation  of  aqueous  vapour  by 
cooling.  It  consisted  essentially  of  a  series  of  beakers  filled  with  ice, 
and  covered  externally  with  tinfoil ;  the  beakers  were  placed  on  a 
plate  of  galvanised  iron  connected  with  a  quadrant  electrometer,  and 
the  whole  combination  was  enclosed  in  a  metallic  box.  Although 
deviations  of  the  needles  of  the  electrometer  were  observed,  yet 
they  were  of  the  same  magnitude  and  direction  whether  the  beakers 
were  filled  with  ice  or  not ;  and  secondly,  they  were  sometimes  in  one, 
and  sometimes  in  the  other  direction. 

Other  experiments  are  described  in  which  air  was  compressed  in, 
and  then  allowed  to  expand  from  a  vessel  resembling  the  electric  egg, 
the  metallic  stopcock  of  which  was  in  connection  with  a  quadrant 
electrometer.  But  in  this  case,  although  a  pressure  of  25  atmospheres 
was  used,  and  the  aqueous  vapour  fell  in  the  form  of  fine  dew  on 
releasing  the  pressure,  yet  there  was  no  development  of  electricity. 

V.  H.  V. 

Measurement  of  the  Quantity  of  Electricity  produced  by  a 
Zamboni’s  Pile.  By  E.  Riecke  (Ann.  Phys.  Chem.  [2],  20,  512 — 
524). — This  paper  contains  a  series  of  determinations  in  absolute 
measure  of  the  quantities  of  electricity  produced  by  three  Zamboni’s 
piles  containing  a  large  number  of  platinum  plates  interposed 
between  strips  of  silk.  A  long  series  of  tables  of  those  quantities 
obtained  on  days  of  different  relative  humidity  are  given,  and  formulae 
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for  their  calculation  as  well  as  for  differences  of  potential  are  also 
quoted.  V.  H.  Y. 

Influence  of  Galvanic  Polarisation  on  Friction.  By  K. 

Waitz  {Ann.  Phys.  Chem.  [2],  20,  285 — 303). — In  1874  Edison 
noticed  that  the  friction  between  a  metallic  and  a  porous  plate 
moistened  with  some  conducting  liquid,  was  diminished  when  an 
electric  current  was  sent  through  this  combination  from  the  porous  to 
the  metallic  plate.  Further  changes  in  the  friction  are  produced  by 
variations  in  the  intensity  of  the  current.  This  fact  has  been  prac¬ 
tically  applied  in  the  construction  of  telephones  and  electromoto- 
graphs. 

In  this  memoir  the  phenomenon  is  more  completely  investigated. 
The  apparatus  consists  in  the  main  of  a  clay  cylinder  filled  with 
acidulated  water,  and  enclosed  within  a  glass  vessel  filled  with  water 
of  the  same  concentration.  A  platinum  foil  is  introduced  into  the 
inner,  and  a  strip  of  glass  in  the  outer  vessel,  on  which  a  small 
platinum  foil  is  stretched  ;  this  latter  is  connected  with  a  mechanical 
arrangement  whereby  the  platinum  foil  on  the  glass  strip  can  be 
pressed  against  the  clay  cylinder  with  various  degrees  of  pressure. 
The  whole  arrangement  is  enclosed  in  circuit  with  two  Daniell’s  cells, 
a  metallic  arrangement  to  measure  the  degree  of  pressure,  and  a 
rheostat  to  vary  the  intensity  of  the  current.  In  many  experiments 
it  was  found  that  the  friction  between  the  platinum  and  the  porous 
cell  is  materially  diminished  when  the  intensity  of  the  current  is 
sufficient  to  decompose  the  acidulated  water. 

As  the  contact  of  the  platinum  and  the  clay  was  not  found  to  be 
sufficiently  perfect,  a  polished  glass  cylinder  was  substituted.  The 
alteration  of  friction  between  glass  and  various  metals,  platinum, 
palladium,  gold,  and  nickel,  introduced  into  such  solutions  as  sulphuric 
acid,  potash,  and  soda,  and  potassium  ferrocyanide  was  carefully 
examined  :  in  the  original  memoir  extensive  tables  are  given  of  the 
results  obtained  in  the  course  of  the  investigation.  As  a  general  result 
it  may  be  stated  that  there  is  a  diminution  of  resistance  when  the 
metallic  plate  is  the  anode,  but  an  increase  when  the  plate  is  the 
kathode,  and  the  intensity  insufficient  to  decompose  the  electrolytic 
liquid.  This  latter  fact  is  contrary  to  the  experience  of  Koch,  who 
found  no  alteration  in  the  case  of  the  kathode.  As  the  diminution  of 
resistance  appears  only  when  bubbles  of  gas  appear  at  the  surface  of 
the  plate,  it  appears  probable  that  the  occlusion  of  the  gas  by  the 
electrode  is  the  cause  of  the  phenomenon.  Another  hypothesis  is  that 
the  formation  of  an  electric  double  stratum,  called  forth  by  the  polari¬ 
sation  on  the  surface  of  the  electrodes,  alters  the  external  friction 
between  the  metallic  surface  and  the  glass  on  the  one  hand,  and  the 
glass  and  the  liquid  on  the  other. 

Further  experiments  will  decide  between  these  two  hypotheses, 
but  the  writer  inclines  to  the  latter.  Y.  H.  Y. 

Relations  between  Coefficients  of  Friction  and  Galvanic 
Conduction.  By  E.  Wiedemann  (Ann.  Phys.  Chem.  [2],  20,  537 — 
538). — In  connection  with  a  remark  of  G.  Wiedemann  on  certain  rela- 
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tions  existing  between  coefficients  of  friction  and  galvanic  conduction, 
and  the  theoretical  deductions  drawn  therefrom,  a  series  of  investiga¬ 
tions  has  been  made  on  this  point.  However,  in  order  to  prove  how 
far  these  relations  hold  good,  the  author  examined  solutions  of  crys¬ 
talline  zinc  sulphate  in  water  and  aqueous  glycerol  of  various  concen¬ 
trations.  The  coefficients  of  friction  were  measured  by  Spring’s 
apparatus,  those  of  conduction  by  a  Wheatstone’s  bridge. 


Strength  of  solution 
ZnS047H20. 

Ratio  of  coefficient 
of  friction 

.  A  . 

Ratio  of  coefficient 
of  conduction 

(  'l 

In  water.  In  glycerol. 

r 

In  water. 

In  glycerol. 

1  per  cent . 

..  1  687 

1 

127 

2  ,,  . . 

. .  1  29-8 

1 

9-52 

5  „  . 

..  1  6-5 

1 

3*68 

These  numbers  show  that  the  ratios  existing  between  the  co¬ 
efficients  of  friction  and  conduction  are  not  simple,  and  further  that 
the  nature  of  the  solvent  and  also  its  concentration  exert  a  most 
marked  influence  on  them.  Y.  H.  Y. 

Galvanic  Temperature  Coefficient.  By  Y.  Stouhal  and 
C.  Baros  (Ann.  Phys.  Chem.  [2],  20,  525 — 536). — Previous  researches 
have  not  established  any  differences  of  specific  resistance  as  factors  of 
the  temperature  corresponding  to  known  differences  of  composition 
of  various  forms  of  iron  and  steel.  It  appeared,  however,  probable  to 
the  writer  that  iron,  whose  coefficient  of  resistance  varies  according 
to  its  degree  of  hardness  and  temper,  should  also  possess  various 
temperature  coefficients.  In  this  connection  it  has  been  shown  by 
Matthiessen  and  Yogt  that  the  temperature  coefficients  of  platinum- 
silver  alloys  decrease  with  the  proportion  of  platinum ;  like  dif¬ 
ferences  have  been  observed  by  the  authors  in  the  case  of  German 
silver.  Similarly  it  is  to  be  expected  that  iron,  containing  various 
proportions  of  carbon,  which  may  function  as  the  second  metal, 
should  display  similar  variations.  Experiments  were  accordingly 
made  on  steel  tempered  at  various  “  heats,”  and  specimens  of  bar  and 
pig-iron. 

In  the  case  of  steel  the  temperature  coefficient  of  the  steel  varies  as 
its  coefficient  of  resistance  continuously  with  the  hardness  of  the 
steel,  and  decreases  with  increase  of  the  temperature  at  which  it  is 
tempered. 

The  experiments  of  Matthiessen  and  Yogt  on  bar-iron,  and  those 
quoted  in  this  memoir  on  pig-iron,  show  that  the  temperature  coeffi¬ 
cient  varies  with  the  proportions  of  carbon,  and  further,  that  the 
specific  resistance  of  the  latter  is  far  greater  than  that  of  the  hardest 
steel. 

The  above  observations  point  to  a  marked  analogy  existing  between 
alloys  and  steel  in  their  galvanic  relations,  and  to  a  general  law  that 
in  all  cases  of  homogeneous  substances  differences  of  specific  resist¬ 
ance  cause  similar  differences  of  temperature  coefficients,  increments 
of  the  former  corresponding  to  diminutions  of  the  latter.  In  alloys 
it  is  the  small  proportion  of  added  metal  which  raises  the  specific  re- 
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sistance,  in  steel  the  carbon  produces  the  same  effect.  It  is  also  most 
probable  that  the  magnetic,  as  the  galvanic,  temperature-coefficients 
vary  with  the  degree  of  hardness  in  the  same  way. 

Other  experiments  are  also  promised  on  the  analogy  existing 
between  alloys  and  steel  as  regards  their  physical  properties. 

V.  H.  V. 

Dependence  of  the  Boiling  Point  on  Pressure.  By  G.  W. 

A.  Kahlbaum  (Bgt.j  16,  2476 — 2484). — It  has  usually  been  assumed 
that  a  diminution  of  pressure  of  1  cm.  lowers  the  boiling  point  1°. 
Experiments  made  in  an  apparatus  in  which  the  pressure  could  be 
kept  constant  whilst  a  considerable  amount  of  liquid  distilled,  showed 
that  this  assumption  is  quite  erroneous.  The  experiments  were 
mainly  for  pressures  of  5 — 100  mm.  The  nature  of  the  variations  is 
best  shown  by  the  results  obtained  with  some  of  the  fatty  acids. 


Formic  acid. 

Propionic  acid. 

Butyric  acid. 

mm. 

Pressure. 

Boiling 

point. 

Sp.  R. 

mm. 

Pressure. 

Boiling 

point. 

Sp.  R. 

mm. 

Pressure. 

Boiling 

point. 

Sp.  R. 

24  *84 

21*8° 

0  -1071 

21*31 

56*5° 

0*112 

10*06 

63*5° 

0*131 

27  66 

22  *6 

0*1065 

22*46 

57*6 

0*111 

21*48 

75  -2 

0*171 

32*58 

24*6 

0*104 

31*34 

0*104 

31*94 

81*4 

0*110 

41  *40 

27-9 

0*101 

41  -70 

68*8 

43*12 

87*5 

0*103 

49*66 

30*5 

0*099 

44*20 

69  *2 

48*90 

89  *8 

0*101 

74*54 

37  *6 

0*092 

47  30 

760-00 

161  5 

— 

760*00 

100*6 

760*00 

139  *4 

*“  ■ 

— 

* - 

From  these  results  it  will  be  seen  that  the  variations  are  peculiar 
to  each  substance  and  pressure.  The  figures  in  the  third  column  of 
the  tables  give  the  ratio  of  the  diminution  of  boiling  point  to  diminu¬ 
tion  of  pressure  (from  the  boiling  point  at  760  mm.),  termed  by  the 
author  the  specific  remission.  On  obtaining  by  means  of  curves  the 
specific  remission  for  0  mm.  pressure,  it  appears  that  for  the  sub¬ 
stances  experimented  with  (lower  fatty  acids,  alcohols,  and  anhydrides) 
a  difference  in  the  composition  of  C.H3  corresponds  with  a  difference  of 
O'Ol  in  the  specific  remission  for  0  mm.  pressure.  A.  J.  G. 

Heat  of  Combination  of  Carbon  and  Oxygen.  By  A.  Boillot 
(Gompt.  re?id.y  97,  490 — 491). — Thermochemical  investigations  should 
determine  the  quantity  of  heat  due  to  each  individual  constituent 
entering  into  combination  or  being  liberated  by  decomposition,  but, 
up  to  the  present  the  determinations  made  measure  only  the  sum  or 
the  difference  of  the  effects  due  to  the  different  constituents.  In  the 
combination  of  carbon  and  oxygen,  how  much  heat  is  developed  or 
absorbed  by  the  carbon  and  oxygen  respectively  ?  Let  A  be  the  heat 
developed  by  the  combination  of  2  vols.  of  oxygen  (weighing  2*666) 
with  2  vols.*  of  carbon  vapour  (weighing  1)  to  form  2  vols.  of  car* 

#  The  volume  ratios  and  weights  are  given  as  in  the  original  paper. 
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borne  anhydride  (weighing  3*666),  B  the  heat  developed  by  1  vol.  of 
oxygen  combining  with  2  vols.  of  carbonic  oxide  to  form  2  vols.  of 
carbonic  anhydride,  then  A  —  B  will  be  the  heat  developed  by  the 
nnion  of  1  vol.  of  oxygen  with  2  yols.  of  carbon  vapour  with  forma¬ 
tion  of  2  vols.  of  carbonic  oxide.  Let  x  be  the  heat  absorbed  by  the 
unit  weight  of  carbon  passing  into  the  state  of  vapour  occupying 
2  vols.,  then  A  —  B  +  x  will  be  the  heat  furnished  by  1  vol.  of 
oxygen  combining  with  2  vols.  of  carbon  vapour  to  form  2  vols.  of 
carbonic  oxide,  and  A  —  B  +  x  =  B,  whence  x  —  2B  —  A. 

Using  6  grams  of  diamond,  the  results  will  be  A  =  47  cal.,  A  —  B 
=  12*9  cal.,  B  =  34*1  cal.,  and  x  =  21*2  cal.  A  -f  x  =  68  2  cal. 
will  be  the  total  heat  furnished  by  the  combination  of  2  vols.  of 
oxygen  (weighing  16  grams)  with  2  vols.  of  carbon  vapour  (weighing 
6  grams)  to  form  2  vols.  of  carbonic  anhydride  (weighing  22  grams). 
Of  these  68*2  cal.,  21*2  cal.  are  absorbed  by  the  carbon. 

C.  H.  B. 

Sodium  Alcoholates.  By  De  Forcrand  ( Compt .  rend.,  97,  108— 
ni)  — The  heats  of  solution  of  the  three  known  alcoholates  in  water 
at  20°  are  as  follows  : — 

C2H5hraO,  solid  +  13*47  cal. 

C2H5Na0,2C2H60,  solid  +  10*46  „ 

C2H5Na0,3C2H60,  solid  4-  12*34  „ 

and  the  heats  of  formation  are  therefore — 

2C2H60,  liquid,  +  Na20,  solid,  =  C2H5NaO, 

solid,  +  H20  liquid .  develops  -f-  34*70  cal. 

C2H60,  liquid  +  NaHO,  solid,  —  C2H5NaO,  solid, 

+  H20  liquid .  „  +  0*25  „ 

It  would  appear,  therefore,  that  the  heat  of  formation  of  sodium 
alcoholate  from  sodium  hydroxide,  like  that  of  sodium  glycollate,  is 
practically  nil. 

C2H5NaO,  solid  +  2C2H60,  liquid,  = 

C2H6Na0,2C2H60,  solid .  develops  +  8*06  cal. 

C2H5NaO,  solid  +  3C2H60,  liquid,  — 

C2H5]Sra0,3C2H60,  solid .  „  +  8*64  „ 

C-H5Na0,2C2H60,  solid  +  C2H60,  liquid,  = 

C8H5Na0,3C2H60,  solid .  „  4-  0*58  „ 

A  considerable  proportion  of  this  development  of  heat  is  due  to  the 

solidification  of  the  alcohol.  The  inverse  reactions  give — 

C2H5NaO,  solid  +  H20  liquid  —  C2H60  liquid,  -f  NaHO 

solid .  +  1*19  cal. 

C2H5Na0,2CoH60,  solid,  -f  H20  liquid  =  3C2H60  liquid 

+  NaHO,  solid  . .  -  6*82  „ 

C2H5hTa0,3C2H60,  solid  +  H20  liquid  =  4C2H60  liquid 

b  NaHO,  solid .  —  7*44  ,, 

The  decomposition  of  the  alcoholates  by  water  in  excess  takes  place 
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by  reason  of  the  development  of  heat  which  accompanies  the  hydration 
of  the  two  products  of  the  reaction,  a  development  which  amounts  to 
+  17*78  or  +  19*78  cal.,  according  as  the  amount  of  alcohol  is 
3C2H60  or  4C2H60.  From  these  data  it  follows  that  C2H60  liquid 
+  Na  solid  ==  C2H5NaO  solid  +  H  gas  develops  +  32*13  cal.,  a 
number  very  similar  to  that  developed  by  the  action  of  sodium  on 
water.  Direct  determination  of  the  heat  developed  by  the  action  of 
sodium  in  a  large  excess  of  alcohol  gives  the  heat  of  solution  of 
the  anhydrous  alcoholate  in  excess  of  alcohol  as  12*65  cal.,  a  value 
closely  approaching  the  heat  of  solution  of  sodium  hydroxide  by 
water. 

These  results  show  that  water  and  alcohol  have  almost  equivalent 
functions  with  respect  to  sodium  and  sodium  oxide.  This  fact  and  the 
dissociation  of  the  secondary  hydrates  and  alcoholates  explain  the 
equilibrium  which  is  established  in  liquids  containing  alcohol,  water, 
and  sodium  oxide.  C.  H.  B. 


Aqueous  Solution.  By  J.  A.  Groshans  (Ann.  PJiys.  Cliem.  [2], 
20,  492 — 512). — The  sp.  gr.  of  an  aqueous  solution  of  1  mol.  of  a 
substance  in  4  mols.  of  water  can  be  expressed  by  the  interpolation 


formula  a  =  1  + 


oca 


in  which  a  is  the  molecular  weight  of 


18(A  +  A) 

the  substance,  18  that  of  water,  a  is  a  constant,  and  X  = 


a 


18/3’ 


where 


is  another  constant.  In  this  communication,  certain  relations  exist¬ 
ing  between  oca  for  the  haloid  salts  and  the  nitrates  of  certain  metals 
are  brought  out.  Thus,  for  example,  the  differences  of  the  values  for 
oca  for  the  iodide  and  bromide  of  strontium  is  equal  to  the  difference 
between  the  same  values  for  the  iodide  and  bromide  of  magnesium. 
The  same  difference  exists  between  the  values  for  the  bromides  and 
chlorides  of  magnesium  and  cadmium.  A  few  examples  are  quoted 
below : — 


Value  for  a  a. 

Value  for  aa. 

Srl2 . 

_  283-85 

Mgl* . 

. . .  226*93 

SrBr2  . .  . . 

....  211-37 

MgBr2 . .  . 

.  . .  152-38 

72-48 

74-55 

MgBr2  . .  . . 

_  152-38 

CdBr2  . .  . 

. . .  226*93 

MgCl2  . . . . 

78*47 

CdCl2  ... 

. . .  152*38 

73*91 

74-53 

Hence  it  follows,  for  these  salts,  that  R(I2  —  Br2)  —  R(Br2  —  Cl2, 
=  I2  —  Br2  =  Br2  —  Cl2  =  73*80.  Similarly  these  differences 
for  oca  are  the  same,  not  only  for  the  non-metallic  but  also  for  the 
metallic  radicles.  Thus  Pb  —  Ba  (aa)  —  Cd  —  Mg  (oca)  —  72*48  to 
74*55 :  so  also  Ba  —  Sr  =  Sr  —  Ca  =  43*15.  A  series  of  analogous 
differences  is  quoted  in  this  memoir,  derived  not  only  from  the  above 
formula,  but  also  from  modifications  of  it  in  which  other  constants 
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are  introduced.  The  compounds  more  especially  investigated  are  the 
halogen  acids  and  their  salts  together  with  the  nitrates  of  the  alkaline 
earth  and  the  magnesium-zinc-cadmium-group.  Y.  H.  Y. 

Specific  Gravity  of  Normal  Salt  Solutions.  By  C.  Bender 
{Ann,  Phys.  Ghem.  [2],  20,  560 — 578). — Yalson  has  noticed  {Compt. 
rend.,  73  and  77)  certain  differences  existing  between  the  sp.  grs.  of 
metallic  salts  containing  1  gram  of  salt  in  1  litre.  For  example,  there 
is  a  constant  difference  between  the  sp.  grs.  of  the  potassium  and 
ammonium  salts,  whatever  be  the  non-metallic  radicle  associated  with 
them,  and,  conversely,  there  is  a  constant  difference  between  the 
sp.  grs.  of  the  chlorides  and  nitrates,  whatever  be  the  metallic  radicle. 
So  that  to  each  metallic  and  non-metallic  radicle  there  can  be  assigned 
a  certain  value  or  modulus  with  which  it  may  be  said  to  enter  into 
solution.  The  following  table  explains  the  above  statement : — 


Cl. 

Br. 

I. 

K . 

. .  . .  1*0444 

1-0800 

11135 

NH4 . 

. . . .  1*0157 

1*0520 

1*0847 

0-0287 

0-0280 

0*0288 

K. 

Na. 

nh4. 

no3 . 

. .  . .  1*0591 

1-0540 

1*0307 

Cl . . . 

. . . .  1*0444 

1*0396 

1*0157 

0-0147 

0*0144 

0*0150 

If,  then,  the  sp.  gr.  of  one  salt,  preferably  that  of  ammonium  chlo¬ 
ride  as  the  lowest,  be  taken  as  a  standard,  then  the  sp.  gr.  of  other 
salts  can  be  deduced  from  it  by  means  of  the  equation  d  =  da  + 

+  m-j,  in  which  d*  is  the  sp.  gr.  of  ammonium  chloride,  and  mb.ms  the 
moduli  of  the  metallic  and  non-metallic  radicle  respectively.  Yalson 
has  also  observed  that  similar  relations  exist  between  the  refraction 
equivalent  of  the  metallic  salts. 

From  these  facts,  the  following  general  law  may  be  deduced: — 
Elements  or  radicles ,  entering  into  combination ,  are  endowed  with 
certain  physical  constants  which  are  independent  of  the  chemical  nature 
of  the  resuUcmt  compounds. 

It  is,  however,  pointed  out  that  these  observations  were  restricted 
to  salt  solutions  of  the  same  strength,  and  presupposes  the  same 
coefficient  of  expansion  for  each  of  the  salt  solutions. 

In  this  paper  these  observations  are  extended  to  solutions  contain¬ 
ing  one  or  more  molecules  of  salt;  it  is  shown  that  the  modulus  {vide 
supra)  divided  by  the  number  of  molecules  in  solution  is  a  constant. 
This  statement  is  explained  by  the  table  below,  in  which  p  represents 
the  number  of  molecules  and  A  the  modulus : — 


/*• 

NH.C1. 

KC1. 

A. 

A 

/* 

287 

NaCl. 

A. 

A 

H 

1.. 

10157 

1*0444 

287 

1*0401 

244 

244 

2.. 

1-0308 

1*0887 

579 

289 

1*0788 

480 

240 

3.. 

1-0451 

1*1317 

866 

289 

1*1164 

713 

238 
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A  series  of  analogous  examples  of  a  large  number  of  metallic  salts 
is  given  in  tbe  original  memoir ;  some  of  tbe  values  for  the  modulus 
in  units  at  0°,  deduced  from  various  experiments,  are  given 

below : — 


Metal. 

A. 

Element  or  Radicle. 

A. 

kh4 . 

0 

Cl . 

0 

K . 

289 

Br  . 

373 

Ka  . 

238 

m . 

163 

Li . 

78 

(S04)4 . 

206 

|l3a . 

735 

c2h3o2 . 

-15 

iSr  . 

500 

*Mg . 

210 

iMn . 

356 

iZn . 

410 

|Pb . 

.  1087 

From  these  data  the  following  will  be  the  general  equation  for 
calculating  the  sp.  gr.  of  a  salt  solution  containing  p  molecules  in 
solution  :  dp  =  d(p)a  +  p(mb  +  m,),  in  which  da ,  mj,  and  ms  represent 
the  same  values  as  in  the  equation  above.  Attention  is  drawn  to  the 
general  interest  attached  to  these  relations,  and  to  their  wider  appli¬ 
cation  to  the  more  complicated  organic  combinations.  Y.  H.  Y. 


A  New  Liquid  of  High  Specific  Gravity,  Refraction  Equiva¬ 
lent,  &c.  By  C.  Rohrbach  (Ann.  Phys.  Chem.  [2],  20,  169 — 174). — 
Schaffgotsch,  Church,  and  Klein  have  proposed  various  liquids  of 
high  sp.  gr.  for  the  practical  separation  of  minerals.  In  the  present 
memoir,  a  solution  of  the  double  salt  of  barium  and  mercuric  iodide 
is  recommended  for  this  purpose,  which  forms  a  highly  refractive 
golden-coloured  liquid  of  sp.  gr.  3'575  to  3*588.  It  boils  at  about  145°, 
evolving  with  the  steam  red  vapours  of  mercuric  iodide.  It  has  the 
advantage  that  it  neither  decompose  carbonates,  nor  absorbs  carbonic 
anhydride  from  the  air,  but  readily  takes  up  water.  Tables  are 
given  of  various  minerals  which  may  be  separated  by  means  of  this 
liquid.  The  following  refraction  values  for  Fraunhofer’s  lines  were 
obtained : — 


0.  D.  E.  E. 

nC. 

Barium  mercuric  4 

iodide  sp.  gr.  =  >  1*7754  1*7930  1*8065  1*8488  0*409 

3*564  . 


Gr  and  the  following  Fraunhofer’s  lines  could  not  be  measured,  owing 
to  strong  absorption  in  the  violet.  The  high  dispersive  power  of  the 
liquid  is  also  shown  by  the  well-defined  separation  of  the  two  D  lines 
nDy  and  wD2.  This  liquid  may  possibly  be  available  for  other 
mineralogical  and  physical  investigations.  Y.  H.  Y. 


Compressibility  of  Gases.  By  E.  H.  Amagat  (Ann.  Chim.  Phys. 
[5],  28,  456 — 464).— The  author  contradicts  Cailletet’s  statements 
(Ann.  Chim.  Phys.  [5],  19),  (1)  that  mercury  absorbs  oxygen  at  the 
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ordinary  temperature ;  (2)  that  glass  manometers  are  distended  by 
pressure  to  such  an  extent  as  to  affect  the  accuracy  of  the  author’s 
determinations  of  the  compressibility  of  gases  (ibid.  [4],  29). 

w.  c.  w. 

Compressibility  of  Air  and  Carbonic  Anhydride  at  20—300° 
under  1  to  8  Atmospheres*  Pressure.  By  E.  H.  Amagat  (Ann. 
Chim.  Phys.  [5],  28,  464 — 480). — In  order  to  avoid  the  disturbing 
influence  arising  from  the  tension  of  the  vapour  of  mercury,  a  special 
apparatus  was  constructed  in  which  the  gas  does  not  come  into  imme¬ 
diate  contact  with  the  mercury  during  the  determination. 

Air  obeys  Marriotte’s  law  under  a  pressure  of  8  atmospheres  at 
temperatures  between  20°  and  300°. 

Carbonic  anhydride  deviates  from  the  law,  but  the  deviation 

diminishes  as  the  temperature  increases,  e.q.,  the  value  of  ■■  at  50° 

p  v’ 

to  300°  under  different  pressures  is  shown  in  the  following  table : — 


Pressure  cm. 

50°. 

cm. 

100°. 

cm. 

1 

200°. 

cm. 

300°. 

74 

1 -0037 

72 

1*0027 

m 

1  '0009 

72 

1  '0003 

347 

1  -0075 

143 

1  '0051 

1  '0025 

143 

1*0015 

291 

1 *0143 

282 

1  *0085 

H 

1  '0041 

287 

1-0017 

w.  c.  w. 


Compressibility  of  Rarefied  Air,  Hydrogen,  and  Carbonic 
Anhydride.  By  E.  H.  Amagat  (Ann.  Chim.  Phys.  [5],  28,  480— 
499). — Gases  appear  to  obey  Marriotte’s  law  under  low  pressures. 
Under  very  slight  pressures,  the  errors  of  experiment  are  too  great  to 
permit  any  conclusions  to  be  deduced  from  the  determinations. 

w.  c.  w. 

Condensation  of  Carbonic  Anhydride  by  Glass.  By  R. 

Bonsen  (Ann.  Phys.  Chem.  [2],  20,  545 — 560). — The  thickness  of 
the  laj^er  of  carbonic  anhydride  condensed  on  the  surfaces  of  the 
glass  is  so  small,  that  a  very  extended  surface  is  required  for  exact 
measurement  of  the  amount  of  gas  so  condensed.  The  best  material 
for  the  examination  of  this  phenomenon  is  ordinary  glass-wool  ;  the 
sample  used  in  the  course  of  the  investigation  was  of  such  a  degree  of 
fineness,  that  150  grams  occupied  a  space  of  100  c.c.,  corresponding 
with  a  thread-length  of  62  geographical  miles,  and  exposing  a  surface  of 
23  square  metres.  Its  sp.  gr.  was  2*5056.  In  the  original  paper  the 
determinations  on  which  these  figures  are  based  are  given  at  length. 
A  quantity  of  this  glass-wool  was  introduced  into  a  gas  apparatus, 
which  was  filled  with  perfectly  dry  carbonic  anhydride,  and  the 
experiment  continued  for  three  years,  observations  being  made  from 
time  to  time. 

The  following  results  are  arrived  at: — (1)  The  gas  condensation 
does  not  reach  a  fixed  point,  even  after  several  years ;  (2)  during  the 
continuation  of  the  experiment,  notwithstanding  instantaneous  or 
continual  changes  of  temperature  and  pressure,  no  giving  up  of  the 
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carbonic  anhydride  was  observable  ;  (3)  within  temperature  of  +  23° 
to  —  8°  a  rise  of  temperature  produces  an  acceleration,  a  fall  a  corre¬ 
sponding  retardation  of  the  absorption.  In  the  three  years  5T35  c.c. 
of  carbonic  anhydride  under  standard  conditions  were  absorbed  by 

1  square  metre  of  the  glass  wool. 

The  results  of  these  experiments  are  in  direct  contradiction  to 
others  on  the  same  phenomenon;  this  discrepancy  is,  however,  due  to 
the  fact  that  in  former  experiments  the  phenomenon  was  supposed 
to  be  finite  and  not  continuous. 

As  the  chemical  affinity  of  the  silicic  anhydride  for  the  basic  sub¬ 
stances  in  the  glass  is  greater  than  that  of  the  carbonic  anhydride, 
the  supposition  of  a  combination  of  the  latter  with  the  glass  is  pre¬ 
cluded  ;  thus  it  appears  that  the  carbonic  anhydride  is  condensed  as 
such.  The  long  continuation  of  the  phenomenon  can  be  explained 
by  an  imperfect  interpenetration  of  the  glass  by  the  molecules  of  the 
liquid  carbonic  anhydride.  Further  experiments  will  be  required  to 
prove  whether  after  a  sufficiently  long  interval  of  time  this  interpene¬ 
tration  becomes  a  sufficiently  diminishing  quantity ;  when  this  point 
is  reached,  the  conditions  remaining  the  same,  neither  condensation 
nor  evaporation  of  the  liquid  carbonic  anhydride  would  take  place, 
although  either  one  or  the  other  might  be  caused  by  a  change  of  the 
conditions.  It  would  thus  be  not  altogether  impossible  that  for  every 
series  of  temperatures  there  would  be  a  corresponding  series  of  levels 
of  the  layer  of  the  carbonic  anhydride. 

It  was  further  found  by  experiment  that  atmospheric  air  behaves 
towards  a  glass  surface  exactly  as  carbonic  anhydride. 

Y.  H.  V. 

Similarity  of  the  Behaviour  of  Ultramarine  in  a  very  fine 
State  of  Division  to  that  of  Metallic  Sulphides  in  the  Colloidal 
State.  By  P.  Ebell  (Ber.,  16,  2429 — 2432). — Ultramarine  in  a  very 
finely  divided  state,  as  it  is  obtained  by  grinding  and  elutriation  in  the 
course  of  its  manufacture,  shows  great  similarity  in  behaviour  to  the 
colloidal  metallic  sulphides  described  by  Spring  (Abstr.,  1883,  904). 
The  finer  parts  will  remain  suspended  in  pure  water  for  months;  the 
liquid  passes  unaltered  through  several  thicknesses  of  Swedish  filter 
paper,  does  not  show  any  sign  of  turbidity  when  examined  in  a  layer 

2  cm.  thick,  and  on  evaporation  leaves  the  ultramarine  in  a  lustrous 

layer  on  the  walls  of  the  vessel.  Microscopic  examination  (  x  1200) 
shows  only  points  appearing  partly  colourless,  partly  pale  blue  by 
transmitted  light,  deep  blue  by  reflected  light.  The  addition  of  small 
quantities  of  salts,  &c.,  to  the  liquid  causes  the  separation  of  the 
ultramarine  :  on  washing  with  pure  water  or  very  great  dilution, 
the  ultramarine  passes  again  into  suspension.  The  author  regards  it 
as  doubtful  if  the  copper  sulphide  in  the  so-called  colloidal  state  is 
really  in  solution  in  water,  or  whether  it  is  not  rather  in  suspension 
in  a  state  of  division  far  finer  than  that  in  which  ultramarine  can  be 
obtained  by  mechanical  means.  A.  J.  G. 

Specific  Volumes  of  Liquid  Substances.  By  H.  Kopp  (j 5er., 
16,  2458 — 2460). — The  author  thinks  it  advisable  to  call  attention  to 
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the  fact  that  in  his  original  paper  ( Amialen ,  96,  155)  the  relations 
between  composition  and  specific  volume  as  derived  from  the  observa¬ 
tions  then  accessible  were  not  advanced  as  being  the  correct  ones,  but 
only  as  useful  approximations. 

In  comparing  the  calculated  and  observed  volumes,  it  is  necessary 
to  bear  well  in  mind  the  real  nature  of  any  difference :  for  instance, 
taking  methyl  alcohol  (cal.  vol.  40’8,  obs.  42*1,  diff.  1*3)  and  amyl 
benzoate  (cal.  240  0,  obs.  247‘7,  diff.  7*7),  there  is  not,  as  at  first  sight 
appears,  a  much  greater  divergence  in  the  latter  case,  but  in  each 
case  the  difference  is  the  same,  =  3*2  per  cent,  of  the  calculated 
specific  volume. 

The  results  obtained  by  the  later  experiments  with  bodies  whose 
relations  to  one  another  are  now  more  clearly  known,  certainly  show 
less  agreement  with  a  law  of  atomic  volume  than  was  expected  from 
the  earlier  experiments ;  but  the  agreement  of  individual  substances 
with  many  so-called  laws  is  often  more  general  than  absolute. 

A.  J.  G. 
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Inorganic  Chemistry. 


Critical  Temperature  and  Pressure  of  Liquid  Oxygen.  By 

S.  Wroblewski  ( Gompt .  rend .,  97,  309 — 310). — When  oxygen  is 
liquefied  by  pressure  in  a  bent  tube  surrounded  by  liquid  ethylene 
which  is  caused  to  evaporate  rapidly,  it  is  found  that,  as  the  amount 
of  liquefied  oxygen  increases  so  that  it  rises  above  the  surface  of  the 
ethylene,  the  pressure  necessary  to  continue  liquefaction  gradually 
increases,  and  when  the  liquid  oxygen  rises  to  a  certain  height  in  the 
tube,  the  meniscus  becomes  indistinct  and  finally  disappears.  These 
results  are  due  to  the  fact  that  the  temperature  of  that  part  of  the 
tube  above  the  liquid  ethylene  gradually  increases  as  the  distance 
from  the  ethylene  increases.  The  disappearance  of  the  meniscus  takes 
place  at  a  pressure  of  about  50  atmos.,  and  on  slightly  reducing  the 
pressure  the  meniscus  reappears. 

Carbonic  anhydride  was  liquefied  by  pressure  in  a  tube,  the  lower 
part  of  which  was  placed  in  melting  ice,  whilst  the  upper  part  was 
heated  to  50°,  the  intermediate  portions  being  of  course  at  inter¬ 
mediate  temperatures.  As  the  liquefied  gas  approached  the  heated 
portion  of  the  tube,  the  pressure  required  to  continue  liquefaction 
gradually  increased  until  at  about  76  atmos.  the  meniscus  disap¬ 
peared,  but  it  reappeared  on  slightly  reducing  the  pressure  and  con¬ 
sequently  reducing  the  volume  of  the  liquid. 

The  disappearance  and  reappearance  of  the  meniscus  in  both  cases 
evidently  takes  place  at  that  part  of  the  tube  which  is  at  the  critical 
temperature  for  the  particular  gas,  and  the  pressure  observed  at  the 
time  of  disappearance  is  the  critical  pressure.  The  critical  pressure 
for  oxygen  is  about  50  atmos.,  and  the  critical  temperature  is 
approximately  —  113°.  C.  H.  B. 
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Critical  Point  of  Oxygen.  By  E.  Sarrau  ( Compt .  rend.,  97, 
489 — 490). — The  critical  pressure  and  temperature  calculated  by 
means  of  Clausius’  formula  from  the  results  of  Amagat’s  experiments 
on  the  compressibility  of  oxygen,  are  48' 7  atmos.,  and  —  105'4° 
respectively.  These  values  agree  fairly  well  with  Wroblewski’s 
determinations  (see  preceding  Abstract).  C.  H.  B. 

Conduct  of  Moist  Phosphorus  and  Air  towards  Carbonic 
Oxide.  By  I.  Remsen  and  E.  H.  Keiser  (Chem.  Neivs,  48,  199 — 
201). — In  reference  to  the  work  of  Hoppe-Seyler  (Abstr.,  1880,  3), 
Baumann  ( ibid .,  1882,  691),  Traube  ( ibid .,  1882,  795),  and  Leeds  ( ibid ., 
1880,  237),  on  the  existence  of  an  active  form  of  oxygen  distinct  from 
ozone,  the  authors  have  repeated  some  of  the  experiments.  A  repeti¬ 
tion  of  Traube’s  experiment  led  the  authors  to  confirm  his  statement, 
viz.,  that  the  oxidation  of  palladium- hydrogen  is  due  to  the  formation 
of  hydrogen  dioxide.  And  again,  several  repetitions  of  Leeds’s  and 
Baumann’s  experiments,  in  which  great  care  was  taken  to  prevent  the 
mixed  gases  from  inside  the  apparatus  coming  in  contact  with  organic 
matter,  led  the  authors  to  negative  Leeds’s  and  Baumann’s  conclu¬ 
sions  ;  under  these  conditions  no  oxidation  of  carbon  monoxide  to 
dioxide  took  place. 

In  these  experiments  all  the  stoppers  were  covered  with  water  or 
mercury,  connections  were  made  with  pieces  of  glass  tubing  bent  twice 
at  right  angles,  so  as  to  avoid  india-rubber  joints,  and  all  necessary 
plugs  were  of  asbestos.  In  some  experiments,  the  asbestos  plugs  were 
replaced  by  cotton-wool,  with  the  result  that  the  gas  which  previously 
contained  no  carbonic  anhydride,  now  precipitated  baryta- water  ;  this 
explains  Leeds’s  error.  No  satisfactory  explanation  is  given  of  the 
negative  results  obtained  by  Leeds  and  Baumann  when  no  carbonic 
oxide  was  used.  The  authors  are  of  opinion  that  the  action  of  air 
and  moist  phosphorus  on  carbonic  oxide  furnishes  no  evidence  of  the 
existence  of  the  so-called  active  oxygen.  D.  A.  L. 

Atomic  Refraction  of  Sulphur.  By  R.  Nasini  ( Qazzetta ,  13, 
296 — 311). —  Briihl’s  labours  on  atomic  refraction  have  shown  that 
the  same  element  may  have  different  atomic  refractions  according  to 
its  mode  of  union  with  the  other  elements,  but  up  to  the  present  time 
the  atomic  refraction  of  sulphur  in  its  various  compounds  has  not 
been  made  the  object  of  special  study. 

After  noticing  what  has  been  already  done  in  determining  the 
refractive  indices  of  various  sulphur  compounds,  the  author  points 
out  that  the  questions  he  proposes  to  solve  are : 

1.  To  ascertain  the  value  of  the  atomic  refraction  of  sulphur  cor¬ 
responding  with  oxygen,  where  bivalent  sulphur  is  united  with  two 
univalent  groups,  as  in  the  mercaptans. 

2.  Its  atomic  refraction  where  the  two  valencies  of  sulphur  are 
satisfied  by  the  same  carbon-atom. 

3.  To  ascertain  whether  a  variation  in  valency  has  any  influence 
on  its  atomic  refraction,  by  a  study  of  inorganic  sulphides  and  deri¬ 
vatives  of  carbon  acids  in  which  the  sulphur  is  quadrivalent  or 
sexavalent. 


150 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


The  experiments  were  all  made  with  liquids :  these  for  the  most 
part  were  supplied  by  Kahlbaum,  but  were  purified  before  the  deter¬ 
minations  were  made.  The  author  employed  the  empirical  formula 

TV _ 1 

— used  by  Landolt  and  Briihl,  as  being  but  little  affected  by  varia¬ 
tions  of  temperature.  H.  A.  Lorentz  and  L.  Lorenz  have  recently 

n2  —  1 

shown  ( Wied .  Ann 9,  64,  and  11,  70)  that  the  formula  na  ^ 

is  the  correct  expression  for  the  refractive  power  of  a  substance ;  it 
gives  excellent  results,  and  has  also  been  used  by  the  author.  The 
values  for  this  formula,  calculated  by  Landolt  from  Bruhl’s  nume¬ 
rous  experiments,  are  given  in  the  subjoined  table,  where  ra  and 
rA  represent  the  atomic  refractions  of  the  elements  with  respect  to 
the  line  a  of  the  hydrogen  spectrum,  and  with  respect  to  the  con- 

^ _ 2 

stant  A  of  Cauchy's  formula  as  functions  of  the  old  formula  — ^ — ; 
and  r'a  and  r\  the  same  values  for  the  new  formula. 


n- 

-1 

n2- 

-1 

d  * 

(Wo  H 

*  2  )<r 

ra . 

rA. 

r'a. 

rf  a. 

Carbon 

C . 

5  *0 

4 

*86 

2*48 

2’43 

Hydrogen 

H . 

1*3 

1 

■29 

1*04 

1*02 

Oxygen  (alcoholic) 

O'  . 

2*8 

2 

*71 

1*58 

1*56 

,,  (aldehydic) 

O"  . 

3*4 

3 

*29 

2*34 

2*29 

Chlorine 

Cl . 

9*8 

9 

*53 

6*02 

5*89 

Increment  for  each 

double  bond . 

2*4 

2 

*00 

1*78 

1-59 

The  determinations  of  the  refractive  index  were  nearly  all  made  at 
20°  with  a  spectrometer  of  Bartels  and  Diederichs,  by  the  method  of 
minimum  deviation,  using  the  lines  a,  /3,  and  7  of  the  hydrogen 
spectrum  and  the  D  sodium  line.  The  sp.  gr.  of  the  substance  was 
determined  at  20°,  referred  to  water  at  4°,  reducing  it  to  a  vacuum  by 

m 

means  of  the  formula  d/4  =  —  (2  —  X)  +\,  where  m  is  the  weight  of  the 

substance  at  a  temperature  t ,  w  that  of  the  water  at  the  same  tempe¬ 
rature,  and  \  the  mean  density  of  the  atmosphere. 

The  substances  examined  were  ethyl  mercaptan,  EtHS  ;  ethyl  sul¬ 
phide,  Et2S  ;  ethyl  bisulphide,  ELS2 ;  isobutyl  mercaptan,  C4H9.SH  ; 
ethyl  monothiocarbonate,  OC(OEt)(SEt) ;  isopentyl  mercaptan, 
C5H11.SH ;  isopentyl  sulphide,  (C5Hn)2S ;  diethyl  dithiocarbonate, 
OC(SEt)2;  carbon  bisulphide,  CS2;  the  compound,  CS(OEt)2;  sul¬ 
phurous  anhydride,  S02;  and  sulphuric  acid,  H2S04.  The  results  are 
given  in  three  tables,  and  from  an  inspection  of  them  it  appears  that 
the  atomic  refraction  of  sulphur,  like  that  of  oxygen,  has  two  values, 
according  as  the  two  valencies  are  satisfied  by  two  different  univalent 
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groups,  as  in  mercaptan,  &c.,  or  by  the  same  carbon-atom  as  in  carbon 
bisulphide.  These  two  values  are  as  follows  : — 


n- 

-1 

nr 

-1 

d  ‘ 

{n2  -t 

■  2)d’ 

ra. 

ta. 

r'a. 

r’  a. 

Sulphur  with  two  single  bonds  . 

14  10 

13*53 

7-87 

7-65 

„  „  a  double  bond  . ! 

1 

15*61 

15*09 

9*02 

8*84 

In  the  case  of  the  oxygenated  compounds  of  sulphur,  it  would 
seem  that  the  atomic  refraction  has  only  one  value,  although  it  differs 
considerably  from  those  given  above. 

It  is  now  established  that  the  atomic  refraction  of  an  element  may 
vary,  not  only  as  it  is  more  or  less  closely  united  with  other  elements 
— that  is,  by  single  or  double  bonds — but  also  that  the  nature  of  the 
atoms  or  variation  in  the  capacity  of  saturation  of  the  element  may 
greatly  influence  the  value  of  the  refraction-constant.  Comparative 
researches  on  other  multivalent  elements,  such  as  phosphorus  and 
arsenic,  will  no  doubt  throw  light  on  this  most  important  question. 

C.  E.  G. 

Basic  Sulphates.  By  J.  Habermann  ( Monatsh .  Chem .,  4,  787). — 
Preliminary  Notice. — The  basic  copper  sulphate,  6Cu0,2S03,5H20, 
which  Reindel  obtained  as  a  blue-green  precipitate  on  adding  ammo¬ 
nia  in  sufficient  quantity  to  a  boiling  solution  of  normal  cupric  sul¬ 
phate  {Gmelin- Kraut,  6  Aufl.,  vol.  iii,  p.  628),  is  also  formed  by 
boiling  a  solution  of  the  normal  sulphate  (Pickering,  G.  1883, 
Abstr.,  853),  and  the  author  of  the  present  notice  has  obtained  it  by 
treating  the  solution  of  the  normal  sulphate  with  ammonia  or  with 
sodium  carbonate  in  certain  proportions. 

Basic  sulphates  of  nickel,  cobalt,  zinc,  and  cadmium  are  formed  in 
like  manner  with  either  of  these  precipitants,  but  the  salts  thus  ob¬ 
tained  are  not  analogous  in  composition  to  the  copper  salt.  Further 
details  are  promised.  H.  W. 

Action  of  Potassium  Permanganate  on  certain  Sulphur- 
compounds.  By  M.  Honig  and  E.  Zatzek  {Monatsh.  Chem .,  4,  738 
— 752). — In  this  paper  the  authors  describe  a  large  number  of  expe¬ 
riments  on  the  action  of  potassium  permanganate  on  the  thiosulphates, 
sulphites,  and  sulphides  of  the  alkali-metals,  the  results  of  which  may 
be  summarised  as  follows  : — 

I.  The  thiosulphates  of  the  alkali-metals  are  completely  oxidised 
by  the  permanganate  at  ordinary  temperatures,  only  in  alkaline  solu¬ 
tion.  Whatever  may  be  the  concentration  of  the  permanganate 
solution,  the  complete  oxidation  of  1  part  sodium  thiosulphate 
(Na2S203,5H20)  requires  16366  part  potassium  permanganate.  The 
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composition  of  the  resulting  precipitate  is  best  represented  by  the 
formula  KH3Mn306. 

2.  The  sulphites  of  the  alkali-metals  are  completely  oxidised  at 
ordinary  temperatures  both  in  neutral  and  in  alkaline  solution.  The 
quantity  of  permanganate  required  for  oxidation  of  l  part  by  weight 
of  sodium  sulphite  (Na2S03)  depends  on  the  concentration  of  the 
permanganate  solution,  being  less  in  proportion  as  that  solution  is 
more  dilute.  The  composition  of  the  resulting  manganese  precipitate 
is  variable,  and  likewise  depends  on  the  concentration  of  the  per¬ 
manganate  solution. 

3.  The  action  of  permanganate  at  ordinary  temperatures  on  the 

mono-  and  poly-sulphides  of  the  alkali-metals  gives  rise  to  sul¬ 
phuric  acid,  trithionic  acid,  and  free  sulphur;  at  the  boiling  heat  all 
or  nearly  all  the  sulphur  is  oxidised  to  sulphuric  acid.  H.  W. 

Direct  Union  of  Nitrogen  and  Hydrogen.  By  H.  B.  Baker 
( Chem .  News ,  48,  187 — 188). — This  communication  is  a  reply  to 
Johnson  (Trans.,  1881,  128, 130).  The  author  describes  various  expe¬ 
riments  with  Johnson’s  and  other  apparatus,  and  ultimately  comes 
to  the  conclusion  that  nitrogen  prepared  from  air,  either  by  the  removal 
of  the  oxygen  by  cold  phosphorus,  or  by  potassium  pyrogallate,  or  by 
hydrogen  in  the  presence  of  warmed  platinum  sponge,  does  not  com¬ 
bine  directly  with  hydrogen  to  form  ammonia.  When,  however,  the 
hydrogen  was  passed  through  a  solution  of  silver  nitrate,  and  subse¬ 
quently  through  three  bottles  containing  a  saturated  solution  of 
ferrous  sulphate,  the  author  always  obtained  a  brown  coloration  in 
the  second  ISTessler  tube. 

Note. — Johnson  has  discontinued  the  use  of  silver  nitrate  for  the 
purification  of  his  hydrogen  (Chem.  News,  48,  202).  D.  A.  L. 

Nitrogen  Iodides.  By  A.  Guyard  (Compt.  rend.,  97,  526 — 531). 
— Nitrogen  iodide  in  contact  with  water  or  aqueous  ammonia  is  as 
sensitive  to  luminous  vibrations  as  to  calorific,  sonorous,  or  material 
vibrations.  When  exposed  to  light,  the  iodide  is  rapidly  decomposed 
with  effervescence  and  gives  off  pure  nitrogen,  ammonium  iodide  and 
a  small  quantity  of  ammonium  iodate  being  also  formed.  In  presence 
of  water,  the  decomposition  usually  terminates  in  a  violent  explosion, 
but  in  presence  of  ammonia  it  proceeds  quietly  to  the  end.  Nitrogen 
iodide  is  as  sensitive  to  diffused  light  as  to  direct  rays,  the  rapidity  of 
decomposition  being  proportional  to  the  intensity  of  the  light.  The 
decomposition  takes  place  equally  well  at  1°,  5°,  10°,  or  the  ordinary 
temperature.  The  infra-red  spectrum  has  no  influence  on  the  decom¬ 
position,  but  the  visible  spectrum  acts  powerfully,  the  maximum 
effect  being  produced  by  the  yellow  rays  and  the  minimum  by  the 
violet. 

Nitrogen  iodide  of  the  composition  NH2  is  decomposed  by  light  in 
presence  of  water,  without  explosion,  in  accordance  with  the  equation 
2NH2I  =  NH4I2  +  N.  Nitrogen  iodide,  however,  rarely  has  this 
composition,  and  usually  contains  a  greater  or  lesser  proportion  of 
other  iodides.  The  compound  therefore  generally  decomposes  at  first 
in  accordance  with  the  above  equation,  but  explodes  when  the  iodide, 
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NH3I,  begins  to  decompose.  The  decomposition  of  the  typical  iodide, 
NHI2,  in  presence  of  ammonia,  takes  place  in  accordance  with  the 
equation  5NHI2  +  12NH3  =  10NH4I  +  7N.  One  and  the  same 
nitrogen  iodide  will  give  off  more  nitrogen  in  presence  of  ammonia 
than  in  presence  of  water ;  in  the  first  case  ammonium  iodide  is 
formed,  in  the  second  the  diiodide. 

The  decomposition  of  nitrogen  iodide  in  ammonia  ma}^  be  used 
photometrically  to  determine  the  chemical  and  mechanical  equivalent 
of  light.  The  apparatus  employed  consists  of  a  small  flask  with  a 
long  neck  graduated  in  cubic  centimeters,,  and  provided  with  a 
stopper.  The  neck  also  carries  a  side  tube  similar  to  that  of  a  Gay- 
Lussac  burette.  1*27  gram  of  iodine  is  placed  in  the  flask,  which  is 
then  completely  filled  with  ammonia  of  22°,  carefully  stoppered,  with 
exclusion  of  air  bubbles,  and  exposed  to  light.  1*27  gram  of  iodine 
gives  off  33'5  c.c.  of  nitrogen.  The  final  reaction  is  the  same  whether 
nitrogen  iodide  or  a  mixture  of  iodine  and  ammonia  is  employed,  and 
whether  the  mixture  of  iodine  and  ammonia  is  exposed  to  light  at 
once,  or  time  is  given  for  the  formation  of  nitrogen  iodide.  The 
decomposition  takes  place  in  accordance  with  the  equation  13NH3 
+  101  =  lONHJ  +  3N. 

Preparation  of  Ammonium  Iodide  and  Iodate. — When  a  mixture  of 
iodine  with  excess  of  ammonia  is  exposed  to  light,  nitrogen  is  given 
off,  the  free  iodine  entirely  disappears,  and  ammonium  iodide  and 
iodate  are  formed.  The  ammonia  is  driven  off  and  the  liquid  con¬ 
centrated,  when  the  ammonium  iodide  crystallises  out,  and  the  iodate 
remains  in  solution.. 

When  iodine  is  mixed  with  aqueous-  ammonia,  part  of  the  iodine 
forms  ammonium  iodide,  and  the  remainder  is  converted  into  nitrogen 
iodide.  Afterwards,  in  presence  of  light  and  an  excess  of  ammonia, 
more  ammonium  iodide  is  formed  and  nitrogen  is  given  off.  The  first 
part  of  the  change  is  chemical,  the  second  photochemical.  The  principal 
reaction  is  represented  by  (Idling’s- equation  3NH3  H-  2I2  =  2NH4I  +. 
NHI2.  When  the  iodine  is  in  excess,  ammonium  diiodide  is  formed, 
and  the  nitrogen  iodide  produced  has  approximately  the  composition 
NH2I ;  with  proper  proportions  of  iodine  and  ammonia,  the  nitrogen 
iodide  has  approximately  the  composition  NHI2 ;  with  an  excess  of 
ammonia,  a  greater  proportion  of  ammonium  iodate  is  formed. 
Nitrogen  iodide  of  the  composition  NHI2  is  but  slightly  affected  by 
washing  with  pure  water.  Ammonia  added  to  ammonium  diiodide 
forms  nitrogen  iodide  with  the  second  atom  of  iodine. 

Under  ordinary  conditions,  £c(NH40)  -f  233(NH40)  I303  = 

NH40,I05  +  154NHJ  +  10(N8H9I15)  +  227HO  +  a(NH40),*  where 
#NH40  represents  the  excess  of  ammonia  which  must  always  be 
used,  is  the  .simplest  equation  which  expresses  the  observed  facts. 
The  formula  N8H9I15  is  approximately  8NHI2.  With  twice  the  excess 
of  ammonia,  about  twice  the  amount  of  ammonium  iodate  is  formed, 
and  the  nitrogen  iodide  consists  mainly  of  N:,H3I5,  or  approximately 
3NHI2.  Tiie  formulae  given  by  previous  investigators  are  probably 
correct,  but  refer  to  bodies  prepared  under  different  conditions. 

*  This  equation  is  given  exactly  as  it  is  in  the  original,  it  is,  however,  incorrect, 
as  the  two  sides  are  N 233, ^32,1303,0.233  ~  N235, ^37,1305,0233. 

YOL.  XLYI. 
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Nitrogen  iodides  are  decomposed  even  by  very  dilute  sulphuric, 
hydrochloric,  or  sulphurous  acid,  at  first  with  effervescence,  but 
afterwards  with  violent  explosion.  They  dissolve  in  sodium  thiosul¬ 
phate,  with  formation  of  sodium  iodide,  ammonium  sulphate,  and  free 
ammonia.  The  free  ammonia  is  that  existing  in  the  nitrogen  iodide ; 
the  ammonium  in  the  ammonium  sulphate  is  derived  from  the 
nitrogen  existing  in  the  nitrogen  iodide  in  the  form  of  triiodamine. 
Nitrogen  iodide  is  partially  decomposed  by  potassium  iodide  in  the 
dark,  with  formation  of  potassium  diiodide  free  from  ammonia,  and  a 
nitrogen  iodide  insoluble  in  the  alkaline  iodide,  that  is,  the  iodide  NHI2 
loses  an  equivalent,  or  part  of  an  equivalent,  of  iodine,  and  yields  a 
new  iodide.  When  exposed  to  light,  however,  the  nitrogen  iodide  is 
completely  decomposed  by  the  potassicm  iodide,  and  the  liquid  con¬ 
tains  ammonium  iodide.  Potassium  cyanide  dissolves  nitrogen  iodide 
even  in  the  dark,  with  evolution  of  nitrogen. 

Nitrogen  Copper  Iodide.- — When  an  ammoniacal  solution  of  a  copper 
salt  is  mixed  with  potassium  diiodide,  a  brilliant,  crystalline,  garnet- 
coloured  precipitate  of  the  composition  CuL,2NH2I  is  gradually 
deposited.  When  dried,  this  compound  is  very  stable,  but  it  is 
entirely  decomposed  by  water,  with  formation  of  ammonium  diiodide, 
and  a  bronze-coloured  cupric  oxyiodide,  Cu02I,  which  is  decomposed 
by  heat  into  black  cupric  oxide,  iodine,  and  oxygen.  The  double 
copper  nitrogen  iodide  is  decomposed  by  aqueous  ammonia,  with  for¬ 
mation  of  an  ammoniacal  solution  of  cupric  iodide  and  a  residue  of 
an  explosive  nitrogen  iodide  free  from  copper.  When  the  double 
iodide  is  heated,  iodine  and  the  products  of  the  decomposition  of 
nitrogen  iodide  are  given  off,  and  a  residue  of  perfectly  pure  cuprous 
iodide  is  left.  When  distilled,  the  double  iodide  yields  cuprous 
iodide,  and  brown,  violet,  and  ammoniacal  vapours.  The  brown 
vapours  condense  to  a  black  product,  decomposed  by  water  with 
formation  of  a  black  crystalline  nitrogen  iodide,  which  resembles 
iodine  in  appearance,  but  which  differs  from  all  the  other  nitrogen 
iodides  by  dissolving  with  effervescence  in  a  solution  of  potash  or 
soda,  nitrogen  or  hydrogen  being  given  off,  and  a  considerable  quan¬ 
tity  of  ammonia  formed. 

When  Schweitzer’s  reagent,  prepared  by  Peligot’s  method,  is  mixed 
with  potassium  diiodide,  a  crystalline  black  double  iodide  of  nitrogen 
and  copper  is  formed,  which  resembles  the  preceding  compound  in  its 
general  properties,  but  yields  an  explosive  cupreous  residue  when 
decomposed  by  washing  with  water.  C.  H.  B. 

White  Phosphorus.  By  I.  Remsen  and  E.  H.  Keisee  ( Chem . 
News ,  48,  201 — 202). — In  course  of  the  experiments  alluded  to  in 
this  vol ,  p.  149,  the  authors  had  a  suspicion  that  the  phosphorus 
with  which  they  were  working  might  have  contained  some  carbon¬ 
aceous  matter.  To  remove  this  the  phosphorus  was  distilled  in  an 
atmosphere  of  purified  hydrogen,  and  the  vapour  condensed  in  cold 
water.  The  distilled  phosphorus  presented  a  peculiar  appearance ;  it 
floated  on  the  surface  of  the  water,  forming  a  snow-white  layer,  and 
when  placed  in  warm  water  changed  into  ordinary  phosphorus.  After 
many  experiments  the  authors  found  that  this  variety  of  phosphorus 
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could  be  prepared  in  the  following  manner :  Sticks  of  phosphorus  are 
placed  in  a  tubulated  retort,  the  neck  of  which  is  inclined  upwards, 
and  projects  into  a  double-necked  globular  receiver,  containing  a 
layer  of  water  and  ice  1^  in.  deep  in  the  deepest  part.  The  receiver 
is  supported  in  a  vessel  of  cold  water,  and  the  bent  tube,  which  passes 
from  the  other  neck  of  the  receiver,  dips  into  cold  water.  A  glass 
tube  is  fitted  into  the  tubulure  of  the  retort  to  supply  purified  hydro¬ 
gen,  which  is  passed  until  the  apparatus  is  filled  with  it ;  the  current 
is  then  stopped,  and  the  distillation  proceeded  with  ;  this  is  conducted 
steadily  so  that  the  vapour  as  it  issues  from  the  retort  does  not  con¬ 
dense  to  a  liquid.  In  successful  operations  a  thin  white  cake  is  found 
floating  on  the  water.  The  apparatus  is  allowed  to  cool,  the  retort 
disconnected,  and  the  receiver  with  its  contents  put  under  water  to 
displace  the  hydrogen  and  remove  the  phosphorus  ;  if  this  precaution 
is  not  taken,  the  phosphorus  is  liable  to  take  fire,  and  give  rise  to  an 
explosion  of  the  mixture  of  hydrogen  and  air.  White  phosphorus  is 
light  and  plastic  ;  if  it  is  placed  on  bibulous  paper  as  it  dries,  it 
fumes,  melts  without  taking  fire,  and  changes  to  ordinary  phosphorus, 
with  which  its  melting  point  is  identical.  It  is  soluble  in  carbon 
bisulphide,  and  is  not  affected  by  sunlight  so  readily  as  ordinary 
phosphorus  ;  a  sample  after  a  year  became  slightly  yellow,  but  was 
otherwise  unchanged.  D.  A.  L. 

Reactions  of  Gaseous  Hydrogen  Phosphide.  By  A.  Gavazzi 
(Gazzetta,  13,  324 — 325). — On  passing  gaseous  hydrogen  phosphide 
through  a  neutral  aqueous  solution  of  platinic  chloride,  an  ochreous 
yellow  precipitate  of  the  composition  PtPH2  is  obtained :  this  is 
insoluble  in  water  and  hydrochloric  acid.  It  ignites  when  heated  to 
100 — 110°,  or  when  moistened  with  fuming  nitric  acid. 

Arsenic  phosphide,  AsP,  is  formed  by  the  action  of  hydrogen  phos¬ 
phide  on  a  solution  of  arsenious  anhydride  in  hydrochloric  acid. 

An  aqueous  solution  of  potassium  permanganate  absorbs  hydrogen 
phosphide  at  a  low  temperature,  the  reaction  being  represented  by  the 
equations — 

PH3  +  2KMn04  =  K2HP03  +  2Mn02  +  H20 
PH3  +  2KMnO*  =  K2HP04  +  Mn203  +  H20. 

C.  E.  G. 

Preparation  of  Phosphorus  Oxychloride.  By  E.  Dervin 
( Compt .  rend.,  97,  576— 578). — When  phosphorus  trichloride  is  mixed 
with  potassium  chlorate  a  violent  reaction  takes  place,  phosphorus 
oxychloride  and  potassium  chloride  being  formed  in  accordance  with 
the  equation  KC103  4  3PC13  =  3P0C13  4  KC1.  This  reaction  may 
be  utilised  for  the  preparation  of  phosphorus  oxychloride.  500  grams 
of  pure  phosphorus  trichloride  free  from  uncombined  phosphorus  are 
placed  in  a  retort  of  750 — 1000  c.c.  capacity,  connected  with  an 
inverted  condenser,  and  160  grams  of  finely  powdered  potassium 
chlorate  is  added  through  the  tubulure  in  quantities  of  about  4  grams 
at  a  time,  care  being  taken  to  wad  each  time  until  ebullition  ceases 
before  adding  more  chlorate.  When  the  whole  of  the  chlorate  has  been 
added,  the  liquid  is  distilled.  The  yield  is  very  satisfactory,  and  the 
oxychloride  contains  but  mere  traces  of  chlorine.  C.  H.  B. 
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Action  of  Sunlight  on  Phosphorous  Anhydride.  By  A. 

Irving  ( Chem .  News ,  48,  173). — The  author  prepared  his  phosphorous 
anhydride  by  passing  a  slow  current  of  dry  air  over  molten  phos¬ 
phorus,  and  found  that  the  product  turned  brown,  and  changed  into 
free  phosphorus  and  phosphoric  anhydride  when  exposed  in  sealed  cubes 
to  direct  sunlight  (compare  Lewes,  Trans.,  1884,  10).  D.  A.  L. 

Boron.  By  A.  Jolt  ( Compt .  rend.,  97,  456 — 458). — The  products 
of  the  reduction  of  boric  anhydride  by  aluminium  are:  (1.)  The 
boride,  BA1,  which  forms  golden-yellow  hexagonal  lamellae,  described 
by  Deville  and  Wohler.  (2.)  The  boride,  B6A1,  which  forms  large 
black  lamellae,  analysed  by  Hampe  ( Annalen ,  183,  p.  75).  (3.)  Yellow 
quadratic  crystals  of  adamantine  lustre  containing  carbon  and  alu¬ 
minium.  (4.)  A  boron  carbide,  or  more  probably  several  carbides 
formed  by  the  alteration  of  the  preceding  compounds,  at  a  high  tem¬ 
perature,  in  presence  of  carbon  and  excess  of  boric  anhydride.  This 
carbide  forms  small  black  very  hard  crystals,  with  a  bright  metallic 
lustre,  insoluble  in  boiling  nitric  acid.  They  have  a  sp.  gr.  of 
2 ‘542  at  17°,  and  contain  15*7  per  cent,  of  carbon,  corresponding 
with  the  formula  B3C.  C.  H.  B. 

New  Silver  Compounds.  By  T.  Poleck  and  K.  Thummel  ( Ber., 
16,  2435 — 2448). — Gutzeit  has  shown  (Pharm.  Zeit.,  1879,  263)  that 
when  gases  containing  arseniuretted  hydrogen  impinge  on  a  piece  of 
filter-paper  moistened  in  its  centre  with  one  drop  of  a  concentrated 
solution  of  silver  nitrate,  the  wet  spot  assumes  a  lemon-yellow  colour, 
whilst  at  the  periphery  a  brownish-black  ring  forms,  which  slowly 
broadens  towards  the  centre  until  the  whole  spot  becomes  black.  If 
the  spot,  whilst  still  yellow,  is  moistened  with  water,  it  blackens  over 
the  whole  surface,  and  at  the  same  time  shows  a  strongly  acid  reaction. 
Hydrogen  sulphide,  phosphide,  and  antimonide  give  similar  results. 
The  present  paper  details  experiments  on  the  chemical  nature  of  these 
reactions. 

Hydrogen  sulphide  is  passed  into  a  concentrated  solution  of  silver 
nitrate  (1  part  AgH03  in  0*7 — l'O  part  water)  kept  constantly  agitated, 
when  a  yellowish-green  precipitate  of  the  formula  Ag2S,AgN03  is  ob¬ 
tained.  The  supernatant  liquid  has  a  strongly  acid  reaction,  does  not 
contain  sulphuric  acid,  and  yields  a  considerable  quantity  of  ammonia 
when  distilled  with  potash.  The  precipitate  can  be  heated  to  180° 
without  decomposition,  and  then  forms  a  dark-green  powder.  It  is 
decomposed  into  silver  nitrate  and  silver  sulphide  by  treatment  with 
water  or  alcohol.  On  oxidation  with  nitric  acid  of  sp.  gr.  1*18  an 
orange-red  coloured  powder  is  frequently  obtained.  This  compound 
is  also  obtained  by  the  action  of  sulphur  on  a  boiling  concentrated 
solution  of  silver  nitrate,  and  after  purification  gave  results  corre¬ 
sponding  with  the  formula  Ag2S,Ag,S04.  It  dissolves  in  boiling 
nitric  acid,  is  decomposed  by  boiling  water  into  silver  sulphide  and 
sulphate,  and  by  cold  hydrochloric  acid  into  silver  sulphide  and 
chloride. 

Arsenic  trihydride  acting  on  dilute  solution  of  silver  nitrate  has 
long  been  known  to  yield  metallic  silver,  arsenious  anhydride,  and 
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nitric  acid ;  with  a  concentrated  solution,  however,  the  reaction  is 
very  different.  The  first  few  bubbles  of  gas  produce  a  deep  lemon- 
yellow  coloration,  no  precipitate  is  formed,  and  the  liquid  acquires 
an  acid  reaction ;  this  coloration  remains  for  one  or  two  days, 
then  the  liquid  becomes  colourless,  silver  is  precipitated,  and  the 
solution  contains  arsenious  and  arsenic  acids.  If  a  rapid  stream  of 
arsenic  trihydride  be  passed  into  a  concentrated  solution  of  silver 
nitrate  at  0°,  the  whole  liquid  solidifies  to  a  yellow  crystalline  mass, 
but  rapidly  blackens  from  separation  of  silver.  Many  experiments 
were  tried  to  isolate  the  compound,  but  its  instability  was  too 
great.  Analysis  by  an  indirect  method  pointed  to  the  formula 
Ag3As,3AgN"03. 

With  concentrated  solutions  of  silver  nitrate,  hydrogen  phosphide 
gave  results  exactly  similar  in  appearance  to  those  obtained  with 
arsenic  trihydride.  The  composition  of  the  yellow  precipitate  from 
indirect  determinations  was  Ag3P,3AgN03. 

A  yellow  precipitate  is  also  obtained  by  the  action  of  antimony  tri¬ 
hydride  on  concentrated  solution  .of  silver  nitrite.  It  could  not  be 
isolated,  but  indirect  determinations  gave  the  formula  Ag:JSb, 3  AgN03. 
Unlike  arsenic,  phosphorus,  and  sulphur,  metallic  antimony  does  not 
yield  the  double  compound ;  when  it  is  placed  in  a  solution  of  silver 
nitrate,  Ag3Sb  is  first  formed,  but  is  soon  converted  into  antimonious 
oxide  and  silver.  A.  J.  Gf. 

Silver  Nitrite  and  Ammonia.  By  A.  Reychler  ( Ber .,  16, 

2425 — 2428). — On  dissolving  silver  nitrite  in  concentrated  aqueous 
ammonia  heat  is  evolved,  aud  the  liquid  soon  deposits  well-formed 
brilliant  yellow  prisms  of  the  formula  AgN02,NH3,  soluble  in  water, 
sparingly  soluble  in  alcohol,  nearly  insoluble  in  ether,  and  melting  at 
70°.  Long-continued  heating  above  the  melting  point  decomposes 
the  compound,  all  the  ammonia  being  expelled,  and  the  residue  con¬ 
sisting  mainly  of  silver  nitrite.  On  gently  heating  the  compound 
with  ethyl  iodide,  it  yields  silver  iodide,  ethyl  nitrite,  and  ammonia. 

On  heating  the  monammonia  compound  with  alcoholic  ammonia 
and  precipitating  with  ether,  the  diammonia  compound  AgN02(NH3)2 
is  obtained  as  a  white  crystalline  mass,  rapidly  losing  ammonia  on 
exposure  to  air. 

The  finely  powdered  monammonia  compound  rapidly  absorbs 
ammonia  gas,  with  considerable  evolution  of  gas,  and  apparently 
yields  a  triammonia  compound,  AgN02(NH3)3 ;  it  is  readily  soluble 
in  water,  and  rapidly  loses  ammonia  on  exposure  to  the  ai*r. 

A.  J.  G. 

Crystallised  Calcium  Silicophosphate  produced  in  the 
Dephosphorisation  of  Iron.  By  A.  Carnot  and  Richard  (Compt, 
rend .,  97,  316 — 320). — The  slag  formed  in  working  the  Thomas- 
Gilchrist  process  at  Joeuf  (Meurthe-et-Moselle)  has  a  brownish  ov 
blackish  colour,  and  is  more  or  less  crystalline,  some  parts  consisting 
of  transparent  crystalline  matter,  which  acts  strongly  on  polaiised 
light,  whilst  other  parts  have  a  reddish  colour,  and  resemble  brown 
haematite.  The  surface  of  the  slag  is  covered  with  black  crystals, 
some  of  which  are  slender  needles,  whilst  others  are  right  rhombic 
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prisms  with  brilliant  faces.  These  crystals  are  frequently  aggregated 
in  columnar  masses,  which  terminate  in  small  vitreous  perfectly 
translucid  blue  crystals.  Similar  blue  crystals  are  found  in  the 
cavities  in  the  slag,  and  appear  to  form  one  of  its  principal  con¬ 
stituents.  These  are  very  constant  in  composition,  but  frequently 
enclose  small  black  needles  or  particles,  which  can,  however,  be 
removed  by  means  of  a  magnet.  The  blue  crystals  have  fhe  com¬ 
position — 

P205  Si02.  A1203.  CaO.  MgO.  FeO.  MnO. 

29'65  12*42  2*76  53*20  traces  1*80  traces  =  99*83. 

Vanadium  could  not  be  detected.  The  numbers  correspond  with  the 
formula  8P205}8Si02,Al208lFe0,36Ca0.  Regarding  the  crystals  as 
consisting  essentially  of  calcium  silicophosphate,  the  formula  becomes 
P205,Si02,5Ca0  or  Ca3P208  +  Ca^SiCh.  The  composition  of  the 
crystalline  slag  is  variable ;  it  contains  a  lower  proportion  of  phos¬ 
phoric  acid  than  the  blue  crystals,  and  a  considerable  excess  of  ferrous 
and  manganese  oxides. 

The  calcium  silico- phosphate  crystals  belong  to  the  rhombic  system, 
the  angles  being  mm  =  113°  10'  and  eef  (on  p )  =  64°.  They  are 
strongly  doubly  refractive,  and  exhibit  well-marked  dichroism.  When 
the  plane  of  their  optical  axis  is  parallel  with  the  principal  section  of 
the  Nicol’s  prism,  they  have  a  cobalt-blue  colour;  when  it  is  perpen¬ 
dicular,  they  are  almost  colourless.  C.  H.  B. 

Presence  of  Yttrium  in  the  Sphene  of  Biellese  Syenite.  By 

Cossa  ( Gazzetta ,  13,  326)'. — The  author  has  found  yttrium  and  cerium 
in  the  sphene  of  Biellese  syenite  to  the  amount  of  about  2*3  per  cent. 
This  is  an  important  fact,  as  it  affords  additional  evidence  of  the 
analogy  between  the  syenite  of  Biellese  and  those  of  Planeeuschen- 
giund  and  Sweden.  Besides  showing  that  substances  exist  in  the 
Alps  which  were  formerly  believed  to  be  exclusively  confined  to 
Northern  Europe,  it  proves  that  these  rare  metals  are  widely  diffused, 
and  their  association  with  calcium  compounds  may  be  important  in 
relation  to  their  valency.  C.  E.  G. 

Separation  of  Gallium.  By  L.  de  Boisbaudran  ( Gompt .  rend., 
97,  295 — 297,  and  521 — 522). — From  Vanadium. — (1.)  The  feebly 
acid  hydrochloric  acid  solution  is  mixed  with  arsenious  acid  and  an 
excess  of  acid  ammonium  acetate,  and  treated  with  hydrogen  sulphide. 
Vanadium  is  not  precipitated,  but  the  arsenious  sulphide  carries  down 
the  whole  of  the  gallium.  The  precipitate  is  washed  with  water  con¬ 
taining  ammonium  acetate  and  hydrogen  sulphide,  and  treated  with 
aqua  regia.  The  arsenic  acid  is  reduced  with  sulphurous  acid,  and  a 
current  of  hydrogen  sulphide  is  passed  through  the  strongly  acid 
liquid,  when  the  arsenic  is  precipitated  alone,  all  the  gallium  remain¬ 
ing  in  solution.  This  is  the  only  process  which  gives  accurate  results 
when  used  alone,  and  it  is  especially  useful  for  separating  small 
quantities  of  gallium  from  large  quantities  of  vanadium.  (2.)  The 
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solution  is  almost  neutralised  with  ammonia,  mixed  gradually  with  an 
excess  of  ammonium  sulphide,  and  agitated.  Dilute  hydrochloric 
acid  is  then  added  in  considerable  excess  with  constant  agitation,  and 
the  precipitated  vanadyl  sulphide  is  filtered  off  and  washed  with 
dilute  hydrochloric  acid  containing  hydrogen  sulphide.  The  filtrate 
is  boiled  with  aqua  regia  to  destroy  ammonium  salts,  the  nitric  acid  is 
then  expelled,  and  precipitation  repeated  six  or  seven  times.  The 
valiadyl  sulphide  is  also  dissolved  in  aqua  regia,  and  reprecipitated 
several  times.  (3.)  The  hydrochloric  acid  solution  is  made  alkaline 
with  ammonia,  and  boiled  until  the  liquid  is  neutral.  The  precipitate 
is  redissolved  and  reprecipitated  two  or  three  times ;  the  filtrate  is 
treated  by  method  (1)  in  order  to  separate  the  last  traces  of  gallium. 
(4.)  The  solution  is  mixed  with  sulphuric  acid  and  ammonium  sul¬ 
phate  in  proper  proportions,  and  the  gallium  alum  is  purified  by 
re  crystallisation.  The  solution  contains  small  quantities  of  gallium. 

If  the  amount  of  gallium  is  very  small,  process  (1)  is  used ;  if  the 
proportion  of  gallium  is  large,  and  that  of  vanadium  small,  the  greater 
part  of  the  gallium  is  removed  in  the  form  of  alum,  and  the  mother- 
liquid  is  treated  by  the  following  method.  When  the  gallium  and 
vanadium  are  present  in  approximately  equal  proportions,  the  liquid 
is  twice  boiled  with  ammonia  (2),  and  the  filtrate  treated  by  (1). 
The  precipitated  gallium  hydroxide  is  converted  into  alum,  and  the 
mother-liquor  is  again  boiled  with  ammonia.  The  filtrate  is  treated 
by  (1)  :  the  precipitate  is  mainly  converted  into  gallium  alum,  and 
the  mother-liquor  is  finally  treated  by  (1). 

From  Tungsten. — The  tungsten  is  converted  into  alkaline  tungstate, 
and  the  solution  evaporated  almost  to  dryness  at  a  gentle  heat  in  pre¬ 
sence  of  a  considerable  excess  of  hydrochloric  acid,  a  small  quantity 
of  water  is  then  added,  and  the  liquid  again  evaporated  almost  to 
dryness.  The  residue  is  treated  with  a  moderately  large  quantity  of 
very  dilute  hydrochloric  acid,  gently  heated,  and  the  liquid  filtered. 
The  filtrate  is  free  from  tungsten;  the  traces  of  gallium  in  the 
precipitate  are  removed  by  dissolving  it  in  ammonia,  and  repeating 
the  process. 

From  Phosphoric  Acid. — (1.)  The  gallium  is  precipitated  by  potas¬ 
sium  ferrocyanide  in  presence  of  a  large  quantity  of  hydrochloric  acid, 
and  the  precipitate  is  washed  with  water  strongly  acidified  with 
hydrochloric  acid.  (2.)  The  solution  is  mixed  with  about  one-third 
its  volume  of  strong  nitric  acid,  and  the  phosphoric  acid  precipitated 
by  means  of  ammonium  molybdate,  the  gallium  and  molybdenum 
being  afterwards  separated  by  the  method  previously  described. 
(3.)  The  feebly  acid  solution  is  mixed  with  arsenious  acid  and 
ammonium  acetate,  and  treated  with  hydrogen  sulphide,  as  described 
above.  C.  H.  B. 

Diffusion  of  Vanadium  in  the  Mineral  and  Vegetable  King¬ 
doms.  By  L.  Ricciardi  ( Gazzetta ,  13,  259 — 262). — After  a  recapitu¬ 
lation  of  the  results  obtained  by  various  authors  on  the  occurrence  of 
vanadium  in  rocks  and  minerals,  the  author  gives  the  results  of  his 
own  experiments  on  the  existence  of  that  metal  in  volcanic  emana¬ 
tions  ancient  and  modern.  These  are  as  follows,  the  numbers  denot- 
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ing  the  percentage  of  vanadium  sesquioxide  found  in  the  several 
substances  examined  : — 


Lava  of  Vesuvius  (1868) .  0-0063  per  cent. 

„  „  (1871)  .  0-0075  „ 

„  „  (1872)..  .  0-013 

Ashes  from  Vesuvius  (1872)  ....  0  105  ,, 

Lava  of  Vesuvius  (1881)  . .  0*0081  ,, 

Lava  of  Etna  (1669) .  0*0102  ,, 

„  „  (1879) .  0-0034  „ 

Basalt  of  Pachino  . . . . .  0*006  ,, 

Basalt  of  the  Isola  dei  Ciclopi.. .....  0*0084  ,, 


Scacchi  has  found  vanadium  in  incrustations  of  the  Vesuvian  Java 
of  1631. 

E.  Bechi  ( Atti  della  E.  Accademia  deiLincei  [3],  3,  403  [1878-79]), 
after  having  found  this  element  in  argillaceous  limestones,  in  schists 
and  in  sands,  has  established  its  presence  in  plants,  especially  in  those 
growing  on  clay  soils. 

The  author  of  the  present  paper  bas  also  found  it  in  the  ashes  of 
grasses  growing  on  the  Etna  lava  of  1669,  but  the  proportion  was  too 
small  for  quantitative  estimation.  Its  occurrence  in  plants  may  be 
regarded  as  having  some  relation  to  the  isomorphism  of  vanadic  and 
phosphoric  acids.  H.  W. 

Sulphur  Compounds  of  Molybdenum.  By  G.  Kruss  (Ber.,  16, 
2044 — 2051). — According  to  Berzelius,  molybdenum  forms  not  only 
a  di-  and  tri-  but  also  a  tetr a- sulphide,  MoS4,  a  compound  which  would 
point  to  molybdenum  as  possessing  a  quantivalence  of  eight,  and 
would  be  analogous  to  the  uranium  tetroxide.  The  author  has  suc¬ 
ceeded  in  isolating  this  tetrasulphide  by  melting  molybdic  acid  with 
potassium  carbonate,  exhausting  the  melt  with  water,  and  passing 
hydrogen  sulphide  into  the  solution  when  heated  to  the  boiling  point. 
A  black  powder  together  with  a  crystalline  substance  separates  out. 
This  mixed  material  is  washed  first  with  cold  water,  then  with  hot 
water  to  dissolve  out  the  molybdenum  -di-  and  tri* sulphide,  and  the 
resultant  chocolate-brown  powder  is  heated  in  a  current  of  hydrogen 
sulphide  until  its  weight  is  constant.  The  result  of  the  analysis 
show  that  this  substance  is  molybdenum  tetrasulphide. 

The  author  also  describes  a  series  of  compounds  intermediate 
between  the  salts  of  molybdic  and  sulphomolybdic  acids,  which  may 
be  designated  by  the  generic  term  oxythinmolybdates. 

Ammonium  orthoxythiomolybdate ,  prepared  by  passing  hydrogen 
sulphide  into  an  ammoniacal  solution  of  ammonium  molybdate,  crys¬ 
tallises  in  golden-yellow  needles  of  the  composition  (NH4)2Mo02S2, 
which  was  assigned  to  the  substance  by  Debray.  The  corresponding 
potassium  salt  forms  reddish- golden  needles. 

Besides  the  crystalline  orthoxythiomolybdate,  a  number  of  amor¬ 
phous  oxysulphomolybdates  are  obtained  by  the  decomposition  of  the 
molybdates  by  the  alkaline  hydrosulphide.  Ammonium  pyroxy- 
thiomolybdate,  prepared  b}^  decomposing  ammonium  molybdate  with 
ammonium  hydrosulphide,  is  a  reddish-golden  precipitate  having  the 
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composition  H2Mo204S3  (=  2H2Mo02S2  —  H2S),  which  evidently 
stands  to  orthoxymolybdate  in  the  same  relation  as  ortho-  to  pyro-phos- 
phoric  acid.  The  corresponding  sodium  salt  is  a  golden  amorphous 
powder. 

Thiomolybdates.  —  These  compounds  were  obtained  by  Berzelius 
by  passing  hydrogen  sulphide  into  the  molybdates  and  evaporating 
the  liquid  ;  the  substances  formed  by  the  process  are,  however,  far 
from  pure,  owing  to  a  loss  of  hydrogen  sulphide  and  formation  of  the 
oxythiomolybdates.  The  potassium  salt  can  best  be  prepared  by 
fusing  together  potassium  carbonate,  sulphur,  and  a  large  excess  of 
the  natural  molybdenum  sulphide. 

Dithiomolybdates. — On  passing  hydrogen  sulphide  into  a  solution 
of  potassium  molybdate  containing  a  large  excess  of  free  alkali,  an 
orange-yellow  precipitate  separates  out ;  this  has  the  composition 
K6Mo2S9,  or  potassium  dithiomolybdate.  V.  H.  V. 

Complex  Inorganic  Acids.  By  W.  Gibbs  ( Chem .  News ,  48, 

155). — Two  communications  from  .the  author  on  this  subject  have 
already  appeared  in  this  Journal  (Abstr.,  1882,  469,  702).  In  these 
communications  only  binary  compounds  have  been  referred  to,  and 
these  can  be  represented  by  the  general  formula : — 

mRr03.nB'2G5.pR/  '20, 

in  which  m  =  any  even  number  from  10  to  48  ;  R  =  either  molybde¬ 
num  or  tungsten;  Rr  either  phosphorus  or  arsenic  ;  and  R,r  the  basic 
radical.  He  has  now  extended  the  generalisation,  and  states  that  the 
phosphorus  and  arsenic  may  be  replaced  by  vanadium  or  antimony, 
or  possibly  by  niobium  and  tantalum ;  for  example,  well-defined  and 
beautifully  crystalline  vanadio-molybdates  have  been  obtained  having 
the  formulae 


6Mo03,V205,2Am20,H20  +  4Aq. 
16Mo03,V205,5Ba0,H20  +  28Aq. 

Moreover,  the  group  R'205  may  be  replaced  by  the  group  R203  as 
As203,Sh  O  03,  and  probably  V2O3.  Thus  the  formula  of  an  ammo¬ 
nium  phosphoroso-molybdate  is  — 

24Mo03,2P203,5Am20  +  20Aq. 

Th  ese  R203  compounds  are  converted  by  oxidation  into  the  salts  con¬ 
taining  the  group  R205.  Klein  has  described  salts  containing  R203 ; 
salts  of  this  class  containing  hypophosphorous  acid  have  also  been 
obtained,  such  as  the  ammonium  hypophosphomolybdate  of  the 
formula  24Mo03,6P02,6Am20  +  7Aq.  There  are  a  great  many 
ternary  compounds  of  a  similar  character  containing  molybdic  or 
tungstic  oxide  united  with  two  other  oxides.  A  great  many  have  the 
general  formula,  mR03r/,R'205,pR//205,rR"20,  in  which  R03  =  molybdic 
or  tungstic  oxide,  whilst  R'205  and  R"05  =  two  different  oxides  of  the 
same  type;  for  example,  P205and  V205.  It  has  not  as  yet  been  proved 
that  any  two  known  oxides  of  the  type  R205  can  enter  together  into 
such  compounds.  The  following  are  some  examples  of  these  salts  : — 
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14Mo03,8V205,P205,8Am20  +  50Aq. 
48Mo03,V305,2p206,7Am20  4-  30 Aq. 
60W03,V205,3P206,10Am30  -f  60 Aq. 
16W03,3Y205,P205,5Am20  +  37  Aq. 

But  tlie  compounds  containing  Mo03  or  W03  in  combination  with 
oxides  of  two  types  are  still  more  numerous.  They  have  the  follow¬ 
ing  general  formulae : — 


mR03,nR,205,y>Rf'203,rR'/'20 ; 

wR03,wR/'205^R,203,rR,',20 ; 
raR03,rcR^05,pR^03,rR'''20 ; 

in  which  R206  may  be  P206,  V205,  As^Os,  Sb205,  and  probably  Nb205 
and  Ta^Oc,  whilst  R203  may  be  B203,  P203,  V20g,  As203  Sb203.  The 
author  has  also  prepared  salts  belonging  to  the  ternary  compounds 
with  the  general  formula  raR03,wR'206,pR'/02,rR"'02.  None  of  this 
series  containing  R'203  in  place  of  R'206  have  as  yet  been  prepared. 

Quarternary  compounds  also  exist,  for  the  author  has  obtained  the 
following  in  well-defined  crystals  60 W03,3p205,V2Q6,V02,18BaO 
+  150H20,  which  is  reducible  to  the  general  formula 

mR02,^R^05,pR/y05,«7R,'/02,rR"'0. 

It  is  evident  that  the  possible  number  of  various  combinations  in  this 
group  is  very  great.  Besides  the  above  types,  the  author  has  obtained 
other  compounds  containing  neither  molybdenum  nor  tungsten  ;  for 
example :  phospho-vanadates,  arseno-vanadates,  and  antimony- vana¬ 
dates,  which  are  frequently  crystalline,  and  have  the  general  formula 
mft/206,wR/,205,pR20.  D,  A.  L. 
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Mineralogical  Chemistry. 


Braeite  of  Cogue,  Val  dJ  Aosta.  By  Friedel  ( Gazzetta ,  13,  278). 
— This  mineral  gave  by  analysis  67*06  per  cent.  MgO,  1*13  FeO, 
29*48  H20,  and  2*13  silica  and  insoluble  matter,  total  99*80;  or  de¬ 
ducting  the  silica  and  insoluble  portion:  68*53  MgO,  1*15  FeO,  and 
30*13  water  =  99*31,  agreeing  nearly  with  the  formula  MgO,H20  or 
Mg(OH)2,  and  showing  that  this  mineral  is  identical  with  thebrucites 
of  other  localities,  and  in  particular  with  that  of  Hoboken.  Like  all 
other  brucites,  it  is  accompanied  by  serpentine.  H.  W. 

Chemical  Composition  of  Apatites.  By  J.  A.  Voelcker  (Ber., 
16,  2460 — 2464). — The  formula  3Ca3(P04)2  -f  |  CaF^}  usually  as¬ 
signed  to  apatite,  does  not  appear  to  be  founded  on  direct  determina¬ 
tions  of  all  the  constituents,  but  to  have  been  assumed  on  the  strength 
of  its  isomorphism  with  pyromorphite,  3Pb3(P04)2  +  PbCl3.  In  par- 
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ticular,  the  fluorine  seems  not  to  have  been  estimated,  but  calculated 
from  the  excess  of  lime  beyond  that  required  for  the  phosphate  and 
chloride. 

The  author  has  determined  all  the  constituents  in  several  samples 
of  apatite,  and  finds  that  the  amount  of  fluoride  and  chloride  is 
always  considerably  below  that  required  by  the  above  formula,  but 
that  there  is  an  excess  of  calcium  oxide  present  equivalent  to  the 
deficiency  in  the  haloid  salt,  and  that  apatite  must  therefore  be  repre¬ 
sented  by  the  formula — 

f  CaCl2. 

3Ca3(P04)2  +  1<  CaF2. 

CaO. 


The  analyses  were  all  made  from  crystals  with  completely  smooth 
and  sharp  faces.  A  and  B  are  Canadian  apatites,  D,  Ea,  E6,  and 
F  Norwegian  apatites  containing  no  fluorine. 


A. 

B. 

D. 

Ea. 

M. 

F. 

Ca3P  20  . . . 

89*36 

90*31 

90  93 

90*14 

90*14 

89*81 

87  96 

CaFn . „ 

4  *54 

5  03 

rr 

_ _ 

CaCl2 . 

0-14 

0-75 

2*38 

1-27 

1  *42 

1  -42 

3*53 

CaO  . 

1-72 

2-27 

3*57 

4*98 

4*34 

4*36 

3  68 

CaC08  . 

1  '95 

0*20 

___ 

__ 

CaS04  . 

0*54 

- . 

0  24 

0*25 

0*22 

0*22 

0*25 

MgO . 

0*19 

- - 

— 

— 

— . 

— 

— 

F e203 . .  .... 

0*41 

0*24 

0-40 

1*62 

1*57 

1*57 

0*64 

AI2O3, . 

0-86 

0*99 

0*92 

0*85 

1*04 

1  *04 

0-39 

Insoluble  residue 

0*15 

0  99 

0*64 

0-34 

0  24 

0*39 

1-89 

Water  . . 

0  04 

0*18 

>  0*44 

0*34 

0*27 

0*14 

Loss  on  ignition 

0  *25 

0*04 

J 

a.  j.  a. 


Formation  of  Albite  in  the  Wet  Way.  By  C.  Friedel  and  E. 
Sarasin  (Compi.rend.,  97,290 — 294). — When  solutions  of  sodium  sili¬ 
cate  and  aluminium  silicate  in  the  proportions  necessary  to  form  albite 
are  heated  together  in  a  strong  steel  tube  at  about  400°,  no  albite  is 
formed,  but  crystals  and  globules  of  analcime  separate  out  inconsiderable 
quantity,  a  certain  proportion  of  the  sodium  silicate  and  traces  of  the 
aluminium  silicate  remaining  in  solution.  If,  however,  the  sodium  sili¬ 
cate  is  added  in  excess  to  the  extent  indicated  by  this  experiment,  and  the 
solution  heated  at  about  500°,  crystals  of  albite  are  obtained  identical 
in  chemical  composition  and  physical  properties  with  the  natural 
crystals.  The  crystals  are  sometimes  slender  needles,  sometimes 
shorter  and  thicker  prisms,  and  some  of  them  show  the  usual  albite 
twinning.  When  the  solution  of  sodium  and  aluminium  silicates  is 
mixed  with  potassium  chloride,  the  results  are  somewhat  contradictory. 
In  the  first  experiment,  no  albite  was  formed,  but  crystals  of  quartz 
and  a  quantity  of  small  crystals  apparently  belonging  to  the  cubical 
system  were  obtained.  In  other  experiments,  however,  both  albite 
and  orthoclase  were  formed  simultaneously,  but  the  two  minerals  did 
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not  crystallise  together.  Albite  is  formed  even  in  liquids  containing 
four  times  as  much  potassium  as  sodium,  and  sodium  chloride  even  in 
large  proportion  is  apparently  without  effect  on  the  formation  of  the 
mineral.  C.  H.  B. 

Rhodonite  from  Vift.  By  V.  Fino  ( Gazzetta ,  13,  277). — This 
rhodonite  is  red,  but  is  mixed  with  a  black  substance  difficult  to 
separate,  probably  a  product  of  alteration.  The  rhodonite  has  a 
density  of  3'65,  hardness  5 — 5*6.  It  melts  before  the  blowrpipe,  gives 
a  brown  bead  with  borax ;  with  phosphorus  salt  a  bead  which  is 
opaque  when  cold,  and  becomes  red  in  the  reducing  flame.  Its  analysis 
gave — 


Loss  by 


Si02. 

MnO. 

FeO. 

CaO. 

ignition. 

44*31 

48*77 

1*53 

4*44 

1*25 

=  100*30 

44*34 

48*64 

1*48 

4*57 

1*23 

=  100*16 

agreeing  nearly  in  composition  with  the  rhodonite  of  S.  Marcel,  in 
which  Ebelman  found  46’37  Si02,  47*38  MnO,  and  5*48  CaO. 

H.  W. 

Artificial  Production  of  Rhodonite  and  Zephroite.  By 

A.  Gorgeu  ( Compt .  rend .,  97,  320 — 323). — When  a  current  of  hydro¬ 
gen  and  carbonic  anhydride  charged  with  aqueous  vapour  is  passed 
over  a  mixture  of  10  parts  manganous  chloride  and  1  part  precipitated 
silica  fused  at  a  cherry- red  heat,  the  manganous  chloride  is  partially 
decomposed,  yielding  hydrochloric  acid  and  manganous  oxide,  which 
dissolves  in  the  unaltered  manganous  chloride  and  is  thus  brought  into 
intimate  contact  with  the  silica.  The  first  product  is  a  bisilicate, 
which  is  obtained  in  small  distinct  rose-coloured  crystals  by  treating 
that  part  of  the  fused  mass  which  is  insoluble  in  water  with  dilute 
hydrochloric  acid  (1:2).  If  the  action  of  the  moist  gas  is  prolonged, 
and  the  residue  after  being  washed  with  water  is  treated  with  very 
dilute  hydrochloric  acid  (1  :  50),  grey  crystals  of  a  normal  silicate 
are  obtained.  In  these  experiments,  the  aqueous  vapour  is  the  active 
agent,  the  hydrogen  or  carbonic  anhydride  simply  preventing  access 
of  air  and  consequent  formation  of  hausmannite.  The  rose-coloured 
crystals  have  the  composition  Si02,MnO,  and  correspond  in  crystal¬ 
line  form  and  other  properties  with  rhodonite ;  the  grey  crystals 
have  the  composition  Si02,2Mn0,  and  correspond  with  tephroite. 
The  presence  of  alkaline  chlorides  has  no  effect  on  the  production  of 
these  compounds.  In  presence  of  the  chlorides  of  iron,  magnesium, 
and  calcium,  small  quantities  of  these  metals  are  taken  up,  but  the 
oxygen  ratio  remains  the  same.  The  artificial  crystals  are  about  a 
degree  softer  than  the  natural  crystals.  Both  compounds  are  anhy¬ 
drous,  and  do  not  appreciably  oxidise  in  dry  or  moist  air.  They  melt 
with  difficulty  at  a  bright  red  heat,  forming  a  brown  enamel,  and  they 
dissolve  in  fused  manganous  chloride,  and  are  deposited  in  definite 
crystals  on  cooling.  The  rose-coloured  silicate  when  fused  with  man¬ 
ganous  chloride  in  presence  of  aqueons  vapour,  is  gradually  converted 
into  the  neutral  silicate,  and  the  latter,  when  fused  with  manganous 
chloride  and  silica  out  of  contact  with  air  and  moisture,  is  converted 
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into  an  acid  silicate,  insoluble  in  hydrochloric  acid.  Hydrochloric 
acid  has  little  action  on  the  rose-coloured  silicate,  but  attacks  the 
neutral  salt  even  when  very  dilute;  sulphurous  acid  also  has  no  action 
on  the  first  compound,  but  dissolves  the  neutral  salt.  Chlorine  water 
blackens  and  partly  dissolves  the  grey  crystals,  but  has  little  action 
on  the  acid  salt.  Saturated  solutions  of  carbonic  anhydride  and 
hydrogen  sulphide  respectively  decompose  the  neutral  salt,  but  have 
no  action  on  the  other.  A  2*8  per  cent,  solution  of  sodium  hydrogen 
carbonate  has  very  little  action  on  the  rose-coloured  salt  at  40 — 60°, 
but  partially  converts  the  grey  silicate  into  carbonate.  Natural  rho¬ 
donite  behaves  in  exactly  the  same  way  as  the  artificial  product,  and 
it  would  appear  probable  from  these  reactions  that  the  manganese 
carbonate,  sulphide,  and  peroxide  found  in  mineral  veins  have  been 
formed  by  the  alteration  of  tephroite  rather  than  by  that  of  the  much 
more  stable  rhodonite.  C.  H.  B. 

Meteoric  Dust  and  Analysis  of  the  Soil  of  Sahara.  By 

Tacchint  ( Gazzetta ,  13,  327). — An  investigation  as  to  the  origin  of  the 
rains  of  sand  and  meteoric  dust  which  fall  in  Italy,,  and  especially  in 
Sicily,  shows  that  the  sand  comes  from  Africa,  being  raised  by 
cyclones,  and  carried  into  Sicily  and  Italy  by  the  strong  south-east 
and  south-west  currents.  Tacchini  and  Macagno  are  comparing  these 
powders  with  the  soil  from  the  Desert  of  Sahara.  C.  E.  G. 

Analysis  of  the  Brine-Spring  of  Stoke  Prior,  Worcestershire. 

By  A.  B.  Griffiths  ( Ghem .  News,  48,  207). — This  deposit  of  rock- 
salt  is  in  the  lias  ;  the  water  is  pumped  from  a  depth  of  over  300  feet. 
The  following  are  the  results  of  analyses  recently  made  by ‘the  author, 
which  are  compared  with  results  obtained  by  Northcote  in  1854  : — 

Griffiths  (1883.) 


Northcote  (1854.) 

I. 

II. 

Per  cent. 

Per  cent. 

Per  cent. 

Soda . 

. . . .  13  7779 

13-7741 

13-7752 

Lime . 

0*1075 

0*P»92 

01085 

Magnesia . . 

0-0165 

0  0159 

0*0173 

Ferric  oxide  . . . . 

....  trace 

trace 

trace 

Chlorine  . 

....  15*4697 

15*4620 

15*4683 

Phosphoric  acid 

....  trace 

trace 

trace 

Silicic  acid  . .  . . 

....  trace 

trace 

trace 

Lithium  . 

....  — 

trace 

trace 

Bromine  . 

....  trace 

trace 

trace 

Potash . 

....  trace 

trace 

trace 

Sulphuric  acid. . 

0*4888 

0-4890 

0*4892 

It  contains  25*49  per  cent,  sodium  chloride,  the  brine  is  therefore  a 
saturated  solution;  the  sp.  gr.  is  1*2049  at  24°.  D.  A.  L. 
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Organic  Chemistry. 


Galician  Petroleum.  By  B.  Lachowicz  ( Annalen ,  220,  188— 
206). — The  volatile  portion  of  the  petroleum  from  Boryslaw,  in  Galicia, 
boiling  between  30°  and  125°,  contains  the  following  hydrocarbons  : 
— (1)  Isopentane  boiling  at  30°,  which  yields  a  chloride  boiling  at  100° 
(sp.  gr.  0*8703  at  20°) ;  (2)  normal  pentane  boiling  at  37°  (sp.  gr. 
0*6267  at  14°),  yielding  two  chlorides  boiling  at  106°  and  104°  ; 
(3)  a  hexane  boiling  at  60°  ;  (4)  hexane  boiling  at  70°  (sp.  gr.  0*6985 
at  14°)  ;  (5)  heptane  boiling  at  99°;  (6)  nonane  boiling  at  148°;  and 
(7)  decane  boiling  at  152°,  and  a  decane  boiling  at  162 — 163°  (sp.  gr. 
0*7324  at  20°)  ;  also  benzene,  toluene,  xylene,  and  mesitylene.  The 
petroleum  does  not  contain  any  olefines.  The  author  is  of  opinion 
that  olefines  do  not  occur  ready  formed  in  petroleums,  but  that  they 
are  produced  in  the  process  of  distillation. 

The  relatively  high  sp.  gr.  of  certain  portions  of  the  distillate  of  the 
petroleum,  from  which  the  hydrocarbons  of  the  benzene  series  have  been 
removed,  leads  the  author  to  infer  the  presence  of  the  hydrides  of  the 
aromatic  hydrocarbons,  e.q hexahydro toluene  and  hexahydro-iso- 
xylene.  W.  C.  W. 

Some  Paraffins  and  their  Derivatives.  By  B.  Lachowicz 
(Annalen,  220,  168 — 188). — Diamyl ,  C10H22,  prepared  by  the  action 
of  sodium. on  amyl  bromide  from  commercial  amyl  alcohol,  boils  at 
157*1°,  and  has  the  sp.  gr.  0*72156  at  22°.  It  is  a  tasteless  liquid, 
having  a  faint  odour.  It  is  soluble  in  12  parts  of  acetic  acid  at  the 
ordinary  temperature,  and  is  miscible  with  alcohol,  ether,  benzene, 
and  chloroform  in  all  proportions ;  it  is  not  attacked  by  sulphuric 
or  nitric  acid.  The  hydrocarbon  ignites  at  53°.  No  bromide  could 
be  isolated  by  the  action  of  bromine  on  diamyl,  as  the  product  splits 
up  into  decylene  and  hydrobromic  acid  on  distillation.  Decylene 
(boiling  at  161*5°)  has  an  aromatic  odour. 

Normal  decane,  obtained  by  the  action  of  sodium  on  a  mixture  of 
octyl  and  ethyl  bromides  diluted  with  benzene,  is  tasteless,  and  almost 
inodorous.  It  boils  at  169*5°,  and  ignites  at  55°.  Its  sp.  gr.  at  18° 
is  0*73097.  Dioctyl  (melting  at  19 — 20°)  is  obtained  as  a  bye-product. 
Secondary  octyl  bromide  (sp.  gr.  1*0989  at  22°),  boils  at  188°,  with 
slight  decomposition.  Octylene  boils  at  122*4°. 

When  sodium  acts  on  a  mixture  of  ethyl  bromide  and  secondary 
octyl  bromide,  dioctyl  and  butane  are  formed,  but  decane  is  not  pro¬ 
duced.  Dioctyl  is  a  thick  colourless  liquid,  boiling  at  263°  (sp.  gr. 
0*80011  &t  11°).  The  paraffins  are  almost  devoid  of  smell. 

w.  c.  w. 

Butylene  and  its  Derivatives.  By  E.  Puchot  (Ann,  GMm.  Phys. 
[5],  28,  507 — 569)  — Butylene  is  most  conveniently  prepared  by 
warming  a  mixture  of  fermentation  butyl  alcohol  (2^  parts),  sulphuric 
acid  (2-^  parts),  plaster  of  Paris  (4  parts),  and  potassium  sulphate 
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(1  part).  The  gas  is  passed  through  two  flasks  containing  milk  of  lime 
or  soda  ;  it  is  then  dried  over  quicklime,  and  condensed  by  a  freezing 
mixture.  At  the  ordinary  temperature,  water  absorbs  one-tenth  its 
volume  of  the  gas,  alcohol  36  vols.,  and  glacial  acetic  acid,  62  vols. 
Liquid  butylene  boils  at  —4°.  Its  sp.  gr.  at  —14*2°  is  0*639.  Butyl 
butyrate  and  isotributylene  are  obtained  in  small  quantities  as  bye- 
products  in  the  preparation  of  butylene.  They  are  also  formed  by  the 
action  of  phosphorus  pentaehloride  on  butyl  alcohol,  and  butyl 
butyrate  is  produced  on  heating  butyl  alcohol  with  phosphoric  anhy¬ 
dride.  Butylene  is  absorbed  by  sulphuric  acid,  yielding  isotributy¬ 
lene  boiling  at  180°,  and  a  mixture  of  isomeric  bodies  boiling  between 
172°  and  244°.  Butylene  unites  with  bromine  to  form  the  dibromide 
C4H8Br2,  a  colourless  liquid  boiling  at  153°  (sp.  gr.  at  0°  =  1*8053); 
with  hydriodie  acid  it  yields  an  iodide  which  boils  with  decomposition 
at  100*25°.  Cold  concentrated  hydrochloric  acid  absorbs  butylene 
with  formation  of  the  tertiary  chloride  boiling  at  55°  (sp.  gr.  0  8658 
at  0°).  In  diffused  daylight  chlorine  unites  with  butylene  to  form 
the  dichloride  C4H8Cl2,  boiling  at  129°.  The  product  of  the  action  of 
alcoholic  potash  on  this  chloride  contains  oxygen.  At  the  ordinary 
temperature  in  direct  sunlight,  chlorine  replaces  4  atoms  of  hydrogen 
in  the  chloride,  yielding  the  compound  C4H4C16.  At  a  higher  tem¬ 
perature,  chlorine  expels  two  more  atoms  of  hydrogen  and  C4H2Cl6  is 
formed.  The  former  compound  is  decomposed  by  alcoholic  potash  ; 
4  mols.  of  hydrochloric  acid  being  eliminated,  and  C4C12  produced  :  it 
is  an  unstable  liquid,  which  appears  to  boil  above  200°.  Alcoholic 
potash  decomposes  the  chloride  C4H2C16,  yielding  a  compound  having 
the  composition  (C4Cl4)n.  W.  C.  W. 

Some  Reactions  of  Tertiary  Alcoholic  Iodides.  By  K.  Bauer 
( Annaten ,  220,  158 — 168). — Tertiary  pentyl  iodide  is  decomposed  by 
water  into  hydriodie  acid  and  ethyl  dimethyl  carbinol.  It  is  also  decom¬ 
posed  by  methyl  alcohol  at  100°,  yielding  methyl  iodide  and  tertiary 
amyl  alcohol.  Under  similar  treatment  tertiary  butyl  iodide  yields 
methyl  iodide  and  trimethyl  carbiuol.  On  heating  a  mixture  of  methyl 
acetate  and  tertiary  butyl  or  amyl  alcohol  for  several  hours,  methyl 
iodide,  acetic  acid,  and  butylene  or  amylene  are  produced. 

w.  c.  w. 

Menthyl  Chloride.  By  G.  Arth  ( Conipt .  rend.,  97,  323 — 324). — 
When  an  ethereal  solution  of  menthene  is  treated  with  hydrochloric 
acid  gas,  or  when  menthene  and  a  concentrated  solution  of  hydrochloric 
acid  are  heated  together  in  sealed  tubes  at  120°,  menthene  hydrochloride, 
Ci0H18,HC1,  is  obtained.  It  is  an  oily  liquid,  which  burns  with  a  green- 
edged  flame,  and  cannot  be  distilled  without  decomposition.  When 
boiled  with  water,  it  yields  hydrochloric  acid  and  menthene,  and  w'hen 
heated  with  silver  acetate  in  a  closed  vessel,  it  yields  acetic  acid,  silver 
chloride,  and  menthene,  but  no  menthyl  acetate.  This  compound 
therefore  agrees  in  its  properties  with  the  menthyl  chloride  obtained 
by  Oppenheim  by  the  action  of  concentrated  hydrochloric  acid  on 
menthol  in  a  closed  vessel,  and  the  author  considers  that  the  two  com¬ 
pounds  are  identical,  just  as  camphene  hydrochloride  and  the  chloride 
obtained  from  borneol  are  identical.  These  last  two  compounds,  how- 
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ever,  appear  to  be  true  hydrochloric  ethers,  whilst  the  derivatives  of 
menthol  have  no  analogy  to  the  hydrochlorides  of  terebenthene. 

The  menthene  used  by  the  author  was  dextrogyrate,  unlike  that  of 
Walter,  Oppenheim,  andMoriya,  which  was  inactive.  C.  H.  B. 

Silver  Nitrocyanide.  By  C.  L.  Bloxam  ( Chem .  News ,  48,  154). 
— The  author  has  examined  the  crystalline  compound  obtained  by  dis¬ 
solving  pure  silver  cyanide  in  a  nearly  saturated  boiling  solution  of 
silver  nitrate.  It  is  anhydrous,  and  is  decomposed  by  water  into  silver 
cyanide  and  nitrate.  Analysis  gives  68*09  per  cent,  total  silver,  deter¬ 
mined  in  nitric  acid  solution  of  the  compound  ;  22 '97  per  cent,  silver 
as  cyanide,  determined  in  residue  from  decomposition  with  water  ; 
45*64  per  cent,  silver  as  nitrate,  determined  in  aqueous  extract.  Its 
constitution  is  therefore  AgCy,2AgH03,  and  not  AgN03,2AgCy,  as  is 
generally  supposed.  D.  A.  L. 

Reaction  between  Mercuric  Cyanide  and  Silver  Nitrate  in 
Presence  of  Ammonia.  By  C.  L.  Bloxam  (Chem.  News ,  48, 
161). — Wohler  obtained  a  salt  having  the  formula  AgN03,HgCy2  4- 
2Aq,  from  which,  according  to  Gmeliris  Handbook ,  alkalis  throw 
down  silver  cyanide,  a  reaction  incompatible  with  the  above  formula. 
The  author  has  investigated!  the  subject,  and  his  results  form  the 
substance  of  this  pnper. 

When  neutral  solutions  of  mercuric  cyanide  and  silver  nitrate  are 
mixed  together,  the  mixture  becomes  acid,  indicating  the  formation  of 
mercuric  nitrate,  whilst  it  deposits  a  crystalline  double  salt.  The 
same  salt  is  formed  when  precipitated  silver  cyanide  is  dissolved  in  a 
solution  of  mercuric  nitrate.  The  aqueous  solution  of  the  salt  is  pre¬ 
cipitated  by  ammonia  and  by  hydrocyanic  acid,  which  causes  the 
separation  of  silver  cyanide,  indicating  the  presence  of  silver  nitrate 
in  the  salt. 

If  mercuric  cyanide  in  solution  is  added  by  degrees  to  an  ammo* 
niacal  solution  of  silver  nitrate,  a  white,  opaque  and  silky  crystalline 
precipitate  separates.  The  two  precipitates  have  the  same  composi¬ 
tion,  and  the  numbers  from  analysis,  after  corrections  have  been 
made  for  impurities,  agree  with  those  required  by  the  formula 

2HgO,HgCy2,7AgCy 

Ag.  Hg.  Cy. 

Calculated  (for  formula)  . .  46 '60  86*99  14*42 

Found  .  46*43  37*03  14  29 

The  impurities  found  were  0*32  per  cent,  of  ammonia  and  2*11  per 
cent,  nitric  acid.  The  silver  was  determined  as  chloride,  the  mercury 
as  sulphide,  and  the  cyanogen  by  converting  it  into  ammonium  thio¬ 
cyanate,  and  subsequent  precipitation  with  silver  nitrate.  Both  pre¬ 
cipitates  are  anhydrous  and  explode  when  heated,  the  opaque  one 
more  violently  than  the  crystalline.  The  filtrate  from  these  precipi¬ 
tates  deposits  silver  cyanide,  and  the  filtrate  from  this  contains  a 
small  quantity  of  silver  and  much  mercury  and  cyanogen. 

The  author  is  therefore  of  opinion  that  in  the  above  experiments 
the  mercuric  cyanide  and  silver  nitrate  are  converted,  at  least  par- 
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tially,  into  silver  cyanide  and  mercuric  nitrate,  and  tlie  precipitate 
formed  in  the  presence  of  ammonia  is  composed  of  silver  cyanide  and 
mercuric  oxycyanide.  D.  A.  L. 


Influence  of  Asymmetrical  Carbon-atoms  on  the  Ethanes 
Derived  from  Active  Amyl  Alcohol.  By  F.  Just  ( Annalen ,  220, 
146—157). — In  order  to  observe  the  influence  of  asymmetrical  carbon- 
atoms  on  the  optical  activity  of  organic  compounds,  and  to  test  the 
accuracy  of  Le  Bel’s  hypothesis  {Bull.  Soc.  Chim.  [2],  22,  337)  the 
author  has  examined  a  series  of  the  derivatives  of  active  amyl  alcohol. 
The  amyl  alcohol  was  prepared  from  fusel  oil  by  Le  Bel’s  process. 
Repeated  attempts  to  obtain  the  methylamyl  described  by  Le  Bel 
(ibid.  [2],  25,  545)  proved  unsuccessful,  but  the  following  compounds 
were  investigated.  Isopentane ,  boiling  at  30°,  prepared  by  the  action 
of  zinc  and  hydrochloric  acid  on  an  alcoholic  solution  of  active  amyl 
iodide;  methyletkylpropyhn ethane,  boiling  at  91°,  from  amyl  and  ethyl 
iodides,  and  diamyl  which  yielded  the  following  results  : — 


Sp.  gr. 

Amyl  alcohol,  C2H5.CHMe.CH2. OH  .  — 

Amyl  iodide,  C2H5.CHMe.CH2I  .  1*5425  at  16c 

Etbyldimethylmethane,  C2H5.CHMe2 ..........  0*6375  at  13 

Mmethli!e>,1Pr0Py1'  }  C2H5.CHMe.CH2.CH2Me . .  O' 6895  at  20 
Active  diamyl,  C2H5.CHMe.CH2.CH2.CHMe.C2H5  0*7463  at  22 


M- 

-2*82 

+■2*4-3 

0 

+  3*93 
+  8*69 


These  results  confirm  the  accuracy  of  Le  Bel’s  hypothesis. 

w.  c.  w. 


/3-Butyl  Glycol.  By  A.  Wurtz  (Gompt.  rend.,  97,  473—475). — 
The  action  of  sodium-amalgam  on  a  cold  dilute  slightly  acid  solution 
of  aldol  yields  butyl  glycol,  which  forms  a  thick  perfectly  colourless 
liquid  boiling  at  207 — 208°  under  a  pressure  of  769  mm.,  and  soluble 
in  all  proportions  in  water,  alcohol,  and  ether;  sp.  gr.  at  0°  =  1*0259. 
It  is  violently  attacked  by  phosphorus  pentachloride,  with  formation 
of  a  small  quantity  of  a  chloride  boiling  at  130 — 135°,  and  another 
product  which  cannot  be  distilled,  but  which  contains  both  chlorine 
and  phosphorus.  Acetic  chloride  also  reacts  violently  with  butyl 
glycol,  forming  hydrochloric  acid  and  an  acetin  which  cannot  be  purified 
from  chlorine  even  by  distillation  with  silver  acetate.  The  same  acetin 
is  easily  obtained  by  heating  the  glycol  at  100°  in  sealed  tubes  for 
several  days  with  6  or  8  times  its  weight  of  acetic  anhydride.  It 
forms  a  colourless  neutral  liquid,  insoluble  in  water,  with  a  feeble 
acetic  odour;  sp.  gr.  at  0°  =  1*055.  It  has  the  composition 
C4H8(AcO)2.  When  the  butyl  glycol  is  heated  for  some  time  with  a 
large  excess  of  highly  concentrated  hydriodic  acid  it  yields  butylene 
di-iodide,  CJHU*,  probably  CHMeI.CH2CH2I ;  sp.  gr,  at  0°  =  2*291. 

That  fraction  of  the  crude  butyl  glycol  which  boils  at  220 — 250° 
under  ordinary  pressure,  contains  a  substance  which  boils  at  160 — • 
165°  under  a  pressure  of  15  mm.  It  has  the  same  composition  as 
dialdanic  alcohol,  Ci4HiS03,  and  is  probably  an  isomeride  of  that 
body.  It  yields  an  acetin.  0.  H.  B. 

VOL.  XLVI. 


n 


170 


ABSTRACTS  OP  CHEMICAL  PAPERS. 


Fermentation  of  Glycerol  with  the  Bacteria  from  Ammo¬ 
nium  Tartrate.  By  A.  Vigna  ( Gazzetta ,  13,  293 — 296;  Ber .,  16, 
1438). — The  glycerol  (2,200  grams)  mixed  with  a  solution  of  potas¬ 
sium  phosphate  (22  grams)  and  ammonium  tartrate  (44  grams),  is 
diluted  with  water  (40  litres),  and  a  small  portion  of  liquid  containing 
the  bacteria  of  ammonium  tartrate  added ;  this  is  easily  obtained  by 
adding  to  a  solution  of  ammonium  tartrate  a  small  quantity  of  the  salts 
necessary  to  nourish  the  bacteria,  and  exposing  it  to  the  air  until  they 
have  developed.  The  glycerol  mixture  is  allowed  to  ferment  for  two 
months  at  a  temperature  of  20 — 25°,  adding  calcium  carbonate  from 
time  to  time  to  neutralise  the  paraffin  acids  as  they  are  formed  : 
hydrogen  and  carbonic  anhydride  are  evolved  during  the  whole  time 
that  the  fermentation  is  going  on  ;  when  gas  is  no  longer  given  off  the 
liquid  is  distilled  with  excess  of  calcium  carbonate ;  ethylic  alcohol 
(72  grams),  normal  butylic  alcohol  (196  grams),  and  an  insignificant 
quantity  of  the  higher  alcohols  pass  over  with  the  aqueous  vapour. 
The  author  has  not  as  yet  examined  the  residuum  containing  the 
calcium  salts.  As  the  yield  of  normal  butyl  alcohol  is  9  per  cent,  of 
the  glycerol  employed,  it  seems  to  be  the  most  convenient  process  for 
preparing  that  compound.  C.  E.  G. 

Electrolysis  of  Glycerol  with  Electrodes  of  Carbon  and  Pla¬ 
tinum.  By  A.  Bartqli  and  G.  Papasogli  ( Gazzetta ,  13,  287 — 293). — 
The  authors  have  already  published  on  this  subject  (Abstr.,  1882,  406). 

Electrolysis  with  Gas-carbon  Electrodes. — The  glycerol  diluted  with 
an  equal  bulk  of  dilute  sulphuric  acid  (1  :  5),  was  electrolysed,  using 
six  Bunsen’s  elements  which  were  renewed  every  five  days ;  the 
negative  electrode  was  of  platinum,  and  the  positive  of  gas-carbon  ; 
hydrogen  in  abundance  was  evolved  at  the  negative  pole,  and  but  very 
little  gas  at  the  positive  pole,  which  was  rapidly  disintegrated,  being 
reduced  to  one-third  of  its  weight  after  the  action  had  continued  for 
a  month.  An  abundant  black  deposit  of  carbon  mixed  with  mellogen 
formed  at  the  bottom  of  the  voltameter;  the  liquid  became  dark,  and 
there  was  an  intense,  suffocating  odour  of  acraldehyde. 

The  liquid,  filtered  from  the  black  deposit  and  neutralised  with 
barium  carbonate,  yielded  a  nearly  colourless  solution ;  on  distilling 
this,  water  passed  over,  together  with  trioxymethylene  which  is  left 
in  the  crystalline  state  on  evaporating  the  distillate  over  sulphuric 
acid  (Renard,  Abstr.,  1880,  25).  It  melts  at  155°,  is  but  sparingly 
soluble  in  water,  insoluble  in  alcohol,  and  reduces  Fehling’s  solution 
and  nitrate  of  silver.  When  hydrogen  sulphide  is  passed  into  its 
solution  at  60°,  a  white  precipitate  of  methylene  oxysulpliide, 
(C3H6S20)2,H20,  is  obtained  :  this  has  a  marked  alliaceous  odour,  and 
melts  at  80°.  If  the  aqueous  solution  of  trioxymethylene  is  evapo¬ 
rated  on  the  water- bath,  taking  care  always  to  keep  it  strongly  alkaline 
with  ammonia,  a  substance  is  obtained  melting  at  120 — 125°,  and 
having  all  the  properties  of  Butlerow’s  hexamethylenamine,  C6Hi2N4. 

The  solution  of  barium  salts  remaining  in  the  retort  was  carefully 
examined  and  found  to  contain  glyceric  acid  and  a  small  quantity  of  a 
saccharine  substance,  but  no  benzenecarboxylic  acids  ;  much  undecom¬ 
posed  glycerol  was  also  present. 
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Electrolysis  with  Graphite  Electrodes. — The  electrolysis  took  place 
in  much  the  same  way  as  with  the  carbon  electrodes,  only  that  the  solu¬ 
tion  remained  colourless,  and  the  graphite  (positive)  electrode  was  but 
very  little  disintegrated,  the  small  quantity  of  black  deposit  formed 
consisting  of  a  mixture  of  unaltered  graphite  with  graphitic  oxide. 

The  solution,  when  neutralised  with  barium  carbonate  and  distilled, 
yielded  trio xy methylene,  and  the  residue  in  the  retort  was  found  to 
contain,  besides  glycerol,  formic  acid  and  a  substance  having  many  of 
the  characters  of  a  glucose,  but  incapable  of  undergoing  fermenta¬ 
tion  ;  with  ammoniacal  lead  acetate  this  new  compound  yields  a  white 
precipitate  insoluble  in  water.  The  glucose  solidifies  over  sulphuric 
acid,  but  is  not  erystallisable  ;  it  is  soluble  in  alcohol,  and  easily 
reduces  Fehling’s  solution  and  ammoniacal  silver  nitrate.. 

Electrolysis  with  Platinum  Electrodes. — When  both  the  electrodes 
are  of  platinum,  gas  is  evolved  in  abundance  at  both  poles;  there  is  a 
powerful  odour  of  acraldehyde,  and  the  liquid  remains  colourless.. 
The  solution  when  treated  in  the  way  previously  described  was  found 
to  contain  formic  and  glyceric  acids  and  a  minute  quantity  of  a 
substance  resembling  a  glucose.  C.  E.  G. 

Maltose.  By  A.  Herzfeld  ( Annalen ,  220,  206 — 224).— The 
rotatory  power  of  a  5  per  cent,  solution  of  pure  maltose  was  found  to 
be  [a]D  =  139°,  which  agrees  closely  with  Soxhlet’s  results  [#]©  — 
139‘3°,  and  differs  considerably  from  that  found  by  O’Sullivan, 
[a]D  =  149‘5°.  Maltose  forms  the  following  compounds  with  sodium 
and  calcium,  CiaH^NaOu  and  Ci2H:0CaOn  +  H20,  and  analogous  com¬ 
pounds  with  barium  and  strontium. 

The  odacetic  derivative ,  C12H,40n^C8?  crystallises  in  thin  prisms 
which  belong  to  the  mono-  or  tri-clinic  system.  The  crystals  melt 
with  decomposition  at  150 — 155°.  They  are  soluble  in  ether,  warm 
alcohol,  benzene,  and  acetic  acid.  For  the  solution  in  benzene  [<%]d 
=  81-18°. 

The  reducing  action  of  maltose  on  Fehling’s  solution  is  equal  to 
about  two-thirds  of  that  of  glucose,  but  if  the  filtrate  from  the 
cuprous  oxide  is  acidified  with  hydrochloric  acid  the  solution  slowly 
acquires  the  power  of  reducing  a  further  quantity  of  Fehling’s  solu¬ 
tions  equal  to  about  half  the  volume  originally  reduced.  In  this 
respect  maltose  resembles  lactose.  A  second  point  of  analogy  is  that 
neither  of  these  sugars  form  double  salts  with  borax,  or  with  potas¬ 
sium  or  sodium  chlorides  or  bromides. 

Maltose  is  not  a  simple  anhydride  of  glucose ;  its  molecular  weight 
must  be  at  least  3  times  as  great  as  that  of  diglucose. 

w.  c.  w. 

Saccharin.  By  C.  Scheibler  ( Ber .,  16,  24 — 34). — In  the  pre¬ 
paration  of  saccharin  by  the  action  of  the  alkaline-earths  on  the 
glucoses,  the  author  has  observed  that  a  vigorous  absorption  of  oxygen 
from  the  air  always  occurs.  He  is  working  at  this  subject  and  also  at 
the  action  of  aqueous  ammonia  on  the  glucoses.  A.  J.  G. 

Diethyl  Methylene  Ether.  By  L.  Pratesi  ( Gazzetta ,  13,  313 — 
315). — On  distilling  a  mixture  of  paraformaldehyde  (trioxymethylene) 
with  ethyl  alcohol  and  sulphuric  acid— continuing  the  distillation 
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until  it  "becomes  turbid  on  the  addition  of  water, — a  product  is  ob¬ 
tained  which,  when  treated  with  water  and  calcium  chloride,  yields 
impure  diethyl  methylene  ether,  CH2(OEt)2.  It  may  be  purified  by 
digesting  it  with  potash,  first  in  a  flask  furnished  with  a  reflux  con¬ 
denser,  and  then  with  fresh  potash  in  a  sealed  tube  heated  at  100°. 
It  boils  at  87 — 88°,  has  a  sp.  gr.  of  0‘8504  at  0°,  and  a  vapour- 
density  of  102  referred  to  hydrogen,  C5Hi202  requiring  104.  It  is  less 
soluble  in  warm  water  than  in  cold,  requiring  11  vols.  of  water  at  18° 
for  that  purpose,  and  15  vols.  at  30°. 

The  boiling  point  and  solubility  of  the  substance  show  that  it  is 
isomeric  with  Wurtz’s  methylaeetyl,  so  that  there  can  be  no  doubt 
the  formula  C2H4(OEt).OMe,  assigned  by  Wurtz  to  the  compound 
obtained  by  the  action  of  sulphuric  acid  and  manganese  dioxide  on  a 
mixture  of  ethyl  and  methyl  alcohols,  is  correct.  C.  E.  G. 

Action  of  Ammonia  on  Propaldehyde.  By  A.  Waage 
( Monatsh .  Ghem 4,  708 — 732). — This  paper  gives  a  detailed  account 
of  experiments,  a  preliminary  notice  of  which  has  already  been 
published  (Abstr.,  1883,  p.  39).  These  experiments  confirm  the 
formation  of  parvoline,  C9H13N,  from  the  crystalline  compound 
Ci5H2<N3  produced  by  the  action  of  carbonic  acid  on  propaldehyde- 
ammonia,  C3H60,NH3  or  CH2Me.CH(NIL)(OH),  or  from  its  mother- 
liquor  or  the  crude  product  containing  the  two.  When  this  crystal¬ 
line  product  is  heated  with  dilute  hydrochloric  acid,  propaldehyde  and 
methylethylacraldehyde,  CGHi0O,  distil  over,  and  the  residue  distilled 
with  potash  yields  parvoline,  together  with  a  dark  resinous  residue  : 

2C15H29N3  +  6H20  =  C9H13N  +  C6HwO  +  5C3H60  +  5NH3  +  H3. 

Parvoline  thus  obtained  is  a  mobile,  colourless,  strongly  refracting 
liquid,  boiling  at  198 — 200°,  lighter  than  water,  having  a  very  strong 
aromatic  odour  like  that  of  the  other  pyridine-bases,  and  an  extremely 
bitter  taste.  It  is  not  very  soluble  in  water,  but  dissolves  readily  in 
alcohol  and  ether ;  forms  white  fumes  with  hydrochloric  acid,  and 
colours  pine-wood  yellow.  With  'picric  acid ,  it  forms  a  compound  con¬ 
taining  molecular  proportions  of  its  two  constituents.  This  compound 
forms  crystalline  laminae  having  the  colour  of  picric  acid,  more  soluble 
in  alcohol  than  in  water,  melting  at  149°.  With  tannin  solution , 
parvoline  forms  a  white  flocculent  precipitate,  easily  soluble  in  alcohol ; 
with  phosphotungstic  acid  it  forms  a  faint  bluish-white  body,  which 
increases  on  addition  of  hydrochloric  acid  and  is  insoluble  in  alcohol ; 
with potassio-mercuric  iodide,  ayellowish-white  precipitate,  easily  soluble 
in  alcohol  and  in  hydrochloric  acid.  Iodised  solution  of  potassium  iodide 
forms  with  it  a  brown  flocculent  precipitate  soluble  with  violet  colour 
in  carbon  sulphide.  Potassio-bismuthous  iodide  forms  a  dark  brown 
precipitate  soluble  in  hydrochloric  acid,  and  coloured  yellow  by  alcohol. 
Parvoline  aurochloride  crystallises  in  deliquescent  yellow  needles. 

The  parvoline  formed  as  above  agrees  with  that  which  is  obtained 
from  bituminous  shale  in  all  its  properties  except  the  boiling  point, 
which  the  author  finds  to  be  198 — 200°,  whereas  shale  parvoline  boils 
at  188°.  The  lower  boiling  point  of  the  latter  i3  probably  due  to  the 
admixture  of  lower  homologues. 
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The  decomposition  of  the  compound  CieH^Ns  by  hydrochloric  acid 
yields  also  a  small  quantity  of  a  lower  base  of  the  series,  viz.,  C6H7H 
(composition  determined  by  analysis  of  platinochloride),  which  distils 
for  the  most  part  at  160°,  has  a  more  pungent  odour  than  parvoline, 
and  appears  to  be  identical  with  picoline. 

Oxidation  of  Parvoline. — This  base  oxidised  with  potassium  perman¬ 
ganate  is  converted  into  a  pvridine-dicarboxylic  acid,  C7H5N04  = 
C5H3N(COOH)2,  which  crystallises  in  crusts  of  chalky  microscopic 
needles  melting  at  219°.  It  gives  a  red  coloration  with  ferrous  sul¬ 
phate  ;  with  lead  acetate  after  a  while  a  white  precipitate  insoluble 
in  excess ;  with  silver  nitrate  a  white  flocculent  precipitate,  easily 
soluble  in  ammonia  and  in  nitric  acid  ;  blue-green  with  cupric  acetate. 
Its  cadmium  salt  is  obtained  by  precipitation,  as  a  white  crystalline 
body,  C7H3N04Cd,4H20,  which  gives  off  half  its  water  on  prolonged 
standing  over  sulphuric  acid,  or  when  heated  to  140®.  In  most  of 
these  characters  the  acid  in  question  agrees  with  lutidicacid  (. Monatsh . 
Chem.,  1,  20)  ;  the  latter  however  and  its  copper  salt  are  described  as 
containing  crystal- water,  whereas  the  pyridine-dicarboxylic  acid 
described  above  and  its  copper  salt  are  anhydrous  ;  lutidic  acid  is 
also  described  as  more  soluble  in  water  than  Waage’s  acid.  The 
calcium  salt  of  the  acid  heated  in  a  tube  with  excess,  of  quicklime 
yielded  a  distillate  of  pyridine.  H.  W. 

Tobacco  Fat.  By  R.  Kissling  (Per.,  16,  2432 — 2434). — The 
vegetable  wax  occurring  in  tobacco,  and  usually  termed  “  tobacco 
fat,”  has  not  previously  been  obtained  in  a  state  of  purity.  To  pre¬ 
pare  it,  tobacco  is  extracted  with  ether,  the  extract,  after  the  removal 
of  the  greater  part  of  the  ether,  mixed  with  alcohol  and  the  pre¬ 
cipitated  wax  purified  by  repeated  crystallisation  from  hot  alcohol. 
The  wax  then  forms  a  snow-white  mass  of  satiny  lustre,  melts  at  63°, 
and  on  analysis  gave  numbers  agreeing  with  the  formula  C70Hh0O2, 
but  after  removal  of  a  small  quantity  of  a  substance  insoluble  in  cold 
ether,  the  results  agreed  better  wfith  C60Hl20O2  (mellissyl-mellisate). 

Kentucky  tobacco  yielded  0*18  per  cent,  of  wax. 

In  the  course  of  some  investigations  on  the  constituents  of  tobacco- 
smoke,  a  wax-like  body  was  obtained,  similar  in  appearance  to  tobacco- 
wax,  melting  at  64*5°,  but  appearing,  from  its  analysis,  to  be  a  hydro¬ 
carbon  containing  C  84*7 — 85*5  per  cent.,  and  H  14*63 — 15T6  per  cent. 

A.  J.  Gr. 

An  Isomeride  of  Laurene.  By  A.  Renard  (Gompt.  rend.,  97, 
328  —  330).  —  When  that  portion  of  crude  rosin-oil  which  boils 
between  180°  and  200°  is  treated  repeatedly  with  sulphuric  acid  and 
carefully  distilled,  it  yields  a  light  oil  which  boils  at  193 — 195°,  and  is 
not  attacked  by  ordinary  sulphuric  acid.  This  liquid  has  the  com¬ 
position  CnH16 ;  vapour-density,  5*37 ;  sp.  gr.  at  19°  =  0*8588.  It  is 
an  isomeride  of  laurene.  It  dissolves  in  fuming  nitric  acid  with 
development  of  heat  and  evolution  of  nitrogen  oxides,  forming  a  heavy 
oily  orange- coloured  mononitro- derivative,  CuHi5N02.  The  hydro¬ 
carbon  is  only  slightly  attacked  by  ordinary  nitric  acid  in  the  cold,  but 
yields  isophthalic  acid  when  boiled  with  it.  It  is,  therefore,  metaethyl- 
propylbenzene,  C6H4EtPr  [1  :  3].  On  treating  it  with  fuming  sul- 
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phuric  acid,  a  sulphoiiic  acid  is  formed.  The  barium  salt  is  somewhat 
soluble  in  boiling  water,  but  only  very  slightly  soluble  in  cold  water. 
It  forms  brilliant  white  crystalline  plates  which,  when  dried  at  100°, 
have  the  composition  (CnH^SCV^Ba  +  H20,  but  become  anhydrous 
at  175°. 

The  metaethylpropylbenzene  contains  a  small  quantity  of  a  hydro¬ 
carbon  which  is  not  attacked  by  fuming  sulphuric  acid  or  by  ordinary 
nitric  acid.  It  is  in  all  probability  one  of  the  higher  members  of  the 
C„H2w_6H6  series.  C.  H.  B. 

Chemical  Nature  of  Phlorol.  By  V.  Oliveri  ( Gazzetta ,  13, 

263 — 269). — When  barium  phloretate  is  distilled  over  an  open  fire  with 
lime  and  powdered  glass,  part  of  it  is  resolved  into  phlorol,  C8H100, 
and  carbonic  acid  :  (CgH903)2Ba  +  CaH202  =  2C8H10O  +  C03Ba  4* 
C03Ca,  while  a  portion  of  the  phlorol  undergoes  further  decomposi¬ 
tion  into  ethylene  and  ordinary  phenol  :  C8Hi0O  =  C2H4  -fi  C6H60. 
The  phlorol  thus  obtained  is  a  colourless  strongly  refractive  liquid, 
having  the  characteristic  odour  of  the  phenols,  boiling  at  210 — 212°, 
soluble  in  alcohol  and  ether,  slightly  soluble  in  water.  Its  aqueous 
solution  gives  a  faint  green  coloration  with  ferric  salts.  Its  potassium 
salt  is  easily  decomposed  by  carbonic  acid.  The  methylic  ether , 
CgH120  =  C6H4Et.MeO,  prepared  by  digesting  molecular  proportions 
of  phlorol  and  potassium  hydroxide  dissolved  in  anhydrous  methyl 
alcohol,  is  a  heavy  strongly  refracting  oil  having  a  pleasant  etheric 
odour,  boiling  at  185°,  not  oxidised  by  potassium  permanganate. 

Phlorolcarboxylic  acid,  C9H10O3  =  HO.C6H3Et.COOH,  prepared  by 
heating  phlorol  with  sodium  and  carbonic  anhydride,  crystallises  in 
slender  silky  colourless  needles,  slightly  soluble  in  cold  water,  very 
soluble  in  alcohol  and  in  ether,  melting  at  112°.  Its  aqueous  solution 
is  coloured  violet  by  ferric  chloride.  Its  barium  salt , 

(H0.C6H3Et.C00)2Ba,H20, 

crystallises  in  small  scales.  By  fusing  phlorol  with  potassium  hydr¬ 
oxide,  two  acids  are  obtained,  viz.,  salicylic  acid  melting  at  156 — 158°, 
and  a  small  quantity  of  metahydroxvbenzoic  acid,  at  190 — 195°. 

The  phlorol  prepared  as  above  is  identical  with  the  or^o-ethyl- 
phenol,  C6H4Et.OH,  which  Suida  and  Plhon  obtained  by  the  action  of 
nitrous  acid  on  amidethylbenzene  (Abstr.,  1881,  268),  and  Beil- 
stein  and  Kuhlberg  by  fusing  potassium  ethylbenzenesulphonate  with 
potassium  hydroxide  ( Annalen ,  156,  211),  the  products  formed  in 
these  several  processes  agreeing  in  boiling  point,  in  their  behaviour 
with  fused  potash,  and  with  bromine-water,  and  in  yielding  carboxylic 
acids  exhibiting  similar  properties.  H.  W. 

Nitroresorcinols.  By  Gr.  Schiaparelli  and  M.  Abet.lt  ( Gazzetta , 
13,  257). — Mononitrodibenzoresorcinol ,  CeH3(jN’02)(0Bz)2,  obtained 

by  heating  dibenzoresorcinol  (m.  p.  117°)  with  a  mixture  of  sulphuric 
and  nitric  acids,  crystallises  in  stellate  groups  of  needles  melting  at 
107°,  and  is  resolved  by  saponification  into  benzoic  acid  and  mono- 
nitroresorcinol  melting  at  115°.  _ 

Trinitrodibenzoresorcinol ,  C6H(N02)3(0Bz)2,  is  formed  on  dissolving 
dibenzoresorcinol  in  cold  strong  nitric  acid  (sp.  gr.  1’5),  and  separates 
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on  addition  of  water,  as  a  faintly  yellowish  solid  substance  which, 
after  crystallisation  from  methyl  alcohol,  melts  at  123°.  By  saponi¬ 
fication  with  alcoholic  potash,  it  is  resolved  into  metanitrobenzoic  acid 
and  nitroresorcinol  melting  at  115°,  ethyl  metanitrobenzoate  melting 
at  43°  being  formed  at  the  same  time.  The  separation  of  the  m-nitro- 
benzoic  acid  and  nitroresorcinol  was  effected  by  the  different  solubili¬ 
ties  of  their  copper-salts. 

On  dissolving  diacetylresorcinol  in  well  cooled  nitric  acid  of  sp.  gr. 
T45  and  adding  water,  a  white  or  slightly  yellowish  substance  sepa¬ 
rates,  consisting  of  a  mixture  of  dinitroresorcinol  and  styphnic  acid, 
melting  at  175°.  The  dinitroresorcinol  separated  from  this  mixture 
by  fractional  crystallisation,  melts  at  214‘53.  H.  W. 

Arbutin.  By  J.  Habermann  ( Monatsh .  Chem.,  4,  753 — 786).' — This 
paper  gives  a  detailed  description  of  a  large  number  of  experiments  on 
the  composition  of  arbutin  and  its  behaviour  at  high  temperatures, 
tending  to  establish  the  correctness  of  the  formula  C^H^Ou,  deduced 
by  Hlasiwetz  and  Habermann  for  arbutin,  from  the  occurrence  of 
methylquinol,  C7H802,  as  a  product  of  its  decomposition  (Ber.,  14, 
302),  in  opposition  to  the  view  put  forward  by  H.  Schiff  ( Gazzetta ,  11, 
99;  and  Abstr.,  1881,  610)  and  Michael  (Ber.,  14,  2097  ;  and  Abstr., 
1882,  174)  that  two  different  arbutins  occur  in  nature,  viz.,  arbutin, 
Ci2H1607,  and  methylarbutin,  Ci3H]807.  H.  W. 

Hydroxybromotoluquinone.  By  G.  Spica  and  0.  Magxanimi 
( Gazzetta ,  13,  312 — 313). — A  paper  by  Spica  and  Canzoneri  on  some 
brominated  derivatives  of  toluquinone  has  been  already  published 
(Abstr.,  1883,  330),  in  which  it  is  stated  that  the  action  of  potassium 
hydroxide  on  tribromotoluquinone  gave  rise  to  resinous  products 
from  which  nothing  could  be  obtained  in  a  state  fit  for  analysis.  The 
authors  now  find  that  on  treating  the  tribromoquinone  with  a  5  per 
cent,  solution  of  potassium  hydroxide  in  the  cold,  it  dissolves,  and  on 
acidifying  with  hydrochloric  acid  a  reddish  flocculent  precipitate  is 
obtained.  This  is  somewhat  difficult  to  purify,  but  by  repeated  treat- 
rnent  with  cold  benzene  the  impurities  are  dissolved,  and  a  reddish- 
white  substance  is  left;  this  may  be  purified  by  recrystallisation, 
first  from  dilute  alcohol,  and  then  by  dissolving  it  in  absolute  alcohol 
and  allowing  it  to  crystallise  by  spontaneous  evaporation.  It  forms 
pale  rose-coloured  crystals  of  the  composition  C6HMeBr2(OH)  !  02", 
melting  at  196 — 197°.  The  yield  is  very  small,  being  only  about 
5  per  cent,  of  the  tribromotoluquinone  employed.  When  submitted 
to  the  reducing  action  of  sodium  amalgam  it  does  not  yield  a 
hydroxytoluquinol,  but  the  action  goes  further,  and  cresol  is  formed. 
From  want  of  material  the  authors  have  not  as  yet  been  able  to  ascer¬ 
tain  which  cresol  this  is.  C.  E.  G. 

Electrolysis  of  Pyrogallol.  By  E.  Rotondi  ( Gazzetta ,  13,  279). — 
By  electrolysing  solutions  of  pyrogallol  acidulated  with  sulphuric  acid, 
the  author  has  obtained,  at  the  positive  pole,  mixed  with  other  products, 
a  crystalline  substance,  which  after  recrystallisation  exhibits  all  the 
properties  of  purpurogallin.  From  his  electrolytic  researches  he  is  in- 
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dined  to  think  that  purpurogallin  is  not  a  direct  product  of  the  oxida¬ 
tion  of  pyrogallol,  but  is  derived  from  an  intermediate  compound. 

H.  W. 

Pyrocoll.  By  G.  L.  Ciamician  and  P.  Silber  ( Gazzetta ,  13,  320 — 
322). — In  a  paper  by  Ciamician  and  Danesi  (Abstr.,  1882,  875),  they 
described  a  compound  of  the  formula  C5C17N0,  obtained  by  the  action 
of  phosphorus  pentachloride  at  250°  on  perchloropyrocoll,  which 
evolved  ammonia  in  abundance  when  boiled  with  potassium  hydroxide 
solution.  This  compound  is  decomposed  when  heated  with  water  at 
130°  into  ammonia,  carbonic  and  hydrochloric  acids,  and  an  acid  free 
from  nitrogen,  which  may  be  extracted  from  the  solution  by  means 
of  ether.  It  melts  at  85 — 86°,  and  has  all  the  properties  of  the  a-di- 
chloracrylic  acid  obtained  from  mucochloric  acid  by  Bennet  and  Hill 
(Abstr.,  1879,  616).  The  barium  and  silver  salts  also  correspond  with 
those  described  by  these  chemists. 

It  would  seem,  therefore,  that  the  decomposition  of  the  compound 
C5H7NO  takes  place  in  the  manner  represented  by  the  equation 
05H7N0  +  5H20  =  C3C12H20  +  5HC1  +  NH3  +  2C02. 

C.  E.  G. 

Synthesis  of  Acetylphenylparaeoumarie  and  Phenylpara- 
coumaric  Acids.  By  A.  Oglialoro  ( Gazzetta ,  13,  173). — The  first  of 
these  acids  is  formed  on  heating  parahydroxybenzoic  acid  aldehyde 
with  acetic  anhydride  and  sodium  alphatoluate  ;  the  second  by  boiling 
the  first  with  baryta-water.  Acetylphenylparaeoumarie  acid  melts  at 
170°,  phenylparacoumaric  acid  at  219°.  H.  W. 

Synthesis  of  Phenylmelilotie  Acid.  By  S.  Sardo  ( Gazzetta , 

13,  273). — This  acid,  discovered  by  Oglialoro  ( Gazzetta ,  9,  428;  and 
Abstr.,  1880,  164),  is  formed  by  the  action  of  sodium  amalgam  on 
phenylcoumarin  dissolved  in  dilute  alcohol.  On  decanting  the  result¬ 
ing  alkaline  solution,  filtering,  and  acidifying  with  hydrochloric  acid, 
a  viscid  substance  separates,  from  which,  by  fractional  extraction  with 
ether,  evaporation,  treatment  of  the  residue  with  water  containing  a 
little  alcohol,  and  fractional  crystallisation,  phenylmelilotie  acid , 
c15h14o3  =  C9H9PI1O3,  is  obtained  in  small  prisms,  melting  at  120°, 
slightly  soluble  in  cold,  more  readily  in  boiling  water,  also  in  ether, 
alcohol,  benzene,  and  chloroform.  Its  silver  salt ,  C15Hi303Ag,  obtained 
by  precipitation,  is  white,  alterable  by  light,  slightly  soluble  in  cold, 
somewhat  more  freely  in  boiling  water,  and  crystallisable. 

H.  W. 

Electrolysis  of  Solutions  of  Ammonia  and  Ammoniacal  Salts 
with  Carbon  Electrodes.  By  A.  Bartoli  and  G.  Papasogli  ( Gazzetta , 
13,  281—286). 

Electrolysis  of  Solutions  of  Ammonia  with  Electrodes  of  Gas-carbon 
or  Wood-charcoal. — Pure  ammonia  solution  is  electrolysed  with 
difficulty,  requiring  a  powerful  pile,  but  if  it  is  mixed  with  an  alka¬ 
line  salt  the  liquid  conducts  the  current  and  is  decomposed.  The 
authors  employed  a  saturated  aqueous  solution  of  ammonia  mixed  with 
half  its  volume  of  a  solution  of  pure  sodium  chloride  and  a  pile  of 
four  to  six  Bunsens,  which  was  allowed  to  act  for  periods  varying 
from  a  week  to  two  months,  the  battery  charges  being  renewed  every 
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three  or  four  days.  The  carbon  used  for  the  electrodes  was  purified 
by  beating  it  to  a  very  high  temperature  in  a  current  of  chlorine. 
The  evolution  of  gas  from  the  negative  electrode  was  considerable, 
although  but  little  was  given  off  from  the  positive  :  the  latter  was 
strongly  acted  on,  and  a  black  powder  was  deposited  at  the  bottom  of 
the  voltameter,  whilst  the  supernatant  liquid  was  almost  colourless. 
The  solution  evolved  abundance  of  carbonic  anhydride  when  neutra¬ 
lised  with  hydrochloric  acid,  and  the  addition  of  barium  chloride  then 
produced  a  precipitate  from  which  mellic,  pyromellic,  and  hydro- 
mellic  acids  were  isolated  and  recognised ;  the  filtrate  from  the  mixed 
barium  salts  contained  hydropyromellic  acid. 

The  black  precipitate  at  the  bottom  of  the  voltameter,  after  being 
washed  free  from  ammonia,  was  boiled  for  a  long  time  with  soda  solu¬ 
tion,  filtered,  and  the  black  filtrate  precipitated  with  hydrochloric 
acid  in  excess :  this  precipitate  is  insoluble  in  water  or  acids.  It  is 
black,  uncry stallisable,  neither  melts  nor  volatilises,  and  contains 
carbon,  hydrogen,  oxygen,  and  nitrogen.  Like  mellogen,  it  yields 
benzenecarboxylic  acids  when  treated  with  oxidising  agents,  but 
differs  from  it  in  containing  nitrogen. 

j Electrolysis  of  Ammoniacal  Salts  with  Carbon  Electrodes. — Solutions 
of  ammoniacal  salts  when  electrolysed  in  the  manner  above  described 
yield  a  precipitate  containing  mellogen  free  from  nitrogen,  but  no 
appreciable  quantity  of  benzenecarboxylic  acids  could  be  found  in  the 
clear  solution. 

Electrolysis  of  Ammonia  with  Electrodes  of  Graphite. — The  experi¬ 
ments  were  conducted  in  precisely  the  same  manner  as  those  first  de¬ 
scribed,  using,  however,  electrodes  of  purified  graphite.  Gas  was 
given  off  from  both  electrodes,  but  only  in  small  quantity  from  the 
positive,  which  became  gradually  disintegrated  and  formed  a  black 
precipitate.  Mellic  acid  was  detected  in  the  clear  supernatant  liquid, 
which  also  appeared  to  contain  pyromellic,  hydromellic,  and  hydro¬ 
pyromellic  acids.  The  black  precipitate  was  nothing  but  disintegrated 
graphite. 

Electrolysis  of  Ammoniacal  Salts  with  Electrodes  of  Graphite. — After 
passing  a  strong  current  for  15  days,  the  clear  liquid  was  examined, 
but  no  trace  of  benzenecarboxylic  acids  or  any  other  carbon  compound 
could  be  detected.  The  black  precipitate  was  a  mixture  of  unaltered 
graphite  with  graphitic  acid,  and  another  substance  analogous  to 
graphitic  oxide,  sparingly  soluble  in  alkaline  and  ammoniacal  solu¬ 
tions ;  the  yellow  liquid  thus  obtained  deposited  dark  red  flocks  when 
acidified. 

It  will  be  seen  from  the  above  that  when  ammonia  solution  is  elec¬ 
trolysed,  using  electrodes  of  gas-carbon  or  wood-charcoal,  it  yields 
benzenecarboxylic  acids,  as  is  the  case  with  solutions  of  the  fixed 
alkalis  under  similar  conditions,  but  that  the  black  powder  formed  by 
the  disintegration  of  the  electrodes  differs  from  mellogen  in  that  it 
contains  nitrogen ;  moreover,  the  authors  have  shown  that  this  black 
substance  is  essentially  distinct  from  ulmic  compounds,  since  it  yields 
mellic  acid  when  treated  with  oxidising  agents,  whilst  ulmic  com¬ 
pounds  do  not.  C.  E.  G. 
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Ethylic  Dinitrophenylacetoacetate.  Bv  J.  Hbckmann  {Armalen, 
220,  128—146)  . — j Wthy  lie  orthoparadinitrophenylacetacetate , 

CH3C0.CH(C00Et).C6H3(N’02)2, 

is  prepared  by  adding  a  slight  excess  of  dinitrobromobenzene  in 
alcoholic  solution  to  a  mixture  of  sodium  ethylate  and  ethyl  acetoace- 
tate  in  their  molecular  proportions.  The  liquid  is  kept  at  a  tempera¬ 
ture  of  20 — 25°  for  a  week;  at  the  end  of  this  time  it  will  have  lost 
its  alkaline  reaction,  and  on  the  addition  of  water  ethylic  dinitro- 
phenylacetacetate  will  be  precipitated.  If  a  higher  temperature  is  em¬ 
ployed,  a  portion  of  the  ethylic  dinitrophenylacetoacetate  is  decomposed. 
The  crude  product  is  purified  by  recrystallisation  from  warm  alcohol. 
Unaltered  dinitrobromobenzene  is  removed  by  dissolving  the  crystals 
in  cold  dilute  potash,  and  rapidly  reprecipitating  with  dilute  hydro¬ 
chloric  acid.  The  pure  ethylic  salt  crystallises  in  amber-coloured 
prisms  or  plates,  which  appear  to  belong  to  the  tri clinic  system.  The 
crystals  are  soluble  in  warm  alcohol,  ether,  benzene,  and  chloroform. 
They  melt  at  94°,  and  decompose  at  a  higher  temperature  with  slight 
detonation.  On  boiling  with  water  containing  10  per  cent,  of  sul¬ 
phuric  acid,  orthoparadinitrophenylacetie,  carbonic,  and  acetic  acids, 
and  dinitrotoluene  melting  at  70°  are  formed.  Dinitrophenylacetic  acid , 
C6H3(N02)2.CH2.C00H  [CH2.COOH  :  N02:  N02  =1:2:4],  crystal¬ 
lises  in  pale  yellow  needles  melting  at  160°.  Ethylic  dinitrophenyl¬ 
acetoacetate  dissolves  without  decomposition  in  cold  dilute  alkalis, 
but  on  boiling  with  alcoholic  potash  the  solution  blackens  and  decom¬ 
position  ensues,  a  black  amorphous  acid  being  produced,  together  with 
a  white  crystalline  compound  of  the  composition  C24Hi8NfiOi5,  melting 
at  105‘5°,  which  is  sparingly  soluble  in  boiling  alcohol.  The  crystal¬ 
line  substance  dissolves  in  dilute  potash  or  soda,  forming  a  blue  solu¬ 
tion,  and  is  reprecipitated  by  carbonic  acid.  On  shaking  a  solution  of 
the  substance  in  benzene  with  alcoholic  potash,  the  compound 
C24ni6K2N6015  is  obtained  in  golden  plates,  which  explode  when 
heated.  The  crystals  are  soluble  in  water,  yielding  a  blue  solution. 

The  black  compound  mentioned  above  is  also  formed  by  the  action 
of  alcoholic  potash  on  the  preceding  substance  or  on  dinitrophenyl¬ 
acetic  acid.  It  appears  to  have  the  composition  C48H32II6Oi9,  and  to 
yield  a  silver  salt,  C^H^AggNeOig,  containing  3  mols.  HoO. 

w.  c.  w. 

Azylines.  By  E.  Lippmann  and  F.  Fleissner.  Third  Memoir. 
( [Monatsh .  Ckem 4,  788 — 799). — The  action  of  methyl  iodide  on 
diethylanilinazyline  is  very  different  from  that  of  ethyl  iodide 
(Abstr.,  1883,  868),  On  heating  the  azyline  with  4  mols.  methyl 
iodide  in  a  sealed  tube  at  100°,  dissolving  the  resulting  crystalline 
mass  in  water,  evaporating  to  a  syrup,  repeatedly  boiling  with  water 
the  resinous  substance  which  separates  out,  evaporating  the  solutions 
thereby  obtained  to  the  crystallising  point,  and  repeatedly  preci¬ 
pitating  with  alcohol,  white  shining  four-sided  needles  are  obtained, 
melting  at  218°,  and  consisting  of  the  di-iodomethylate  of  dimethyl - 
diethyl-paraphenylenediamine ,  CuH2fiN2I2  =  C6H4(NMe2)(NEt2),2MeI, 
or  rather  perhaps  tetramethyldiethyl-paraphenylammonium  iodide , 
NMe;J.C6H4.NEt2MeI.  This  iodide  dissolves  very  easily  in  water, 
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sparingly  in  alcohol,  and  not  at  all  in  ether.  It  is  not  attacked  by 
strong  potash-lye,  but  silver  oxide  decomposes  it  immediately,  forming 
the  corresponding  hydroxide  ChH^N^COH)^ 

When  diethyl-p-phenylenediamine  is  treated  with  methyl  alcohol 
and  hydrochloric  acid  at  200°,  the  contents  of  the  tube  precipitated 
with  potash,  and  the  separated  oil  dried  and  fractionated,  diethyl- 
dimethyl-p-phenylenediamine,  NEt2.C6H4.NMe2,  is  obtained,  as  a 
faintly  yellow  oil,  which  turns  brown  in  the  air,  and  exhibits  a  deep 
blue  colour  with  oxidising  agents,  e.g .,  copper  sulphate,  potassium 
dichromate,  iodine,  bleaching  powder,  &e.  This  base,  heated  with 
methyl  iodide,  is  converted  into  the  compound  Ci4H26N2I2  above 
described. 

Oxidation. — Azylines  are  but  slightly  attacked  by  weak  oxidising 
agents,  undergoing  no  alteration  on  exposure  to  the  air  at  ordinary 
temperatures,  and  very  little  when  heated  above  their  melting  points. 
Potassium  permanganate  acts  on  them  but  slowly  in  alkaline,  very 
quickly  in  acid  solution.  Chromic  acid,  manganese  dioxide,  and  sul¬ 
phuric  acid,  as  well  as  lead  dioxide,  act  on  them  with  violence.  With 
potassium  permangante,  the  chief  products  formed  are  acetic,  carbonic, 
and  oxalic  acids.  With  chromic  acid  or  a  mixture  of  potassium  di¬ 
chromate  and  sulphuric  acid,  the  liquid  froths,  emits  a  peculiar  odour 
like  that  of  chlorine,  and  deposits  a  small  quantity  of  yellow  needles, 
easily  volatile  with  water- vapour,  very  soluble  in  ether:  probably 
quinone. 

When  diethylanilinazyline  is  slowly  added  to  well-cooled  red  nitric 
acid  of  sp.  gr.  1*5,  it  dissolves,  and  the  solution  diluted  with  water 
deposits  shining  red  needles  of  dinitrodiethylaniline ,  C6H3(NOo)2Et2N, 
contaminated  with  brown  products.  The  same  compound  is,  however, 
more  easily  and  abundantly  obtained  by  adding  ordinary  strong  nitric 
acid  to  a  well-cooled  solution  of  the  azyline  in  glacial  acetic  acid,  then 
precipitating  with  water,  and  crystallising  from  alcohol.  The  com¬ 
pound  thus  obtained  forms  orange-red  needles  melting  at  180°,  easily 
soluble  in  hot  alcohol,  also  in  benzene  and  in  ether,  sparingly  in  light 
petroleum.  In  these  and  all  its  other  characters  it  agrees  with  the 
dinitrodiethylaniline  which  von  Romburgh  obtained  ( Bee .  Trav.  Ohim., 
2,  35;  Ber .,  16,  1496)  by  the  action  of  red  nitric  acid  (sp.  gr.  1*48) 
on  diethylaniline  dissolved  in  strong  sulphuric  acid.  By  boiling 
with  potash,  it  is  resolved  into  diethylamine  and  dinitrophenol : 
C6H3(N02)2.hTEt2  +  KHO  =  NHEt2  +  CfiH3(N02)2.0K.  The  authors 
found  that  this  decomposition  is  effected  only  by  very  strong  potash- 
lye,  and  that  it  is  accompanied  by  the  evolution  of  ammonia  and 
diethylamine.  According  to  Romburgh,  the  dinitrophenol  produced 
in  this  reaction  is  the  ordinary  modification  OH  :  N02 :  NO  =  1:2:4; 
consequently  the  two  nitro-groups  in  the  corresponding  aniline  deri¬ 
vatives  must  be  similarly  situated  [NH2  :  NH2:  N02  =1:2:  4]. 

Azylines  of  Tertiary  Diphenylamines.  — •  These  compounds  are 
formed  by  passing  nitrogen  dioxide  through  an  alcoholic  solution  of  a 
tertiary  diphenylamine,  the  liquid  then  turning  red,  and  yielding 
after  some  time  a  crystalline  deposit  of  the  azyline,  mixed  with 
coloured  secondary  products,  which  greatly  diminish  the  yield  of  the 
azyline.  They  are  weak  bases,  forming  neither  salts  nor  double  com- 
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pounds.  With,  hydrochloric  acid  they  give  a  blue- violet,  with  acetic 
acid,  a  green  coloration,  both  these  reactions  being  very  delicate. 

Methyldiphenylaminazyline , 

C26H2JST4  =  PhMeKC6H4.N  I  N.C,H4.NPhMe, 

forms  yellow  crystals,  melting  at  150°,  very  slightly  soluble  in  cold 
alcohol,  freely  in  chloroform  and  benzene. 

Ethy  Idiphenylaminazyline , 

C28H28N4  =  PhEtN.C6H4.;[Sr :  N.C6H4.NPhEt, 

separates  from  alcoholic  solution  in  large  red  monoclinic  crystals, 
exhibiting  the  combination  OP.  P.  coP  and  the  opposite  faces.  Axial 
ratio  a  :  b  :  c  =  0*206106  :  1  :  1*1826.  Angle  ac  =  92°  29' 30".  Double 
refraction  very  strong.  H.  W. 

An  Aromatic  Glycol.  By  G-  Rousseau  (Ann.  Chim.  Phys .  [5], 
28,  145 — 198). — Of  the  a-  and  /3-naphthols,  the  latter  alone  yields  a 
hydroxyaldehyde  when  heated  with  chloroform  and  alcoholic  potash 
(Reimer  and  Tiemann’s  reaction)  ;  but  only  one  such  compound  is  ob¬ 
tained,  and  not  a  mixture  of  two  isomerides  (comp.  Abstr.,  1882,  735, 
1211,  1299).  During  the  course  of  the  reaction,  large  quantities  of 
resinous  substances  are  formed,  from  which  the  aldehyde  may  be  sepa¬ 
rated  by  steam  distillation.  The  aldehyde  crystallises  in  slender 
refractive  needles,  which  melt  at  77 °.  Its  ethereal  solution  gives  a 
crystalline  magma  with  sodium  hydrogen  sulphite ;  it  combines  also 
with  aniline,  yielding  a  yellow  crystalline  compound  melting  at  90°. 
The  principal  product  of  the  reaction  is,  however,  an  aromatic  glycol , 
G2H12(OH)2,  formed  probably  by  the  partial  hydrogenation  of  the 
hydroxyaldehyde,  two  molecules  of  which  combine  together  with 
elimination  of  two  molecules  of  water.  This  glycol  forms  small 
white  crystals,  which  are  with  difficulty  separated  from  the  adhering 
resins ;  it  is  insoluble  in  alkalis,  soluble  in  concentrated  sulphuric 
acid,  with  production  of  a  blood-red  solution,  from  which  red  crystals 
of  an  ethereal  sulphate  separate  out.  This  glycol  and  its  immediate 
derivatives  are  characterised  by  the  readiness  with  which  they  are 
transformed  into  the  corresponding  ether,  C22H120 ;  in  this  respect  the 
glycol  is  analogous  to  the  pinacones.  The  brom hydrin  has  been 
already  described  (loc.  cit .,  1299)  ;  it  takes  up  a  molecule  of  bromine, 
yielding  the  compound  C22H12Br(OH),Br2,  which  crystallises  in  yellow 
leaflets  resembling  lead  iodide,  and  decomposes  at  280°  without 
melting.  The  chlorhydrin,  C22Ha2Cl(0H).HCl,30H2,  crystallises  in 
red  needles.  Both  the  brom-  and  chlor-hydrin,  when  dissolved  in 
acetic  acid,  yield  on  evaporation  of  the  solution  a  crystalline  substance, 
consisting  of  a  molecule  of  the  haloid  ether  and  a  molecule  of  acetic 
acid. 

The  ether ,  C22H120,  can  be  obtained  by  the  action  of  dehydrating  or 
reducing  agents  on  the  glycol,  or  by  boiling  the  ethereal  derivatives 
with  alcohol ;  it  crystallises  in  pale  yellow  needles  which  melt  at  198°, 
insoluble  in  cold  alcohol,  readily  soluble  in  acetic  acid.  By  the  action 
of  hydrogen,  it  is  converted  into  the  monohydroxyl  alcohol ,  C22Hi3,OH. 
The  monethyl  derivative  of  the  glycol,  C22H12(OH).OEt,  prepared 


ORGANIC  CHEMISTRY. 


181 


by  decomposing  the  chlor-,  brom-.  or  iod-hydrin  with  alcoholic 
potash,  forms  small  feathery  crystals,  which  by  solution  in  benzene 
and  subsequent  evaporation  is  separable  into  two  substances,  the  one 
melting  at  250°,  and  probably  identical  with  the  monhydroxyl  alcohol, 
the  other  crystallising  in  brilliant  leaflets,  melting  at  144°,  or  the 
ethyl  derivative. 

The  amido-derivative,  C22Hl2(OH).NH2l  obtained  by  the  action  of 
ammonia  on  the  bromhydrin,  crystallises  in  slender  colourless  needles  ; 
it  acts  as  a  weak  base,  combining  with  hydrochloric  or  hydrobromic 
acids  to  form  crystalline  salts,  of  which  the  hydrochloride  yields  a 
platinochloride  salt,  crystallising  in  golden  needles.  Both  the  hydro¬ 
chloride  and  hydro  bromide  are  converted  into  the  ether  when  boiled 
with  alcohol. 

The  monoatomic  alcohol ,  C22H13O11,  alluded  to  above,  is  one  of  the 
products  of  the  reaction  of  chloroform  with  alcoholic  potash  on 
3-naphthol,  but  is  best  prepared  by  the  action  of  reducing  agents  on 
the  chlor-  or  brora-hydrin.  It  crystallises  in  silky  needles,  which  de¬ 
compose  at  260°.  When  heated  with  the  haloid  acids,  it  is  probably 
retransformed  into  the  halogen  derivatives  of  the  glycol. 

The  glycol,  when  heated  to  a  red  heat  with  soda-lime,  is  decomposed 
into  carbonic  anhydride  and  a  dinaphthyl,  probably  identical  with  the 
compound  obtained  by  Watson  Smith  by  passing  naphthalene  vapour 
through  a  red-hot  tube  (comp.  Trans.,  1879,  224 — 232). 

y.  h.  y. 

Colocynthin.  By  G.  Henke  (Arch.  Pharm,  [3],  21,  200 — 205). — 
The  bitter  principle  of  colocynth,  or  Gitrullus  colocynthus ,  was  obtained 
by  Walz  in  the  following  manner: — The  colocynth  was  exhausted  with 
alcohol  (sp.  gr.  0*40)  and  the  residue  from  the  evaporation  of  the 
alcoholic  solution  dissolved  in  cold  water,  and  precipitated  with  lead 
acetate.  The  lead  was  removed  from  the  filtrate  by  sulphuric  acid, 
and  the  liquid  precipitated  with  tannic  acid.  This  precipitate,  after 
being  dried,  was  dissolved  in  alcohol,  and  the  tannic  acid  precipitated 
by  lead  acetate ;  the  lead  was  then  removed  from  the  filtrate,  and  the 
solution  digested  for  some  time  with  animal  charcoal.  The  filtrate 
from  this  solution  evaporated  to  dryness  and  extracted  with  ether, 
left  a  residue  of  colocynthin.  This  was  subsequently  slowly  deposited 
from  a  solution  in  alcohol  in  yellowish- white  tufts  of  crystals.  Its 
formula  was  found  to  be  C56H42O23.  It  was  soluble  in  8  parts  of  cold 
and  6  parts  of  hot  water.  By  treatment  with  acids,  colocynthin  was 
said  to  yield  a  sugar  having  the  formula  C12Hi0Oio,  and  colocynthein, 
C44H32O13,  which  is  soluble  in  ether.  The  author  attempted  to  extract 
colocynthin  by  a  similar  process,  with  the  difference  that  the  tannate 
of  colocynthin  was  decomposed  by  evaporation  with  freshly  precipitated 
lead  carbonate,  and  the  colocynthin  extracted  from  the  dry  residue 
with  absolute  alcohol.  The  colocynthin  obtained  by  this  method  is  in 
the  form  of  a  light  yellow  powder,  which  could  not  be  crystallised. 
It  is  without  action  on  litmus,  insoluble  in  chloroform,  ether,  benzene, 
carbon  bisulphide,  and  light  petroleum,  but  soluble  in  20  parts  of  cold 
and  16  parts  of  hot  water.  It  is  also  soluble  in  alcohol,  and  is  re  pre¬ 
cipitated  in  white  flocks  on  adding  ether.  Concentrated  sulphuric 
acid  dissolves  it  in  the  cold,  producing  a  deep  red  solution ;  the  colo- 
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cynthin  is  carbonised  by  heating  this  solution.  Dilute  sulphuric  acid 
has  no  action.  The  aqueous  solution  of  colocynthin  easily  reduces 
Fehling’s  solution.  Concentrated  hydrochloric  and  nitric  acids  both 
dissolve  colocynthin,  forming  coloured  solutions,  and  on  boiling  the 
hydrochloric  acid  solution  a  dark  green  greasy  substance  is  precipi¬ 
tated,  which  after  being  dried  over  sulphuric  acid,  is  only  partly 
dissolved  by  ether.  The  hydrochloric  acid  solution  from  which  this 
substance  was  obtained  reduces  Fehling’s  solution.  The  author  con¬ 
siders  that  these  experiments,  as  far  as  they  go,  fail  to  confirm  the 
results  previously  obtained  by  Walz.  W.  it.  D. 

Laser pitin.  By  it.  Kulz  (Arch.  Pharm.  [3],  21,  161 — 175). — 
The  author  has  made  an  investigation  to  determine  the  nature  of  the 
bitter  principle  laserpitin ,  which  is  contained  in  the  root  of  Laserpitium 
latifolium,  or  white  gentian  root,  and  to  discover  the  connection  (if 
any)  which  obtains  between  this  substance  and  the  bitter  principles 
contained  in  other  umbelliferous  plants. 

Laserpitin. — The  finely  sliced  root  was  extracted  by  boiling  with 
light  petroleum,  and  on  evaporating  the  solution  laserpitin  was  depo¬ 
sited  in  crystals  belonging  to  the  monoclinic  system.  These  were 
purified  by  recrystallisation  from  light  petroleum,  and  were  found  to 
contain  no  water  of  crystallisation.  Laserpitin  melts  at  118°,  is  inso¬ 
luble  in  dilute  acids  or  alkalis,  but  is  easily  soluble  in  chloro¬ 
form,  ether,  benzene,  and  carbon  bisulphide.  Concentrated  acids 
decompose  it,  sulphuric  acid  dissolving  it  with  the  production  of  a 
deep  red  colour.  This  same  colour  is  observed  when  laserpitin  is 
boiled  with  concentrated  hydrochloric  acid,  or  with  alcoholic  potash. 

A  series  of  combustions  of  the  pure  laserpitin  gave  numbers  point¬ 
ing  to  the  formula  C15H22O4.  No  chloride  or  bromide  of  laserpitin 
could  be  obtained,  but  an  acetate,  C15H2o04,AcOH,  crystallised  in 
silky  needles  from  a  solution  in  acetic  acid  ;  even  this  salt  was  unstable. 
Several  derivatives  of  laserpitin  were  obtained.  An  attempt  to  pro¬ 
duce  an  acetyl  derivative  by  the  direct  action  of  acetic  chloride  or 
acetic  anhydride  gave  negative  results. 

When  laserpitin  is  distilled  with  zinc-dust  or  soda-lime,  no  benzene 
or  other  aromatic  hydrocarbon  is  obtained,  from  which  the  author 
concludes  that  the  molecule  of  laserpitin  contains  no  compound  con¬ 
stituted  on  the  type  of  the  closed  carbon-ring. 

The  action  of  concentrated  hydrochloric  acid  on  an  alcoholic  solu¬ 
tion  of  laserpitin  gives  rise  to  methylcrotonic  acid,  and  the  action  of 
concentrated  sulphuric  acid  yields  angelic  acid.*  When  laserpitin 
is  heated  with  dilute  nitric  acid,  oxalic  acid  is  one  of  the  products. 
Ebullition  with  alcoholic  potash  yields  angelic  acid,  and  fusion  with 
potassinm  hydroxide,  methylcrotonic  acid. 

Monacetyllaserpitin ,  C^ILiAcCh,  may  be  obtained  by  the  action  of 
acetic  anhydride  on  laserpitin  in  presence  of  anhydrous  sodium 
acetate.  It  crystallises  in  colourless  needles  melting  at  113°,  and 

*  In  another  place  the  author  mentions  the  production  of  angelic  acid  by  the 
action  of  hydrochloric  acid,  and  of  methylcrotonic  acid  by  the  action  of  sulphuric 
acid  on  laserpitin,  but  from  internal  evidence  this  is  probably  a  mis-statement.— 

W.  R.  D. 
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soluble  in  glacial  acetic  acid,  alcohol,  ether,  and  chloroform,  but  inso¬ 
luble  in  water.  , 

Dinitrolaserpitin ,  Ci5H2o(N02)204,H20,  is  obtained  as  an  amorphous 
mass  by  the  action  of  nitric  acid  on  laserpitin.  It  melts  at  115°,  and 
is  insoluble  in  water,  but  soluble  in  alcohol,  ether,  chloroform,  and 
glacial  acetic  acid. 

Bromolaserpitin ,  C30H39Br5O8,  obtained  by  the  action  of  bromine  on 
a  solution  of  laserpitin  in  chloroform,  crystallises  in  rosettes,  whicli 
are  soluble  in  ether,  alcohol,  chloroform,  and  glacial  acetic  acid ;  they 
melt  at  90°. 

Lazerin ,  C2oH3o05,  is  a  resinous  substance  (called  by  the  author 
lazerol)  which  is  produced  when  concentrated  acids  or  alkalis  act  on 
laserpitin.  It  is  insoluble  in  acids,  but  is  dissolved  by  ether,  alcohol, 
chloroform,  and  glacial  acetic  acid.  Its  production,  together  with 
angelic  acid  or  methylcrotonic  acid,  by  the  action  of  sulphuric  or 
hydrochloric  acids  on  laserpitin,  is  symbolised  by  the  equation 

2C15H2204  +  H20  =  C20H30O5  +  2C5Hd02. 

Attempts  to  produce  derivatives  of  this  body  were  unsuccessful.  From 
these  results,  the  author  infers  that  laserpitin  is  chemically  different 
from  peucedanin,  ostruthin,  and  athamantin,  bitter  principles  which 
have  been  found  in  other  umbelliferous  plants.  W.  It.  D. 

Quinaldine  Bases.  By  0.  Doebner  and  W.  v.  Miller  ( Ber .,  16, 
2464 — 2472). — Several  methods  for  the  preparation  of  quinaldine  have 
been  already  described  (Abstr.,  1882,  868;  1883,  602;  and  Ber.}  16, 165, 
and  1835),  but  it  is  most  simply  effected  by  heating  on  the  water-bath 
a  mixture  of  1-^  parts  paraldehyde,  1  part  aniline,  and  2  parts  hydro¬ 
chloric  acid ;  in  all  probability  the  aldehyde  is  first  converted  into 
aldol  by  the  hydrochloric  acid,  but  whether  this  reacts  directly  on  the 
aniline,  or  is  first  converted  into  crotonaldehyde,  remains  an  open 
question.  The  hydrochloric  acid  may  be  replaced  by  other  concen¬ 
trated  acids,  but  the  yield  is  not  so  good. 

Tetrahydroquinaldine ,  Ci0H13N,  is  readily  obtained  by  the  action  of 
tin  and  hydrochloric  acid  on  quinaldine ;  it  forms  a  colourless  liquid 
of  agreeable  odour,  boils  at  246 — -248°,  at  709  mm.  pressure,  is 
sparingly  soluble  in  water,  readily  soluble  in  alcohol,  ether,  and  ben¬ 
zene.  Its  salts  crystallise  well,  are  generally  readily  soluble  in  water, 
and  are  characterised  by  the  blood-red  coloration  produced  in  their 
aqueous  solution  by  oxidising’  agents.  The  platmochloride  forms 
clear  yellow  needles.  Nitrous  acid  gives  a  yellow  nitroso-compound  ; 
from  this,  hydroquinaldine  must  be  a  secondary  base,  standing  to 
quinaldine  in  the  same  relation  as  piperidine  does  to  pyridine,  and 

>nelch.ch3 

having  the  constitution  C6H4<f  |  .  A  base  of  this  formula 

xch2.ch2 

has  been  obtained  by  Jackson  (Abstr.,  1881,  742)  from  methyl  phenyl 
ethyl  ketone,  which  from  its  properties  appears  to  be  identical  with 
tetrahydroquinoline. 

Methyl  hydroquinaldine ,  C10H12NMe,  obtained  by  the  action  of 
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methyl  iodide  on  hydroqninaldine,  is  a  colourless  liquid  boiling  at 
245 — 248°  at  708  mm.  pressure.  The  platinochloride, 

(CuH15tf)2,HaPtCIc, 

is  sparingly  soluble  in  water.  Other  alkyl  derivatives  have  been 
obtained ;  they  are  all  characterised  by  yielding  green  colouring 
matters  when  heated  with  benzotrichloride  and  zinc  chloride. 

Quinaldine  methiodide ,  Cl0H9N,MeI,  is  obtained  by  the  direct  union 
of  methyl  iodide  and  quinaldine ;  it  crystallises  in  long  citron-yellow 
needles,  melts  at  195°,  is  readily  soluble  in  water  and  hot  alcohol, 
insoluble  in  ether.  When  heated  with  concentrated  potash,  it  yields 
a  very  small  quantity  of  a  carmine  colouring  matter. 

Methyl quinaldines. — On  treating  the  isomeric  toluidine  in  a  manner 
similar  to  that  already  described  in  the  case  of  aniline,  three  methyl- 
quinaldines  are  obtained. 

Orthomethylquinaldine ,  Ci0H8MeN  [1  :  2],  is  a  colourless  liquid, 
which  soon  turns  brown  on  exposure  to  air,  boils  at  252°,  is  sparingly 
soluble  in  water,  readily  soluble  in  alcohol  and  ether ;  its  odour  closely 
resembles  that  of  quinaldine.  The  dichromate ,  (CnHuN)2,Cr207H2, 
crystallises  in  orange-yellow  needles,  readily  soluble  in  water.  The 
platinochloride ,  (CnHnN)2,H2PtCl6,  forms  bright  yellow  needles, 
sparingly  soluble  in  water.  Hydro-orthomethylquinaldine ,  CI0H12MeN, 
is  a  colourless  liquid  of  agreeable  odour ;  it  boils  at  260 — 262°,  and  is 
characterised  by  the  sparing  solubility  of  its  hydrochloride  in  hydro¬ 
chloric  acid.  The  platinochloride  forms  round  nodules  of  concen¬ 
trically  grouped  brownish-red  needles.  The  hydro-base  gives  a  blood- 
red  coloration  with  ferric  chloride,  and  on  treatment  with  methyl 
iodide,  yields  a  liquid  methyl  derivative,  CuHuNMe. 

Paramethylquinaldine ,  Ci0H8MeN  [1  :  4],  forms  large  colourless 
rhombic  prisms,  melts  at  60°,  and  boils  at  266 — 267°.  It  has  an  odour 
like  that  of  aniseed,  is  sparingly  soluble  in  hot  water,  readily  in  alcohol, 
ether,  and  benzene.  The  dichromate ,  (CiiHuN’)2,Cr207H2,  forms  long 
yellow  needles,  sparingly  soluble  in  cold  water.  The  platinochloride^ 

(C11H11N)2,H2PtCl6, 

crystallises  in  nearly  colourless  slender  needles,  and  is  sparingly 
soluble  in  hot  water.  Hydroparamethylquinaldine ,  Ci0H12MeN,  forms 
a  colourless,  mobile  liquid,  boils  at  267°,  is  sparingly  soluble  in  water, 
readily  in  alcohol  and  ether.  Solutions  of  its  salts  give  a  red  colora¬ 
tion  with  ferric  chloride. 

Metamethylquinaldine ,  Ci0H8MeN  [1:3],  crystallises  in  colourless 
needles,  melts  at  61°,  and  boils  at  264 — 265°  ;  is  sparingly  soluble  in 
water,  readily  soluble  in  alcohol,  ether,  and  benzene.  It  has  a  faint 
quinaldine- like  odour.  The  dichromate ,  (CiiHnN)2,Cr207H2,  crystal¬ 
lises  in  long  orange-red  needles,  nearly  insoluble  in  water.  The 
platinochloride ,  (CuHnN)2,H2PtCl6,  forms  tufts  of  small  yellow  needles, 
sparingly  soluble  in  water. 

All  primary  amines  of  the  aromatic  series  appear  to  react  with 
aldehyde  to  form  quinaldine-like  bases,  several  of  which  are  being 
investigated  by  the  authors.  A.  J.  G. 


ORGANIC  CHEMISTRY. 


185 


Quinaldic  Acid  (a-Quinolinecarboxylie  Acid).  By  0.  Doebner 
and  W.  v.  Miller  {Ber.,  16,  2472 — 2476). — In  their  earlier  experi¬ 
ments  on  tlie  oxidation  of  quinaldine  (Abstr.,  1883,  602),  the  authors 
were  unable  to  confine  the  oxidation  to  the  methyl- group  ;  they  have 
now  accomplished  this  by  dissolving  10  grams  of  the  base  in  sulphuric 
acid  (1  :  5),  adding  a  solution  of  28  grams  of  chromic  acid  and  40 
grams  of  sulphuric  acid  in  100  c.c.  of  water,  and  heating  on  the 
water-bath  until  the  chromic  acid  is  completely  reduced.  Quinaldic 
N=z=C.COOH 

acid ,  C6H4<  |  ,  so  obtained,  crystallises  with  2  mols. 

XCH=CH 

HoO  in  colourless  asbestos-like  needles,  sparingly  soluble  in  cold, 
readily  in  hot  water.  The  anhydrous  acid  melts  at  156°.  Quinaldic 
acid  yields  salts  with  both  acids  and  bases,  of  which  those  with  acids 
crystallise  the  best.  The  sulphate  is  readily  soluble  in  water ;  the 
nitrate  crystallises  in  prisms  and  is  sparingly  soluble  in  water  contain¬ 
ing  nitric  acid;  the  hydrochloride ,  C]0H7NO2,HCl  -J-  H30,  forms  large 
tables  sparingly  soluble  in  water.  The  dichromate , 

(C10H7NO2)2,H2Cr2O7, 

forms  red  crystals  sparingly  soluble  in  cold  water.  The  picrate  crys¬ 
tallises  in  tufts  of  long  yellow  needles  readily  soluble  in  hot  water 
and  alcohol.  The  platinochloride ,  (Ci0H7NO2),H2PtCl6  -f-  2H20, 
forms  tabular  crystals  sparingly  soluble  in  cold,  readily  soluble  in  hot 
water. 

The  quinaldates  of  the  alkalis  are  readily  soluble  in  water.  Calcium 
quinaldate ,  Ca(Ci0H6NO2)2,  is  obtained  as  a  white  precipitate  sparingly 
soluble  in  water.  The  copper  salt ,  Cu(Ci0H6NO2)2  _j_  2H20,  forms  a 
microcrystalline  bluish-green  precipitate.  The  silver  salt  is  obtained 
as  an  amorphous  precipitate,  not  decomposed  by  light ;  it  dissolves  in 
hot  concentrated  solution  of  silver  nitrate ;  on  cooling  a  double  com¬ 
pound  of  the  formula  C10H6ffO2Ag  -j-  C10H7N02,1TO3H  4-  H20 
separates  in  silky  needles. 

On  heating  quinaldic  acid  to  a  little  above  its  melting  point,  it  is 
quantitatively  decomposed  into  carbonic  anhydride  and  quinolines. 

This  acid  completes  the  series  of  quinolinecarboxylic  acids  in 
which  the  carboxyl  is  considered  to-  be  attached  to  the  pyridine 
nucleus,  and  from  its  formation  from  quinaldine  must  be  the  a-acid. 
/3- Quinolinecarboxylic  acid  was  obtained  by  Riedel  from  y3-ethylquino- 
line  ( Ber .,  16,  1613),  whilst  the  quinolinecarboxylic  acid  obtained  by 
Graebe  and  Caro  (Abstr.,  1880,  398)  must  have  the  carboxyl -group 
in  the  7-position.  A.  J.  G. 

Caffeine  and  its  Salts.  By  H.  Biedermann  {Arch.  Pharm.  [3], 
21,  175 — 186). — The  author  has  examined  caffeine  and  its  principal 
salts,  as  the  existence  of  many  of  these  has  recently  been  denied  by 
several  authors.  Caffeine,  C8HioN402,H20,  melts  at  230*5°  ;  the  auro- 
chloride  of  caffeine  has  the  formula  C8H10N4O2,HCl,AuCl3  +  2H20, 
and  the  platinochloride  the  formula  (CsH10N4O2)2,H2PtCl6.  Caffeine 
hydrochloride,  C8H10N4O2,HCl  -+■  2H20  ;  hydrobromide, 

C8H10ISr4O2,HBr  +  2H20 ; 
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nitrate,  C8H10N4O2,HNO3  -f  H20 ;  sulphate,  C8H^N402,H2S04 ;  for¬ 
mate,  CgHio^C^BUCC^ ;  acetate,  C8HioN402,(AcHO)2  ;  benzoate, 
C8Hio^402,C4Hfl02 ;  and  valerate,  CsHwhUO^CsHioCb,  were  all  obtained 
in  the  crystalline  state  by  dissolving  caffeine  in  tbe  appropriate 
acid,  and  evaporating  tbe  solution  over  potash.  All  these  salts  are 
unstable,  and  cannot  be  crystallised  from  alcohol  or  water  ;  at  100° 
they  are  either  wholly  or  partially  decomposed.  Anhydrous  chlorides 
having  the  formulae  C8HioN402,4HC1  and  C8HioN402,HC1,  were  obtained 
by  the  action  of  dry  hydrochloric  acid  gas  on  caffeine.  A  normal 
sulphate  was  also  obtained  which  crystallised  with  1  mol.  H20.  When 
caffeine  is  dissolved  in  a  strong  solution  of  bydriodic  acid  and  the 
solution  evaporated  over  potash,  tbe  normal  hydriodide  is  not  alone 
obtained,  but  a  periodide,  (C8Hi0N4O2,HI,I2)2  +  3H20,  and  also  a 
mixture  of  the  normal  hydriodide,  C8H10N4O2,HI,  and  the  hydriodide, 

C8Hl0N4O2,2HL  W.  ft.  D. 

Papaverine.  By  G.  Goldschmiedt  (Monatsh.  Chem.,  4,  704 —  707). 
— The  oxidation  of  papaverine  with  potassium  permanganate  yields 
nothing  but  uncrystallisable  products.  On  boiling  this  base  with  a 
somewhat  dilute  solution  of  potassium  permanganate,  ammonia  is 
given  off,  and  an  uncrystallisable  acid  is  formed  which  decomposes 
carbonates  and  forms  amorphous  salts. 

Papaverine  fused  with  potassium  hydroxide  yields  protocatechuie 
acid  and  an  alkaline  distillate  containing  papaverine,  methylamine, 
and  dimethylhomocatechol,  boiling  at  218°  and  convertible  by  oxida¬ 
tion  into  protocatecbudimethyletheric  acid.  Tbe  same  two  volatile 
products,  dimethylhomocatechol  and  methylamine,  are  formed  in  the 
dry  distillation  of  papaverine,  and  apparently  also  in  the  distillation 
of  that  base  with  lime  or  zinc-dust. 

Baryta-water  acts  very  slowly  on  papaverine,  with  evolution  of 
ammoniacal  vapours,  and  formation  of  a  very  small  quantity  of  a 
greasy  substance  smelling  like  guaiacol.  Sodium-amalgam  slowly 
converts  papaverine  in  alcoholic  solution  into  a  thick  oil  which 
deposits  crystals  after  long  standing.  With  acetic  anhydride  and 
sodium  acetate,  papaverine  does  not  yield  an  acetyl-derivative,  whence 
it  may  be  inferred  that  this  base  does  not  contain  an  acetyl-group. 

Papaverine;  heated  with  hydrochloric  acid  in  a  sealed  tube  at  130°, 
yields  a  gas  which  burns  with  a  green  flame  (probably  methyl  chlo¬ 
ride)  and  a  solution,  the  evaporated  residue  of  which  forms  a  thick 
brown  oil  which,  in  dilute  aqueous  or  alcoholic  solution,  gives  with 
ferric  chloride  a  deep  emerald-green  coloration,  changed  by  sodium 
carbonate  to  red — a  reaction  probably  due  to  homocatechol.  With 
potash-lye,  the  oil  forms  a  dark  brown  liquid.  Sodium  carbonate 
added  to  the  aqueous  solution  of  the  oil,  throws  down  a  white  floccu- 
lent  precipitate  which  soon  resinises  after  filtration,  and  turns  green 
in  contact  with  the  air.  These  reactions  point  to  the  presence  of 
apomorphine.  H.  W 

Compound  of  Quinine  with  Chloral.  By  G.  Mazzara 
( Gazzetta ,  13,  269 — 272). — This  compound,  chloral- quinine,  is  formed 
on  adding  to  a  solution  of  quinine  in  chloroform  dried  at  120°  an 
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equivalent  quantity  of  chloral  (5*5  g.  anhydrous  chloral  to  10  g. 
quinine).  On  evaporating  the  liquid  in  a  dry  atmosphere,  a  yellowish 
transparent  gelatinous  mass  is  left,  which  dissolves  in  cold  ether;  and 
on  exposing  the  solution  to  a  gentle  heat,  a  white  mammellary  crys¬ 
talline  substance  separates  which  soon  pervades  the  whole  liquid, 
converting  it  into  a  pulp.  The  same  result  is  more  quickly  obtained 
on  adding  the  calculated  quantity  of  chloral  to  a  solution  of  quinine 
in  chloroform  diluted  with  anhydrous  ether,  and  heating  the  liquid. 
The  precipitate,  after  washing  with  ether  and  drying  over  sulphuric 
acid,  forms  an  apparently  amorphous,  perfectly  white  and  very  light 
mass,  having  a  slightly  bitter  taste,  melting  and  blackening  at  149°, 
not  perceptibly  altering  in  dry  air.  This  body  has  the  composition 
C-ioHo4N"202,CC]3.COH.  It  is  insoluble  in  benzene,  sparingly  soluble 
in  cold,  more  soluble  in  hot  alcohol,  from  which  it  separates  on  evapo¬ 
ration  as  a  gelatinous  mass.  The  solution,  on  addition  of  water, 
deposits  a  white  precipitate  consisting  of  a  mixture  of  quinine  and 
chloral  -  quinine. 

Chloral- quinine  dissolves  in  water  slightly  acidulated  with  sulphuric, 
acetic  acid,  &c.,  forming  solutions  which  exhibit  a  fluorescence  similar 
to  that  of  quinine  salts,  and  react  like  the  latter  with  chlorine  and 
potassium  ferricyanide.  The  acetic  acid  solution  yields  with  sodium 
bicarbonate  a  precipitate  nearly  free  from  chlorine.  These  reactions 
show  that  chloral- quinine  is  decomposed  partially  by  water,  completely 
by  acids. 

Phenols,  as  is  well  known,  do  not  form  addition- products  with 
chloral,  but  in  presence  of  dehydrating  agents  they  yield  condensa¬ 
tion-products  with  elimination  of  water — phenol  and  thymol  for 
example,  forming  respectively  dihydroxy  phenyl-  and  dihydroxy  thy  - 
myl-trichlore thane.  The  author  has  also  succeeded  in  obtaining 
addition-products  by  the  action  of  chloral  on  paracresol  and  thymol, 
without  the  aid  of  sulphuric  acid. 

Paracresol- chloral,  C6H4Me(OH),CCb.COH,  crystallises  in  small 
needles  melting  at  52 — 56°.  Thymol- chloral, 

C6H4.Me(C3H7)(OH),CCl3.COH, 

melts  at  130 — 134°.  H.  W. 

Solubility  of  Strychnine  and  Preparation  of  some  of  its  Salts. 

By  P.  Crespi  ( Gazzetta ,  13,  175). — The  author  has  determined  the 
solubility  of  strychnine  at  ordinary  temperatures  and  at  56°,  78°,  and 
98'5°  in  various  solvents.  He  finds  that  1  pt.  of  water  at  14*5°  dis¬ 
solves  0*025  pt.  of  strychnine ;  that  1  pt.  absolute  alcohol  dissolves 
from  0*302  to  0*325  at  8*25°  and  10*75°  ;  0*975  at  56°  and  1*846  at 
78°  ;  that  amyl  alcohol,  one  of  the  best  solvents,  dissolves  0*525  at 
11*75°,  and  4*262  at  98*5°  ;  that  its  solubility  in  dilute  alcohol  increases 
with  the  proportion  of  water  up  to  85°  of  Gay-Lussac’s  areometer, 
and  diminishes  at  greater  dilution. 

The  salts  described  are  the  normal  succinate,  ; 

normal  malate,  C4H605Str2,3|H20  ;  normal  pyrotartrate, 

C6H804Str2,5JH80, 

and  the  phthalate  which  has  not  been  analysed.  H.  W. 

o  2 
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Behaviour  of  Strychnine  in  the  Animal  Organism ;  and  a 
Product  of  the  Action  of  Potassium  Permanganate  on  Strych¬ 
nine.  By  Plugge  ( Ghem .  News ,  48,  207). — The  contention  as  to 
whether  alkaloids  do  or  do  not  undergo  decomposition  in  the  animal 
organism  has  never  been  definitely  settled.  Kerner  ( B flayer's  Archiv .,  2, 
20 ;  3,  30)  proved  that  quinine  in  part  reappears  unchanged  in  the 
urine,  whilst  another  portion  becomes  oxidised  into  dihydroxy  quinine,  a 
substance  which  is  also  obtained  by  the  action  of  potassium  perman¬ 
ganate  on  quinine.  The  author  has  made  similar  experiments  with 
strychnine.  Strychnine  was  given  to  animals  ;  and  the  blood,  tissues, 
and  urine  were  examined.  The  results  obtained  indicate  that  the 
strychnine  is  decomposed  in  the  organism,  but  the  investigation  is 
incomplete. 

By  the  action  of  potassium  permanganate  on  strychnine,  a  yellowish- 
brown  or  light  grey  amorphous  substance  is  obtained.  It  is  sparingly 
soluble  in  cold  water,  ether,  and  chloroform,  more  freely  in  hot  water, 
from  which  it  is  partially  deposited  on  cooling;  readily  soluble  in 
alcohol,  and  very  readily  in  dilute  aqueous  alkaline  solutions,  from 
which  it  is  incompletely  reprecipitated  by  adding  hydrochloric  acid. 
The  substance  is  neither  bitter  nor  poisonous,  and  is  not  precipitated 
by  the  usual  alkaloid  reagents.  Treated  with  chromic  mixture,  it 
gives  a  red- violet  coloration  without  the  preliminary  blue-violet,  as  is 
the  case  with  strychnine.  The  author  regards  this  strychnine- 
derivative  as  strychnic  acid,  to  which  he  assigns  the  formula 
CnHnNCbjEUO  for  the  present.  D.  A.  L. 

Alkaloids  of  Buxus  sempervirens.  By  G-.  A.  Baebaglia 
( Gazzetta ,  13,  249 — 257).— The  author  has  extracted  from  the  leaves 
and  twigs  of  the  box  tree,  a  substance  which  he  regards  as  a  new 
alkaloid,  and  designates  by  the  name  Buxidine.  He  denies  the  exist¬ 
ence  of  the  base  called  Buxeine  described  by  Alessandri  ((7.  J.,  1882, 
Abstr.,  745)  as  existing  in  the  same  plant.  His  results  however  are 
not  very  definite.  H.  W. 

Acid  Products  of  the  Bacterial  Fermentation  of  Albuminoids. 

By  A.  Gautiee  and  A.  Etaed  ( Corrupt .  rend.,  97,  325 — 328). — When 
the  products  of  putrefaction  are  distilled  to  dryness  in  a  vacuujn,  and 
the  residue  extracted  with  ether,  the  principal  constituent  of  the  solu¬ 
tion  (this  vol.,  p.  89)  is  palmitic  acid.  Neither  stearic  nor  oleic  acid 
is  present,  and  all  traces  of  the  original  fatty  bodies,  and  all  the  cor¬ 
responding  glycerol,  have  completely  disappeared.  Stearic  acid  is, 
however,  represented  by  a  small  quantity  of  amidostearie  acid  (loc. 
cit.).  The  acid  products  of  the  putrefaction  of  albuminoids  are — 


(I.)  Fatty  series . 

Formic 

acid. .  Very  small  quantity. 

Acetic 

„  . .  Doubtful. 

Butyric 

,,  . .  Large  proportion. 

Valeric 

„  . .  Smaller  proportion. 

Palmitic 

„  . .  Abundant. 

(II.)  Acrylic  series  .... 

Acrylic 

„  . .  Small  quantity. 

Crotonic 

,,  . .  Considerable  proportion. 
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(III.)  Lactic  series .  Glycollic  acid 

Lactic  (ord.)  ,, 
Valero  lactic  „ 

(IV.)  Oxalic  series  ....  Oxalic  „ 

Succinic  „ 
Carbonic  „ 

(V.)  Nitrogenous  acids. .  C9H15N04. ..... 

Amidostearic  acid 
Leucines  and 
lucernes. 


Moderate  quantity. 
Small  quantity. 
Doubtful. 

Trace. 

Large  quantity. 
Large  quantity. 

Moderate  quantity. 
Small  quantity. 
Abundant. 

a  h.  b. 
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Chemistry  of  Perspiration.  By  St.  Capranica  ( Gazzetta ,  13, 
171). — To  establish  the  analogy  between  the  kidneys  and  sudorific 
glands,  the  author  has  endeavoured  to  ascertain  whether  creatinine, 
which  is  known  to  be  a  normal  constituent  of  urine,  exists  also  in  the 
perspiration.  On  evaporating  450  c.c.  perspiration  in  a  vacuum  to 
one-fifth  of  its  bulk,  precipitating  with  absolute  alcohol,  filtering, 
evaporating,  and  testing  the  residue  by  Will’s  process,  he  succeeded 
in  demonstrating  the  presence  of  creatinine.  On  the  other  hand,  he 
does  not  think  that  any  such  relation  exists  between  uric  acid  and 
sudoric  acid,  C]oHi6N2Oi3,  but  he  regards  the  latter  as  a  product  of  the 
oxidation  of  glutamic  acid  (2C5H9N04  +  06  =  H20  +  CioH16N20l3), 
and  as  probably  identical  with  the  cryptophanic  acid  which  Thudichum 
found  in  urine.  H.  W. 

Substitute  Values  of  the  Chief  Organic  Alimentary  Prin¬ 
ciples  in  the  Animal  Body.  By  M.  Rubner  ( Zeitschr .  Biol .,  19, 
313 — 496). — Previous  investigations  on  this  subject  by  Pettenkofer 
and  Voit  ( Zeitschr .  Biol.,  7,  433;  and  9,  1  and  435)  formed  the  start¬ 
ing  point  of  the  author’s  researches.  His  experiments  were  carried 
out  similarly  on  the  dog.  He  employs  the  term  isodynamic  in  connec¬ 
tion  with  those  principles  which  are  capable  of  replacing  one  another, 
as  being  more  precise  than  the  expression  equivalent ,  which  has  a 
wider  application. 

Alimentary  fat  is  isodynamic  in  equal  weight  with  the  body  fat. 
On  feeding  with  fat,  loss  of  weight  in  fat  is  arrested  by  exactly  the 
same  amount  as  food  which  would  otherwise  have  been  consumed  as 
body  fat.  Alimentary  fat,  when  of  the  same  composition  as  that  of 
the  animal  body,  is  transformed  into  the  latter  with  facility.  Muscle- 
flesh  as  food  (circulating  albumin)  is  isodynamic  in  equal  weight  with 
the  albuminoid  material  of  the  body,  which  upon  insufficient  supply  of 
albumin  in  food  becomes  consumed  (disintegrated  organic  albumin). 

During  starvation,  when  the  fat  of  the  body  disappears,  the  organic 
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albumin  becomes  disintegrated  in  amount,  corresponding  with  the 
calorificient  value  of  the  previously  consumed  fat. 

The  actual  value  in  respect  of  capacity  for  heat-production  of  un¬ 
organised  or  dead  albumin  and  living  or  organised  albumin,  is  the 
same.  Hence  it  is  extremely  probable  that  the  formation  of  the  latter 
from  the  former  takes  place  without  any  accumulation  of  potential 
energy. 

Fats  and  carbohydrates,  as  regards  force-producing  value,  differ 
for  equal  weights,  100  parts  of  fat  corresponding  on  the  average  with 
240  parts  of  carbohydrate.  The  isodynamic  values  for  albumin  and 
carbohydrates  may  be  determined  from  those  of  fat  and  albumin  on 
the  one  hand,  and  fat  and  carbohydrates  on  the  other,  from  which  it 
appears  that  100  parts  of  dried  albumin  are  isodynamic  with  110  parts 
of  cane-sugar  or  122  parts  of  grape-sugar.  The  limits  within  which  a 
replacement  or  substitution  of  one  principle  for  another  may  take 
place  are  very  wride. 

Hitherto  it  has  been  accepted  that  the  alimentary  principles  replace 
one  another  according  to  definite  chemical  proportions.  The  present 
investigation  places  beyond  doubt  that  the  isodynamic  value  of  these 
■is  the  expression  of  equal  intrinsic  energy. 

In  the  following  table,  in  which  the  calorificient  values  of  alimen¬ 
tary  substances  is  given  after  the  statements  of  Danilewsky  and 
Rechenberg,  it  will  be  seen  that  the  individual  isodynamic  values  of 
these  differ  to  an  unimportant  extent  from  the  results  of  direct 
calorimetric  determinations. 


100  parts  of  fat  corresponding  with: — 


. 

By  direct 
experiment  on  the 
animal. 

By  calorimetric  de¬ 
termination. 

Albumin . 

:  211 

201 

Starch . . 

232 

221 

Cane-sugar .  . 

234 

231 

Anhydrous  grape-sugar  .... 

256 

243 

Ordinary  grape-sugar ....... 

282 

271 

The  results  of  experiments  in  the  animal  are  somewhat  higher  than 
those  calculated,  the  difference  being  due  to  several  causes,  such  as, 
in  the  case  of  albumin  and  starch,  putrefactive  and  fermentative 
changes  in  the  intestine,  whereby  a  loss  of  potential  energy  is 
occasioned,  whilst  in  the  case  of  carbohydrates,  the  work  done  by  the 
muscles  of  respiration  being  increased,  the  excretion  of  C02  is  also 
increased,  and  proportionately  to  a  greater  degree  than  in  the  case  of 
fat  itself,  thereby  accounting  for  the  somewhat  lower  value  of  each  of 
the  carbohydrates  in  comparison  with  fat. 

Assuming  that  the  substitution  of  alimentary  principles  was  effected 
according  to  the  amount  of  oxygen  which  these  required  for  their 
oxidation,  it  is  of  interest  to  consider  how  the  isodynamic  values  as 
determined  in  the  animal,  compare  with  the  values  which  would  thus 
be  obtained. 
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This  is  shown  in  the  following  table: — 
100  parts  of  fat  correspond  with — 


According 
to  oxygen  con¬ 
sumed. 

According  to 
experiment  in  the 
animal. 

According  to 
calorimetric 
determination. 

Albumin . 

193 

211 

201 

Starch . 

240 

232 

221 

Cane-sugar . 

249 

234 

231 

Grape-sugar . 

263 

256 

243 

Excepting  albumin,  the  alimentary  principles  exhibit  lower  values 
than  that  obtained  by  calculating  the  oxygen  required  for  combustion. 
As  the  conditions  of  direct  experiment  tend  rather  to  yield  higher 
values  than  otherwise,  it  is  apparent  that  the  capacity  of  those 
principles  for  equivalent  amounts  of  oxygen  is  not  a  measure  of  their 
capacity  for  substituting  or  replacing  each  other. 

Whilst  the  experiments  show  this  replacement  or  substitution  of 
one  alimentary  principle  for  another,  according  to  the  amount  of  heat- 
production  which  is  afforded  by  their  combustion  in  the  body,  it  is  not 
implied  that  they  replace  each  other  because  they  yield  the  same 
amount  of  heat.  The  heat- production  is  only  a  measure  of  the  total 
potential  energy  of  the  principle,  and  the  isodynamic  values  indicate 
only  alimentary  principles  of  equal  potential  energy.  A  knowledge 
of  these  isodynamic  values  allows  of  measurement  of  any  given  kind 
of  tissue  change,  and  by  adding  together  the  calorifacient  values  of 
the  disintegrated  tissues,  a  numerical  expression  for  the  whole  is 
obtained.  This  expression  may  take  the  form  of  so  much  albumin, 
fat,  or  a  carbohydrate,  but  more  appropriately  of  heat- units,  as  best 
corresponding  to  the  essence  of  the  process  itself. 

The  greatest  part  of  all  these  processes,  included  under  the  defini¬ 
tion  of  tissue-change,  is  in  effect  an  exchange  of  energy. 

Within  a  small  fraction  of  the  total  disintegration,  it  is  quite  indif¬ 
ferent  as  to  what  alimentary  principles  we  introduce  into  the  body. 
As  regards  albumin,  only  a  trifling  amount  is  incapable  of  being 
replaced  by  isodynamic  quantities  of  other  principles.  To  this  amount 
the  addition  of  albumin  cannot  be  dispensed  with,  for  there  is  a 
constant  loss  going  on  of  epidermis  and  hair  from  the  surface,  of 
blood  corpuscles,  of  epithelium  in  the  intestine,  and  of  nitrogenous 
secretions  from  the  glands.  For  the  renovation  of  such,  processes  of 
growth  and  maintenance  are  necessary,  while  it  is  easy  to  show  that 
these  processes  participate  only  to  an  insignificant  extent  in  the  total 
interchange  of  energy. 

What  takes  place  in  the  organism  as  a  whole  may  be  regarded  as 
taking  place  in  each  of  its  component  cells,  and  that  in  the  individual 
cell  element,  one  alimentary  principle  substitutes  another  according  to 
the  proportion  of  its  potential  energy. 

Albumin  is  to  be  regarded  as  the  most  readily  decomposible  prin¬ 
ciple,  a  fact  which  has  already  been  established  by  the  experiments  of 
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Pettenkofer  and  Yoit,  although  in  apparent  contradiction  to  observa¬ 
tions  as  to  its  comportment  outside  the  body,  which  tended  to  show 
the  more  difficult  disintegration  of  albumin  in  comparison  with 
fats  and  carbohydrates*  In  the  body,  the  latter  exhibit  a  different 
relation,  the  fats  being  more  difficultly  oxidisable  than  the  carbo¬ 
hydrates  ;  of  course  it  may  be  assumed  that  there  is  no  essential  dis¬ 
tinction  of  this  kind,  which  may  be  accounted  for  by  the  readier 
solubility  of  the  carbohydrates  in  the  juices,  whereby  in  simultaneous 
feeding  with  both  principles,  these  are  the  first  to  be  subjected  to  dis¬ 
integration.  D.  P. 

On  the  Digestion  of  Cows’  Milk,  and  on  the  Substances 
which  increase  its  Digestibility.  By  J.  Uffelmann  (Bied.  Gentry 
1883,  315 — 319). — The  points  considered  were — (1)  behaviour  of 
milk  with  hydrochloric  acid,  lactic  acid,  and  artificial  gastric  juice ; 
(2)  behaviour  in  the  alimentary  canal;  (3)  digestibility  of  boiled 
milk  and  buttermilk ;  (4)  methods  of  rendering  milk  more  easily 
digestible.  The  precipitate  formed  by  a  2  percent,  solution  of  hydro¬ 
chloric  acid  in  milk  assumes  either  a  fine  or  heavy  flocculent  con¬ 
dition,  or  also  cheesy,  according  to  the  conditions  of  mixing,  which 
are,  however,  not  readily  ascertained,  as  variations  in  the  form  of  the 
precipitate  occur,  the  reason  for  which  is  not  apparent.  The  action  of 
lactic  acid  is  similar  to  that  of  hydrochloric  acid.  The  lumpy  condi¬ 
tion  of  the  curd  which  is  produced  by  4  parts  acid  (2  per  cent.)  to 
5  milk  is  not  readily  digested  by  pepsin,  and  if  an  insufficiency  of  acid 
produces  no  curd  in  the  cold,  then  the  addition  of  pepsin  to  the  warm 
liquid  causes  the  production  of  firm  and  compact  curd.  Small 
quantities  of  lactic  acid  have  no  influence  on  the  digestion,  but  large 
quantities  retard  the  action  of  pepsin.  The  digestive  coefficients  of 
milk  in  the  bodies  of  adults  and  infants  are  as  follows : — 


Adults.  Infants. 

Dry  matter. .  . .  90 — 91*7  90 — 94 

Albumin .  98*4— 99*2  98*2—99*4 

Fat .  93*4—95*6  92*2—94*9 

Sugar .  100  100 

Salts  .  44*2— 56*6  45*4—57 


Of  the  calcium  salts  only  25 — 30  per  cent,  are  digested,  whereas  in 
human  milk  the  percentage  is  75 — 80.  By  boiling  milk  all  the  gases 
are  removed,  as  well  as  some  odorous  substance ;  when  the  boiling  is 
conducted  in  an  open  vessel  a  skin  is  formed;  this  skin  is  not  all 
casein,  but  has  the  following  constitution  : — - 

In  1'506  grams.  In  1*086  grams. 


Fat .  0*617  0*283 

Albumin  . .  0*820  0*751 

Sugar .  0*062  0*046 

Salts .  0*007  0*006 


The  author  does  not  find  boiled  to  be  more  digestible  than  unboiled 
milk.  From  buttermilk  a  curd  is  formed  by  hydrochloric  acid,  which 
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is  readily  dissolved  by  gastric  juice.  Of  the  additions  generally  made 
to  milk,  such  as  arrowroot,  yolk  of  eggs,  &c.,  to  render  it  more 
digestible,  barley-water  is  the  best,  and  experimentally  it  has  been 
shown  that  the  coefficient  for  albumin  is  raised  to  99’ 75  by  its  use. 

E.  W.  P. 

Relative  Absorption  of  Neutral  Salts  in  the  Human 
Stomach.  By  W.  Jaworski  ( Zeitschr .  Biol.,  19,  397 — 445). — These 
experiments  were  carried  out  under  normal  physiological  conditions 
in  a  healthy  man  who  drank  the  solutions  (500  c.c.)  of  chemically 
pure  salts  and  remained  at  rest  until  the  residual  fluid  was  recovered 
from  the  stomach  by  means  of  an  aspirating  pump  specially  devised 
for  the  purpose.  This  was  then  submitted  to  analysis,  and  the 
changes  in  the  percentage  of  the  salts  determined. 

These  investigations  showed  that  in  the  human  stomach  the  absorp¬ 
tion  of  individual  salts  is  different,  and  dependent  upon  their  chemical 
composition. 

The  acid  carbonates  (magnesium  and  sodium)  underwent  the 
greatest,  the  chlorides  (magnesium,  potassium,  sodium,  and  ferric) 
the  least  absorption,  and  the  sulphates  (sodium  and  magnesium) 
between  these  extremes. 

The  difference  in  the  absorption  of  two  salts  is  the  greater  the 
longer  the  solution  is  present  in  the  stomach. 

The  presence  of  acids  in  the  stomach  hastens  absorption,  and  the 
difference  in  the  absorption  of  individual  salts  becomes  more  pro¬ 
nounced.  Carbonic  acid  especially  accelerates  absorption,  which,  on 
the  other  hand,  is  hindered  by  alkalinity  of  the  contents  of  the 
stomach. 

The  presence  of  common  salt  neither  accelerates  absorption  nor 
increases  the  gastric  secretion ;  the  action  is  negative  in  both  direc¬ 
tions. 

The  secretion  of  chlorine  is  greater  in  proportion  to  the  alkalinity 
of  the  saline  solution  and  the  length  of  time  the  latter  remains  in  the 
stomach.  Acid  sodium  carbonate  excites  the  secretion  of  the  gastric 
mucous  membrane  less  than  the  neutral  carbonate. 

When  distilled  water  is  introduced  into  the  stomach,  secretion  of 
acid  contents  (hydrochloric  acid)  ensues,  and  that  in  proportion  to  the 
lowness  of  its  temperature. 

Should  a  salt  undergo  dissociation  of  its  acid  and  base  in  the 
stomach,  these  are  not  absorbed  in  the  ratio  of  their  combining  pro¬ 
portions.  Saline  solutions  may  be  found  on  aspiration  still  present  in 
the  stomach  an  hour  after  their  introduction,  whereas  the  same  quan¬ 
tity  of  distilled  water  disappears  almost  entirely  within  half  an  hour 
afterwards.  From  these  results  certain  practical  suggestions  of 
clinical  importance  may  be  derived.  . 

In  the  first  place  the  administration  of  salts  in  the  form  of  acid 
carbonates,  as  with  an  excess  of  carbonic  acid,  is  advantageous,  for 
absorption  takes  place  more  quickly,  and  with  a  more  rapid  emptying 
of  the  stomach  there  is  less  irritation  of  its  mucous  membrane.  The 
author  observed  the  action  of  C02  and  of  the  acid  carbonates,  as  also 
of  CaH2C03  in  a  series  of  experiments  with  acidulous  mineral 
waters. 


194 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Alkaline  fluids,  on  the  other  hand,  delay  absorption  and  the 
evacuation  of  the  stomach,  and  the  gastric  walls  are  stimulated  to 
secretion  more  strongly  than  by  other  solutions.  Acids  favour 
absorption  and  rapid  evacuation  of  the  gastric  contents. 

The  presence  of  common  salt  in  the  stomach  does  not  appear  to 
offer  the  advantages  in  regard  to  digestion  which  have  heretofore 
been  ascribed  to  it,  neither  stimulating  to  greater  excretion  of  the 
gastric  acid  (this  remark  may  perhaps  not  apply  to  pepsin)  nor  to 
evacuation  of  its  contents.  In  the  moderation  of  the  activity  of  the 
gastric  walls  by  alkaline  agents  may  probably  be  found  an  explana¬ 
tion  of  the  therapeutic  results  of  certain  remedies,  such  as  magnesium 
carbonate,  sodium  carbonate,  and  certain  metallic  oxides,  in  relieving 
the  pain  of  cardialgia. 

The  introduction  of  salts  in  the  form  of  chlorides  in  neutral 
solution  is,  as  regards  gastric  absorption,  not  advantageous,  and  still 
less  so  in  the  case  of  neutral  carbonates,  which  are  absorbed  only  in 
proportion  as  their  transformation  into  chlorides  takes  place. 

The  difficult  absorptivity  of  ferrous  chloride  is  especially  to  be 
noted  from  a  medical  point  of  view,  and  considering  the  facility  of 
absorption  of  acid  carbonates,  it  may  be  assumed  that  an  acid  ferrous 
carbonate  would  prove  the  most  absorbable  of  all  iron  preparations. 

D.  P. 

Basic  Phosphate  of  Lime  as  an  Addition  to  Cattle  Fodder. 

By  Cohn  {Bled.  Centr 1883,  428). — The  author  has  reviewed  several 
experiments  in  this  direction,  and  thinks  that  the  addition  of  the 
substance,  not  only  to  medicines  for  cattle  but  to  their  ordinary  fodder, 
would  be  very  beneficial.  He  recommends  for  lambs  and  young  pigs 
8T2  grams,  for  calves  and  foals  12'20  grams,  for  oxen  and  cows 
20  25  grams  per  head  per  day.  J.  P. 

Influence  of  Distillers'  Waste  on  Milk  Secretion.  By  M. 

Schmoeger  and  O.  Neubert  ( Bied .  Centr.,  1883,  312 — -314). — The 
full  details  of  the  experiments  are  given,  and  the  results  were  that 
distillers’  waste  (maize)  greatly  increased  the  yield  of  milk,  but 
hardly  affected  the  percentage  of  fat  present.  It  is  consequently  a 
more  remunerative  food  than  brewers’  grains.  E.  W.  P. 

Colouring-matters  of  the  so-called  Bile  of  Invertebrates, 
and  of  the  Bile  of  Vertebrates,  and  some  unusual  Urine 
Pigments,  &c.  By  C.  A.  MacMunn  ( Proc .  Boy.  Soc.,  35,  370 — 403). 
— The  author’s  observations  lead  him  to  conclude  that  the  liver  of 
Invertebrates  discharges  other  functions  besides  those  of  a  pancreas, 
which  biologists  generally  regard  it. 

The  co louring- matter  of  the  bile  in  vertebrates  does  not  occur  in 
invertebrata,  with  the  single  exception  of  heemochromogen,  which  is 
found  in  Astacus  fiuviatilis  and  the  pulmoniferous  mollusca. 

Hoppe-Seyler  had  failed  to  detect  bile  pigments  and  bile  acids  in 
invertebrates.  In  the  present  instance,  the  animals  submitted  to 
investigation  were  taken  from  the  sub-kingdoms,  Mollusca,  Arthro- 
poda,  and  Echinodermata.  The  most  striking  result  of  this  examina¬ 
tion  has  been  the  discovery  of  a  chlorophyll  pigment  in  Mollusca  and 
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some  Arthropoda,  and  amongst  echinoderms  in  the  radial  appendages 
or  coeca  of  starfishes.  This  pigment,  occurring  in  the  appendages  of 
the  enteron,  has  been  termed  enter ochlorophyll  by  the  author,  in  pre¬ 
ference  to  zoochlorophyll,  as  more  precisely  defining  the  location  of 
the  chlorophyll  which  has  been  found  in  the  mantle  or  integument  of 
certain  invertebrates. 

Enterochlorophyll  was  not  discovered  in  Lumbricus,  Hirudo,  or 
Aphrodite,  amongst  Vermes. 

In  this  inquiry  reliance  as  to  the  identity  of  the  pigment  under 
consideration  with  that  occurring  in  plants  lias  been  placed  on  spec¬ 
troscopic  and  chemical  tests,  the  author  accepting  the  dictum  of  Vogel 
and  Kundt,  that  if  colouring- matters  dissolved  in  the  same  medium 
yield  identical  spectra,  and  present  identical  changes  of  spectra  when 
acted  on  by  the  same  reagent,  the  colouring-matters  are  themselves 
identical. 

As  a  standard  of  reference  for  the  spectral  bands  obtained  from  the 
pigment  of  invertebrates,  the  measurements  of  the  bands  of  the  fir^st 
half  of  the  spectrum  yielded  by  the  chlorophyll  of  the  leaves  of 
Primula  are  given. 

An  alcohol-ether  extract  gave  four  bands : — 

1st  band  X  674  — 643 
2nd  „  X  622*5 — 602 
3rd  „  X  590-5—567 
4th  ,,  X  548  — 530 

The  residue  left  by  this  extract  on  evaporation  and  dissolved  in 
rectified  spirit,  gave  a  series  of  five  bands  :  — 

1st  band  X  684  — 634 
2nd  „  X  618  —598 
3rd  „  X  586  —570 
4th  „  X  546*5—534 
5th  „  X  484  — 465 

and  this  solution  treated  with  nitric  acid  yielded — 

1st  band  X  661 — 646 
2nd  „  X  608—592 
3rd  „  X  576 — 561 
4th  „  X  539—521 
5th  „  X  502—484  ? 

With  this  latter  series  of  five  bands  the  spectrum  yielded  by  the 
bile-colouring  matters  of  the  lamellibranchiate  mollusca,  examined 
under  similar  conditions  of  solution  in  alcohol  and  treatment  with 
nitric  acid,  was  identical.  The  molluscs  included  in  this  part  of  the 
investigation  were  the  common  oyster,  mussel,  and  cockle,  also  Anodon 
and  Unio.  Hence  it  is  concluded  that  the  chlorophyll  of  leafgreen  and 
their  bile  pigments  are  identical.  It  was  proved  that  the  colouring 
matter  of  the  molluscan  liver  was  not  due  to  the  presence  of  parasitic 
algae.  Negative  results  were  obtained  on  treating  the  extracts  with 
ammonium  sulphide,  showing  haemoglobin  to  be  absent. 
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Of  Cephalopoda,  the  common  squid,  Octopus  vulgaris,  only  was 
examined.  The  results  were  essentially  the  same,  the  five-banded 
spectrum  being  yielded  by  the  colouring -mat ter  of  the  liver  on  treat¬ 
ment  with  nitric  acid.  Some  slight  differences  observable  appear  to 
the  author  to  be  due  to  the  presence  of  the  pigment  in  a  more  highly 
oxidised  state  than  in  other  cases,  perhaps  as  an  acid  enterochlorophyll. 
Among  gasteropod  mollusca,  species  of  whelk  were  examined,  includ¬ 
ing  Buccinum  undatum,  Fusus  antiquus,  Purpura  Lap  Ulus,  and  Litorina 
litorea,  with  corresponding  results.  In  the  case  of  Purpura  Lapillus, 
which  possesses  the  well-known  purple-producing  glands,  it  was  noted 
that  there  was  no  peculiarity  of  the  colouring-matter  obtained  from 
the  liver,  which  yielded  enterochlorophyll  alone. 

The  investigation  of  the  pulmoniferous  mollusca  embraced  several 
species  of  snail,  Helix  aspersa ,  H,  pomatia,  and  others ;  also  of  slugs, 
Limax  flavus,  and  Planorbis. 

In  these,  with  the  exception  of  Planorbis,  which  contains  abundance 
of  haemoglobin,  haemochromogen  (reduced  haematin)  was  invariably 
present,  in  addition  to  chlorophyll,  the  author  thereby  confirming  the 
previous  observations  of  Sorby,  who  did  not,  however,  notice  the  latter 
pigment.  The  spectrum  of  haemochromogen  was  yielded  by  the  bile, 
both  with  and  without  treatment  with  ammonium  sulphide.  Its 
presence  may  be  dependent  upon  aerial  respiration,  and  this  resem¬ 
blance  of  molluscan  to  mammalian  bile  in  respect  of  the  presence  of 
haemochromogen  is  of  interest.  The  respective  bands  of  the  two 
colouring-matters  extended  generally,  the  reduced  haematin  first  band, 
X  570 — 566,  second  X  539 — 526,  and  the  enterochlorophyll  X  678 — 661. 
The  bands  of  reduced  haematin  are  not  always  in  quite  the  same 
position. 

Of  Arthropoda,  some  species  of  crab,  and  the  common  lobster, 
Homarus  vulgaris,  were  examined,  Enterochlorophyll  was  less  satis¬ 
factorily  found,  although  present  in  most  instances,  than  in  the 
instance  of  the  mollusca.  In  Garcinus  mcenas  its  presence  was,  how¬ 
ever,  exceptional,  while  that  of  a  lutein  pigment  appeared  to  be  con¬ 
stant. 

The  common  crayfish,  Astacus  fiuviatilis,  alone  yielded  evidence  of 
the  presence  of  haematin  in  the  bile,  and  this  in  considerable  amount. 
No  other  crustacean  showed  evidence  of  its  presence.  On  treatment 
with  ammonium  sulphide,  the  two  bands  appeared,  intensified,  as  in  the 
case  of  the  pulmonate  mollusca,  by  caustic  soda.  The  first  band  alone 
was  easily  read ;  it  extended  from  X  568*5 — 559*5.  The  presence  of 
enterochlorophyll,  on  the  other  hand,  could  not  be  detected. 

In  the  sub-kingdom,  Echinodermata,  certain  starfishes  and  sea- 
urchins  were  examined.  These  yielded  the  usual  five-banded  spec¬ 
trum  of  chlorophyll  on  addition  of  nitric  acid  to  the  alcoholic  extract 
of  the  intestinal  appendages. 

The  presence  of  these  pigments,  lutein  and  tetronerythrin,  was 
likewise  indicated  in  the  course  of  the  examination  of  specimens  of 
starfish.  The  latter  pigment  was  found  in  the  integument,  and  had 
also  been  found  in  the  shells  of  the  crustaceans  previously  referred 
to. 

The  author  concludes  from  these  observations  that  the  existence  of 
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enterochlorophyll  in  the  liver  or  other  appendages  of  the  intestine  of 
the  animals  examined  is  definitely  established.  The  bile  of  the  pul- 
monate  mollusca  and  of  crayfish  contains  in  addition  hsemochromogen, 
which  would  appear  to  be  a  respiratory  pigment,  enabling  intestinal 
respiration  to  be  carried  on,  as  in  certain  crabs,  and  Gobitis  fossilis . 
The  so-called  liver  of  these  invertebrates  in  addition  to  the  pre¬ 
paration  of  a  digestive  ferment,  discharges  the  function  of  a  pigment¬ 
storing  and  pigment-producing  organ  in  connection  with  surface 
coloration. 

In  some  additional  observations  on  the  absorption-spectra  of  bile- 
pigments  in  vertebrate  animals,  the  author  alludes  to  his  previously 
published  observations,  which  appear  to  refer  certain  bands  seen  in 
bile  to  the  presence  of  altered  hsematins  ( Proc .  Roy.  Soc .,  31,  26). 
He  has  since  proved  that  urobilin  is  absent  in  the  bile  of  reptiles 
during  hybernation.  It  was  detected  in  the  liver  of  Salamandra 
maculata  in  larger  quantity  than  could  be  accounted  for  on  the  sup¬ 
position  of  its  presence  in  the  blood-vessels  of  that  organ,  hence  its 
probable  formation  there. 

Concerning  the  origin  of  the  colouring-matter  of  bile,  proof  of  the 
transformation  of  hsemoglobin  into  biliverdin  was  afforded  by  a 
pathological  fluid  derived  from  the  tunica  vaginalis  testis  in  a  case  of 
chronic  epididymitis,  when  tapping  had  been  previously  resorted  to 
for  removal  of  the  effusion.  The  fluid  without  any  treatment  showed 
the  presence  of  a  hsemoglobin  derivative,  and  the  pigment  was  proved 
by  the  action  of  oxidising  and  reducing  agents  to  be  biliverdin. 

Experiments  made  on  the  colouring-matters  of  sheep-  and  ox-bile, 
although  not  completed,  tend  so  far  to  show  that  chlorophyll  as  such 
cannot  be  present,  inasmuch  as  the  position  of  the  band  in  red  is 
altogether  different,  and  the  spectrum  of  acid  chlorophyll  was  not 
obtained  with  nitric  acid.  Contrary  to  the  statement  of  Hoppe- Seyler, 
the  author,  by  direct  experiment,  finds  that  the  pigments  produced 
from  bilirubin  by  oxidising  agents  and  those  of  sheep-  or  ox-bile  are 
not  identical. 

Referring  next  to  urinary  pigments,  the  author  finds  that  febrile 
urobilin  is  not  identical  with  hydrobilirubin  or  stercobilin,  an  alcoholic 
solution  of  the  former,  when  acted  on  by  caustic  soda,  yielding  no 
bands  at  C  and  D,  as  in  the  case  of  similarly  prepared  solutions  of  the 
two  latter.  Harley’s  “  urohsematin  ”  is  shown  to  be  a  mixture  of 
several  decomposition-products  of  chromogens  under  the  influence  of 
heat  and  acids.  The  urohsematin  described  by  the  author  has  been 
met  with  in  four  cases  of  acute  rheumatism,  and  in  a  case  of 
“  idiopathic  ”  pericarditis,  its  presence  in  the  urine  indicating  insuffi¬ 
cient  oxidation  of  bodies  with  which  it  is  associated,  the  normal 
oxidation  of  hsemoglobin  to  urobilin  not  taking  place.  Its  occurrence 
in  rheumatic  fever  would  further  seem  to  point  to  an  acid  fermenta¬ 
tion,  accompanied  by  destruction  of  hsemoglobin  and  production  pro¬ 
bably  of  lactic  acid.  The  presence  of  urohsematin  in  urine  can  be 
easily  detected,  without  preliminary  isolation,  by  its  characteristic 
spectra,  those  of  acid  and  neutral  urohasmatin,  which  are  distinguish¬ 
able  from  those  of  methaemoglobin  or  hsematin,  by  the  use  of  ammonium 
sulphide,  which  does  not  affect  urohsematin. 
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Spectroscopic  Detection  of  Indican. — Indican  when  present  in  the 
urine  may  be  detected  by  its  spectrum  when  Jaffe’s  test  fails. 

The  urine,  mixed  with  its  own  bulk  of  hydrochloric  acid,  is  boiled, 
and  after  cooling,  shaken,  bat  not  violently,  with  chloroform.  The 
chloroform  layer,  if  indican  be  present,  is  more  or  less  violet,  and 
shows  a  band  before  D,  and  generally  one  after  it.  It  is  noted  that 
the  reddening  of  normal  urine  when  boiled  with  hydrochloric  acid,  is 
not  due  to  the  oxidation  of  indican,  and  only  partly  to  the  oxidation 
of  urobilin  chromogen.  The  author  agrees  with  the  view  that  this 
reddening  is  due  to  urobilin,  and  that  this  and  indigo-red  are  two 
different  colouring- matters.  He  has  noticed  a  band  half  way  between 
D  and  E,  and  extending  nearly  to  E,  X  558 — 534,  in  most  cases  in 
which  indican  has  been  detected  by  the  method  described  ;  and  treat¬ 
ment  with  reagents  pointed  to  its  being  due  to  some  other  colouring 
matter,  although  in  some  way  connected  with  the  presence  of 
indican. 

Uroerythrin,  obtained  in  alcoholic  extract  from  pink  urates,  gives  a 
double  absorption- band  of  hazy  outline  from  about  three-fourths 
the  distance  between  D  and  E  to  beyond  F.  No  connection  could  be 
established  between  it  and  indican  or  urobilin.  It  often  accompanies 
urohaematin. 

In  conclusion,  the  author  refers  to  the  existence  of  a  red  colouring- 
matter  in  pale  urine,  which  becomes  visible  on  adding  a  mineral 
acid,  but  which,  as  its  spectrum  showed,  is  neither  indigo-red  nor 
urrhodin.  It  was  also  not  due  to  the  oxidation  of  the  chromogen  of 
urobilin.  From  lack  of  material,  the  study  of  this  pigment  had  to  be 
left  incomplete.  D.  P. 

Albuminoids  of  the  Vitreous  Humour  of  the  Human  Eye. 

By  P.  Giacosa  ( Gazzetta ,  13,  171). — In  this  liquid,  the  author  has 
detected  mucin,  a  globulin,  and  an  albuminous  substance  analogous  to 
serum  albumin.  Considering  the  small  proportion  of  albuminoids 
existing  in  this  liquid,  the  author  regards  its  viscidity  as  due  to  an 
excess  of  salts  over  the  albuminoids.  H.  W. 

Chemical  Composition  of  the  Egg  and  its  Envelopes  in 
the  Common  Frog.  By  P.  Giacosa  ( Gazzetta ,  13,  171). — To  isolate 
the  envelope,  the  author  placed  the  eggs  for  some  hours  in  lime-water, 
whereupon  the  envelope  dissolved,  while  the  yolk  settled  down  to  the 
bottom.  The  filtered  solution,  treated  with  acetic  acid  of  10  per 
cent.,  yielded  a  flocculent  precipitate,  which,  after  repeated  washing 
with  acetic  acid  and  with  pure  water,  gave  by  analysis  52' 71  per 
cent.  C,  71  H,  9*33  N,  1*32  S,  and  0'62  ash,  whence  the  author 
infers  the  presence  of  a  mucin.  This  substance  resists  putrefaction, 
and  does  not  reduce  copper  salts  till  after  boiling  with  dilute  sul¬ 
phuric  acid.  The  author  intends  to  study  the  products  of  this  decom¬ 
position,  but  as  he  has  not  been  able  to  detect  the  presence  of  any 
other  bodies,  he  concludes  that  the  enveloping  membrane  of  frogs’ 
eggs  consists  of  pure  mucin.  From  the  oviduct  of  the  frog  he  also 
succeeded  in  extracting  a  mucin,  which,  though  differing  from  the 
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preceding  in  centesimal  composition,  nevertheless  agrees  with  it  in  all 
other  characters.  H.  W. 

Localisation  of  Arsenic  in  a  Case  of  Poisoning.  By  J. 

Guareschi  ( Gazzetta ,  13,  176). — From  the  experiments  of  ScolosubofF, 
it  would  result  that  arsenic  accumulates  chiefly  in  the  nervous  system, 
whereas,  according  to  Johnson  and  Chittenden  (Amer.  Chem.  /.,  2, 
382  ;  Abstr.,  1881,  1082),  it  is  localised  chiefly  in  the  kidneys  and 
liver,  and  according  to  Ludwig  (Schmidt's  Jahrhucher ,  1881,  p.  189), 
it  accumulates  chiefly  in  the  liver,  and  is  found  also  in  the  bones. 
The  author,  having  carefully  examined  the  viscera  of  an  individual 
who  died  of  arsenical  poisoning,  found  that,  out  of  100  parts  of 
arsenic,  the  stomach  contained  0*0165,  the  liver  0*00105,  the  large 
intestine  0*00133,  the  lungs  and  heart  0*006,  the  muscles  O’COOll,  and 
the  brain  only  traces,  whence  it  appears  that  arsenic  tends  to  accu¬ 
mulate  chiefly  in  the  liver,  and  is  likewise  found  in  notable  quantity 
in  the  lungs  and  kidneys.  H.  W. 

Physiological  Action  of  Paraldehyde  and  Contribution  to 
the  Study  of  Chloral  Hydrate.  By  V.  Cercello  ( Gazzetta ,  13, 

172). — The  action  of  this  substance  is  hypnotic  and  similar  to  that  of 
chloral,  excepting  that  it  does  not  diminish  the  pressure  of  the  blood, 
unless  administered  in  large  doses.  The  sleep  which  it  produces 
is  calm,  and  not  accompanied  or  followed  by  disturbances  ;  in  fact,  it 
is  similar  to  normal  sleep.  Paraldehyde  is  absorbed  by  the  stomach, 
rectum,  and  subcutaneous  tissue.  The  author  supposes  that  it  acts 
on  the  cerebral  hemispheres,  and  then  on  the  medulla  oblongata  and 
spinal  marrow.  He  recommends  it  for  medical  use  as  an  excellent 
substitute  for  chloral.  H.  W. 

Supposed  Toxic  Action  of  Aqueous  Solutions  obtained  from 
Fresh  Animal  Organs.  By  E.  di  Mattei  ( Gazzetta ,  13,  172). — 
The  author  shows  by  numerous  experiments  that  the  symptoms  of 
poisoning  consequent  on  injection  of  the  aqueous  extracts  of  fresh 
organs  (under  the  skin,  into  the  veins,  or  into  the  peritoneal  cavity) 
are  due,  not  to  any  special  toxic  principle  contained  in  these  organs, 
as  might  be  inferred  from  the  experiments  of  Pellicani,  but  to  a 
purely  infective  process,  determined  by  the  action  and  decomposition 
of  insoluble  but  decomposed  and  alterable  materials  held  in  suspension 
by  the  injected  liquids.  In  fact,  when  the  turbid  juice  is  freed  from 
solid  matters,  either  by  filtration  or  by  evaporation,  and  only  the 
liquid  portion  is  injected,  death  does  not  supervene.  Another  mode 
of  experimenting  consists  in  injecting  beneath  the  skin  of  an  animal 
the  fresh  juice  of  an  organ  reduced  to  a  pulp,  but  not  filtered,  and, 
after  a  time  more  than  sufficient  to  ensure  the  complete  absorption  of 
the  liquid  portion,  making  a  wide  incision  in  the  skin  at  the  point  of 
injection,  and  washing  with  water  containing  phenol,  in  order  to 
remove  the  solid  matters  remaining  beneath  the  skin.  Operating  in 
this  manner,  death  does  not  occur.  H.  W. 
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Valuation  of  Seeds.  By  A.  Mayer  and  others  (Bied.  Gentr 

1883,  324 — 325). — Mayer  employs  as  a  germinator  a  glass  fla,skl5  cm. 

high  and  6  cm.  broad,  having  an  opening  close  to  the  bottom,  which 

allows  of  the  free  circulation  of  air,  and  removal  of  excess  water. 

The  seeds  are  laid  on  blotting  paper  or  cotton  stuff  placed  inside  the 

flask.  When  compared  with  Nobbe’s  germinator,  it  was  found  that 

Mayer’s  was  best  for  clover,  whilst  Nbbbe’s  was  best  for  most  grass 

seeds.  The  reports  of  germinative  power  of  a  sample  are  made  thus : 

xi  \  tt  i  purity  X  germinative  power  ,  r  o  • 

(1)  Value  =  £- - * - —  - £ - ;  (2)  percentage  ot  foreign 

seeds,  which  are  divided  into  harmful  and  harmless.  As  regards  the 
influence  of  light,  the  author  finds  that  the  germination  of  Poa  pra - 
tensis  and  Bactylis  glomerptais  accelerated,  whilst  the  admission  of  air 
has  no  effect  on  Pinus  silvestris ,  Lolium  perenne ,  Festuca  ovina ,  and 
F.  duriuscula.  Nobbe  considers  that  germination  should  be  tried  in  his 
germinator,  on  paper,  in  sand  and  in  mould,  before  a  satisfactory  report 
can  be  made.  A  previous  soaking  for  6 — 12  hours  is  recommended 
for  hard  seeds,  as  also  to  remove  the  mucilage  from  the  seeds  of  Linum, 
Gamelina ,  Gydonia ,  &c.,  so  as  to  admit  oxygen  more  readily  to  the 
embryo.  E.  W.  P. 

Chemical  Changes  induced  by  the  Sprouting  of  Grain. 

By  M.  Marcker  and  Kobus  (Bied.  Gentr .,  1883,  326 — 328). — The  fol¬ 
lowing  table  shows  the  changes  which  occurred  when  a  sample  of 
barley  was  exposed  to  bad  weather  for  a  fortnight ;  the  rest  of  the 
crop  had  been  well  harvested.  The  ordinary  analysis  showed  no  dif¬ 
ference  between  the  samples ;  it  was  only  when  a  more  searching 
examination  was  made  that  a  change  was  manifest : — 


Soluble 

starch. 

Dextrin. 

Dextrose. 

Maltose. 

Other 
soluble 
!  matter. 

Total 

starch. 

Nitrogen 
in  dry 
matter. 

Normal  . , . 
Sprouted . . 

1-76 

1-17 

IT 

o-o  1 

o-o 

4*92 

3T2 

7*32 

5*64 

5*23 

64*10 

57*98 

1*90 

2045 

Nitrogen 

Nitrogen 

Nitrogen 

Nitrogen 

Nitrogen 

as . 

as 

as 

as  soluble 

as  insoluble 

nitrates. 

*  amide. 

ammonia. 

albumin. 

albumin. 

Normal . 

1 

trace 

0*028 

| 

0*045 

0*087 

1*740 

Sprouted  . .  . . 

trace 

0*454 

0*044 

0*036 

1*511 

i 
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Kobus  found  that  in  wheat,  under  similar  circumstances,  the  nitro¬ 
genous  matter  was  most  affected,  the  gluten  being  reduced  by  20 — 25 
per  cent.  E.  W.  P. 

Function  of  Silica  in  the  Vegetation  of  Maize.  By  V.  Jodin 
( Gompt .  rend .,  97,  344 — 346). — A  grain  of  maize  cultivated  in  a 
suitable  solution  of  inorganic  salts  will  develop  and  form  a  plant  of 
normal  appearance  without  assimilating  any  notable  proportion  of 
silica.  This  deprivation  of  silica  produces  no  physiological  degene¬ 
ration  in  the  plant,  which  can  be  cultivated  in  a  similar  manner 
through  several  generations.  Under  somewhat  similar  conditions  a 
maize  plant  will  develop  and  attain  full  maturity,  although  retaining 
in  its  tissues  only  one-quarter  the  normal  amount  of  phosphoric  acid 
and  one-half  the  normal  amount  of  potassium.  By  cultivating  in 
well  moistened  vegetable  soil,  a  grain  from  a  plant  of  the  fourth 
generation  cultivated  in  water  free  from  silica,  a  strong  and  vigorous 
plant  is  obtained  which  contains  only  one-sixth  the  normal  amount  of 
potassium. 

These  facts  confirm  Deherain’s  supposition  that  the  ash  of  a  plant 
contains  an  amount  of  inorganic  salts  greatly  in  excess  of  that 
actually  required  for  the  proper  development  of  the  plant.  The 
accumulation  of  this  excess  in  the  tissues  of  the  plant  is  due  to  the 
purely  physical  forces,  diffusion  and  evaporation.  C.  H.  B. 

Constant  Production  of  Oxygen  by  the  Action  of  Sunlight 
on  “  Protococcus  pluvialis.”  By  T.  L.  Phipson  ( Chem .  News ,  48, 
205 — 206). — In  the  summer  Zygnema  and  Conferva  may  frequently  be 
seen  borne  to  the  surface  of  pools  of  stagnant  water  by  innumerable 
minute  bubbles  of  oxygen-gas.  Some  of  the  simplest  of  the  unicel¬ 
lular  algae,  e.g .,  Protococcus  'pluvialis  and  P.  palustris ,  exhibit  this 
peculiarity  to  a  remarkable  degree.  The  author  has  cultivated  some 
of  the  last- mentioned  plants  by  exposing  pump- water  to  air  and 
light  for  some  weeks,  and,  as  soon  as  good  growth  was  obtained, 
small  dead  branches  of  poplar  were  put  in  the  water ;  the  protococ¬ 
cus  developed  rapidly  upon  them.  The  branches  can  then  be  put  in 
flasks  full  of  water  and  the  production  of  oxygen  observed ;  this 
takes  place  immediately  the  flasks  are  exposed  to  the  sun’s  rays ;  the 
oxygen  comes  off  in  the  minutest  bubbles,  but  in  such  great  numbers 
as  to  form  a  froth  on  the  surface  ;  in  some  higher  plants,  e.g .,  Achillea 
millifolium ,  the  gas  collects  at  the  ends  of  the  leaves  and  comes  to 
the  surface  in  large  bubbles.  If  the  flask  is  inverted  the  evolution  of 
gas  continues  for  about  three  days ;  the  introduction  of  a  minute 
quantity  of  caustic  soda  stops  it  on  the  first  day  by  depriving  the 
plant  of  carbonic  anhydride.  On  renewing  the  water,  after  three 
days,  the  evolution  recommences,  and  so  by  keeping  up  a  constant 
supply  of  pump- water,  the  production  of  oxygen  may  be  kept  up  to 
all  appearance  indefinitely.  The  author  has  devised  a  simple  appa¬ 
ratus  for  this  purpose — a  wide-mouthed  bottle  with  tubulure  near  the 
bottom  is  fitted  with  a  gas  delivery  tube  and  a  tube  with  tap  connected 
with  a  water  supply  ;  the  water  must  neither  be  boiled  nor  distilled, 
nor  must  it  be  in  the  slightest  degree  alkaline.  A  tap  is  put  in  the 
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tubulure  and  is  used  to  empty  the  bottle.  Some  of  the  working 
poplar  branches  are  placed  in  the  bottle,  water  is  run  in,  and  the 
bottle  exposed  to  sunlight  ;  the  oxygen  can  be  collected  in  a  gas¬ 
holder.  After  three  days  the  old  water  is  run  out  of  the  bottle  and 
fresh  water  run  in.  The  author  suggests  that  by  employing  graduated 
vessels,  &c.,  the  apparatus  might  be  used  as  an  actinometer .  The  gas 
produced  contains  about  98  per  cent,  oxygen.  The  author  remarks 
incidentally  that  carbonic  anhydride  in  presence  of  sunlight  is  not 
decomposed  by  plants,  but  simply  absorbed,  water  and  hydrogen 
dioxide  being  equally  essential  for  the  production  of  oxygen,  and  the 
gas  being  evolved  from  the  tissue  as  a  consequenee  of  the  absorption. 

D.  A.  L. 

Aldehydic  Nature  of  Protoplasm.  By  A.  B.  Griffiths  ( Chem . 
News ,  48,  179 — 180). — After  reference  to  the  work  of  Loew  and 
Bokorny  (Abstr,,  1882,  546,  447,  and  882),  of  Reinke  (ibid.,  243  and 
1312),  of  Mori  (Chem.  Centr.  [3],  13,  565),  of  Beyer,  of  Kretzschmar 
(Bied.  Centr.,  1882,  830),  and  to  his  own  communication  to  this  Journal 
(Trans.,  1883,  195),  the  author  proceeds  to  describe  his  new  experi¬ 
ments.  He  has  examined  the  protoplasm  of  living  and  dead  cells  of 
Spirogyra ,  and  finds  that  it  reduces  alkaline  solutions  of  cupric  salts; 
that  crystals  are  formed  in  it  by  treatment  with  weak  sodium  chloride, 
and  that  the  addition  of  absolute  alcohol  to  the  cells  of  the  Spirogyra 
causes  the  deposition  of  crystals  of  anhydrous  dextrose.  It  is  there¬ 
fore  probable  that  the  reducing  properties  of  protoplasm  are  due  to 
this  glucose,  and  that  the  crystals  formed  with  sodium  chloride  are 
C6H1206,NaCl  +  H20.  This  view  is  supported  by  the  following  ex¬ 
periments  : — Albumin  (white  of  fresh  egg)  mixed  with  a  small 
quantity  of  a  very  dilute  solution  of  dextrose,  when  treated  as  above 
described,  behaves  in  a  manner  precisely  similar  to  the  spirogyra 
cells.  Moreover,  if  the  living  plant  is  kept  in  the  dark  for  a  couple 
of  days  and  is  then  examined,  none  of  these  reactions  are  observed. 
This  is  evidently  due  to  the  dextrose  being  used  up  in  the  dark  to 
nourish  the  cell-walls  and  tissues,  for  after  a  short  exposure  to  sun¬ 
light  the  dextrose  reappears  and  the  usual  phenomena  are  to  be  observed 
in  the  plant  cells.  The  author  concludes  with  some  remarks  on  the 
aldehydic  nature  of  dextrose,  on  the  assimilation  of  carbon  by  plants, 
and  on  the  importance  of  researches  on  albumin.  D.  A.  L. 

Fatty  Constituents  of  Common  Chestnuts.  By  P.  Malerba 
(Gazzetta,  13,  173). — Dry  chestnuts  contain  at  least  3  per  cent,  of 
fatty  matters,  for  the  most  part  liquid  and  of  oily  aspect,  while  the 
smaller  portion  is  solid,  the  proportion  of  fatty  matter  increasing  with 
age,  and  fatty  acids  being  formed  at  the  same  time.  H.  W. 

Cocoa  and  Chocolate.  By  Boussingault  (Ann.  Chim.  Phys.  [5], 
28,  433 — 456). — The  cacao  plant  rarely  flowers  before  it  is  30  months 
old,  but  the  first  flowers  are  generally  destroyed,  as  the  planters  do 
not  permit  the  plants  to  bear  fruit  before  they  are  four  years  old ; 
100  kilos,  of  fresh  fruit  yield  from  45  to  50  kilos,  of  dry  cocoa.  In 
Venezuela,  after  a  plant  is  seven  years  old,  it  yields  0‘75kilo.  annually. 
In  Magdalena  a  tree  yields  2  kilos,  of  dry  cocoa  per  annum.  The 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


203 


kernel  of  the  species  Montaraz  contains  :  Batter,  53*3  ;  albumin,  12*9  >* 
theobromine,  2*4 ;  gum  and  tartaric  acid,  6*7 ;  cellulose,  lignose, 
starch,  9*1;  ash,  4*0  ;  water,  11*6  per  cent.  The  ash  consists  chiefly 
of  phosphate  of  calcium,  magnesium,  and  potassium  ;  it  also  contains 
silica,  carbonic  and  sulphuric  acids.  The  husk  has  the  following 
percentage  composition: — -Butter,  3*9;  nitrogenous  matter,  14*25, 
containing  2*8  N ;  gum,  12*12  ;  tartaric  acid  and  tannin,  5*05 ;  ash, 
6*89  ;  water,  12*18  ;  lignose,  cellulose,  and  other  compounds  not  esti¬ 
mated,  45*61.  The  process  of  decortication  is  generally  accomplished 
by  means  of  gentle  heat.  The  following  table  shows  the  composition 
of  Trinidad  cocoa,  decorticated  A  by  heat,  B  without  heating  : — 


A. 

B. 

Butter  . 

54*0 

49*9 

Starch  and  glucose  . . 

2  5 

2*4 

Theobromine . 

3*6 

3*3 

Asparagine  . 

trace 

trace 

Albumin  . . 

11*8 

10*9 

Gum . 

2*5 

2*4 

Tartaric  acid . 

3*7 

3*4 

Tannin . 

0*2 

0*2 

Soluble  cellulose  .... 

11*5 

10*6 

Ash  . 

4*4 

4*0 

Water  . 

— 

7*6 

Not  estimated  . 

5-8 

5*3 

Cocoa  butter  is  a  white  solid  which  melts  at  30°  and  solidifies  at 
23°.  The  gum  resembles  gum  arabic  in  appearance,  and  also  yields 
mucic  acid  when  treated  with  nitric  acid.  It  is  powerfully  dextrogy¬ 
rate.  Chocolate,  prepared  by  grinding  together  sugar  and  gently 
roasted  cocoa,  contains  varying  amounts  of  sugar.  Spanish  chocolate 
contains  from  40*6  to  54  per  cent,  of  sugar,  and  French  chocolate 
contains  from  56  to  59  per  cent. 

The  relative  value  of  chocolate  and  milk  as  food  is  seen  from  the 
following  analysis  of  equal  weights  of  milk  and  an  emulsion  contain¬ 
ing  20  per  cent,  of  chocolate  : — 


Chocolate 

emulsion.  Milk. 

Albumin  .  3*0  13*6 

Fats  .  14*0  15*0 

Sugar .  32*0  15*0 

Salts .  1*0  2*7 

The  large  proportion  of  sugar  in  chocolate  diminishes  its  nutritive 
power.  W.  C.  W. 


Analysis  of  some  Cider  Apples.  By  R.  Lez6  (Ann.  Agronomiques , 
9,  105). — The  fruits  were  exhibited  at  the  Apple  Congress  of  St.  Lo, 
November,  1882,  and  analysed  by  the  author  at  the  end  of  Decem¬ 
ber  : — 
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Variety. 

Water. 

Sugar. 

Ash. 

Tannin. 

Cellulose, 
albuminoids,  &c. 

Haut  griset . 

80*96 

7*64 

R9 

m 

10*38 

Avoine . 

83*38 

9*19 

WSEM 

■SgB 

6*85 

Doux  lozon . 

80*64 

9*22 

0*36 

■ssi 

9*59 

Aufriche  tardive . 

82*02 

8*59 

0*46 

8*58 

Cartigny  gros . 

81  *08 

10*41 

0*34 

0*57 

7*60 

Frequin . 

84*02 

6*08 

0*28 

0*72 

8*90 

Aim . 

83*90 

8*50 

0*36 

0*23 

7*01 

Petit  rouget . 

84*90 

7-40 

0*32 

0-27 

7*12 

The  variety  Frequin  is  well  known  as  yielding  good  cider,  which 
will  keep  well.  J.  M.  H.  M. 

Poisonous  Properties  of  Edible  Fungi.  By  G.  Dupetit  (Bied. 
Centr .,  1883,  356). — The  physiological  action  of  the  juices  of  many 
fungi  on  animals  is  detailed  in  this  paper.  The  poisonous  principle  is 
soluble  in  water,  but  insoluble  in  ether,  chloroform,  carbon  bisulphide, 
and  alcohol ;  it  is  precipitated  from  its  solutions  by  alcohol,  tannin, 
lead  acetate,  and  hydroxide ;  it  therefore  less  resembles  the  alkaloids 
than  the  soluble  ferments,  and  its  action  is  destroyed  at  100°.  In 
Boletus  two  non -poisonous  alkaloids  have  been  found,  the  one  resem¬ 
bling  neurine,  the  other  the  ptomaines.  E.  W.  P. 

Report  on  Experimental  Plots  at  Grignon  in  1882.  By 

P.  P.  D^h^rain  {Ann.  Agronomiques ,  9, 106 — 124). — The  crops  grown 
in  1882  were  wheat,  oats,  green  maize,  sugar-beet,  and  sainfoin.  The 
yield  of  oats  was  under  average,  and  that  of  wheat  very  poor,  35  hec¬ 
tolitres  per  hectare  against  50  harvested  in  1880.  The  author 
attributes  the  difference,  not  to  the  rainfall,  which  was  less  and  more 
equally  distributed  in  1882  than  in  1880,  but  to  the  difference  in  tem¬ 
perature,  the  monthly  mean  from  March  to  September  being  from 
P3°  to  5*6°  (July)  less  in  1882  than  in  1880.  For  the  same  reason 
the  vintage  of  1882  was  a  bad  one,  as  the  grapes  never  ripened 
perfectly. 

Wheat. — All  the  plots  carried  potatoes  from  1875 — 1879,  and  wheat 
1880 — 1882;  since  1879  no  nitrogenous  manure  has  been  used.  The 
best  yield  (27 — 30  hectolitres)  was  on  those  plots  which  had  received 
dressings  of  farmyard  manure  from  1875 — 1879  ;  plots  dressed  with 
sodium  nitrate  during  the  same  period  gave  no  more  grain  than  the 
plot  unmanured  since  1875,  although  the  straw  was  slightly  heavier ; 
and  plots  which  received  ammonium  sulphate,  1875 — 1877,  yielded  less 
of  both  grain  and  straw  than  the  plot  unmanured  since  1875.  The 
entire  wheat  crop  of  the  neighbourhood  suffered  much  from  rust  in 
June ;  10  grams  of  wheat  from  one  of  the  plots  contained  128  well 
developed  grains  weighing  6T2  grams,  and  132  stunted  badly  filled 
grains  weighing  3‘88  grams.  The  two  lots  were  analysed  and  found 
to  be  almost  identical  in  composition. 

Oats . — The  harvest  from  the  experimental  plots  was  worse  than  the 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


205 


twerage  of  the  four  years  1878 — 1881,  but  better  than  1881 ;  the 
deficiency  was  most  marked  in  the  grain,  and  the  author  attributes 
the  falling  off  to  the  difficulty  of  cleaning  land  carrying  the  same 
cereal  crop  so  many  years  in  succession.  Oats  have  been  grown  on 
all  the  plots  for  the  last  eight  years,  and  in  1882  the  yield  from  most 
of  the  manured  plots  was  actually  less  than  that  on  the  two  plots 
receiving  no  manure,  owing  to  the  encouragement  afforded  by  the 
manures  to  the  growth  of  weeds. 

Green  Maize . — The  seventh  consecutive  year  of  this  crop  has  yielded 
results  similar  to  those  of  the  preceding  years.  The  yield,  favoured 
by  a  wet  season,  has  shown  no  falling  off.  and  farmyard  manure  in  quan¬ 
tities  up  to  29,000  kilos,  per  hectare,  has  proved  by  far  the  most  efficaci¬ 
ous  and  remunerative  dressing;  with  40,000  kilos,  instead  of  20,000,  the 
increased  yield  is  not  sufficient  to  cover  the  extra  cost  of  the  manure. 
A  moderate  dressing  of  farmyard  manure  each  year  has  given  better 
aggregate  results  than  the  same  total  quantity  distributed  over  the 
three  years  1875 — 1877.  Partial  or  complete  substitution  of  sodium 
nitrate  for  farmyard  manure  has  resulted  in  diminished  crops. 

Sugar-beet . — This  crop  has  been  grown  in  1881  and  1882  on  six 
plots  which  carried  green  maize  for  the  six  previous  years  ;  the  previous 
dressings  on  half  the  plots  having  been  farmyard  manure,  and  on  the 
others  ammonium  sulphate.  The  results  of  1881  were  so  decidedly 
worse  on  the  ammonium  sulphate  plots,  that  in  1882  an  attempt  was 
made  to  restore  their  fertility  by  new  dressings  of  farmyard  manure 
alone  or  with  artificials :  20,000  kilos,  farmyard  manure,  together  with 
200  kilos,  each  of  sodium  nitrate,  superphosphate,  and  potassium 
chloride,  was  the  only  application  which  raised  the  produce  of  the 
ammonium  sulphate  plots  to  a  level  with  the  plots  which  received  no 
manure  in  1881  or  1882,  but  had  been  dressed  with  farmyard  manure 
in  1878,  ’79,  ’80.  The  sugar  in  average  samples  of  roots  from  each 
plot  was  determined  by  the  polariscope,  the  percentage  varying  from 
12*04  to  13*73  (the  variety  grown  was  Vilmorins  betterave  au  collet 
rose).  The  results  confirm  the  author’s  previous  conclusions  that  the 
richness  in  sugar  is  lowered  by  nitrogenous  manures,  and  is  not 
sensibly  raised  either  by  potassium  salts  or  superphosphate.  The 
most  remarkable  fact  in  this  series  of  experiments  is  the  decreased 
crops  on  the  plots  which  formerly  received  ammonium  sulphate,  a 
result  which  the  author  attributes  to  the  injurious  action  of  this  salt 
on  the  physical  properties  of  the  soil. 

Sainfoin . — The  sainfoin  grown  in  1879  had  become  replaced  by 
grasses  at  the  end  of  1881 ;  a  new  sowing  was  therefore  made  in  1882, 
and  a  satisfactory  crop  obtained,  the  best  plots  being  those  which 
were  heavily  dressed  with  farmyard  manure  from  1875 — 1878. 
Analyses  of  the  soil  and  subsoil,  made  in  the  four  years  preceding 
1879,  during  which  the  plots  carried  sugar-beet  and  green  maize, 
showed  a  slight  progressive  diminution  in  the  percentage  of  nitrogen, 
even  in  those  plots  which  received  large  dressings  of  farmyard 
manure ;  since  the  occupation  of  the  ground  by  sainfoin,  however,  the 
percentage  of  nitrogen  has  remained  stationary  or  has  slightly 
increased.  No  figures  are  given  on  this  point.  J.  M.  H.  M. 
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Influence  of  Rainfall  on  the  Wheat  Crop,  (Bled.  Gentr ., 
1883,  291 — 294.) — A  table  of  the  rainfall  and  temperature  in  England 
during  July  and  August,  in  the  years  1846 — 1876,  is  given,  and  this 
is  divided  into  four  groups;  comparing  this  table  with  the  wheat 
crops,  it  appears  that  when  the  average  temperature  of  July  and 
August  is  above  the  mean,  the  crop  is  above  average :  rain  during 
warm  seasons  does  not  lower  the  quantity  although  the  quality  may 
be  deteriorated ;  however  good  a  season  may  be  in  June,  no  good  crop 
is  obtained — that  is  one  above  the  average — if  the  average  tempera¬ 
ture  in  July  and  August  is  below  the  mean  ;  even  if  the  weather  in 
those  months  be  fine,  the  quality  only  is  good.  If  during  July  and 
August  there  is  both  wet  and  cold,  the  yield  is  always  low  and  the 
quality  poor.  E.  W.  P. 

Comparative  Feeding  Value  of  Barley,  Malt,  and  Peas. 

By  A.  Voelcker  (Jour.  Boy.  Agri.  Soc.,  1883,  422). — These  experi¬ 
ments  were  conducted  at  Woburn.  The  barley  and  malt  were  used 
in  the  proportion  shown  in  the  malting  operation,  140  lbs.  of  barley 
yielding  117  lbs.  of  malt  and  malt-dust.  Three  pens,  each  of  ten 
sheep  (10  months  old),  received  throughout  the  same  quantity  of 
swedes,  with  hay  and  straw  chaff.  During  the  first  period  of  eight 
weeks,  each  sheep  had  in  addition  ^  lb.  of  linseed  cake  per  day  ; 
pen  1,  £  lb.  of  barley  meal ;  pen  2,  the  equivalent  in  malt- meal  and 
malt-dust;  pen  3,  ^  lb.  of  pea-meal.  In  the  second  period  of  two 
weeks  the  additional  foods  were  increased  to  ^  lb.  per  head  per  day. 
In  the  third  period  of  two  weeks  they  were  raised  to  f  lb.  In  the 
fourth  period  of  two  weeks  they  were  raised  to  1  lb.  The  gain  in 
live- weight  of  the  sheep  of  each  pen  was  as  follows  : — 


Pen  I.  Barley. 

i  Pen  II.  Malt. 

Pen  III.  Peas. 

lbs. 

lbs. 

lbs. 

First  eight  weeks . 

200* 

227f 

228| 

Following  six  weeks  .... 

93 

73f 

113 

Total  fourteen  weeks. . . . 

293* 

301* 

34XJ 

The  feeding  values  of  the  barley,  and  of  its  equivalent  in  malt, 
were  thus  practically  equal,  whilst  that  of  the  peas  was  distinctly 
greater. 

The  maximum  rations  were  continued  for  two  weeks  longer ; 
during  this  time  the  sheep  of  pen  1  refused  a  part  of  their  barley,  the 
results  therefore  ceased  to  be  comparative.  R.  W. 

Composition  and  Digestibility  of  Serradella  at  various 
Ages.  By  H.  Weiske,  G-.  Kennepohl,  and  B.  Schulze  ( Bied .  Genir.y 
1883,  307 — 309). — The  seed  was  sown  in  the  middle  of  April  on  two 
plots,  from  the  first  of  which  a  crop  was  taken  on  July  22,  and  from 
the  latter  on  October  2,  also  an  aftermath  was  taken  from  the  first 
plot  on  October  2.  The  composition  of  the  crops  was  as  follows : — 
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Plot  1. 

Plot  2. 

July  22. 

October  2. 

October  2. 

Yield- 

Fresh . 

110  *0  kilos. 

4  ’345  kilos. 

85  *00  kilos. 

Pry . 

13-83  „ 

0-577  „ 

17*15  „ 

Containing — 

24*75  p.c. 

Albumin . 

22  ’62  p.c. 

19-13  p.c. 

Fat,  Ac . 

5*2  „ 

5-12  „ 

3'95  „ 

Fibre . 

29-65  „ 

27 -n  „ 

35  -71 

Cellulose,  Ac . 

30-89  „ 

34-33  „ 

32-39  „ 

Asb . 

11  -64  „  ! 

8  *69  „ 

8-82  „ 

Feeding  experiments  showed  that  the  younger  plant  was  more 
easily  digested  than  the  older.  E.  W.  P. 

Analyses  of  Heather  (Erica  vulgaris),  Braken  (Pteris  aqui- 
lina),  and  Broom  (Genista  pilosa).  By  A,  Petermann  {Ann. 
Agronomiques ,  9,  251 — 255). — Vast  tracts  of  poor  soil  in  the  Ardennes 
(derived  from  schists  and  quartzose  schists)  are  covered  with  a  thick 
vegetation  of  heather,  broom,  and  fern,  which  is  useful  to  the  inhabi¬ 
tants  in  many  ways.  The  dense  mass  of  vegetation  assists  in  the  dis¬ 
integration  of  the  rock,  and  acts  as  a  sponge  in  storing  up  and 
gradually  giving  out  the  rainfall.  Sheep  and  horses  readily  eat  the 
young  shoots  of  broom  and  heather,  and  the  ashes  of  these  plants, 
burnt  on  the  spot,  are  found  to  be  a  good  manure  for  oats.  Cut 
with  the  scythe,  air-dried,  and  stacked,  these  plants  furnish  fuel  in 
the  winter  aud  litter  for  cattle.*  Sometimes  they  are,  ploughed  in 
as  green  manure,  and  frequently  broom  in  flower  is  made  into  a  com¬ 
post  with  soil  and  refuse.  The  analyses  in  the  subjoined  tables, 
were  made  on  the  air-dried  plants,  including  stems,  leaves*,  and 
flowers  : — 


Fern. 

He  ather. 

Broom. 

Water . 

14-70 

12  -70 

12*30 

fOrganic  matter . 

75-75 

85  -06 

84-79 

Mineral  matter . 

9-55 

2*24 

2-91 

100-00 

100  00 

100  -oo 

fContaining  nitrogen . 

2-38 

0-80 

|  2-54 

*  Tern  litter  is  also  extensively  used  in  the  New  Forest.— J.  M.  H.  M. 
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Composition  of  the  Ash  after  Deducting  Carbon ,  Sand,  and 

Carbonic  Anhydride. 


Fern. 

Heather. 

Brcom. 

Potash. . . . . . . 

38*53 

3*31 

11  *69 

6  ’93 
0*91 
7*93 
4*60 
17*51 
11*09 

31*74 

5*98 

19  *78 

13  *28 
3*06 
8*14 
2*73 

13  *47 
2*35 
trace 

43  *28 
4*18 
18*57 
10*05 

1  *12 
4*61 

14  *05 
1*11 
3*89 
trace 

Soda . . . . . 

Lime . . . 

Magnesia  . .  . . 

jb  . •  .  •  .  <  >*«..... 

Oxide  of  iron  . . ... . 

Sulphur  trioxide  . . . 

Phosphorus  pentoxide . 

Silica  . . . 

Chlorine . 

Manganese . 

Deduct  oxygen  equivalent  to  chlorine  . . . 

102*50 

2*50 

100*53 

0*53 

100*88 

0*88 

100*00 

100*00 

100  *00 

Fern  and  broom  thus  contain  six  times,  and  heather  twice  as  much 
nitrogen  as  rye-straw,  and  their  ashes  are  rich  in  phosphoric  acid  and 
potash.  J.  M.  H.  M. 

Beet  Cultivation.  By  Crah^  and  others  (Bied.  Centr .,  1883, 
333). — Crahe  found  on  large  plots  that  a  mixture  of  Chili  saltpetre 
and  Baker  guano  was  a  more  productive  manure  than  ammonium  sul¬ 
phate  and  guano,  both  as  regards  yield  of  root  and  of  sugar.  Marcker 
found  that  in  1880  Simon  le  Grand  Bose  was  the  best  cropper  but 
lowest  yielder  of  sugar,  but  in  1881  Klein  Wanzlebene  was  the  highest 
cropper  and  Vilmorin  Blanche  gave  the  best  yield  of  sugar. 

E.  W.  P. 

Potatoes  and  Sweet  Potatoes.  By  Sacc  (Bied.  Centr.,  1883, 
337). — Potatoes  which  are  planted  at  all  seasons  of  the  year,  as  in 
Monte  Video,  are  watery  and  tasteless,  and  have  the  composition — 
albumin  0*71 — 0*81,  dextrin  0*02 — 0*05,  sugar  1*3,  starch  10*2 — 
12*81,  bitter  extract  2*25,  fibre  13*18 — 11*59,  calcium  bimalate  0*05, 
water  73*59 — 72*91,  but  if  they  are  planted  in  October  then  the  com¬ 
position  is  normal.  Sweet  potatoes  ( Convolvulus  batatas)  require 
more  heat,  and  contain — albumin  0*56 — 0*64,  glucose  4*0 — 0*3,  muci¬ 
lage  1*15,  pectic  acid  1*27,  starch  15*0 — 13*01,  fibre  10*02 — 17*83, 
ash  1,  water  67*0 — 68*19.  They  require  an  open  soil  and  but  little 
manuring.  The  sweet  potato  is  finer  than  the  potato,  and  is  quite  as 
useful,  being  largely  used  in  the  manufacture  of  spirits. 

E.  W.  P. 

Assimilation  of  the  Organic  Matter  of  Arable  Soil.  Part  I. 
Historical  Besume.  By  P.  P.  D^herain  {Ann.  Agronomiques,  9, 
258 — 265). — The  idea  that  plants  directly  assimilate  the  organic 
matter  of  the  soil  was  supported  by  de  Saussure,  Malaguti,  and 
Soubeyran,  and  opposed  by  Liebig  and  Boussingault.  The  iast-named 
chemist  contended  that  the  utility  of  humus  to  vegetation  consists  in 
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the  continuous  disengagement  of  large  quantities  of  carbonic  anhy¬ 
dride  in  the  soil,  and  subsequent  writers  have  supposed  that  this 
carbonic  anhydride  is  absorbed  by  the  roots,  conveyed  to  the  leaves, 
and  there  decomposed  in  presence  of  chlorophyll  and  sunlight.  No 
evidence  in  favour  of  the  absorption  of  carbonic  anhydride  by  roots 
could  be  obtained  by  Corenwinder  from  direct  experiments  on  the 
point;  on  the  contrary,  he  has  shown  that  roots  take  part  in  respira¬ 
tion,  absorbing  oxygen  and  emitting  a  little  carbonic  anhydride. 
Grandeau  has  attributed  another  function  to  humus.  He  found  that 
the  ammonium  carbonate  extract  of  soil  contains,  besides  the  brown 
humus  bodies,  considerable  quantities  of  phosphoric  acid,  oxide  of 
iron,  magnesia,  lime,  and  soluble  silica.  When  this  solutionis  dialysed, 
only  the  mineral  constituents  pass  through  the  septum,  forming  a 
colourless  solution,  the  brown  matter  left  on  the  septum  containing 
only  8  per  cent,  of  ash,  whereas  before  dialysis  it  contains  53  per  cent. 
From  these  experiments  Grandeau  concludes — (1)  that  the  minerals 
combined  with  humus  are  directly  assimilable  by  the  roots  of  plants  ; 
(2)  that  the  organic  matter  itself  does  not  enter  the  roots,  but  is  the 
vehicle  of  the  mineral  aliment ;  (3)  that  the  combination  of  minerals 
with  humus  is  similar  to  that  found  in  the  liquor  of  a  dung- heap ;  and 
(4)  that  the  fertility  of  a  soil  is  proportional  to  the  quantity  of 
minerals  associated  with  humus  and  soluble  in  ammonium  carbonate. 
Petermann  has  recently  demonstrated  (and  his  experiments  have  been 
repeated  by  Grandeau)  that  soil  not  treated  with  ammonium  carbonate 
does  contain  dialy sable  organic  matter,  and  the  question  remains,  does 
this  organic  matter  serve  directly  as  plant  food  ?  The  author’s  obser¬ 
vations  on  the  experimental  maize  plots  at  Grignon  render  an  affirma¬ 
tive  reply  probable.  The  plots  dressed  each  year  with  40,000  kilos, 
farmyard  manure  have  given  an  average  annual  yield  of  90,000  kilos, 
green  maize,  whilst  the  highest  yield  obtained  by  the  use  of  chemical 
manures  is  68,000  kilos.  When  maize  is  grown  with  the  aid  of  farm¬ 
yard  manure,  the  soil  is  found  to  be  much  more  impoverished  of 
carbon  than  in  the  case  of  potatoes  or  wheat,  which  do  not  benefit 
so  much  from  the  same  manure.  The  author  finally  quotes  the 
opinion  of  Sachs,  who,  after  noting  the  direct  assimilation  of  organic 
matter  by  fungi,  germinating  seeds,  and  certain  parasites,  considers  it 
probable  that  green  plants  also  may  share  in  this  function.  The 
direct  experiments  of  the  author  will  be  given  in  a  future  number. 

J.  M.  H.  M. 

Ammonia,  Chlorine,  and  Sulphuric  Acid  in  Rain  collected 
at  Rothamsted.  By  Sir  J.  B.  Lawes,  J.  H.  Gilbert,  and  R.  Waring- 
ton  {Jour.  Eoy.  Agri.  Soc .,  1883,  313). — -The  results  of  earlier  deter¬ 
minations  have  been  given  in  a  previous  paper  (Abstr.,  1882,  889). 

1.  Ammonia  in  Rain. — The  new  determinations  were  made  both  in 
daily  rainfalls  and  in  monthly  mixtures.  The  rain  was  distilled,  and 
the  distillate  Nesslerised.  In  152  daily  collections  of  rain,  dew,  &c., 
in  the  large  rain-gauge  (0*001  acre),  extending  from  June  22,  1881,  to 
January  5,  1882,  the  nitrogen  as  ammonia  varied  from  0*043  per  mil¬ 
lion  (in  a  rainfall  of  0*713  inch  on  Nov.  27)  to  5*49  per  million  (in  a 
deposit  of  dew  of  0*007  inch  on  September  17).  The  rainfall  during 
the  whole  period  amounted  to  21*645  inches,  and  contained  an  average 
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of  0*254  of  nitrogen  as  ammonia  per  million.  The  proportion  of 
ammonia  is  much  greater  in  small  deposits  than  in  large ;  it  is  affected 
to  a  still  greater  extent  by  the  amount  of  previous  washing  which  the 
atmosphere  has  undergone.  Ammonia  was  also  determined  in  50 
monthly  mixtures  of  rain-water.  In  24  recent  months  the  analysis  of 
the  water  was  made  at  the  end  of  each  month  ;  the  earlier  monthly 
samples  were  in  most  cases  of  considerable  age  when  analysed.  In  the 
24  recent  samples  the  nitrogen  as  ammonia  averaged  0*316  per  mil¬ 
lion  ;  in  the  whole  series  of  50  months  the  average  was  0*361. 
Evidence  is  given  showing  that  the  ammonia  in  the  rain-water 
generally  tended  to  increase  by  keeping.  Nitrification  was  possibly 
prevented  by  the  lead  present  in  the  water.  The  rainfall  of  summer 
was  generally  richer  in  ammonia  than  that  of  winter.  The  nitrogen 
as  ammonia  contributed  annually  by  rain  to  an  acre  of  land  amounts 
to  2*37  lbs.  if  calculated  from  the  daily  determinations  during  six 
months,  to  2*47  lbs.  calculated  from  two  years’  determinations  in 
fresh  monthly  mixtures,  and  to  2*66  lbs.  if  calculated  from  determina¬ 
tions  in  50  monthly  mixtures,  many  of  them  old.  From  the  last  series 
of  determinations  it  appears  that  to  double  the  quantity  of  ammonia 
per  acre  the  rainfall  must  be  increased  about  six-fold.  From  Frank- 
land  and  Way’s  results,  the  nitrogen  as  nitric  acid  appears  to  be  about 
1  lb.  per  acre,  and  the  nitrogen  as  organic  matter  a  similar  amount. 
The  total  combined  nitrogen  in  the  annual  rainfall  at  Rothamsted 
is  thus  about  4*5  lbs.  per  acre. 

2.  Chlorine  in  Rain. — The  determinations  of  chlorine  in  monthly 
mixtures  of  rain  extend  over  six  years,  1877 — 83.  The  mean  propor¬ 
tion  found  was  1*99  per  million  of  water,  or  14*92  lbs.  per  acre,  equal 
to  24*59  lbs.  of  sodium  chloride.  Two-thirds  of  the  chlorides  fall  in 
the  six  winter  months,  October  to  March.  The  minimum  quantity 
falls  in  July,  the  maximum  in  October  and  November.  The  supply 
of  chlorides  in  summer  seems  to  be  very  limited,  as  a  large  increase 
in  the  rainfall  produces  but  little  increase  in  the  quantity  of  chlorides 
per  acre.  In  winter  the  increase  in  the  quantity  of  chlorides  with  a 
rise  in  the  rainfall  is  much  greater. 

3.  Sulphuric  Acid  in  Rain. — The  sulphuric  acid  was  determined 
gravimetrically  in  mixtures  representing  the  rainfall  of  summer 
(April — September)  and  winter  (October — March)  ;  the  determina¬ 
tions  extended  over  two  years.  When  the  rain  was  collected  in  glass 
vessels  only,  the  average  amount  of  sulphuric  anhydride  was  2*41  per 
million  of  rain  or  18*5  lbs.  per  acre.  When  the  rain  was  collected  in 
the  large  rain-gauge  the  amount  of  sulphuric  anhydride  was  3*95  per 
million,  or  30*3  lbs.  per  acre.  There  seems  little  doubt  that  in  this 
latter  case  a  part  of  the  sulphuric  acid  was  derived  from  the  vulca¬ 
nised  caoutchouc  used  for  the  connections.  The  rain  appears  to  be 
slightly  richer  in  sulphuric  acid  in  summer  than  in  winter. 

R.  W. 

Influence  of  Artificial  Manures  on  the  Physical  Properties 
of  Soil.  By  E.  Wollny  (Ann.  Agronomiques ,  9,  129 — 131 ;  from  Zeits. 
des  Vereins  fur  die  Rubenzuckerindustrie ,  November,  1882). — The 
addition  of  small  quantities  of  ammonia  or  fixed  alkalis,  or  of  alkaline 
phosphates  or  carbonates  to  water  holding  clay  in  suspension,  causes 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


211 


the  immediate  precipitation  of  the  clay  in  a  dense  form.  Mineral 
acids  and  their  salts,  such  as  sodium  nitrate,  act  in  the  opposite 
manner,  precipitating  the  clay  in  a  light  and  spongy  form,  which 
occupies  much  space.  Hence  the  author  argues  that  the  addition  of 
substances  of  the  former  class  to  soils  is  injurious  to  their  porosity 
and  lightness,  and  consequently  to  fertility,  and  cites  as  examples  the 
alkali  plains  of  Nevada  and  California,  the  soil  of  which  is  hard, 
dense,  non-porous,  and  sterile.  On  the  other  hand,  salts  such  as 
sodium  nitrate,  saltpetre,  and  potassium  sulphate  exercise  an  imme¬ 
diate  beneficial  effect  on  the  porosity  of  arable  soil,  but  as  they  are 
quickly  washed  out  the  effect  is  not  lasting,  and  the  fertility  is  then 
found  to  be  impaired.  Of  all  artificial  manures,  lime  exercises  the 
most  favourable  influence  on  the  properties  of  soil,  causing  it  to 
aggregate  into  flocculent  particles  which  persist  for  years,  and  render 
it  light  and  fertile.  J.  M.  H.  M. 

Weeds  in  Soils.  By  H.  Putensen  (Bled.  Centr .,  1883,  295 — 
297). —  In  this  paper  it  is  shown  that  repeated  ploughings  and  harrow- 
ings  diminish  the  number  of  weeds  in  the  soil.  E.  W.  P. 

Manuring  Experiments  at  Kiel.  By  A.  Emmerling  (Bied. 
Centr.,  1883,  297 — 306). — This  is  a  report  of  the  experiments  made 
in  1881,  which  are  a  continuation  of  those  conducted  in  1880;  the 
season  was  bad,  yet  conclusions  may  be  drawn  which  are  not  without 
interest,  as  showing  the  action  of  artificial  manures  under  unfavour¬ 
able  circumstances.  There  were  24  sets  of  plots  on  various  soils,  the 
crops  being  generally  oats,  but  buckwheat,  barley,  and  beans  were 
also  grown.  The  manures  were  superphosphate,  precipitated  phos¬ 
phate,  dissolved  and  raw  Peruvian  guano,  steamed  and  dissolved 
bone-meal,  blood,  ammonium  salts,  and  Chili  saltpetre  (86*9  per  cent.). 
The  results  are  given  in  full  detail  in  a  series  of  tables.  A  short 
summary  of  these  is  given  here.  Ammonia  acted  but  feebly  on  clay 
loam,  and  not  at  all  on  sand,  but  well  on  black  humus  earth.  Salt¬ 
petre  was  satisfactory  in  all  classes.  Phosphates  with  ammonia  pro¬ 
duced  a  low  yield  in  that  district  where  the  weather  was  unpropitious. 
Phosphates  and  saltpetre  gave  contradictory  results  owing  to  bad 
weather.  Steamed  bones  raised  the  yield  of  grain,  and  especially  at 
the  drier  stations ;  whilst  steamed  bones  are  best  on  dry  lands,  the 
dissolved  meal  best  acted  at  those  stations  where  rain  had  fallen  in 
June.  Blood  failed  at  all  the  dry  places.  In  spite  of  the  unfavourable 
conditions,  the  guano  (raw  and  dissolved)  greatly  increased  the  crop ; 
the  latter  had,  however,  increased  the  grain  and  straw  more  than  the 
former.  E.  W.  P. 

Manurial  Value  of  Nitrogenous  Refuse.  IV.  Dried  Blood. 

By  A.  Petermann  (Ann.  Agronomiques ,  9,  241 — 251). — Thirty-two 
samples  of  dried  blood  examined  in  1880 — 81  gave  an  average  of 
11*23  per  cent,  nitrogen;  the  physical  condition  also  was  satisfactory, 
being  dry,  friable,  pulverulent,  and  almost  without  odour.  The 
manurial  value  was  determined  by  experiments  on  plants  grown  in 
pots,  in  two  soils  of  very  different  physical  characters,  and  the  results 
were  compared  on  the  one  hand  with  those  obtained  without  manure, 
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and  on  the  other  hand  with  those  obtained  by  using  a  quantity  of 
sodium  nitrate  equivalent  in  nitrogen  to  the  dried  blood.  The  effect 
of  adding  phosphoric  acid  and  potash  to  the  dried  blood  was  also 
studied.  The  results  given  in  this  abstract  are  in  all  cases  the  mean 
of  two  or  three  concordant  experiments. 

The  first  series  consisted  of  15  dower-pots  filled  with  loamy  soil  from 
Gembloux  mixed  with  a  quarter  of  its  bulk  of  quartz  sand  ;  the  second, 
15  pots  filled  with  sand  from  Campine.  Ten  grains  of  spring  wheat 
were  sown  in  each  pot  on  March  17th,  1882 ;  on  August  20th,  1882, 
the  plants  were  removed  from  the  pots,  and  the  straw  and  grain 
weighed  separately  ;  the  results  are  given  in  the  table. 


Manure. 

Loam. 

Mean  weight  of 

Sand. 

Mean  weight  of 

Straw. 

Grain. 

Straw. 

Grain. 

No  manure . . . 

18 ’19 

7'94 

5*35 

2*08 

Dried  blood  =  0*25  gram  N  ......  . . 

42*51 

19*56 

10*70 

5*05 

Sodium  nitrate  —  0*25  gram  N . . . 

Dried  blood  (=  0*25  gram  N)  +  precipitated 

44  ’25 

20*14 

19*51 

7-51 

phosphate  (=  0*30  gram  P205) . 

Sodium  nitrate  (=  0*25  gram  N)  +  precipi- 

42-90 

19  *51 

20*46 

8*94 

tated  phosphate  (=  0*30  gram  P205) . 

Dried  blood  ( =  0*25  gram  N)  +  precipitated 
phosphate  (  =  0*30  gram  P205)  +  potas- 

44  *96 

19*62 

21*36 

9*76 

8ium  chloride  (=  0'20  gram  -&20) . 

Sodium  nitrate  (=  0'25  gram  N)  +  precipi¬ 
tated  phosphate  (=  0*30  gram  P205)  + 

43  *73 

19*44 

22*59 

12  *19 

potassium  chloride  (=  0*20  gram  K20)  ... 

45  *01 

19*80 

23  *99 

12*98 

The  highest  yields  are  obtained  in  the  loam,  but  the  effect  of  the 
manures  is  greatest  in  the  sand.  In  the  loam,  dried  blood  produces 
an  increase  in  the  crop  practically  identical  with  that  given  by  a 
quantity  of  sodium  nitrate  containing  the  same  amount  of  nitrogen ; 
the  addition  of  phosphoric  acid,  or  potash,  or  both,  has  little  effect. 
In  the  sand,  on  the  contrary,  dried  blood  is  decidedly  inferior  to  its 
equivalent  of  sodium  nitrate,  and  both  phosphoric  acid  and  potash 
produce  considerable  effect ;  the  effect  of  the  phosphatic  manure,  in  all 
the  pots  in  which  it  was  used,  was  to  hasten  the  period  of  ripening. 

As  the  result  of  these  and  previous  experiments,  the  author 
arranges  the  nitrogenous  manures  which  he  has  tried  in  the  following 
order  of  efficiency  (such  quantities  being  employed  as  contain  equal 
weights  of  nitrogen)  : — Sodium  nitrate,  dried  blood,  dissolved  wool, 
wool  refuse,  leather  refuse.  The  efficiency  is  plainly  related  to  the 
solubility  and  readiness  to  decompose  in  each  case. 

J.  M.  H.  M. 

Preparation  of  Manure  from  Furnace  Slag.  By  Winkel- 
hofer  ( Bied .  Centr 1883,  354). — The  excess  of  lime  in  the  slag 
obtained  in  the  “  basic  process  ”  is  to  be  removed  by  treatment  with 
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molasses  and  water,  which  leaves  the  phosphates  nndissolved ;  the 
lime  is  then  separated  from  the  saccharate  by  passing  the  products 
of  combustion  from  the  furnaces  through  the  solution. 

E.  W.  P. 

Insoluble  Phosphates.  By  E.  J.  Lloyd  ( Ghem .  News ,  48,  164 — 
165). — The  “  insoluble  phosphates”  from  superphosphates  are  divided 
into  two  classes,  the  “  white”  and  the  “  red.”  The  white  are  obtained 
only  from  manures  made  from  bones,  and  represent  approximately  the 
amount  of  phosphate  not  dissolved. 

The  author  has  analysed  the  “red”  phosphate  with  the  following 
result : — 

CaO.  E62O3.  P2O5. 

32-53  31*80  35-77  per  cent. 

These  numbers  correspond  with  60*01  per  cent,  calcium  phosphate, 
17*63  per  cent,  ferric  phosphate,  22*46  per  cent,  ferric  oxide. 

D.  A.  L. 
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Volumetric  Analysis.  By  E.  Reichardt  {Arch.  Pharm.  [3],  21, 
106 — 115).— This  paper  contains  instructions  for  the  performance 
of  the  ordinary  operations  in  volumetric  analysis,  including  the  pre¬ 
cautions  to  be  observed  in  the  preparation  of  standard  solutions,  &c. 

W.  R.  D. 

Determination  of  the  Density  of  Solids  and  Liquids  by 
means  of  the  Specific  Gravity  Bottle.  By  S.  Pagliani  ( Gazzetta , 

13,  172).  — The  author  points  out,  as  a  source  of  error  in  these  deter¬ 
minations,  the  fact  that  flat-bottomed  glass  bottles  when  filled  with 
liquid  exhibit  very  sensible  alterations  of  level,  even  when  only  a  slight 
pressure  is  exerted  on  the  bottom  ;  and  in  endeavouring  to  determine 
the  capacity  at  0°  of  one  of  these  vessels,  he  observed  that  the  level 
of  the  liquid  contained  in  it  at  0°  was  higher  than  at  the  ordinary 
temperature.  He  therefore  recommends  for  liquids  the  use  of  the 
bottles  described  by  Regnault  (Ann.  Ghim.  Phys.  [3],  9,  438)  ;  and  in 
cases  when  it  is  necessary  to  use  the  ordinary  bottles,  as  in  determin¬ 
ing  the  densities  of  solid  bodies,  he  suggests  a  previous  examination, 
with  the  view  of  ascertaining  whether  they  exhibit  the  defect  above 
mentioned.  H.  W. 

Apparatus  for  the  Rapid  Analysis  of  Gases.  By  A.  A. 

Breneman  (Chem.  News,  48,  156). — The  apparatus  consists  of  a  eudio¬ 
meter  fitted  with  a  soft  india-rubber  stopper  bored  with  two  holes, 
through  which  pass  two  tubes  closed  by  valves;  one  is  connected  with 
an  exhausted  receiver,  whilst  the  other  has  simply  a  pointed  glass 
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tube  attached  to  it.  When  in  use  the  gas  is  introduced  into  the 
eudiometer  over  a  pneumatic  trough,  and  the  volume  read  off  in  a 
convenient  cylinder  sufficiently  full  of  water.  The  eudiometer  is  re¬ 
transferred  to  the  trough  of  water,  the  stopper  inserted,  and  most  of 
the  water  drawn  from  the  interior  of  the  eudiometer  by  opening  the 
valve  in  connection  with  the  exhaust  chamber ;  the  absorbent  is  intro¬ 
duced  by  applying  the  point  of  the  pipette  to  the  pointed  tube  and 
opening  the  valve  connected  with  it,  when  the  liquid  rashes  in  to 
replace  the  water  which  has  been  withdrawn.  The  absorption  being 
complete,  the  liquid  is  removed  by  opening  the  exhaust  valve  (by 
which  means  all  subsequent  absorbents  and  washings  are  removed), 
the  eudiometer  well  rinsed  with  water,  and  the  volume  again  read  off 
in  the  cylinder  of  water.  The  mouth  of  the  burette  is  kept  below 
the  surface  of  water  as  much  as  possible.  A  special  form  of  cup, 
with  a  long  bent-up  handle,  is  used  for  transferring  the  eudiometer 
from  the  trough  to  the  cylinder,  and  vice  versa, ,  D.  A.  L. 

Apparatus  for  the  Rapid  Analysis  of  Gas.  By  A.  H.  Elliot 
( Chem .  News ,  48,  189 — 191). — This  apparatus  consists  of  two  glass 
tubes  of  the  same  length ;  one  graduated  from  the  top  to  within  a 
short  distance  from  the  bottom,  in  tenths  c.c.  to  100  c.c. ;  the  other 
plain.  Both  are  connected  at  the  lower  end  with  two  distinct  reservoirs 
of  water  by  means  of  flexible  tubing ;  there  is  a  three-way  cock  at  the 
bottom  of  the  plain  tube,  wnth  one  delivery  through  the  stem.  The 
top  of  the  graduated  tube  terminates  in  a  capillary  tube,  bent  at  a 
right  angle,  and  fitted  with  a  stopcock.  At  the  top  of  the  plain  tube 
there  is  a  straight  capillary  tube  fitted  with  a  stopcock,  below  which 
a  lateral  capillary  tube  is  fused,  which  is  joined  to  the  capillary  of  the 
graduated  tube  by  a  rubber  connection.  Above  the  stopcock  the 
operator  can  attach  either  a  movable  cylindrical  funnel  which  is 
ground  to  fit  over  the  tube,  or  the  tube  for  the  admission  of  the  gas 
to  be  analysed.  In  use,  the  tubes  are  filled  with  water  by  opening 
the  stopcocks  in  a  suitable  manner,  and  the  plain  tube  is  charged 
with  gas,  lowering  or  raising  the  water  reservoirs  ;  the  gas  is  then 
transferred  to  and  adjusted  in  the  graduated  tube,  the  volume  is  read 
off,  and  the  absorbent  having  been  run  in  to  the  plain  tube  through 
the  funnel,  the  gas  is  retransferred  to  the  last-mentioned  tube,  &c. 
In  washing  out  the  plain  tube,  use  is  made  of  the  three-way  cock ; 
by  bringing  it  into  connection  with  the  inside  of  the  tube,  and 
allowing  the  washings  to  run  out.  Absorbents  are  used  in  the 
following  order — potash,  bromine,  potassium  pyrogallate,  and  cuprous 
chloride.  A  special  arrangement  is  employed  for  explosions  :  a  stout 
glass  tube  is  graduated  in  tenths  c.c.  and  of  100  c.c.  capacity  to  within 
a  few  inches  from  the  bottom  ;  the  lower  end  is  connected  with  a 
water  reservoir,  and  has  a  lateral  tube  fused  in  the  side  and  fitted  with 
a  stopcock  ;  the  upper  end  is  closed  by  a  capillary  tube  and  stopcock  (to 
which  either  a  funnel  or  a  piece  of  bent  capillary  tubing  can  be 
attached),  and  has  platinum  wires  fused  in  through  the  glass.  To 
use  this,  the  tube  is  filled  with  water,  and  by  means  of  the  bent  tube 
and  india-rubber  connections  and  the  water  reservoirs  and  stopcocks,  a 
sufficient  amount  of  gas  is  admitted  from  the  absorption-tube,  the 
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level  adjusted,  the  volume  read,  and  the  oxygen  allowed  to  enter  by 
the  lateral  tube  at  the  bottom,  the  explosion  is  proceeded  with  as 
soon  as  the  gases  have  been  mixed  by  slight  agitation :  the  analysis  is 
then  finished  in  the  usual  manner,  absorbents  being  run  in  through 
the  funnel.  After  some  practice,  a  complete  gas  analysis,  using  both 
absorption  and  explosion  tubes,  can  be  made  in  less  than  an  hour,  and 
results  are  obtained  within  a  few  tenths  of  a  per  cent,  of  the  truth. 

D.  A.  L. 

Estimation  of  Bromine  in  Presence  of  Large  Quantities  of 
Chlorides.  By  A.  Cayazzi  ( Gazzetta ,  13, 174). — The  author’s  method 
consists  in  the  use  of  oxygenated  water  (Ba02  and  dilute  sulphuric 
acid),  which  at  100°  liberates  all  the  bromine  without  decomposing 
the  chlorides.  The  bromine-vapour  is  passed  into  a  solution  of 
arsenious  acid  in  hydrochloric  acid  (0T0  g.  As203  in  20  c.c.  of  liquid) 
which  absorbs  it  rapidly.  To  determine  the  quantity  of  bromine  thus 
absorbed,  a  solution  of  potassium  permanganate  is  prepared  contain¬ 
ing  3*55  g.  KMn04  in  a  litre  of  distilled  water.  Now  the  author  finds 
that  18*30  c.c.  of  such  a  solution  is  just  sufficient  to  impart  a  perma¬ 
nent  red  or  yellow  tint  to  20  c.c.  of  the  arsenical  solution;  and  hence 
by  a  simple  calculation,  it  is  found  that  1  c.c.  of  the  same  perman¬ 
ganate  solution  is  equivalent  to  0*00888  gram  of  bromine. 

If  iodides  are  also  present,  the  iodine  must  first  be  separated  by 
means  of  an  acetic  solution  of  barium  dioxide  and  carbon  bisulphide 
(as  described  by  the  author  in  another  place),  after  which  the  solution 
containing  the  bromides  and  chlorides  is  mixed  with  pure  lime  to 
alkaline  reaction,  then  evaporated  to  dryness,  and  the  residue  is 
calcined  to  convert  the  acetates  of  barium  and  calcium  into  carbonates. 
Lastly,  the  residue  is  treated  with  boiling  water,  and  the  bromine  is 
determined  by  the  method  above  described.  H.  W. 

Purification  of  Hydrogen  Sulphide.  By  W.  Lenz  ( Chem .  News , 
48,  147). — It  is  very  important  that  all  arsenic  should  be  removed 
from  the  hydrogen  sulphide  employed  in  chemico-judicial  investiga¬ 
tions,  and  the  author  suggests  the  following  process  with  this  object. 
Four  consecutive  wash-bottles  kept  at  a  temperature  of  60 — 70°  are 
used  to  purify  the  gas.  The  first  bottle  contains  a  mixture  of  1  part 
strong  hydrochloric  acid  with  2  of  water ;  the  second,  a  solution  of 
1  part  of  this  mixture  to  4  of  water ;  the  third  a  similar  solution 
containing  1  to  8 ;  in  the  fourth,  pure  water.  Neither  caoutchouc 
stoppers  nor  vulcanised  india-rubber  connections  are  permissible. 
This  washing  system  is  very  efficient.  D.  A.  L. 

Testing  for  Free  Sulphuric  Acid  in  Wines  and  Vinegar.  By 

E.  Pollacci  ( Gazzetta ,  13,  315 — 316). — The  author  states  that  neither 
Nessler’s  method  nor  Lessaigne’s  gives  satisfactory  results,  and  pro¬ 
poses  the  following  : — Strips  of  filtering- paper,  purified  by  treatment 
with  hydrochloric  acid  and  wTashing,  are  immersed  in  a  beaker  con¬ 
taining  the  wine,  so  that  they  adhere  to  the  sides,  one  end  touching 
the  bottom  and  the  other  projecting  about  a  centimeter  above  the  top, 
a  sufficient  number  of  strips  being  used  to  line  the  interior  of  the 
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vessel.  After  24  to  36  hours,  by  the  spontaneous  evaporation  of  the 
liquid,  a  sufficient  quantity  of  the  acid  will  have  accumulated  in  the 
upper  extremities  of  the  strips  of  paper ;  these  are  now  cut  off  and 
repeatedly  triturated  with  ether  in  a  glass  mortar.  The  ether  is 
evaporated,  the  residue  taken  up  by  water  and  tested  for  sulphuric 
acid  in  the  usual  way.  This  method  has  the  advantage  that  the  free 
acid  alone  is  separated  and  detected.  C.  E.  G. 

Direct  Estimation  of  Carbonic  Anhydride  in  Presence  of 
Sulphides,  Sulphites,  and  Thiosulphates  of  the  Alkali-metals. 

By  M.  Konig  and  E.  Zatzek  ( Monatsh .  CKem.,  4,  733 — 737) . — For 
the  simultaneous  estimation  of  carbonic  anhydride  and  hydrogen  sul¬ 
phide,  Fresenius  has  given  a  method  depending  on  the  retention  of 
hydrogen  sulphide  by  copper  sulphate  (this  Journal,  1871,  p.  582)  ; 
but  for  the  direct  estimation  of  carbonic  anhydride  under  conditions 
which  involve  the  simultaneous  formation  of  S02  and  SH2,  as  in  the 
examination  of  crude  soda,  soda-lyes,  &c.,  no  accurate  method  has 
hitherto  been  published.  This  object  may  however  be  attained  by  the 
following  method,  depending  on  the  principle  that  potassium  perman¬ 
ganate,  under  conditions  already  described  (p.  151  of  this  volume), 
converts  the  sulphides,  sulphites,  and  thiosulphates  of  the  alkali- 
metals  almost  entirely  into  sulphates,  so  that  when  a  mixture  of  these 
salts  with  carbonates  has  been  thus  treated,  its  subsequent  decomposi¬ 
tion  by  an  acid  gives  rise  to  the  evolution  of  nothing  but  carbonic 
anhydride. 

The  method  is  applied  as  follows : — The  substance  is  introduced 
into  a  300  c.c.  flask  closed  by  a  perforated  caoutchouc  stopper,  through 
one  of  the  holes  of  which  is  inserted  a  stoppered  funnel-tube  reaching 
nearly  to  the  bottom  of  the  flask,  and  through  the  other  a  tube  con¬ 
necting  the  flask  (1)  with  a  Liebig’s  bulb* apparatus  containing  an 
acidulated  solution  of  permanganate ;  (2)  with  a  CaCl2-tube ;  (3)  with 
a  bulb-apparatus  containing  caustic  potash  ;  (4)  with  a  CaCl2-tube. 
The  apparatus  having  been  made  air-tight,  a  concentrated  solution  of 
permanganate  is  poured  in  slight  excess  into  the  flask,  and  the  carbo¬ 
nate  is  then  decomposed  with  dilute  nitric,  sulphuric,  or  acetic  acid 
(not  by  hydrochloric  acid)  ;  the  stopcock  of  the  funnel- tube  is  then 
closed,  and  the  decomposition  of  the  carbonate  is  completed  by  heating 
the  liquid  gently  at  first,  and  ultimately  to  the  boiling  point.  The 
heating  is  then  discontinued  ;  the  cock  of  the  funnel-tube  is  opened ; 
this  tube  is  connected  either  with  a  U-tube  filled  with  lumps  of  solid 
potash,  or  with  a  wash-bottle  containing  potash-lye  ;  and  a  slow  stream 
of  air  is  dra  wn  through  the  apparatus  for  half  to  three-quarters  of  an 
hour,  after  which  the  apparatus  may  be  disconnected.  The  insertion 
of  the  bulb-tube  containing  the  permanganate  solution  is  for  the 
purpose  of  retaining  any  portion  of  S02  or  SH2  that  may  have 
escaped  oxidation  in  the  flask. 

The  accuracy  of  the  method  may  be  judged  of  by  the  following 
examples,  in  the  first  and  second  of  which  pure  sodium  carbonate, 
Na2C03,  was  mixed  with  sulphite  ;  in  the  second  with  thiosulphate ; 
in  the  third  with  sulphide,  sulphite,  and  thiosulphate  together;  in 
the  fourth  with  potassium  sulphide,  sodium  sulphite,  and  sodium 
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thiosulphate  ;  and  in  the  fifth  a  mixture  of  Iceland  spar,  barium  sul¬ 
phite,  and  barium  thiosulphate  was  decomposed  by  dilute  nitric  acid. 


1 

2 

3 

4, 

5, 


C02  found. 

41 ‘54  per  cent. 


41-34 

41*35 

41-33 

43*75 


>  7 

J  J 


co2 

calculated. 


\4r5i  per  cent. 
44 ‘00 


In  one  case  in  which  the  absorption-apparatus  containing  perman¬ 
ganate  was  not  introduced,  a  mixture  of  sodium  carbonate  and  sulphite 
gave  47'01  per  cent.  C02,  whereas  the  amount  according  to  calculation 
should  have  been  only  41*51. 

This  method  also  gives  the  means  of  determining  the  amount  of 
sulphur  contained  in  the  sulphur-compounds  mixed  with  the  carbonate. 
For  this  purpose,  after  the  carbonic  anhydride  has  been  determined  as 
above,  the  contents  of  the  reaction  flask  and  of  the  absorption-tube 
containing  permanganate  are  poured  into  a  beaker,  the  excess  of  per¬ 
manganate  and  the  precipitate  of  manganite  formed  in  the  reaction 
are  decomposed  by  heating  with  hydrochloric  acid,  and  after  the 
chlorine  has  been  expelled  by  boiling,  the  sulphuric  acid  is  precipitated 
by  barium  chloride,  &e.  H.  W. 


Estimation  of  Phosphoric  Acid  in  Manures.  By  Gassend  and 
Campredon  (Ann.  Agronomiques ,  9,  266 — 270). — After  having  obtained 
the  precipitate  of  ammonio- magnesian  phosphate,  there  are  two  ways 
of  dealing  with  it  in  common  use :  it  is  either  calcined  and  weighed  as 
magnesium  pyrophosphate,  or  it  is  dissolved  in  acetic  acid  and  titrated 
with  standard  uranium  acetate.  The  authors  state  that,  when  applied 
to  commercial  fertilisers,  the  first  method  invariably  gives  results 
which  are  too  high,  unless  solution  of  the  precipitate  in  hydrochloric 
acid  and  reprecipitation  are  resorted  to,  necessitating  a  further  delay 
of  over  twelve  hours.  Titration  with  uranium  acetate  they  believe  to 
be  quite  accurate  and  more  expeditious  than  the  gravimetric  method, 
even  when  only  one  precipitation  is  employed.  A  sample  of  mixed  bone 
superphosphate  and  precipitated  phosphate  gave  the  following  per¬ 
centages  of  P2O5 : — 

Uranium  Gravimetric 

method.  method. 


P206  soluble  in  water .  14*08  15 '35 

,,  ,,  ammonium  citrate  14‘99  16*18 

„  total' . . .  16*11  17-14 


The  excess  by  the  gravimetric  method  was  proved  to  be  due  to 
impurities  retained  by  the  magnesium  precipitate,  consisting  of  iron 
and  alumina  (traces),  lime,  sulphuric  acid,  and  silica.  The  mean 
quantity  of  silica  in  the  three  precipitates  was  0*008  gram,  and  the 
authors  find  that  the  ammonio-magnesium  phosphate  retains  silica, 
even  after  a  day’s  washing  with  dilute  ammonia.  J.  M.  H.  M. 
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Testing  of  Potassium  Bromate.  By  G.  Vulpius  (Arch.  Phcirm, . 
[3],  21,  186 — 190,  and  Dingl.  poly  t.  J.,  249,  47). — For  the  determi¬ 
nation  of  phenol,  according  to  the  equation — 

CfiHeO  +  5KBr  +  KBr03  +  3H2S04  =  06H3Br30  +  3K2S04  + 

3H20  +  3HBr, 

the  new  German  Pharmacopeia  «tipulates  the  use  of  normal  solutions 
of  potassium  bromide  and  bromate.  The  latter,  according  to  Yu] pins, 
often  contains  a  large  proportion  of  potassium  bromide,  which  may  be 
estimated  in  the  following  manner: — 0*1  gram  of  the  bromate  is  mixed 
in  a  tared  beaker  with  2  grams  of  potassium  iodide,  and  the  mixture 
dissolved  in  5  c.c.  of  hot  water;  10  c.c.  of  cold  water,  and  15  grams 
of  a  25  per  cent,  solution  of  hydrochloric  acid  are  then  added,  and 
the  solution  is  titrated  with  decinormal  sodium  thiosulphate.  1  c.c. 
cf  this  solution  corresponds  with  2*785  mgrms.  of  potassium  bromate, 
taking  the  equivalent  for  potassium  bromate  at  167*1.  D.  B. 

Action  of  Ammonium  Sulphide  on  Metallic  Pyrophosphates. 

By  G.  Buchner  (Arch.  Pharm .  [3],  21,  115 — 120). — The  author  has 
investigated  the  action  of  ammonium  sulphide  on  the  solution  ob¬ 
tained  by  adding  excess  of  sodium  pyrophosphate  to  solutions  of  the 
salts  of  those  metals  which,  in  the  ordinary  course  of  analysis,  are 
precipitated  by  ammonium  sulphide.  If  sodium  pyrophosphate  (5  per 
cent,  solution)  is  added  to  solutions  of  the  salts  of  these  metals,  a  pre¬ 
cipitate  is  obtained  which  is  soluble  in  excess  of  the  reagent.  The 
addition  of  ammonium  sulphide  to  this  solution  precipitates  the 
metals  as  sulphides  in  the  case  of  zinc,  cobalt,  nickel,  and  iron  (ferrous 
and  ferric),  but  produces  no  precipitate  with  manganese  (manganous 
and  manganic),  uranium,  chromium,  or  aluminium.  When  these  last- 
mentioned  solutions  are  heated,  or  allowed  to  stand  for  some  time,  the 
manganese  is  precipitated  as  pyrophosphate  of  manganese,  ammonium, 
and  sodium  (MnNH^NaPsO?).  The  solutions  containing  aluminium 
and  chromium  become  turbid,  if  boiled  and  subsequently  cooled  ;  but 
in  the  case  of  uranium  the  solution  remains  clear  even  after  boiling. 
If  a  solution  of  an  iron  salt  is  precipitated  by  ammonium  sulphide,  and  a 
solution  of  sodium  pyrophosphate  subsequently  added,  the  ferrous  sul¬ 
phide  dissolves  when  the  liquid  is  boiled,  forming  a  colourless  solution, 
which  becomes  dark  green  on  cooling,  and  finally  deposits  nearly  all 
the  iron  as  sulphide.  When  a  solution  of  manganese  salt  is  treated  in 
a  similar  way,  the  liquid  deposits  crystals  of  manganese  sodium 
ammonium  pyrophosphate.  W.  It.  D. 

Specific  Gravity  of  Commercial  Copper.  By  D.  Watson 
(Dingl.  polyt.  J .,  249,  48). — The  author  found  that  copper,  when  pre¬ 
cipitated  electrolytically  from  a  solution  of  the  sulphate,  has  a  sp.  gr. 
of  8*955.  The  sp.  gr.  of  copper  is  materially  affected  by  different 
impurities  contained  in  the  metal,  cuprous  oxide  having  the  greatest 
effect :  the  following  table  illustrates  this  circumstance  : — 
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Sp.  gr. 

I 

With  1  p.c. 
Pb. 

With  1  p.c. 
As. 

With  1  p.c. 

Pb  and 
£  p.c.  As. 

Copper  free  from  Cu20 . 

8*955 

8-961 

8-939  j 

8*945 

Copper  containing  1  p.c.  Cu20  . . . 

8*925 

8-931 

8'909 

8-915 

Copper  containing  25  p.c.  Cu20. . 

8-88L 

8  -887 

8*865 

8-871 

The  author  is  of  opinion  that  the  sp.  gr.,  in  conjunction  with  the 
estimation  of  lead  and  arsenic,  suffices  to  approximately  determine  the 
amount  of  cuprous  oxide  in  a  sample  of  commercial  copper. 

D.  B. 

Estimation  of  Carbon  in  Cast  Iron.  By  A.  A.  Bre neman 
( Ghem .  News ,  48,  168). — In  the  process  recommended,  the  carbonace¬ 
ous  residue  obtained  when  cast  iron  is  dissolved,  is  filtered  in  a  small 
platinum  tube,  which  is  subsequently  put,  with  its  contents,  into  the 
combustion  tube  and  burnt  in  oxygen.  The  platinum  tube  is  made 
of  stout  foil,  and  is  fitted  with  a  small  disc  of  perforated  platinum  to 
support  the  asbestos  for  filtering ;  the  air-tight  connection,  with  the 
necessary  glass  tube,  is  made  by  means  of  soft  india-rubber  tubing, 
one  end  of  which  is  inserted  in  the  platinum.  The  ends  of  the  glass 
tube  are  conical,  so  that  the  connection  may  be  made  without  injury 
to  the  platinum.  Combustions  should  be  conducted  in  porcelain 
tubes,  as  these  last  longer  and  can  be  heated  more  strongly  than  glass 
tubes,  and  the  platinum  tube  should  be  made  to  fit  well,  so  that  the 
oxygen  may  pass  mainly  through  the  filter  and  its  contents. 

D.  A.  L. 

Apparatus  for  Estimating  Carbon  in  Steel.  By  A.  B. 

Clemence  (Ghem.  News ,  48,  206). — The  author  has  introduced  an 
apparatus  to  avoid  the  errors  attached  to  the  old  process  of  filtering 
in  a  glass  funnel,  &e.,  and  to  do  away  with  the  expense  and  incon¬ 
venience  of  the  platinum  funnel,  porcelain  tube,  combustion  furnace 
method  (preceding  Abstr.).  The  apparatus  consists  of  a  platinum  tube 
11^  inches  long,  with  a  diameter  of  f-inch  for  7  inches,  the  remaining 
4^  inches  being  -j—  inch  diameter.  In  use,  an  asbestos  plug  is  placed  at 
the  point  in  the  tube  where  the  contraction  commences,  the  carbon  is 
filtered  on  this,  washed  well  with  hot  water,  any  adhering  carbon 
being  swept  down  by  moist  asbestos,  the  tube  is  then  dried  at 
150 — 170°  for  an  hour.  A  hard  rubber  stopper  with  glass  tube  passing 
through  is  now  put  into  the  wide  end,  through  which  the  current  of 
oxygen  enters,  a  single  thickness  of  filter-paper,  2  inches  wide,  being 
wound  round  the  tube  by  the  stopper,  and  kept  wet  by  a  stream  of 
water  ;  the  tube,  at  the  part  where  the  filter  is  placed,  is  heated 
with  a  Bunsen  burner  for  an  hour,  at  the  end  of  which  time  the  potash 
bulbs  can  be  weighed.  The  author  takes  from  3  to  5  grams  of 
borings,  which  he  dissolves  in  cuprammonium  chloride,  36  grams  to 
120  c.c.  waterfor  3  grams  of  steel;  when  the  deposited  copper  is  com¬ 
pletely  dissolved,  he  proceeds  as  above  described.  Good  results  have 
been  obtained.  D.  A.  L. 
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Volumetric  Estimation  of  Manganese.  By  J.  B.  Mackintosh 
(Chem.  News ,  48,  176 — 177). — It  has  been  suggested  that  the 
precipitate  obtained  by  treating  the  boiling  nitric  acid  solution  of  a 
manganese  salt  with  potassium  chlorate  is  not  pure  Mn02,  but  a 
mixture  of  10MnO2  -f  MnO.  This  being  of  importance  in  the  titration 
of  manganese,  the  author  has  studied  the  subject,  and  publishes  his 
observations  in  the  present  paper. 

The  experiments  are  based  on  the  facts  that  potassium  perman¬ 
ganate  has  an  oxidising  power  equal  to  five  of  oxygen  for  every  two  of 
manganese,  and  that  the  same  quantity  of  manganese,  in  the  state  of 
dioxide,  has  an  oxidising  power  equal  to  2  atoms  of  oxygen  ;  so  that, 
if  a  solution  of  permanganate  is  reduced  to  dioxide,  the  oxidising 
power  of  the  dioxide  thus  formed  will  be  equal  to  that  of  two-fifths  the 
quantity  of  the  permanganate  solution  originally  taken.  The  analyses 
were  conducted  in  the  following  manner : — The  permanganate  was 
decomposed  with  hydrochloric  acid  and  concentrated.  The  hydro¬ 
chloric  acid  was  removed  by  boiling  with  excess  of  nitric  acid,  and 
the  manganese  precipitated  bv  successive  alternate  additions  of  potas¬ 
sium  chlorate  and  nitric  acid,  until  no  more  yellow  fames  were 
observed.  When  cool  the  precipitate  was  filtered  through  asbestos, 
washed  with  nitric  acid  and  with  water,  and  then  treated  with  a 
volume  of  oxalic  acid,  with  a  known  permanganate  equivalent,  and  a 
little  sulphuric  acid.  The  excess  of  oxalic  acid  was  determined  by 
permanganate,  and  the  oxidising  power  of  the  precipitate  found  by 
subtracting  the  excess  from  the  whole  quantity.  The  results  obtained 
are  as  follows  : — 


Perman¬ 

Oxidising  power  of 
precipitate  in 

Theoretical 

Per  cent,  of 
theoretical  cor¬ 

Average 

ganate 

terms  of  permanga¬ 

for 

rected  for  burette 

true 

used. 

nate. 

Mn02. 

error. 

per  cent. 

45  c.c. 

17-80  c.c. 

18  c.c. 

99*37 

— 

35 

13-93 

14 

100*07 

99*99 

25 

9-90 

10 

99*86 

• — 

15 

5-96 

6 

100*67 

— 

Great  importance  is  attached  to  the  method  of  precipitating  the 
manganese  ;  for  by  adding  the  potassium  chlorate  at  once,  and  boiling 
until  the  action  ceases,  an  error  of  from  1  to  2  per  cent,  is  almost 
certain.  The  author  points  out  that  not  too  much  value  must  be 
set  on  the  above  results,  as  of  course  there  are  many  experimental 
errors  involved  in  the  process.  It  is,  however,  safe  to  conclude  that 
the  precipitate  obtained  in  this  process,  when  the  necessary  precau¬ 
tions  are  taken,  is  not  10MnO2  +  MnO  (which  would  have  an  oxidis¬ 
ing  power  =  90*91  per  cent.)  but  Mn02.  D.  A.  L. 

Arsenic  in  Glass.  By  W.  Fresenius  ( Chem .  News,  48,  147). — 
In  connection  with  the  removal  of  arsenic  from  apparatus,  Ac.,  used 
in  cases  of  judicial  investigation,  the  author  has  observed  that  the 
glass  of  the  vessels  employed  contained  arsenic.  A  sample  of 
Bohemian  glass  contained  0*20  per  cent.,  of  hard  glass  O' 08,  and 
another  sample  of  hard  glass  a  trace.  The  author  attributes  the 
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browning  of  glass  when  heated  to  arsenic  and  not  to  lead.  Further 
experiments  show  that  alkaline  solutions  take  up  arsenic  from  glass ; 
acids  do  not.  D.  A.  L. 

Microscopic  Examination  of  Water  for  Organic  Impurities. 

By  J.  Brautlecht  ( Ghem .  News ,  48,  180). — 100  c.c.  of  the  water  are 
treated  with  five  drops  of  a  solution  containing  1  part  of  aluminium 
sulphate,  1  part  hydrochloric  acid,  and  8  parts  of  water,  and  one  to 
three  drops  of  ammonia;  the  precipitate  is  filtered  off  and  redissolved 
in  10  to  15  drops  of  dilute  acetic  acid  ;  and  the  clear  solution  thus 
obtained  is  examined  under  the  microscope  both  before  and  after  the 
addition  of  saffranine.  By  the  addition  of  ^  per  cent,  gelatin,  per¬ 
manent  preparations  on  Koch’s  principle  may  be  obtained. 

D.  A.  L. 

Detection  and  Estimation  of  Trinitrophenol  (Picric  Acid). 

By  G\  Christel  (Arch.  Pharm.  [3],  21,  190 — 200). — This  paper 
contains  an  examination  of  the  principal  reactions  of  trinitrophenol 
made  with  a  view  to  its  qualitative  detection  and  quantitative 
estimation.  The  aqueous  solution  of  picric  acid  is  not  precipitated 
by  neutral  solutions  of  lead  or  copper  salts ;  neither  is  ammo¬ 
nium  picrate,  unless  the  solution  is  alkaline,  when  lead  acetate 
gives  a  reddish-yellow  precipitate,  and  copper  sulphate  a  yellowish- 
green  precipitate  in  dilute  solutions,  and  a  bright  green  in  con¬ 
centrated  solutions.  A  solution  containing  half  a  milligram,  of  picric 
acid  in  5  c.c.  of  water  is  not  at  once  precipitated  by  a  solution  of 
cuprammonium  sulphate,  but  on  standing  for  24  hours  a  distinct 
precipitate  is  obtained,  which  is  insoluble  in  ammonia,  but  is  decom¬ 
posed  by  water.  Solution  of  basic  lead  acetate  is  a  very  delicate 
test  for  picric  acid,  yielding  a  bright  yellow  precipitate.  A  solution 
containing  the  tenth  of  a  milligram  of  picric  acid  in  5  c.c.  of 
water,  gives  after  12  hours  a  distinct  precipitate,  and  a  solution  con¬ 
taining  the  twentieth  of  a  milligram  in  5  c.c.  of  water  a  strong 
opalescence,  which  subsequently  forms  a  distinct  sediment.  When 
this  sediment  is  decomposed  by  the  addition  of  1  drop  of  sulphuric 
acid,  and  the  solutionis  rendered  alkaline  with  ammonium  hydrate  and 
evaporated  to  dryness,  a  residue  is  left  which,  when  dissolved  in  a 
little  water  and  warmed  with  a  drop  of  potassium  cyanide  solution, 
gives  a  distinct  red  colour.  The  yellow  colouring  matters  of  the  bark 
of  Quercus  tinctoria  (quercitron),  and  the  root  of  Broussonetia  tinctoria 
also  give  precipitates  with  basic  and  neutral  lead  acetate,  but  the  pre¬ 
cipitates  do  not  give  the  reaction  with  potassium  cyanide  when 
treated  as  above  described.  An  aqueous  solution  of  methyl  green  pre¬ 
cipitates  solutions  of  picric  acid.  The  green  precipitate  dissolves  in 
ammonia,  forming  a  deep  yellow  solution,  which  is  precipitated  by 
basic  lead  acetate,  and  this  precipitate  gives  the  reaction  with  potas¬ 
sium  cyanide.  This  test  cannot  be  applied  for  the  detection  of  picric 
acid  in  beer,  for  1  litre  of  beer  which  contained  5  mgr  ms.  of  picric 
acid  was  not  precipitated  by  a  solution  of  methyl  green.  Solutions  of 
picric  acid  are  precipitated  by  stannous  chloride,  and  if  a  small 
quantity  of  ammonia  is  added,  the  solution  becomes  red.  The  same 
reaction  is  obtained  when  a  solution,  prepared  by  adding  potassium 
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hydroxide  to  a  solution  of  stannous  chloride  until  the  precipitate  at 
first  formed  is  redissolved,  is  added  to  a  solution  of  picric  acid.  The 
red  colour  is  due  to  the  formation  of  dinitroamidophenol  (picramic 
acid)  :  hydrogen  and  ammonium  sulphides  give  a  similar  reaction. 
If  a  solution  of  picric  acid  or  a  picrate  is  acted  on  with  zinc  and  dilute 
sulphuric  acid,  a  yellowish-red  turbid  solution  is  obtained,  which, 
when  poured  off  and  mixed  with  alcohol,  develops  a  green  colour, 
changing  through  blue  to  a  violet-green.  For  the  detection  of  picric 
acid  in  sweetmeats  or  other  coloured  substances  containing  sugar, 
the  potassium  cyanide  reaction  can  be  applied  directly ;  or  the  colour¬ 
ing  matter  may  be  extracted  with  alcohol,  the  residue  from  this  solu¬ 
tion,  after  dissolving  in  water,  precipitated  by  lead  acetate ;  and  the 
potassium  cyanide  reaction  obtained  after  decomposing  the  precipitate 
in  the  manner  above  described.  For  the  detection  of  picric  acid  in 
wool  or  cellulose,  the  hydrochloric  acid  solution  may  be  reduced  by 
zinc,  and  the  reaction  with  alcohol  obtained.  The  substance  may  also 
be  digested  with  ammonia,  and  the  potassium  cyanide  reaction  tried 
with  this  solution.  The  detection  of  picric  acid  in  beer  cannot  be 
accomplished  by  means  of  lead  acetate,  on  account  of  the  other  sub¬ 
stances  in  the  liquid,  which  are  precipitated  by  this  reagent ;  neither 
can  the  colouring  matter  be  removed  by  animal  charcoal,  for  this  also 
retains  the  picric  acid.  For  the  detection  of  picric  acid  in  beer,  the 
author  recommends  the  following  method : — 200  c.c.  of  the  beer  are 
evaporated  to  a  syrupy  consistence  on  the  water- bath,  and  then 
digested  in  a  flask  with  50  c.c.  of  alcohol  (90  per  cent.),  the  mixture 
being  allowed  to  stand  for  24  hours,  when  it  is  filtered,  and  the  residue 
washed  with  31  c.c.  more  alcohol.  The  mixed  filtrates  are  evaporated 
to  the  consistence  of  a  syrup  and  acidified  with  two  or  three  drops  of 
dilute  sulphuric  acid.  The  mixture  is  then  extracted  with  five  or  six 
times  its  volume  of  ether,  the  latter  removed,  the  solution  again  acidu¬ 
lated  and  extracted  with  ether.  The  ethereal  solutions  are  spontaneously 
evaporated,  and  the  residue  dissolved  in  5  or  10  c.c.  of  water,  the 
solution  filtered,  neutralised  with  ammonia,  and  tested  by  one  of  the 
methods  above  described.  For  the  estimation  of  picric  acid,  the  author 
proposes  a  colorimetric  method,  based  on  the  potassium  cyanide  reac¬ 
tion.  The  ethereal  residue  is  diluted  to  10  c.c.  with  a  little  ammonia, 
5  or  10  drops  of  a  10  per  cent,  potassium  cyanide  solution  added,  and 
the  liquid,  after  heating  it  to  80°,  is  diluted  to  100  c.c.  with  dilute 
ammonia.  The  colour  produced  is  compared  with  that  given  by  a 
certain  quantity  of  a  standard  solution  of  picric  acid,  100  c.c .  of 
which  contain  0T  gram  of  pure  picric  acid,  the  operation  being  con¬ 
ducted  in  the  same  way.  W.  R.  D. 

Detection  of  Hydrocyanic  Acid  in  Chemico- Judicial  Investi¬ 
gations.  By  H.  Beckurts  ( Chem .  News ,  48,  199). — After  pointing 
out  that  the  presence  or  absence  of  hydrocyanic  acid  or  poisonous 
metallic  cyanides  in  the  presence  of  a  harmless  cyanide,  is  not  effi¬ 
ciently  demonstrated  by  treatment  with  tartaric  acid  and  distillation, 
&c. ;  the  author  recommends  as  efficient,  Jacquemin’s  process,  namely, 
distilling  the  sample  to  be  tested  with  concentrated  solution  of  sodium 
hydrogen  carbonate,  and  testing  the  distillate  for  hydrocyanic  acid ; 
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or  Barfoed’s  process,  in  which,  the  mass  is  acidified  with  sulphuric  or 
tartaric  acid  and  agitated  with  ether  r  which  take&  up  hydrocyanic  hut 
not  hydroferrocyanic  acid.  D.  A.  L. 

Soap  Analysis.  By  A.  R.  Leed-s  ( Chem .  News ,  48,  166 — 168). — 
The  soap,  cut  in  thin  shavings,  is  dried  at  100°  ;  the  loss  is  water.  It 
is  then  exhausted  with  light  petroleum,  and  the  extract  containing 
the  free  fats  is  dried  and  weighed.  The  residue  is  exhausted  with 
95  per  cent,  alcohol,  and  the  extract  of  it  containing  any/ree  soda  is 
titrated  with  sulphuric  acid,  using  phenol phthale in  as  indicator.  The 
neutralised  liquid  is  largely  diluted  with  water,  the  alcohol  boiled  off, 
and  a  large  excess  of  normal  sulphuric  acid  added.  The  whole  mass  is 
boiled,  cooled  and  filtered,  and  the  precipitate  of  fatty  acids  and  resin 
is  well  washed  with  hot  water,  then  dried,  and  weighed.  The  resin  is 
determined  by  Gladding’s  method  (Amer.  Chem,.  J.,  3,  416),  and  the 
amount  subtracted  from  the  last  total,  the  difference  being  the  amount 
of  fatty  adds. 

The  filtrate  from  the  sulphuric  acid  is  neutralised  with  normal 
soda,  the  combined  soda  calculated,  evaporated  to  dryness,  and  the 
glycerol  extracted  with  absolute  alcohol,  dried  and  weighed ;  any 
residue  is  added  to  the  fatty  acid  and  resin  precipitate.  The  residue 
from  the  first  alcoholic  exhaustion  is  washed  with  cold  water  ;  the 
washings  are  divided  into  four  equal  parts  ;  and  the  sodium  carbonate , 
chloride,  sulphate,  and  silicate  determined  in  the  separate  portions. 
The  residue  containing  the  starch  and  insoluble  inorganic  matter  is 
dried  and  weighed,  the  starch  being  subsequently  converted  into 
glucose,  and  titrated  with  Fehling’s  solution.  D.  A.  L, 
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Employment  of  Limed  Coal  in  Gas  Making.  By  J.  A. 

Wanklyn  ( Chem .  News ,  48,  174 — 176). — The  coal  is  mixed  with 
2^  per  cent,  of  lime  previous  to  being  put  in  the  retort.  The  lime  is 
slaked  before  mixing.  The  author  claims  many  advantages  for  this 
introduction,  viz.,  increase  in  the  yield  of  ammonia  to  the  extent  of 
20 — 36  per  cent. ;  of  liquor  to  the  extent  of  about  35  per  cent. ;  of  tar 
6  per  cent.  ;  and  of  gas,  which  is  also  improved  in  quality,  being  fra¬ 
grant  instead  of  unpleasant  to  the  smell,  and  not  deteriorated  in 
illuminating  power.  These  advantages  are  supplemented  by  a  con¬ 
siderable  decrease  in  the  quantity  of  hydrogen  sulphide  and  carbon 
bisulphide,  and  in  fact  the  author  anticipates  the  abolition  of  lime- 
purifiers  if  this  liming  (Cooper’s)  process  is  introduced.  The  coke, 
too,  is  much  improved  by  this  addition  of  lime ;  it  is  more  readily  com¬ 
bustible,  and  does  not  give  off  sulphurous  anhydride  when  burnt.  In 
the  author’s  opinion  gas  works  will  cease  to  be  the  nuisance  they  now 
are  when  the  process  is  introduced.  D.  A.  L. 
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Methods  for  Coking  Coal.  By  W.  Smith  ( Ghent .  News ,  48,  185 — 
187). — In  the  present  paper  the  author  reviews  the  various  methods 
now  employed  for  the  production  of  coke  from  coal.  The  simplest, 
the  Meiler  or  mound  method,  is  that  in  which  the  coal  is  burnt  in 
mounds,  similar  to  those  employed  for  the  production  of  wood  char¬ 
coal  ;  the  coke  produced  is  good,  and  freer  from  sulphur  than  oven- 
coke,  but  it  is  not  so  hard.  The  beehive  oven  produces  a  coke 
almost  unsurpassable  for  metallurgical  purposes,  but  wastes  all  bye- 
products.  The  Appolt  oven  and  the  Coppee  oven  are  constructed  so  as 
to  use  the  gases  and  vapours  produced  during  the  coking  for  heating 
the  ovens.  The  coke  is  excellent.  The  Jameson  oven  is  a  modification 
of  the  beehive  oven,  and  is  constructed  with  a  floor  of  perforated 
quarles  instead  of  the  solid  floor  of  the  latter ;  these  perforations  are 
connected  with  a  short  vertical  flue  below  the  floor,  and  from  this  a 
pipe  passes  at  right  angles  to  the  hydraulic  main,  and  to  exhaust 
appliances,  the  exhaustion  being  carried  on  as  is  usual  in  gas  works. 
The  gas  produced  is  not  employed  in  the  operation,  and  can  therefore 
be  conveyed  to  a  distance  and  used  for  heating  purposes.  The  coke 
is  good.  The  ammoniacal  liquor  contains  a  large  quantity  of  ammo¬ 
nium  sulphate,  and  according  to  Jameson,  the  yield  of  liquor  is  equal 
to  a  production  of  5 — 15  lbs.  ammonium  sulphate  for  a  ton  of  coke. 
The  yield  of  tar  or  “  oils  ”  is  from  6 — 15  gallons  per  ton  of  coke  ;  it 
contains  neither  benzene,  nor  naphthalene,  nor  anthracene,  only  a 
small  quantity  of  toluene,  but  large  quantities  of  xylene  mixed  with 
paraffins.  The  chief  bulk  of  the  Jameson  tar  consists  of  oils  (sp.  gr. 
0*960,  and  boiling  at  250 — 850°),  which  are  of  little  value  for  burning, 
and  of  only  secondary  value  as  lubricants.  They  have  no  fluorescence. 
A  considerable  proportion  of  the  oils  distils  above  350°,  and  deposits 
paraffins,  melting  at  58°.  The  oils  boiling  between  200°  and  300° 
contain  a  fairly  large  proportion  of  phenols,  some  of  which  resemble 
the  constituents  of  wood-tar  creasote.  They  contain  a  mere  trace  of 
phenol,  but  more  cresols,  and  the  largest  quantity  boils  from  250 — 
300°.  The  300°  fraction  is  resinous,  and  perfectly  soluble  in  caustic 
soda,  with  a  red  colour.  Some  other  of  these  phenols  yield  reds  and 
blues  with  alkalis,  but  of  no  stability  or  value.  In  Simon-Carves 
oven  the  coking  process  is  one  of  destructive  distillation,  and  is  simi¬ 
lar  to  that  of  a  gas  works.  The  temperature  employed  is  very  great, 
2200°  or  even  3000°  being  reached.  The  gas  is  burnt  in  the  ovens. 
The  ammoniacal  liquors  are  of  good  strength,  6 — 7°  T.  The  tar, 
black  and  thick  (sp.  gr.  1*20),  is  exceedingly  rich  in  naphthalene 
and  anthracene,  contains  as  much  benzene,  toluene,  xylene,  and 
phenol  as  any  London  tar,  and  is  moreover  free  from  paraffins.  The 
coke  is  very  good;  it  has  not  the  silvery  glance  of  the  beehive  and 
Jameson  oven  coke,  but  is  quite  as  solid,  hard,  and  compact.  These 
properties  are  obtained  by  using  large  charges  of  coal  (4-^  tons),  piled 
up  in  masses  of  great  height  (6  feet  or  so),  and  considerable  thickness 
(19  inches),  but  not  too  thick  for  the  heat  of  the  oven  to  penetrate 
sufficiently  well.  Mellor  has  introduced  a  process  for  separating  the 
benzene  from  gas,  which  consists  in  washing  the  latter  with  strong 
nitric  acid  in  earthenware  towers  filled  with  broken  glass,  and  as  ben¬ 
zene  is  soluble  in  nitrobenzene,  the  same  acid  strengthened  with  sul- 
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phuric  acid  is  repeatedly  passed  down  the  tower.  The  benzene  can 
be  removed  from  this  solntion  by  steam -distil ling.  Another  process 
with  the  same  object  in  view  is  due  to  G.  E.  Davis  :  refrigerated  coal- 
gas  is  washed  with  refrigerated  heavy  coal-tar  oils,  which  remove  the 
benzene.  The  author  is  of  opinion  that  the  Simon- Carves  method, 
especially  if  combined  with  one  of  these  benzene  removing  processes, 
is  the  coking  process  of  the  future.  D.  A.  L. 

Atmospheric  Dust.  By  A.  Schuster  ( Bled .  Centr .,  1883,  354). — 
Sand  taken  from  the  neighbourhood  of  the  Great  Pyramid,  and  Nile 
mud  contain  a  considerable  quantity  of  magnetic  particles,  some 
measuring  OT — 0'2  mm.  These  particles  may  be  derived  from 
exploded  meteorites,  which  by  reason  of  insufficiency  of  oxygen  in 
the  upper  atmosphere  have  not  yet  been  oxidised.  E.  W.  P. 

Existence  of  Germs  in  the  Air  at  Great  Heights.  By  P. 

Giacosa  ( Gazzetta ,  13,  176). — The  author’s  experiments  were  made  on 
the  summit  of  Monte  Marzo  (2756  m.  above  sea-level),  and  at  the  foot 
of  the  same  mountain  (2300  m.),  with  the  following  results: — Schizo- 
mycetes  exist  in  quantities  diminishing  as  the  altitnde  increases. 
Throughout  the  experiment  (first  three  days  of  August)  the  air  on  the 
top  of  the  mountain  contained  germs  of  leaven,  and  the  air  at  the 
foot  of  the  mountain  was  sometimes  found  to  contain  cells  of  the 
same  fungus.  Germs  of  the  common  moulds  are  likewise  abundant 
at  both  altitudes.  In  no  instance  were  any  forms  observed  which 
could  be  referred  to  animal  organisms.  H.  W. 

Properties  of  Antiseptics  and  of  the  Volatile  Products  of 
Decay.  By  G.  le  Bon  (Bied.  Centr .,  1883,  350 — 352). — The  action 
of  antiseptics  is  weaker  the  further  the  decomposition  has  pro¬ 
ceeded.  The  best  antiseptics  are  as  follows,  commencing  with  the 
strongest : — Potassium  permanganate,  chloride  of  lime,  ferrous  sul¬ 
phate  acidified  with  acetic  acid,  phenol,  and  sodium  and  potassium 
glycoborates.  The  action  of  these  compounds  as  antiseptics  is 
different  from  their  action  as  microbes ;  they  cannot  arrest  decay,  but 
may  prevent  its  commencement.  As  a  rule  antiseptics  have  but  little 
action  on  bacteria ;  in  phenol  these  organisms  live  for  a  long  time. 
At  present  it  is  uncertain  whether  the  volatile  alkaloids  from  decom¬ 
posing  animal  matter  are  poisonous,  but  in  a  few  cases  death  has 
occurred  after  inhaling  the  volatile  products  given  off  by  decomposing 
matter.  It  is  dangerous  to  exhume  a  corpse,  and  the  air  of  church¬ 
yards  is  poisonous.  E.  W.  P. 

The  Future  of  the  Chlorine  Industry.  By  E.  Hurter  ( Dingl . 
'polyt.  J.,  249,  126 — 133). — The  only  hope  that  the  Leblanc  process 
will  not  be  completely  wrecked  by  the  ammonia-soda  process  is  that 
the  world  requires  chlorine  as  well  as  soda.  Weldon,  Solvay,  and 
Mond  are  doing  their  best  to  combine  the  manufacture  of  chlorine 
with  the  ammonia-soda  process.  The  author  attempts  to  show  in 
what  way  the  ammonia- soda  process  may  endanger  the  manufacture 
of  chlorine,  and  how  the  same  may  be  prevented. 
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1.  Replacing  Chlorine  by  other  Bleaching  Agents , — Perceiving  the 
difficulty  of  utilising  the  chlorine  from  the  calcium  chloride  liquors 
obtained  in  the  ammonia-soda  process,  Mond  has  recently  patented  a 
very  ingenious  method  for  obtaining  calcium  peroxide,  and  for  its 
application  as  a  bleaching  and  disinfecting  agent,  but  as  calcium 
peroxide  is  insoluble,  it  will  probably  be  necessary  to  convert  it  into 
hydrogen  peroxide  by  treatment  with  a  dilute  acid,  before  it  can  be 
used  for  bleaching,  &c.  The  process  consists  in  introducing  into  a 
cupola  dried  blocks  of  a  mixture  of  barium  carbonate,  pitch,  and 
sawdust,  and  heating  to  about  1200°.  The  barium  carbonate  is  con¬ 
verted  into  barium  oxide,  and  the  carbonaceous  products  are  burnt 
out.  The  mass  as  it  descends  meets  a  current  of  air,  which  cools  the 
oxide  to  about  500c,  when  it  absorbs  oxygen  and  is  changed  into 
barium  peroxide.  This  when  cold  is  decomposed  by  means  of  car¬ 
bonic  anhydride  and  water,  under  pressure,  into  barium  carbonate  and 
hydrogen  peroxide.  The  former  is  used  afresh,  whilst  calcium 
peroxide  is  prepared  from  the  hydrogen  peroxide  by  adding  milk  of 
lime  to  it.  Calcium  peroxide  is  a  hydrate  of  the  formula  Ca02,8H20, 
containing  7*4  per  cent,  of  available  oxygen,  equivalent  to  32*8  per 
oent.  of  available  chlorine.  According  to  Lunge,  the  manufacture  of 
barium  hydroxide  is  carried  out  on  a  large  scale  in  France,  and  con¬ 
sequently  the  production  of  the  peroxide  should  present  no  diffi¬ 
culty. 

The  peroxides  are  all  very  powerful  oxidisers.  According  to 
Thomsen,  the  amount  of  heat  produced  by  oxidation  with  hydrogen 
peroxide  is  23,064  units  larger  per  molecule  than  by  the  direct 
oxidation  with  free  oxygen.  In  spite  of  its  energetic  oxidising 
action,  hydrogen  peroxide  is  so  slow  a  bleaching  agent  that  it  appears 
as  though  it  is  not  available  oxygen  but  chlorine  that  is  required  for 
the  bleaching  of  vegetable  fibres.  Gerhardt  attributes  the  bleaching 
action  of  chlorine  to  the  facility  with  which  it  is  substituted  in 
organic  substances  in  the  place  of  hydrogen.  The  author  has  found 
that  by  igniting  bleached  cotton  with  soda  the  presence  of  chlorides 
can  be  detected  in  the  melt,  whilst  unbleached  cotton  when  similarly 
treated  does  not  exhibit  this  reaction.  Hydrogen  peroxide  is  the 
only  compound  which  could  be  prepared  cheaply  enough  to  com¬ 
pete  with  bleaching  powder,  but  on  account  of  its  slow  action  com¬ 
petition  will  be  impossible.  Other  bleaching  agents  have  from  time 
to  time  been  recommended,  all  of  which  are  in  reality  oxidising 
agents.  If,  therefore,  available  chlorine  and  not  oxygen  effects  the 
bleaching  of  vegetable  tissues,  it  is  highly  improbable  that  these 
substances  will  ever  supersede  chloride  of  lime. 

2.  Production  of  Hydrochloric  Acid. — It  has  not  yet  been  possible  to 
prepare  chlorine  directly  from  sodium  chloride.  In  the  Leblanc  process 
the  sodium  in  common  salt  is  replaced  by  hydrogen  derived  from  sul¬ 
phuric  acid,  which  costs  nearly  2000  marks  per  ton,  whilst  in  the 
ammonia-soda  process  it  is  calcium,  which  costs  only  about  15  marks 
per  ton.  Besides  calcium  and  hydrogen,  there  are  no  elements  suit¬ 
able  for  the  purpose  which  could  be  obtained  at  a  smaller  cost. 

Solvay  and  Weldon  have  been  endeavouring  to  utilise  the  calcium 
chloride  liquors  for  the  preparation  of  chlorine.  Their  process  con- 
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sists  in  replacing  the  calcium  in  calcium  chloride  by  hydrogen.  The 
calcium  chloride  is  mixed  with  clay,  formed  into  lumps,  and  subjected 
to  the  action  of  superheated  steam  at  a  high  temperature.  A  very 
dilute  hydrochloric  acid  is  produced,  from  which  the  excess  of  steam 
is  removed  by  the  addition  of  concentrated  calcium  chloride  liquors 
before  the  hydrochloric  acid  is  condensed.  The  process  is  not  only 
very  costly,  but  requires  a  very  large  plant.  It  is  therefore  not 
likely  to  endanger  the  Leblanc  process,  which  promises  to  remain  the 
chief  source  of  chlorine. 

Yorster  and  Griineberg  recommended  some  years  ago  to  heat 
sodium  chloride  and  clay,  and  obtain  sodium  silicate  and  hydrochloric 
acid.  Their  process,  however,  was  abandoned,  as  the  reaction  was 
found  to  require  an  extremely  high  temperature,  and  the  cost  for 
repairs  was  too  excessive. 

Other  Chlorine  Processes. — By  decomposing  sodium  chloride  with 
sulphuric  acid,  the  resulting  gaseous  or  liquid  hydrochloric  acid  can 
be  used  for  the  preparation  of  chlorine,  according  as  the  Deacon  or 
Weldon  process  is  employed.  With  Hargreaves’  process  liquid 
hydrochloric  acid  only  can  be  used,  as  the  gas  contains  too  much 
nitrogen  and  too  little  oxygen.  The  conversion  of  hydrochloric  acid 
into  chlorine  necessitates  the  presence  of  another  element  with  which 
to  combine  the  hydrogen,  the  only  element  which  has  a  greater 
affinity  for  hydrogen  than  chlorine  being  oxygen.  The  affinities 
between  hydrogen  and  chlorine  and  hydrogen  and  oxygen  approach 
each  other  so  closely  that  the  mere  change  from  the  liquid  state  to 
that  of  a  gas  alters  the  proportions.  In  consequence  of  these 
variations  a  direct  decomposition  of  liquid  hydrochloric  acid  by 
oxygen  is  impossible,  whilst  in  the  gaseous  form  hydrochloric  acid 
can  be  decomposed  directly  by  oxygen.  To  prepare  chlorine  from 
liquid  hydrochloric  acid  a  certain  amount  of  chemical  energy  must 
be  supplied  in  addition  to  oxygen,  i.e,,  nascent  oxygen,  which  is 
liberated  from  an  oxide  with  evolution  of  heat,  is  required.  Since 
the  oxide  must  contain  more  oxygen  than  is  equivalent  to  the  chlo¬ 
rine,  which  afterwards  forms  chloride,  a  peroxide  is  required.  There 
is  no  better  material  than  manganese  for  the  purpose.  Although 
barium  and  lead  form  two  oxides  and  only  one  chloride,  the  transfor¬ 
mation  of  the  chloride  into  peroxide  in  the  case  of  barium  will 
always  be  difficult  on  account  of  the  large  differences  in  the  heat 
of  formation  of  the  two  compounds,  whilst  in  the  case  of  lead,  its 
price  and  high  equivalent  weight  render  it  useless.  Weldon’s  pro¬ 
cess  can  be  superseded  only  by  a  peroxide  which  is  cheaper  than 
the  expense  of  recovering  the  manganese  dioxide,  or  which  itself  can 
be  regenerated  at  a  less  cost.  The  disadvantage  in  connection  with 
the  Weldon  process  is  that  it  only  yields  theoretically  one- third  of  the 
hydrochloric  acid  as  chlorine.  This  difficulty  is  said  to  be  removed 
by  Weldon’s  new  process  (No.  2).  Magnesium  manganite  obtained 
by  process  No.  1  is  decomposed  with  hydrochloric  acid  in  the  chlorine 
stills.  One-fourth  the  chlorine  contained  in  the  hydrochloric  acid  is 
generated,  and  a  solution  of  manganese  and  magnesium  chlorides 
formed.  The  latter  is  evaporated  to  a  syrupy  consistency,  mixed 
with  a  certain  amount  of  solid  manganite,  formed  into  balls,  intro- 
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duced  into  an  apparatus  similar  to  tlie  Hargreaves,  and  exposed  to 
a  current  of  heated  air,  when  90  per  cent,  of  the  chlorine  con¬ 
tained  in  the  mixture  is  liberated,  magnesium  manganite  being 
formed. 

The  author  is  of  opinion  that  where  still-work  has  to  be  done,  the 
chloride  of  lime  cannot  be  obtained  at  a  lower  cost,  as  the  only 
saving  in  Weldon’s  new  process  is  the  lime  required  for  oxidation, 
about  500  kilos,  of  bleaching  powder ;  the  labour  in  this  process, 
however,  forms  a  much  greater  item,  so  that  bleaching  powder  made 
by  the  new  process  will  cost  fully  as  much,  if  not  more  than  that 
obtained  by  the  old  process. 

By  comparing  the  Deacon  process  with  Weldon’s  No.  2,  we  find 
that  it  is  the  only  process  in  use  in  which  gaseous  hydrochloric  acid 
can  be  decomposed  into  chlorine  by  a  simple  reaction,  2HC1  -f  O  = 
H20  -h  Oh,  accompanied  by  evolution  of  heat.  The  decomposition 
is  accelerated  by  catalytes.  On  account  of  its  capability  of  being 
dissociated  at  a  high  temperature,  cupric  chloride  is  the  cheapest 
and  most  efficient  catalyte ;  moreover,  copper  is  the  only  metal 
which  forms  two  oxides  and  two  chlorides,  in  all  of  which  the  com¬ 
bination  is  of  a  very  loose  character.  It  appears,  therefore,  highly 
probable  that  the  Deacon  process  will  continue  to  be  the  only  one 
available  for  the  conversion  of  gaseous  hydrochloric  acid  into 
chlorine. 

The  author  concludes  this  paper  with  the  following  remarks : — 
No  other  chloride  is  better  adapted  for  the  manufacture  of  chlorine 
than  hydrogen  chloride.  If  the  latter  is  to  be  decomposed  in  the  liquid 
state,  the  decomposition  can  be  effected  only  by  means  of  manganese 
dioxide,  as  there  is  no  other  peroxide  so  readily  regenerated  from  the 
chloride.  If  hydrogen  chloride  is  to  be  decomposed  in  the  gaseous 
state  catalytes  are  required,  and  should  it  be  possible  to  obtain  a 
cheaper  catalyte  than  copper  the  apparatus  now  in  existence  would 
be  equally  applicable.  Neither  the  Weldon  process  nor  the  Deacon 
process  is  perfect ;  both  are  capable  of  improvement,  especially  the 
Weldon  process,  inasmuch  as  the  quantity  of  chlorine  which  it  yields 
is  considerably  less  than  that  which  should  be  obtained  from  the 
hydrochloric  acid  consumed.  D.  B. 

Sehaffner  and  Helbig’s  Process  for  the  Recovery  of  Sulphur. 

By  A.  M.  Chance  ( [Dingl .  polyt.  249,  33 — 35). — Chance  {Jour. 
Soc.  Ghem.  Ind .,  2,  202)  gives  an  interesting  account  of  his  results  and 
experiences  in  working  with  the  Sehaffner  and  Helbig  sulphur  recovery 
process.  The  residue  is  worked  up  in  the  decomposers  in  the  follow¬ 
ing  manner  : — The  solution  of  magnesium  chloride — whose  tempera¬ 
ture  must  not  exceed  60°,  otherwise  sulphuretted  hydrogen  will  be 
evolved — is  introduced  into  the  decomposer,  and  the  residue  is 
thrown  in,  after  which  the  mixture  is  heated  by  means  of  wet 
steam,  in  order  to  expel  the  air  above  the  charge,  and  prevent  its 
admission  into  the  decomposer ;  thus  the  formation  of  an  explosive 
mixture  is  rendered  impossible.  The  heating  by  means  of  dry  steam 
is  then  proceeded  with,  the  mixture  being  well  agitated  all  the  time. 
The  best  results  are  obtained  with  jacketted  decomposers,  although 
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cast-iron  steam  coils  are  attacked  less  readily  than  wronght-iron 
jackets.  For  carbonating  the  liquors  containing  magnesium  hy¬ 
droxide  and  calcium  chloride,  vertical  vessels  without  agitators  are 
the  most  useful.  The  deeper  the  column  of  liquid  and  the  greater 
the  percentage  of  carbonic  anhydride,  the  quicker  and  better  are 
the  results  obtained.  The  average  strength  of  the  carbonic  acid 
gases  was  26  per  cent.  To  work  off  8  tons  of  residue  from  five  to 
six  hours  are  required.  The  lime  mud  is  sifted,  filter-pressed,  and 
washed.  The  first  washings  are  concentrated  in  steam  boilers, 
together  with  the  stronger  liquors,  whilst  the  last  washings  are 
thrown  away.  ~No  mention  is  made  of  the  action  of  the  magnesium 
chloride  liquors  on  the  plates  of  the  steam  boilers.  The  sulphuretted 
hydrogen  gas  is  collected  in  gas-holders,  the  inlet  and  outlet  being 
connected  with  a  water-seal  to  prevent  explosions.  The  burning  of 
the  sulphuretted  hydrogen  gas  for  the  manufacture  of  sulphuric  acid 
has  been  a  great  success,  but  a  satisfactory  process  of  recovering 
sulphur  direct  from  the  gas  has  not  yet  been  introduced.  The  loss  of 
magnesium  chloride  corresponds  with  4  to  4*5  tons  per  100  tons  of 
sulphate,  or  20  tons  per  100  tons  sulphur,  more  than  one-half  the  loss 
being  attributable  to  mechanical  defects,  which  should  be  gradually 
reduced. 

In  discussing  the  value  of  the  lime  mud  and  its  adaptability  for 
the  manufacture  of  soda,  Chance  shows  that,  as  the  mud  leaves  the 
presses  it  contains  about  50  per  cent,  of  moisture,  which  must  be  re¬ 
moved,  an  operation  which  in  itself  is  a  great  disadvantage  ;  moreover, 
the  resulting  crude  soda  contains  large  quantities  of  chlorides  as  well 
as  calcium  carbonate.  Referring  to  the  probable  cost  of  working  the 
process,  a  detailed  estimate  is  given,  from  which  it  is  concluded  that 
it  would  no  longer  pay  should  the  price  of  pyrites  be  reduced  by  one- 
half,  especially  if  it  were  found  that  the  resulting  lime  mud  was  of 
no  value  for  black  ash  making.  The  future  of  this  process  depends 
on  a  good  method  of  extracting  pure  sulphur  from  the  generated 
sulphuretted  hydrogen. 

Weldon  mentions  that  England  and  America  alone  consume 
150,000  tons  of  Silician  sulphur  per  annum,  or  50  per  cent,  more 
than  the  total  quantity  capable  of  being  yielded  by  the  whole  English 
soda  industry.  Schaffner’s  sulphur,  which  is  absolutely  pure,  should 
easily  displace  Sicilian  sulphur.  As  to  the  market  price  of  sulphur, 
Muspratt  andMactear  show  that,  although  recovered  sulphur  has  been 
offered  at  considerably  less  than  Sicilian  sulphur,  great  difficulty  has 
been  experienced  in  selling  it. 

Hurter  gives  analyses  of  soda  waste  and  soda  liquors  obtained  from 
crude  soda  made  exclusively  from  recovered  lime  mud  by  Chance. 
The  waste  obtained  from  four  samples  of  black  ash  contained  in  the 
dry  state — 

Soluble  Calcium 


soda.  Total  soda.  sulphide. 

1 .  0-550  1-77  30-00 

II .  0-440  0-97  33-40 

III  .  0-360  1*52  29-1 

IV  . .  0  175  0-73  23-4 
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Ordinarily  the  waste  contains  40  per  cent,  calcium  sulphide.  1  litre 
of  the  vat  liquors  obtained  from  the  crude  soda  contained — 

Na20.  NaHO.  Na2S.  NaJ304.  Nad.  Na4Fe(CN)6. 

165*2  44-27  5*08  6'77  42-57  0*01  gram. 

D.  B. 


Manufacture  of  Sulphuric  Acid  in  America.  {Dingl.  poly l .  /., 
249,  48.) — Until  quite  lately  sulphuric  acid  has  been  manufactured 
in  America  almost  exclusively  from  sulphur.  On  account  of  the 
rapid  rise  in  the  price  of  sulphur,  the  manufacture  of  pyrites  acid  has 
recently  been  commenced  by  various  manufacturers,  but  by  far  the 
largest  proportion  of  acid  is  still  made  from  sulphur.  The  price  of 
American  sulphur  acid  compared  with  English  pyrites  acid,  is  said  to 
be  so  high  that  English  superphosphate,  prepared  from  American 
phosphate,  can  be  sold  in  America  at  prices  against  which  the 
American  manure  manufacturers  have  a  difficulty  to  compete.  The 
sulphur  for  10  tons  (=  9071*8  kilos.)  sulphuric  acid  66°  costs  83 
dollars ;  the  cost  of  Spanish  pyrites,  however,  amounts  to  only 
49  dollars. 

Besides  Rio  Tinto  pyrites,  a  variety  of  native  iron  sulphide  of  great 
purity  has  recently  been  brought  into  the  American  market.  It  is 
obtained  from  the  Davis  mine  in  Massachusetts,  and  contains  47  per 
cent,  of  available  sulphur.  Zinc,  lead,  and  lime  are  present  only  in 
minute  traces,  whilst  arsenic  is  quite  absent.  The  following  is  the 
composition  compared  with  the  Spanish  ore  : — 


S.  Fe. 

Cu. 

Spanish  pyrites . . 

.  47-87  40-93 

3-82 

Pyrites  from  the  Davis 

mine  . 

.  50*30  42-83 

3*07 

CaO  and 

Pb. 

Zn.  MgO. 

As.  Si02. 

Spanish  pyrites . 

0*62 

0*10  0*19 

0-26  5  42 

v _ 

-v - - 

_ J 

Pyrites  from  the  Davis  mine 

0-61 

3*19 

D.  B. 

Manufacture  of  Aluminium.  {Dingl.  polyt.  J.,  249,  86—88.)— 
It  is  stated  that  Salinders  is  the  only  place  in  the  world  where  alumi¬ 
nium  is  manufactured,  about  2400  kilos,  of  metal  being  produced 
annually.  The  sodium  used  in  the  manufacture  is  obtained  by 
igniting  sodium  carbonate  with  carbon  in  presence  of  a  small 
quantity  of  lime,  which  is  said  to  facilitate  the  distillation.  The 
double  chloride  of  aluminium  and  sodium  is  prepared  by  strongly 
heating  a  mixture  of  alumina,  carbon,  and  sodium  chloride  in  a 
current  of  chlorine.  The  resulting  double  chloride  is  then  fused  with 
the  sodium  in  small  reverberatory  furnaces,  cryolite  being  added  as 
flux. 

Much  has  recently  been  said  in  the  newspapers  with  respect  to  an 
invention  by  which  it  is  supposed  that  Webster  of  the  Aluminium 
Crown  Metal  Works,  Hollywood,  has  greatly  cheapened  aluminium. 
The  preparation  of  1  ton  of  aluminium  is  said  to  cost  only  2,000 
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marks.  The  method  consists  in  strongly  heating  bauxite  with  sodium 
carbonate,  decomposing  the  sodium  aluminate  with  carbonic  anhy¬ 
dride,  heating  the  deposited  alumina  with  carbon  in  a  current  of 
chlorine,  and  fusing  the  resulting  double  chloride  of  aluminium  and 
sodium  with  sodium  and  cryolite.  This  process  is  neither  new  nor  is 
it  possible  to  produce  aluminium  at  a  lower  cost  than  at  Salinders. 
Webster  has  also  patented  a  method  for  preparing  alumina  for  the 
manufacture  of  aluminium,  which  relates  to  the  obtainment  of  anhy¬ 
drous  alumina  from  potash  alum.  The  method  is  impracticable  and 
costly. 

Morris  obtains  aluminium  by  treating  a  mixture  of  alumina  and 
carbon  with  carbonic  anhydride.  A  solution  of  aluminium  chloride 
is  mixed  with  pulverised  charcoal  or  lampblack,  evaporated  to  a  thick 
paste,  cooled,  and  made  into  balls,  which  after  drying  are  placed  in 
iron  tubes  and  heated.  The  last  traces  of  chlorine  are  removed  by 
passing  steam  through  the  tubes.  The  heat  is  then  increased  to  dull 
redness  and  carbonic  anhydride  introduced.  The  carbon  reduces  the 
carbonic  anhydride  to  oxide,  and  this  is  said  to  reduce  the  alumina  to 
aluminium.  D.  B. 

Electroplating  Zinc  with  Nickel.  By  Meidinger  ( Dingl .  polyt . 

249,  90). — Meidinger  states  that  in  electroplating  with  nickel, 
copper,  brass,  and  iron  can  be  well  coated,  whilst  zinc  is  coated  with 
difficulty.  It  is  therefore  recommended  to  slightly  amalgamate  the 
zinc  before  it  is  electroplated  with  nickel  by  placing  it  in  a  solution  of 
mercuric  chloride  or  nitrate  acidified  with  sulphuric  or  hydrochloric 
acid.  The  nickel  then  deposits  well,  adheres  firmly,  and  takes  a  good 
polish.  It  is  thought  that  the  zinc  plates  brought  into  commerce  are 
treated  in  this  manner,  as  they  are  more  brittle  than  pure  zinc  should 
be.  It  is  therefore  necessary  not  to  let  the  amalgamation  go  too  far. 
It  has  been  difficult  to  electroplate  Herman  silver  with  nickel,  and  the 
author  is  of  opinion  that  in  this  case  also  amalgamation  would  give 
good  results.  D.  B. 

Asphalt  or  Bitumen  of  Judea.  By  B.  Delachanal  ( Compt .  rend., 
97,  491—494).— A  specimen  of  bitumen  of  Judea,  obtained  from 
Palestine  through  M.  de  Lesseps,  was  in  the  form  of  large,  somewhat 
friable  lumps,  very  deep  brown  in  colour,  but  not  black,  and  break¬ 
ing  with  a  conchoidal  fracture.  When  heated,  it  gave  off  hydrogen 
sulphide,  and  was  found  to  contain  3 ‘02  per  cent,  of  sulphur.  A 
commercial  sample  of  bitumen  of  Judea  contained  3*14  per  cent,  of 
sulphur.  The  bitumen  does  not  leave  more  than  0*273  per  cent,  of 
ash,  hence  the  greater  part  of  the  sulphur  does  not  exist  in  the  form 
of  metallic  sulphides.  When  bitumen  of  Judea  is  heated,  it  softens, 
melts,  and  at  a  sufficiently  high  temperature  gives  off  hydrogen 
sulphide  and  gaseous  hydrocarbons,  together  with  a  dark- coloured  oil, 
whilst  a  bulky  carbonaceous  residue  is  left  in  the  retort.  This  oil 
can  be  separated  into  several  fractions  which  closely  resemble  the 
products  obtained  by  the  distillation  of  crude  petroleum.  The  oils  are 
partly  soluble  in  fuming  nitric  acid,  leaving  a  residue  of  paraffin 
which  solidifies  at  15°.  C.  H.  B, 
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Manufacture  of  Cellulose.  ( Dingl .  polyt.  J.,  249,  23 — 29  and 
124 — 126.) — The  use  of  sulphurous  anhydride  in  the  manufacture  of 
cellulose  is  becoming  of  more  importance  every  day.  In  1876  Mits- 
cherlich  recommended  treating  finely- divided  wood  under  pressure 
with  a  solution  of  calcium  bisulphite  obtained  by  placing  calcium 
carbonate  in  a  tower  and  introducing  water  into  the  top  and  sulphu¬ 
rous  anhydride  into  the  bottom.  Paper  made  from  the  resulting 
cellulose  was  found  to  be  exceedingly  tough,  and  has  been  sold  as  a 
second  quality  parchment-paper,  although  it  does  not  possess  the 
qualities  which  characterise  this  paper.  The  details  of  Mitscherlich’s 
process  have  since  been  kept  secret.  Francke  works  with  solutions  of 
calcium,  magnesium,  or  sodium  sulphite  of  4°  to  5°  B.,  at  a  pressure 
of  4  to  5  atmospheres,  the  operation  being  completed  in  12  to  15  hours. 
He  uses  rotary  horizontal  cylindrical  boilers  lined  with  lead,  the 
lining  being  independent  of  the  outer  casing,  thus  formiug  a  separate 
boiler.  The  essential  theoretical  difference  between  the  lime  and  the 
magnesia  process  is  that  the  resulting  calcium  sulphate,  being  almost 
insoluble,  remains  in  the  lignose,  whilst  the  magnesium  sulphate  is 
removed  during  the  washing  operation.  At  present  it  is  uncertain 
whether  other  differences  exist  between  the  two  processes. 

The  cost  of  pulp  by  Eckmann’s  method,  depending  on  the  use  of 
magnesium  sulphite,  is  26  marks  per  100  kilos.,  the  selling  price  being 
about  40  marks.  During  last  summer  this  method  was  tested  by  a 
number  of  French  paper  manufacturers  with  the  following  results  : — 
The  quantity  of  wood  employed  was  4395  kilos,  in  the  form  of  hr 
planks.  The  loss  by  removal  of  knots  in  chopping,  grinding,  &c., 
amounted  to  825  kilos.  The  remaining  3570  kilos,  yielded  1437 
kilos,  dry  cellulose  corresponding  with  32' 68  per  cent,  of  the  original 
wood.  The  latter  contained  21  per  cent,  of  moisture,  so  that  the  yield 
on  the  dry  substance  is  equal  to  40  per  cent.  This  is  considerably 
less  than  the  yield  obtained  by  the  Francke-Mitscherlich  process  ; 
the  quality  of  the  pulp,  however,  is  far  superior.  According  to  recent 
trials  made  by  Eckmann,  it  is  shown  that  it  is  possible  to  obtain  at 
will  either  isolated  cells  or  fibrous  bundles  by  using  either  hydrogen 
magnesium  sulphite,  or  magnesium  sulphite.  In  the  former  case,  the 
colouring  and  glutinous  substances  are  completely  dissolved,  whilst  in 
the  latter  case  a  portion  of  the  gluten  remains  in  the  fibres. 

Archbold  macerates  the  woody  tissue  with  dilute  milk  of  lime, 
saturates  with  sulphurous  anhydride  at  a  pressure  of  4  to  5  atmo¬ 
spheres,  and  washes  the  mass  with  water. 

Tilghman’s  method  consists  in  boiling  in  closed  vessels  wood,  esparto 
or  flax,  with  sulphurous  anhydride  or  calcium  bisulphite,  or  both. 

Pictet  recommends  the  use  of  liquid  sulphurous  anhydride.  Finely- 
divided  wood  is  first  immersed  in  water,  and  for  every  litre  120  grams 
of  liquid  sulphurous  anhydride  is  added.  At  a  temperature  of  85°  a 
pressure  of  7  atmospheres  is  produced,  so  that  the  incrustating  sub¬ 
stances  of  the  wood  are  strongly  attacked.  The  pulp  has  the  grey 
colour  of  the  original  wood,  but  may  be  easily  bleached. 

In  discussing  the  sulphite  treatment,  Bourdilliat  contradicts  the 
statement  that  sulphuric  acid  is  formed  when  wood  is  boiled  with 
sulphites  m7  moreover,  he  believes  that  the  sulphurous  anhydride  dis- 
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solves  the  incrustating  substances  of  the  wood,  bleaches  the  colouring 
matters,  and  deposits  finely-divided  sulphur  in  the  fibres,  whilst  the 
resins,  which  are  attacked  by  sulphurous  anhydride,  form  soaps  with 
the  base  of  the  bisulphite.  These,  together  with  the  sulphur,  remain 
in  the  fibre  and  add  considerably  to  its  weight ;  the  loss  during  the 
washing  operations  is  therefore  not  of  fibre  but  of  the  mass- compound 
of  sulphur,  resin,  and  lime. 

Cross  is  under  the  impression  that  the  action  of  the  magnesium 
sulphite  is  to  prevent  the  oxidation  of  wood  and  bgnified  cellulose 
when  heated  with  water  under  pressure.  For  comparing  the  success 
of  the  different  sulphite  processes,  the  test  for  lignose  with  aniline 
sulphate  is  said  to  give  unsatisfactory  results  :  it  is  preferable  to  treat 
the  cellulose  first  with  chlorine  and  then  with  sodium  sulphite  ;  if 
lignose  is  present,  a  magenta  colour  is  produced.  D.  B. 

Alcohol  from  Melon-juice.  By  Levat  (Compt.  rend.,  97,  615 — 
616). — Melon-juice  does  not  undergo  fermentation  directly,  but  on 
boiling  it  with  very  dilute  sulphuric  acid,  the  sugar  in  the  juice  is 
inverted,  and  fermentation  then  takes  place  readily,  5  litres  of  alcohol 
being  obtained  from  30  kilos,  of  melons.  C.  H,  B. 

Clouding  and  Fining  of  Wines.  By  J.  Kessler  ( Bied .  Gentr., 
1883,  342 — 344). — Seven  varieties  of  Greek  wines,  when  exposed  to 
low  temperatures,  become  cloudy,  but  a  young  wine  clouded  as  the 
temperature  rose  ;  the  substance  rendered  insoluble  by  the  lowering 
of  the  temperature  redissolved  as  the  temperature  rose,  but  when 
some  wine  had  been  withdrawn  from  the  cask,  while  it  was  cloudy, 
the  wine  refused  to  clear.  Fining  with  albumin,  &c.,  prevents  cloudi¬ 
ness,  and  the  browning  and  thickening  which  so  frequently  occur  are 
due  to  decomposed  husks  introduced  during  manufacture.  To  fine 
wines  which  have  refused  to  clear  by  means  of  albumin,  “  Spanish 
earth  ”  (100^ — 200  grams  per  hectolitre)  is  recommended  ;  this  is  also 
the  best  material  to  use  in  the  preparation  of  sparkling  wines. 

E.  W.  P. 

Plastered  Wine.  By  M.  Nencki  (Bied.  Centr .,  1883,  345—347). 
—This  paper  is  an  answer  to  questions  laid  before  the  author  by  the 
municipal  authorities  of  Berne.  Plastered  wines  are  not  of  necessity 
prejudicial  to  health,  although  in  a  few  cases  they  may  be  so,  and  then 
only  when  a  strongly  “  plastered  ”  wine  has  been  regularly  used. 
Probably  Marsala,  &c.,  which  is  more  strongly  “  plastered,”  may  be 
harmful,  but  the  author  has  no  proof  as  to  whether  it  is  or  is  not  so. 
Natural  wines  may  contain  as  much  as  0‘503  gram  K2S04  per  litre. 
Plastering  should  introduce  into  the  wine  only  a  quantity  of  sulphates 
equivalent  to  2  grams  K2S04,  and  no  more.  Free  sulphuric  acid  has 
occasionally  been  detected  in  wine ;  this  arises  from  the  formation  of 
ethyl  sulphate,  which  has  been  mistaken  for  the  other  acid. 

E.  W.  P. 

Barley  and  Malt.  (DingL  pnhjt .  /.,  249,  133 — 139.) — Bungener 
and  Fries  have  found  that  boiling  water  containing  1  per  cent, 
salicylic  acid,  readily  dissolves  starch,  forming  a  thick  syrupy  mass, 
which,  on  cooling,  deposits  tabular  crystals  of  starch.  On  boiling 
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4  to  5  grams  of  finely  ground  barley  with  150  c.c.  water  and  1*5  gram 
salicylic  acid  for  three-quarters  of  an  hour,  all  the  starch  is  dissolved. 
The  hot  opalescent  colourless  liquid  is  filtered,  and  the  residue  washed 
with  hot  water  until  the  filtrate  ceases  to  react  with  iodine.  Hydro¬ 
chloric  acid  is  then  added  to  the  starch  in  the  filtrate,  and  the  result- 
ing  glucose  determined  by  means  of  copper  solution.  The  results  are 
1  to  2  per  cent,  higher  than  those  obtained  when  the  starch  is  dis¬ 
solved  in  water  at  135°.  In  the  latter  case,  a  dark-coloured  solution 
is  formed,  probably  due  to  decomposition. 

According  to  Aubrey,  five  samples  of  Alsatian  Chevalier  barley 
(1882  crop)  contained  the  following  ingredients,  calculated*  on  the  dry 


substance : — 

I. 

II. 

III. 

IV. 

y. 

Starch  . 

6273 

58-20 

60*39 

65*49 

66-34 

Nitrogen . 

Prote'ids  corre- 

1-9008 

1-9456 

1-6208 

1-6400 

1-7456 

sponding  with 
nitrogen  .... 

11-88 

1916 

10-13 

10-25 

10-91 

Phosphoric  acid. 

1-053 

1-082 

1-064 

1*030 

1-062 

Similar  samples,  from  the  year  1880,  made  into  malt  and  dried  at 
81°,  gave  the  following  results  : — 


The  barley  contained 

G-enninating 

power. 

Yield  of 
extract 
from  dry 
substance 
per  cent. 

Maltose  in 
extract 
per  cent. 

Maltose :  non¬ 
maltose  —  1 

Saccharification 
in  minutes. 

Starch. 

Nitrogen. 

Phosphoric 

acid. 

62  -57 

1-659 

99 

81  -62 

63-96 

0-56 

30 

65-35 

1-443 

99 

84*36 

62-32 

0-60 

45 

65-14 

1*646 

98 

84  -09 

65-25 

0-53 

30 

61-20 

1-646 

1 

97 

83-26 

63  -02 

0*58 

30 

64-20 

1-625 

100 

80-67 

64-17 

0-55 

30 

65  -78 

1-819 

1-098 

100 

79  *70 

64-49 

0-55 

30 

Schwarz  has  investigated  different  kinds  of  American  barley.  He 
shows  that  the  weight  of  the  grain  is  no  criterion  as  to  the  amount  of 
solid  matter,  starch,  prote'ids  (nitrogen  X  6 '25),  and  ash  contained  in 
the  barley.  The  subjoined  table  illustrates  the  results  of  his 
investigation  : — 
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Quality. 

Weight 

of 

grain. 

Per¬ 

centage 

of 

water. 

The  dry  substance  contains 

Starch 

per 

cent. 

Proteids 

per 

cent. 

Ash 

per 

cent. 

Phosphoric 
acid  per 
cent. 

Minnesota  barley . 

30  *9 

14-13 

67-31 

13'58 

2-77 

1 

Scotch,  quality  II . 

35  4 

14-35 

63*77 

13*34 

2 '82 

m 

Scotch,  quality  I ...... . 

34'  5 

11 '90 

64 '85 

11*93 

2*86 

1 

Choice  Scotch . 

31  2 

14  '33 

65  '20 

11  '67 

3 '28 

0'934 

Wisconsin  barley . 

32 '6 

16  -14 

65  '47 

10  '80 

2*83 

0*997 

Scotch  Wisconsin  barley 

35 '2 

14 '34 

66  *12 

9-25 

2-74 

Canada,  quality  II . 

29  ‘0 

15*31 

65  '33 

10  27 

3 '16 

Canada,  quality  I . 

32*8 

16' 96 

68*53 

12 '73 

3 '74 

0*996 

West  Canada . 

30-7 

13  *29 

67  '54 

11  '01 

3  02 

0  ‘954 

Chevalier  California  .... 

43 ‘7 

13-31 

68 '33 

10  '42 

2'86 

State  barley . 

35'0 

11  '24 

66 '35 

11  *45 

2*72 

0*935 

Canada  barley . 

28*6 

10'46 

66 '48 

10  -47 

2*92 

0*856 

With  regard  to  the  changes  in  weight  and  volume  which  barley  and 
malt  undergo,  Chodounsky  found  that  kiln-dried  malt,  immediately 
after  being  dried,  shows  a  diminution  in  volume,  whilst  malt,  when 
kept,  increases  both  in  weight  and  volume,  100  hectolitres  of  barley 
yield  97  to  99  hectolitres  of  kiln-dried  malt,  and  99  to  101  hectolitres 
of  stored  malt. 

Lintner  states  that  the  defects  in  the  present  malting  processes  are 
due  mainly  to  the  want  of  uniformity  of  temperature  in  the  germinat¬ 
ing  heaps,  and  the  difference  in  the  amount  of  moisture  which  exists 
in  the  various  layers.  The  gradual  discharge  of  carbonic  anhydride, 
and  the  defective  admission  of  oxygen,  has  a  marked  effect  on  the 
malt.  These  imperfections  are  said  to  be  removed  by  the  pneumatic 
malting  process,  in  which  the  barley,  after  germination,  is  thrown  on 
a  plate  having  fine  perforations;  the  air  underneath  the  plate  is 
then  exhausted.  Thus  the  heat  is  withdrawn  and  the  carbonic 
anhydride  removed  in  a  regular  stream,  so  that  the  germinating  grain 
is  situated  in  a  bath  of  pure  air,  having  always  the  same  temperature 
and  containing  the  same  amount  of  moisture.  To  effect  this  the  air  is 
previously  purified  and  heated  to  the  necessary  temperature. 

1  1  '  D.  B. 

The  System  on  which  Rice  may  be  Used  in  Brewing.  By 

A.  Markl  ( Bied .  Gentry  1883,  348). — The  analyses  of  rice  published  by 
Braconnot  show  that  it  is  better  adapted  for  brewing  than  barley,  but 
owing  to  its  higher  sp.  gr.,  precautions  must  be  taken  to  prevent  its 
settling  to  the  bottom  of  the  mash-tub  ;  to  obtain  the  best  results,  the 
rice  must  be  previously  boiled  and  steamed  before  mashing ;  the 
wort  may  be  strongly  hopped,  and  then  kept  cool  to  ensure  normal 
fermentation.  E.  W.  P. 

Fermentation  of  Bread.  By  G.  Chicandard  ( Compt .  rend.,  97, 
616 — 617). — A  reply  to  Marcano,  Mousette,  and  Boutroux. 
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Alteration  of  Flour  by  Age.  By  Balland  ( Corrupt .  rend.,  97, 
346 — 347). — The  proportion  of  water  is  slightly  variable,  and  alters 
with  the  hygrometric  condition  of  the  atmosphere.  Fatty  matters 
experience  no  sensible  alteration  in  weight,  but  become  rancid.  The 
saccharine  substances  decrease  in  amount,  but  the  diminution  bears 
no  relation  to  the  degree  of  acidity.  The  degree  of  acidity  depends 
on  the  nature  of  the  grain,  flour  from  soft  grain  becoming  acid  more 
rapidly  than  flour  from  hard  grain.  This  acidity  is  apparently  con¬ 
nected  directly  with  the  alteration  of  the  albuminoids,  which  at  first 
exist  in  the  form  of  insoluble  gluten,  but  gradually  decompose  with¬ 
out  loss  of  weight.  The  amylaceous  constituents  would  seem  to 
remain  unchanged.  Flour  which  has  not  been  finely  sifted  keeps 
badly,  and  is  always  more  acid  ;  it  contains  a  higher  proportion  of 
woody,  fatty,  and  saccharine  substances,  and  more  gluten.  Flour  kept 
in  bags  alters- more  rapidly  than  flour  preserved  in  closed  vessels. 
For  the  same  degree  of  sifting,  flour  obtained  by  millstones  keeps  as 
well  as  that  obtained  by  cylinders ;  the  acidity  is  independent  of  the 
grinding.  The  farinaceous  portion  of  the  grain  in  contact  with  the 
external  envelope  is  more  acid  than  the  internal  portion ;  it  contains 
the  same  amount  of  gluten,  but  alters  more  rapidly.  C.  H.  B. 

Notes  on  Milk  and  Butter.  By  M.  Schmoger  and  others  (Bled. 
Gentr „  1883,  418 — 419). — Experiments  were  made  to  discover  whether 
it  is  better  to  cool  milk  before  skimming  or  not.  The  instrument  used 
was  a  tubular  cooler,  similar  to  that  of  Bossier,  but  with  oval  tubes 
instead  of  circular.  It  worked  well,  bringing  the  milk  in  a  short 
time  to  within  2°  of  the  temperature  of  the  water  employed.  The 
cooled  jnilk  was  compared  with  some  from  the  same  milking  not  arti¬ 
ficially  cooled ;  the  results  were  decidedly  in  favour  of  the  former. 
Experiments  in  butter-making  were  made  with  the  Holstein,  Lefeldt, 
and  a  roekiug  churn  of  American  invention,  using  sweet  and  sour 
cream. 


Holstein  system 
Lefeldt  ,, 

Booking  churn. . 

Average  duration  of  process  was  less  by  the  Holstein  process  than 
by  the  two  others.  J.  F. 

Artificial  Butter  Colourings.  By  E.  Schmitt  (Ann.  Agronomiques , 
9,  255 — 257). — Amongst  the  substances  employed  for  this  purpose, 
the  author  enumerates  marigold  and  carthamus  flowers,  saffron,  carrot 
juice,  and  turmeric ;  more  recently  coal-tar  colours  have  been  intro¬ 
duced,  such  as  coralline -yellow  and  Victoria-yellow,  and  also  lead 
chromate.  The  two  most  widely  sold  colourings  are  Krick’s  4 4  Orantia” 
and  Trannoy’s  44  Carottine  ” ;  the  author  shows  that  annatto  is  the 
basis  of  both.  44  Orantia”  can  be  exactly  imitated  by  digesting 
50  grams  annatto  with  100  grams  crystallised  sodium  carbonate,  dis- 


Fat  left  in  buttermilk. 


Sweet  cream. 
O’ 71  per  cent. 
151 
1-20 


Sour  cream. 
0*85  per  cent, 


0*84 

0'50 
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solved  in  a  litre  of  water,  and  evaporating  down  to  half  a  litre. 
“Carottine”  is  a  much  better  preparation,  and  may  be  imitated  by 
digesting  125  grams  annatto  in  half  a  litre  of  oil ;  a  mixture  of  equal 
parts  of  annatto  and  turmeric  root  will  give  a  lighter  yellow.  It  is 
used  in  the  proportion  of  a  teaspoonful  to  25  litres  of  cream,  and  the 
colour  diffuses  very  rapidly  and  uniformly  throughout  the  butter. 

J.  M.  H.  M. 

New  Dyestuffs.  (DingL  polyt .  J.,  248,  340 — 343.) — Whereas 
the  monosulphonic  acids  of  phenylamidoazobenzene  produce  reddish- 
yellow  to  orange  dyes,  the  corresponding  tri-  and  tetra-sulphonic 
acids  yield  pure  yellow  shades.  For  the  preparation  of  the  polysul- 
phonic  acids  of  phenylamidoazobenzene,  NHPh.CfiH^l^.CeHs,  20  kilos, 
of  the  latter  are  treated  in  the  cold  with  100  kilos,  fuming  sulphuric 
acid  containing  20  per  cent,  anhydride.  The  mixture  is  warmed  to 
60—70°,  and  the  temperature  reduced  after  three  or  four  hours.  The 
mass  is  then  thrown  into  water,  treated  with  milk  of  lime,  and  the 
calcium  compound  with  the  sulphonic  acids  converted  into  sodium 
salts.  This  polysulphonic  acid  is  obtained  also  by  heating  to  70 — 80° 
20  kilos,  of  the  monosulphonic  acid  with  80  kilos,  fuming  sulphuric 
acid,  and  completing  the  process  as  before.  These  dyes  are  brought 
into  commerce  as  potassium  or  sodium  salts  in  the  dry  state. 

For  the  production  of  artificial  indigo  from  the  orthamido-deriva- 
tives  of  acetophenone  and  phenylacetylene,  the  Badische  Anilin  und 
Soda  Fabrik  treats  a  concentrated  solution  of  aeetylorthamidoaceto- 
phenone,  or  of  acetylorthamidophenylacetylene  in  carbon  bisulphide 
in  the  cold  with  an  equal  weight  of  dry  bromine.  A  crystalline 
bromine  compound  is  formed,  which  is  dissolved  in  10 — 20  times  its 
weight  of  concentrated  sulphuric  acid.  Dilution  of  this  with  water 
causes  the  precipitation  of  colourless  flakes ;  these  dissolve  in  warm 
soda  solution  to  a  clear  deep  yellow  liquid,  from  which  indigo 
separates  out  on  contact  with  the  air  . 

According  to  the  Farbwerke,  late  Meister,  Lucius,  and  Brfining, 
tolylaldehyde  from  metaxylene  is  converted  by  nitration  into  meta- 
methylorthonitrobenzaldehyde.  This  on  treatment  with  twice  its 
weight  of  acetone,  and  25  times  its  weight  of  a  2  per  cent,  solution  of 
soda,  is  readily  transformed  into  methyl-indigo,  a  substance  closely 
resembling  natural  indigo,  but  from  which  it  may  be  distinguished 
by  its  ready  solubility  in  water.  From  the  same  source,  processes  for 
the  preparation  of  azo-dyes  from  the  trisulphonic  acids  of  /3-naphthol 
are  given.  The  trisulphonic  acid  is  obtained  by  treating  0-naphthol 
with  fuming  sulphuric  acid  containing  20  per  cent,  anhydride  at  140 — 
160°,  until  the  mass  gives  a  pure  green  fluorescent  solution  with 
ammonia.  Combined  with  various  diazo-compounds  this  acid  yields 
yellow,  orange-red,  and  bluish-red  dyes,  of  which  the  three  following 
are  specially  adapted  for  dyeing  cotton : — (1.)  A  red  dye,  obtained  by 
the  action  of  the  diazo-compound  of  a-naphthylaminesul  phonic  acid 
on  sodium  /3-naphtholtrisulphonate  in  presence  of  ammonia.  (2,.)  A 
bluish- red  dye,  resulting  from  the  action  of  the  diazo-compound  of 
amidoazobenzene  on  sodium  /3-naphtholtrisulphonate  in  presence  of 
ammonia.  (3.)  A  bluish-red  colouring  matter,  obtained  from  the 
diazor compound  of  amidoazobenzenesulphonic  acid.  In  the  above 
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three  cases  the  dye  is  thrown  down  as  a  bulky  precipitate  on  mixing 
a  solution  of  sodium  /3-naphtholtrisulphonate  with  that  of  any  of  the 
diazo-compounds.  The  precipitate  is  purified  by  dissolving  it  in 
water  and  reprecipitating  with  salt.  D.  B. 

New  Coal-tar  Dyes.  (DingL  polyL  /.,  248,  252—256.) — Ac¬ 
cording  to  C.  Reiehl,  a  new  phenyl  colouring  matter  is  obtained  by 
the  cohobation  in  molecular  proportions  of  an  alkaline  xanthate 
and  resorcinol  dissolved  in  a  small  quantity  of  water  or  alcohol,  so 
long  as  carbon  bisulphide  is  returned.  Water  is  added  to  the  dark 
yellow  liquid  obtained,  which  is  then  filtered,  and  the  colouring 
matter  precipitated  with  hydrochloric  acid  from  its  previous  combi¬ 
nation  with  the  alkali.  It  may  be  obtained  by  recrystallisation  from 
hot  water  in  slender  yellow  needles,  insoluble  in  cold,  but  readily 
soluble  in  hot  water ;  alcohol,  acetic  acid,  and  alkalis  dissolve  it  with 
ease.  Wool  and  silk  are  dyed  a  brilliant  yellow  in  a  weak  acid  solu¬ 
tion.  Orcinol,  quinol,  pyrogallol,  naphthol,  and  quinone  similarly 
treated  also  yield  yellow  dyes. 

For  the  preparation  of  a  monosulphonic  acid  of  ^-naphthylamine 
and  /3-naphthol,  the  Baden  Anilin  und  Soda  Fabrik  allow  sulphuric 
acid  (96  to  97  per  cent.)  to  act  on  ^-naphthylamine  at  a  temperature 
of  100°  to  105°,  the  sparingly  soluble  modification  of  the  monosul¬ 
phonic  acid  being  exclusively  formed.  By  converting  this  into  the 
diazo-compound  and  decomposing  the  latter  with  water,  /3-naphthol- 
monosulphonic  acid  is  obtained,  the  acid  sodium  salt  of  which  is 
sparingly  soluble  in  hot  alcohol.  By  evaporating  the  aqueous  solu¬ 
tion  of  the  free  acid,  it  is  split  up  into  /3-naphthol  and  sulphuric  acid. 
When  the  alkaline  solution  of  the  acid  is  brought  in  contact  with  the 
diazomonosul phonic  acid  of  azobenzene,  orange-coloured  flakes  are 
thrown  down.  This  azo-colouring  matter  dyes  ponceau-red  shades. 

A  process  for  preparing  red  and  brown  azo-dyes  from  anthrol, 
anthrolsulphonic  acids,  and  dioxy anthracene  has  been  patented  by 
the  Actien.  Gies.  f.  Anil.  Fab.  Berlin.  The  claims  are  the  pairing  of 
anthrol,  anthrolsulphonic  acid,  anthroldihydride  and  its  snlphonic 
acid,  as  well  as  a-  and  /3-oxyanthrol  with  diazobenzene  and  its  homo- 
logues,  diazonaphthalene,  diazoanisoil,  the  sulphonic  acids  of  these 
diazo- bodies,  with  diazoanthraminesulphonic  acid,  diazoamidoazoben- 
zene  and  its  homologues,  and  mono-  and  di-sulphonic  acids  of  these 
diazo-compounds.  The  products  containing  the  sulphuryl -group  are 
soluble  in  water,  the  remainder  dissolve  in  alcohol.  D.  B. 

Composition  of  Turkey-red  Oil.  By  L.  Liechti  and  W.  Suida 
( Ber .,  16,  2453 — 2458). — Glycerol  trioleate  and  triricinoleate  were 
treated  with  sulphuric  acid,  and  the  products  separated  in  a  similar 
manner  to  that  employed  in  the  manufacture  of  Turkey-red  oil.  The 
products  of  the  reaction  in  each  case  consist  essentially  of  two  sub¬ 
stances,  of  which  the  one  is  more  soluble  in  ether,  the  other  in  water. 
The  compound  soluble  in  water  derived  from  glycerol  trioleate  is 
glyceryl  sulphate  hydroxy  oleate,  C42H780i2S  =  SO^CaHs^H^CisHsaOs^, 
an  oily  substance  of  acid  nature,  very  soluble  in  water  and  alcohol, 
more  sparingly  in  ether,  carbon  bisulphide,  and  benzene.  When 
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heated  with  water,  it  yields  glycerol,  hydroxyoleic  acid,  and  sulphuric 
acid.  It  unites  with  bromine  in  the  cold.  When  mixed  in  aqueons 
solution  with  metallic  acetates,  it  yields  salts,  of  which  the  following 
have  been  analysed: — Copper  salt,  C42H74Oi2SCu2  ;  barium  salt, 
C42H76012SBa;  silver  salt,  C42H76Oi2SAg2 ;  aluminium  salt, 
(C4*H74012S)sAl4 ;  zinc  salt,  C42H740i2SZn2. 

Glyceryl  sulphate  trihydroxy oleate, 

C42H78016S  =  S04[C3H5(0H).C18H3305]2, 

the  corresponding  derivative  from  glyceryl  triricinoleate,  closely  re¬ 
sembles  the  preceding  compound  in  all  its  properties.  The  following 
salts  have  been  analysed: — Copper  salt,  C42H760i6SCu ;  barium  salt, 
(C42H77Oi6S)2Ba  +  C42H76016SBa;  silver  salt,  C42H76Oi6SAg2  + 
C42H770i6SAg;  aluminium  salt,  (C42H740x6  S)3A14. 

The  substances  soluble  in  ether  proved  to  be  identical  with  the 
hydroxyole’ic  acids  contained  in  the  foregoing  conjugated  compounds. 
They  are  both  crystalline,  insoluble  in  water,  readily  soluble  in  ether, 
alcohol,  carbon  bisulphide,  and  benzene.  Hydroxyoleic  acid ,  C^H^Os, 
melts  at  56 — 58°  ;  the  following  salts  have  been  analysed : — Normal 
copper  salt,  (C^H^Ch^Cu ;  acid  copper  salt,  (C18H3303)2Cu  -f 
2Ci8H3403;  acid  barium  salt,  (Ci8H3303)2Ba  +  2C]8H3403  ;  acid  calcium 
salt,  (Ci8H3033)2Ca  -1-  2Ci8H3403  5  aluminium  salt,  (C]8H3303)6A12. 
Trihydroxy  oleic  acid ,  Ci8H3405,  melts  at  64°  ;  the  following  salts  were 
obtained  : — Copper  salt,  (Ci8H3305)2Cu  ;  barium  salt,  (Ci8H3305)2Ba 
+  2C18H3405 ;  aluminium  salt,  (Ci8H3306)6Al2 ;  silver  salt,  C18H3305Ag. 

The  reaction  occurring  in  the  manufacture  of  Turkey-red  oil  is 
therefore  expressed  by  the  equations — 

2C3n5(C18H3302)3  +  7H2S04  =  C42H78013S  +  6S02  +  4H20 

+  4C18H34O3. 

2C3H6(C18H3303)3  +  13H2S04  =  C42H78016S  +  12S02  +  10H2O 

+  4Ci8H3405. 

In  confirmation  of  this  view,  it  was  found  that  on  heating  sulphuric 
acid  with  oleic  acid,  hydroxyoleic  acid  was  obtained,  and  that  a  mix¬ 
ture  of  glycerol,  oleic  acid,  and  sulphuric  acid,  when  heated,  yielded 
glycerol  sulphate  hydroxy  oleate.  Compounds  similar  to  the  last 
named  were  prepared  by  heating  oleic  and  sulphuric  acids  with 
mannite,  grape-sugar,  starch,  cellulose,  or  dextrin.  They  are  all 
soluble  in  water,  give  metallic  derivatives,  and  are  decomposed 
when  boiled  with  alkalis,  with  separation  of  hydroxyoleic  acid. 

a.  j.  a. 

Explosives  and  their  Application.  ( DingL  polyt.  J .,  248, 
509 — 513). — Dolliak  attributes  the  presence  of  metal-dust  in  gun¬ 
powder  to  the  wear  and  tear  of  the  machines  used  for  finely  dividing 
and  intimately  mixing  the  powder. 

Straw  nitrocellulose  is  more  unstable  and  therefore  less  secure  than 
gun-cotton.  This  is  due  to  the  fact  that  although  before  nitrating 
the  straw  it  is  digested  in  a  solution  of  potash,  the  cellulose  of  the 
straw  fibre  is  not  separated  entirely  in  the  pure  state,  but  is  contami- 
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nated  with,  fat,  wax,  resin,  or  pectins,  which  form  unstable  nitro¬ 
compounds. 

For  the  preparation  of  a  new  gun-  and  blasting-powder,  Himly  and 
Friitzockler-Falkenstein  grind  and  mix  together  the  following  sub¬ 
stances  in  proportions  so  that  when  the  mixture  is  ignited  complete 
combustion  occurs  :  nitre,  potassium  chlorate,  and  a  solid  hydrocarbon. 
The  mixture  is  treated  with  a  light  hydrocarbon,  and  the  plastic  mass 
made  into  flat  cakes,  from  which  the  liquid  hydrocarbon  is  expelled 
by  evaporation.  The  solid  residue  is  then  broken  up  into  grains  of 
the  required  size. 

Reid  recommends  to  moisten  the  explosive  compound  containing 
nitrocellulose  with  alcohol  and  dry  it,  wffiereby  a  hard  and  uniform 
mass  is  obtained. 

It  is  stated  that  a  determination  of  the  heat  produced  and  an  esti¬ 
mation  of  the  gaseous  products  formed  by  the  combustion  of  an 
explosive,  is  not  sufficient  to  show  its  value.  The  lead  test  in  this 
case  is  said  to  give  more  accurate  results.  The  active  force  of  a 
variety  of  explosives  was  determined  according  to  this  test  with  the 
following  results : — 

Proportion  of 
hollow 
spaces  in  the 
lead  test. 

Nitroglycerol .  1000 

Blasting  gelatine  . .  .  .  1000 

Gelatine  dynamite  * .  770 

Kieselguhr  dynamite  700 

Mercury  fulminate  .  *  300 

The  following  comparison  by  Steiner  illustrates  the  working  of  a 
lignite  coal  mine  with  gunpowder  and  dynamite  No.  II,  the  total  out¬ 
put  being  50,000  tons  : — 


Active  force  according  to  trials  made 
at  the  following  places  : — 


r~ 

St.  Grothardt. 

Ramsbeck. 

Zankeroda* 

1000 

1000 

1000 

— 

— 

730 

698 

683 

688 

With  the  use  of 

| 

Produce. 

Current 

expenses, 

fl. 

Working 

profit, 

fl. 

Tons  at 

2  '60  fl. 

Tons  at 

1  ‘60  fl. 

Tons 
without 
yalue.  ■ 

Total  for 
50,000 
tons  fl. 

Gunpowder . . 

Dynamite,  No.  il  ...... 

39,400 

31,600 

7100 

9200 

3500 

9200 

113,800 

96,880 

80,500 

74,000 

33,300 

22,880 

These  results  confirm  the  fact  that  dynamite  is  less  suitable  than 
gunpowder  for  blasting  coal,  as  its  shattering  effect  is  more  powerful 
than  that  of  gunpowder.  D.  B. 
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Separation  of  Rays  of  High  and  Low  Refrangibility.  By  F. 

v.  Assche  ( Compt .  rend.,  97,  838 — 840). — A  thin  layer  of  selenium, 
obtained  by  compressing  a  drop  of  the  fused  substance  between  plates 
of  glass  at  250°,  and  allowing  it  to  cool  slowly  under  pressure, 
only  transmits  the  rays  between  Fraunhofer’s  lines  A — 0.  The 
amount  of  absorption  increases  with  the  thickness  of  the  layer. 
When  a  beam  of  white  light  is  passed  first  through  a  solution  of 
alum  and  then  through  a  film  of  selenium,  all  the  luminous  rays  are 
arrested.  A  thin  film  of  selenium,  if  heated  to  250°,  is  apparently 
opaque  to  all  luminous  radiation.  C.  H.  B. 

Atmospheric  Absorption  by  Aqueous  Vapour.  By  W.  W, 

Abney  and  R.  Festing  ( Proc .  Boy.  Soc .,  35,  328 — 341). — In  the 
course  of  some  investigations  on  the  atmospheric  absorption  in  the 
infra-red  of  the  solar  spectrum,  the  authors  established  the  coinci¬ 
dence  of  the  absorption-bands  of  the  spectrum  with  those  due  to 
water.  They  have  further  confirmed  Langley’s  researches  as  regards 
Cauchy’s  formula  for  refraction. 

In  this  paper,  the  spectrum  is  examined,  which  is  obtained  by  using 
the  crater  of  the  positive  pole  of  the  electric  light  as  a  source  of 
radiation  by  means  of  a  thermopile,  and  the  variations  produced  by 
placing  layers  of  water  of  different  thickness  in  front  of  the  slit. 
The  diagrams  show  that  the  thermograms  of  the  water  spectra  are 
absolutely  coincident  with  the  absorption  in  the  photographs,  but 
the  former  method  is  probably  the  more  delicate. 

By  means  of  the  thermograms,  the  solar  temperature  may  be 
approximately  estimated ;  for  Dewar  has  shown  that  the  temperature 
of  the  source  of  heat  is  nearly  proportional  to  the  square  root  of  the 
total  variation  represented  by  the  area  of  the  thermogram  curve. 
The  temperature  of  the  crater  is  calculated  at  about  6000,  and  in  the 
prismatic  solar  spectrum  the  scale  is  4*5  times  that  of  the  scale  of  the 
crater  thermogram ;  the  highest  solar  temperature,  therefore,  would  be 
-v/4'5  X  6000  =  12,700,  a  value  far  higher  than  that  put  forward  by 
Siemens. 

Among  other  results,  the  existence  of  a  large  quantity  of  solar 
radiation,  due  to  low  temperature,  is  shown  to  be  more  than  pro¬ 
bable.  V.  H.  V. 

Radiant  Matter  Spectroscopy.  By  W.  Crookes  (Proc.  Boy. 
Soc.y  35,  262 — 271). — Whilst  studying  the  phenomena  presented  by 
various  substances  when  struck  by  the  molecular  discharge  from  the 
negative  pole  in  a  highly  exhausted  tube — the  so-called  radiant  matter 
—  the  author  observed  a  bright  citron  line  or  band:  this  appeared 
more  markedly  when  the  substance  under  examination  was  converted 
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into  the  sulphate  by  evaporation  with  strong  sulphuric  acid.  Pre¬ 
liminary  evidence  tended  to  show  that  this  band  was  due  to  calcium, 
for  most  native  compounds  of  this  element  produced  it,  and  it  became 
better  defined  when  solutions  of  these  substances  were  precipitated  by 
ammonium  oxalate.  But  if  the  calcium  compound  gave  no  band 
originally,  it  could  not  be  brought  out  by  any  process,  chemical  or 
physical.  Tentative  experiments  established  that  this  line  was  due  to 
some  member  of  the  yttrium  and  its  allied  families  present  in  samars- 
kite,  and  by  the  method  of  differences  these  were  ultimately  restricted 
to  the  four  following  :  mosandrum,  lithium,  ytterbium,  and  yttrium. 
By  a  long  series  of  separations,  this  citron  band  was  shown  finally  to 
be  due  to  yttrium,  whose  sulphate  in  a  “  radiant  matter  ”  tube  con¬ 
sists  essentially  of  a  broad  red  band,  an  intensely  brilliant  citron 
band,  and  two  equally  brilliant  green  bands. 

The  above  investigations  show  that  yttrium  is  more  widely  dis¬ 
tributed  than  has  been  suspected  hitherto.  From  the  results  of 
quantitative  spectrum  analysis  it  is  seen  that  amongst  other  sub¬ 
stances  a  specimen  of  coral  contains  1  part  of  yttrium  in  200  parts  ; 
strontianite,  1  part  in  500 ;  chondrodite  from  Mount  Somma,  1  part 
in  4,000 ;  calcite,  1  part  in  10,000 ;  ox-bone,  1  part  in  10,000 ;  a 
meteorite  (Alfianello),  1  part  in  100,000  ;  and  tobacco-ash,  1  part  in 
1,000,000.  Y.  H.  Y. 

Line  Spectra  of  Boron  and  Silicon.  By  W.  N.  Hartley 
( Proc .  Roy.  Soc .,  35,  301 — 304). — Among  other  spark  spectra  of 
saline  solutions,  those  of  boron  and  silicon  present  a  particular  interest. 
In  the  spectrum  of  sodium  diborate,  three  sharp  lines  A  3450*3,  A  2497, 
and  A  2496*3  appear,  and  if  the  solution  of  the  salt  be  sufficiently 
strong,  the  sodium  lines  are  not  visible.  A  detailed  description  and 
the  wave-lengths  of  the  spark  spectrum  of  silicon  compounds  are 
given,  and  it  is  noted  that  a  certain  group  of  these  lines  is  attributed 
by  Liveing  and  Dewar  to  the  element  carbon,  although  the  author  did 
not  observe  them  in  his  spectrum  of  graphite.  Probably  the  specimen 
of  graphite  used  by  Liveing  and  Dewar,  although  purified  with  the 
greatest  care,  contained  traces  of  silicon,  for  not  only  graphite,  but 
other  elements,  as  aluminium  and  iron,  are  invariably  contaminated 
with  traces  of  silicon.  Y.  H.  Y. 

Ultra-violet  Absorption  Spectra  of  Albuminoids.  By  J.  L. 

Soret  ( Gompt .  rend .,  97,  642—644). — Diluted  white  of  egg  albumin 
precipitated  by  hydrochloric  acid  and  redissolved  in  excess,  /1-albumin 
dissolved  in  hydrochloric  acid,  purified  albumin,  protalbin,  artificial 
protalbin,  pepsino-pseudopeptone,  pancro- pseudopeptone,  casein  from 
milk,  serum  from  the  blood  of  the  pig,  mucin  from  Helix  pomatia , 
globulin,  myosin,  and  syntonin  all  give  practically  the  same  spectrum, 
which  is  characterised  by  an  absorption-band  coincident  with  the 
cadmium  line  at  17,  and  a  band  of  no  absorption  at  18.  This  fact 
indicates  that  all  these  albuminoids  contain  a  common  principle  to 
which  the  absorption- band  is  due.  Gelatin,  which  differs  from  albu¬ 
min  in  other  respects,  is  much  more  transparent  to  ultra-violet  rays, 
and  does  not  give  the  absorption-band. 
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Hydrochloric  acid  has  no  sensible  effect  on  the  character  of  the 
spectrum,  but  slightly  diminishes  the  general  absorption.  Sodium 
hydroxide  or  ammonia,  on  the  other  hand,  produces  considerable 
alteration  *  the  band  of  no  absorption,  coincident  with  the  cadmium 
line  at  18,  disappears  entirely  ;  whilst  the  band  at  17  remains  un¬ 
altered  or  diminishes  in  intensity,  and  the  curve  from  this  point 
decreases  regularly  to  the  end  of  the  spectrum.  In  many  cases  a 
faint  absorption-band  appears  between  14  and  16  ;  in  others  the  band 
is  reduced  to  a  simple  inflection.  That  is  to  say,  the  general  absorp¬ 
tion  between  17  and  22  increases  considerably,  and  the  absorption- 
band  becomes  almost  invisible  and  is  displaced  towards  the  more 
refrangible  end.  On  neutralising  the  soda  with  hydrochloric  acid,  the 
original  spectrum  reappears  without  any  sensible  alteration.  Sodium 
hydroxide  alone  is  very  transparent  to  this  region  of  the  spectrum. 
These  results  show  that  alkalis  produce  an  alteration  in  the  molecular 
constitution  of  albuminoids,  and  afford  further  proof  that  the  latter 
contain  a  common  principle. 

Other  organic  bodies,  such  as  sarcine  and  tyrosine,  which  combine 
with  acids  and  bases,  behave  in  a  similar  manner.  Their  spectra  are 
not  affected  by  hydrochloric  acid,  but  are  altered  by  alkalis,  the 
change  consisting  in  an  alteration  in  the  position  of  the  bands  or  in 
their  intensities,  some  of  them  disappearing  altogether. 

C.  H.  B. 

Production  of  Electricity  by  Evaporation,  and  Electrical 
Neutrality  of  Vapour  arising  from  Electrified  Surfaces  of 
Liquids.  By  L.  J.  Blake  (Phil.  Mag .  [5],  16,  211— 224).— Of  the 
hypotheses  proposed  to  explain  the  origin  of  atmospheric  electricity, 
twp  have  received  considerable  support  among  physicists,  namely, 
the  production  of  electricity  by  simple  evaporation,  and  the  convec¬ 
tion  of  electricity  upon  the  surface  of  any  evaporating  liquid. 

In  this  paper  the  hypotheses  are  investigated  experimentally  by 
means  of  Kohlrausch’s  condenser  with  moveable  plate,  and  an  electro¬ 
meter,  which  is  described  at  length. 

As  regards  the  former  hypothesis,  the  tabulated  results  indicate  no 
production  of  electricity  by  simple  evaporation.  Similarly  as  regards 
the  latter  hypothesis,  experiments  on  the  evaporation  of  distilled 
water,  sodium  chloride  solution,  absolute  alcohol,  concentrated  sul¬ 
phuric  acid,  and  sea  water,  showed  that  there  is  no  convection  of 
electricity  from  the  electrified  surface  of  a  liquid  when  evaporating. 
In  some  experiments  with  sea  water,  the  kind  of  electricity  upon  the 
surface  of  the  condenser  was  of  opposite  sign  to  that  of  the  water, 
whereas,  had  convection  occurred,  the  reverse  would  have  been  the 
case. 

In  order  to  put  the  hypothesis  to  a  favourable  test,  experiments 
were  made  with  evaporating  mercury,  but  with  negative  results,  and 
thus  it  must  be  concluded  that  the  vapour  arising  from  electrified 
still  surfaces  of  liquids  is  electrically  neutral.  V.  H.  V. 

Effect  of  Temperature  on  the  Electromotive  Force  and 
Resistance  of  Batteries.  By  W.  H.  Preece  ( Proc .  Boy .  Soc .,  35, 
250 — 257). — As  a  continuation  of  former  researches  (cf.  Abstracts, 
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1883,  p.  840),  the  effect  of  an  increase  of  temperature  on  the  electro¬ 
motive  force  and  resistance  of  secondary  batteries  containing  plates  of 
lead  and  lead  peroxide  in  sulphuric  acid  of  various  degrees  of  con¬ 
centration.  From  an  inspection  of  the  tables  and  diagrams  in  the 
original  paper,  it  is  seen  that  the  effect  produced  by  heating  the 
secondary  batteries  is  the  same  in  kind,  but  different  in  degree,  from 
that  on  the  Daniell  cell.  The  E.M.F.  practically  remains  constant, 
but  the  internal  resistance  diminishes  with  rise  of  temperature, 
increasing  again  as  the  temperature  is  lowered.  Variations  of 
strength  of  acid  do  not  produce  any  very  marked  effect.  The  follow¬ 
ing  short  table  illustrates  the  above  remarks : — 


Percentage 
of  acid. 

Resistance  in  ohms. 

Decrease 

0°. 

100°. 

per  cent. 

10  . 

0  *0752 

!  0  *046 

61  *0 

9, a . 

0*457 

EtSMMMM 

0  0338 

Mean . 

0  *0724 

0*425 

59*6 

V.  H.  V. 

Benzene  as  an  Insulator.  By  H.  Hertz  ( Wied .  Ann.,  20,  279 
— 284). — Rowland  and  Nichols  have  established  that  in  certain  insu¬ 
lating  crystals  dielectric  polarisation  is  not  accompanied  with  the 
formation  of  any  residual  charge.  They  consider  this  latter  pheno¬ 
menon  to  be  a  necessary  consequence  of  non-homogeneity  of  the 
insulating  material.  This  view  led  the  writer  to  examine  a  series  of 
liquids,  of  which  benzene  is  the  most  advantageous,  as  of  a  sufficient 
resistance  and  not  giving  any  residual  charge. 

The  apparatus  used  was  practically  a  modification  of  a  Leyden  jar, 
in  which  the  zinc  plates,  in  circuit  with  a  battery  and  electrometer, 
were  the  inner  and  outer  coatings,  and  a  layer  of  benzene  the  dielec¬ 
tric.  The  following  phenomena  were  observed.  At  first  the  resist¬ 
ance  was  too  small  for  measurement,  and  the  residual  nearly  one-tenth 
of  the  original  charge.  After  a  short  time  these  properties  diminished 
pari  passu  until  at  the  end  of  24  hours  the  benzene  became  a  perfect 
insulator,  without  any  residual  charge.  The  conductivity  displayed 
at  first  by  the  benzene  doubtless  arises  from  impurities,  and  it  is 
shown  that  the  transference  of  the  benzene  from  one  vessel  to  another, 
or  the  introduction  of  the  trace  of  any  powder,  will  increase  the  con¬ 
ductivity  of  the  benzene.  On  the  other  hand,  the  decrease  of  con¬ 
ductivity  is  due  in  part  to  the  action  of  the  current. 

Electrically  pure  benzene  seems  to  be  the  best  approximation  to 
an  ideal  insulating  liquid,  both  as  regards  resistance  and  residual 
charge ;  its  sole  disadvantage  is  its  volatility. 

The  residual  charge,  which  makes  its  appearance  in  impure  ben- 
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zene,  arises  from  a  subsequent  polarisation,  of  whatever  nature  it  may 
be,  and  not  from  an  interpenetration  of  free  electricity. 

y.  h.  y. 

Electrical  Resistance  of  Insulators.  By  G.  Foussere^u 
( Conipt .  rend.,  97,  996 — 998). — The  resistances  were  determined  in 
the  manner  previously  described,  by  measuring  the  time  required  to 
charge  a  condenser  at  a  given  difference  of  potential  across  the  par¬ 
ticular  substance.  The  resistance  of  porcelain  varies  with  the  tem¬ 
perature  in  the  same  manner  as  that  of  the  more  highly  insulating 
varieties  of  glass :  it  is  751  at  60°,  and  0  052  at  ISO0.* 

The  resistance  of  sulphur,  previously  fused  and  then  allowed  to 
cool  slowly  in  the  prismatic  condition,  is  7*39  at  112T°,  and  3930  at 
69°  ;  below  the  latter  temperature,  the  conductivity  is  inappreciable. 
When  the  same  sulphur  is  allowed  to  remain  at  the  ordinary  tem¬ 
perature  for  some  time,  so  that  it  devitrifies,  its  conductivity  gradu¬ 
ally  increases :  in  one  case  the  resistance  after  one  day  was  1170  at 
17°  ;  after  two  days,  705  at  17°.  Octahedral  sulphur  shows  no  trace 
of  conductivity  at  the  ordinary  temperature,  and  the  conductivity 
only  becomes  appreciable  at  about  80°.  Tt  would  appear  from  these 
facts  that  sulphur  has  a  higher  resistance  when  crystalline. 

When  sulphur  melts,  its  resistance  diminishes  to  one-fortieth  its 
original  amount.  If  the  temperature  is  gradually  raised  from  114° 
to  150°,  the  resistance  gradually  diminishes  as  the  temperature  rises, 
and  it  varies  between  these  limits  in  the  ratio  of  9  to  1.  When  the 
temperature  rises  to  160°,  the  sulphur  becomes  darker  coloured  and 
pasty,  and  its  resistance  increases.  If  the  liquid  is  again  cooled  to 
the  melting  point,  it  retains  a  resistance  higher  than  the  original 
resistance,  and  the  difference  is  greater  the  higher  the  temperature 
to  which  the  sulphur  has  been  heated,  the  longer  it  has  been  kept  at 
this  temperature,  and  the  more  quickly  it  has  passed  155°  in  the  pro¬ 
cess  of  cooling,  this  being  about  the  temperature  at  which  the  inverse 
change  takes  place.  By  repeatedly  heating  the  sulphur  in  this  way 
to  a  high  temperature,  its  original  resistance  at  the  melting  point  can 
be  increased  twelvefold. 

When  sulphur  is  allowed  to  cool  in  the  prismatic  form  and  is  then 
remelted,  it  shows  a  diminished  resistance  at  the  same  temperatures. 
Similarly,  when  octahedral  sulphur  is  repeatedly  crystallised  in  the 
prismatic  form,  its  resistance  at  115°  is  gradually  reduced  to  one  half. 
These  results  agree  with  Gernez’  supposition  that  one  variety  of 
sulphur  fully  acquires  the  properties  of  another  variety,  only  after 
repeated  crystallisations. 

The  resistance  of  carefully  dried  ordinary  phosphorus  is  84,000 
megohms  at  15°,  and  15,600  megohms  at  42° ;  it  is  of  the  same  order 
of  magnitude  as  that  of  liquid  sulphur.  The  resistance  of  liquid 
phosphorus  is  2'32  megohms  at  25°, f  and  0'34  megohm  at  100°. 

C.  H.  B. 

*  All  the  resistances  except  those  of  phosphorus  are  given  in  millions  of 
megohms  per  cubic  centimeter. 

t  This  is  the  temperature  given  in  the  original  paper.  Apparently  it  should 
be  45°. 
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A  High  Pressure  Electric  Accumulator.  By  F.  J.  Smith  ( Phil. 
Mag .  [5],  15,  203 — 204). — Grove’s  gas  battery  cannot  be  conveniently 
used  as  an  accumulator,  or  secondary  battery,  owing  to  tbe  small 
quantities  of  gases  contained  in  it.  Its  use  may  however  be  extended 
by  storing  the  electrolytic  gases  under  high  pressure  in  a  suitably  con¬ 
structed  apparatus,  such  as  the  following.  In  a  strong  lead  vessel, 
partly  filled  with  10  per  cent,  sulphuric  acid,  are  enclosed  platinised 
platinum  cylinders  in  inverted  tubes,  the  terminals  being  brought 
through  insulating  stoppers  :  with  this  arrangement  a  pressure  of 
seven  atmospheres  can  be  easily  used.  It  appears  from  preliminary 
experiments  that  the  E.M.F.  of  this  accumulator  varies  considerably 
with  the  pressure.  V.  H.  V. 

Measurement  of  Electromotive  Force.  By  E.  Reynier  ( Compt . 
rend.,  97,  1056 — 1059). —  The  author  measures  the  maximum  electro¬ 
motive  force  of  a  couple  with  a  single  electrolyte  by  means  of  a  cell 
in  which  the  active  surface  of  the  positive  plate  is  300  times  that 
of  the  negative  plate,  and  he  measures  the  minimum  electromotive 
force  by  means  of  a  cell  in  which  the  surface  of  the  negative  plate  is 
very  much  greater  than  that  of  the  positive  plate,  the  measurement  in 
this  latter  case  being  made  immediately  after  the  battery  has  been 
working  on  short  circuit  for  several  hours.  The  maximum  and 
minimum  electromotive  forces  of  several  couples  are  given  in  a  table. 

The  author  concludes  that  the  electromotive  force  of  a  couple  with 
a  single  electrolyte  must  be  regarded  as  the  true  electromotive  force 
of  the  system,  and  its  increase  up  to  the  maximum  results  from  the 
addition  of  products  formed  by  the  action  of  the  air.  The  effect  of 
these  products  must  not  be  confounded  with  the  chemical  energies  due 
to  the  couple  itself.  C.  H.  B. 

Chemical  Affinities  in  Terms  of  Electromotive  Force.  By 

C.  R.  A.  Wright  and  C.  Thompson  (Phil.  Mag.  [5],  16,  25 — 48). 

On  the  F.M.F.  of  Clark’s  Cell. — In  this  paper  are  described  a  series  of 
experiments  on  the  E.M.F.  of  Clark’s  cells  (Hg|  Hg2S04|ZnS04j  Zn), 
compared  with  one  another  and  with  other  cells,  by  means  of  the 
quadrant  electrometer,  so  that  they  never  generated  any  current, 
other  than  the  minute  leakage  current.  With  cells  constructed 
strictly  in  accordance  with  Clark’s  directions,  a  slight  rise  in  E.M.F. 
was  observed  during  the  first  few  days,  then  the  values  became  and 
remained  constant.  Increase  of  dilution  of  the  zinc  sulphate  solution 
increased  the  E.M.F.,  whilst  dissolved  air  produced  no  alteration; 
the  presence  of  mercuric  sulphate,  in  the  form  of  turpeth  mineral, 
caused  a  progressive  decrease  of  the  E.M.F.,  amounting  to  about 
4  per  cent,  after  6-20  months.  It  was  found  that  an  increase  of  one 
degree  in  temperature  produced  a  diminution  0*04  per  cent,  in  the 
E.M.F. ;  and  from  the  experiments  with  five  cells  described  in  this 
paper,  it  follows  that  betwreen  2°  and  27°  the  E.M.F.  of  the  cell  for 
any  temperature  t  may  be  determined  by  the  formula 

1*457{1  -( t  -  15*5)  x  0-000041}  volt, 
assuming  Clark’s  original  valuation  to  be  correct. 
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On  the  Work  done  during  Electrolysis. — Previous  researches  by  the 
authors  have  established  that,  when  a  current  is  passed  through  an 
electrolytic  cell,  the  amount  of  energy  expended  in  performing  a  given 
amount  of  electro-chemical  work  (apart  from  that  transformed  into 
heat)  is  not  constant,  but  increases  algebraically  with  the  current  density . 
In  this  connection,  experiments  by  Favre  appear  to  show  that  cer¬ 
tain  forms  of  electromotor  cells  can  generate  currents  capable  of  doing 
more  work  externally  to  the  cell  than  corresponds  with  the  net 
chemical  action,  this  extra  work  being  gained  at  the  expense  of  the 
sensible  heat  of  the  cell,  which  becomes  cooled  by  the  currents. 
Although  Favre’s  results  have  been  refuted  by  Weber,  yet  experi¬ 
ments  described  at  length  in  the  present  paper  point  to  the  following 
results  : — 

(1.)  When  an  electrolytic  cell  is  of  such  a  nature  that  the  counter 
E.M.F.  is  negative,  the  E.M.F.  developed  is  less  the  greater  the 
density  of  the  current  generated.  With  small  current  densities,  the 
E.M.F.  has  a  maximum  value,  identical  in  some  cases  with  the  E.M.F. 
representing  the  algebraical  sum  of  the  chemical  affinities  involved  ; 
in  other  cases  the  maximum  E.M.F.  is  below  that  due  to  chemical 
action. 

(2.)  Some  kinds  of  combinations,  more  especially  those  in  which 
lead  is  the  metal  dissolved,  develop  a  greater  E.M.F.  than  that  due  to 
chemical  action.  Recent  experiments  of  Braun  ( Ann .  Phys.  Chem. 
[2],  16,  561)  confirm  these  general  results,  in  proving  that  some  com¬ 
binations  give  an  E.M.F.  sensibly  identical  with  that  calculated  from 
thermo-chemical  data,  whilst  others  fall  short  of  and  some  exceed 
these  values. 

(3.)  When  the  electrolytic  cell  is  not  an  electromotor,  the  counter 
E.M.F.  increases  in  amount  with  the  current  density.  When  the  + 
electrode  is  of  such  a  nature  as  to  combine  with  the  products  of 
electrolysis,  the  rate  of  increase  is  slower  the  greater  the  chemical 
affinity  between  the  so-called  nascent  products  of  electrolysis.  * 

(4.)  Whether  the  cell  be  an  electromotor  or  not,  there  is  always  a 
greater  or  less  degree  of  nonadjuvancy  owing  to  the  development  of 
heat  in  place  of  electricity ;  the  particular  extent  to  which  this  non¬ 
adjuvancy  extends  appears  to  be  a  complex  function,  not  only  of  the 
chemical  nature  and  physical  condition  of  its  surface,  but  also  of  the 
degree  of  concentration  of  the  electrolyte. 

When  a  gas  is  one  of  the  permanent  products  of  electrolysis,  the 
greater  the  surface  condensing  power  of  the  material  of  the  electrode ,  the 
less  is  the  degree  of  non-adjuvaney .  V.  H.  V. 

Conditions  Affecting  Area  of  Electrification.  By  A.  Tribe 
(Phil.  Mag.  [5],  16,  90 — 95). — The  areas  of  electrifications  on  an 
analysing  silver  plate  in  a  solution  of  copper  sulphate,  can  be  deter¬ 
mined  by  measuring  the  copper  and  silver  peroxide  respectively 
deposited  on  the  plate  ;  the  former  gives  the  area  of  — ,  the  latter  that 
of  the  +  electrification.  The  influence  of  strength  of  current,  tem¬ 
perature,  and  strength  of  electrolyte  is  examined  ;  in  all  cases  an 
inequality  in  the  magnitude  of  the  electrifications  of  opposite  strength 
was  observed ;  generally  the  area  of  +  electrification  is  the  greater, 
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but  with,  rise  of  temperature  the  relation  is  reversed.  These  experi¬ 
ments,  taken  in  connection  with  others  by  the  author  on  dissymmetry 
in  the  electrolytic  discharge,  in  which  it  was  inferred  that  the  electro¬ 
motive  force  on  the  -+*  side  of  the  trough  is  the  greater,  seem  to  be 
related  to  Faraday’s  observation  that  negative  electricity  discharges 
into  the  air  at  a  somewhat  lower  tension  than  positive  electricity; 
for  if  this  be  true  of  molecules  of  air,  it  is  probably  also  true  of  mole¬ 
cules  of  other  fluid  media,  as  copper  sulphate.  A  difference  in  the 
E.M.F.  of  the  molecules  in  corresponding  positions  is  therefore  a 
feature  of  dissymmetry  of  certain  electrolytic  fields.  This  effect  is 
observed  in  the  phenomena  mentioned  above,  viz.,  the  differences  in 
the  area  of  like  electrifications  in  analysing  plates  placed  in  cor¬ 
responding  positions.  Y.  H.  Y. 

Distribution  of  Electricity  on  Hollow  Conductors  in  Elec¬ 
trolytes.  By  A.  Tribe  (Phil.  Mag.  [5],  16,  384 — 386). — It  would 
a  priori  be  concluded  that  the  closest  analogy  exists  between  the  dis¬ 
tribution  of  electricity  on  hollow  conductors  in  electrolytic  and 
dielectric  fields.  In  this  paper  this  conclusion  is  confirmed  experi¬ 
mentally. 

Hollow  silver  tubes  were  placed  in  an  electrolytic  cell  containing 
copper  sulphate,  midway  between  the  electrolytes  and  perpendicular 
to  them ;  through  the  cell  a  current  of  one  ampere  flowed  for  six 
minutes.  It  was  found  that  the  intermediate  space  of  no  electrifica¬ 
tion  was  far  greater  within  than  without  the  tube.  Similarly  the 
silver  tube  exerted  a  sort  of  protective  action  on  a  plate  of  silver  en¬ 
closed  within,  but  not  in  metallic  connection  with  it.  But  in  these 
experiments  the  area  of  +  was  always  greater  than  that  of  —  electri¬ 
fication  (see  preceding  Abstract).  Other  experiments  were  also  made, 
substituting  tubes  of  wire  gauze  of  various  diameters  for  those  of 
metallic  silver,  and  a  similar  result  arrived  at.  As  foreseen,  increase 
of  diameter  of  tube  decreases  the  power  of  protection  from  electri¬ 
fication.  Y.  H.  Y. 

Electrolysis  of  Sodium  Chloride  and  its  Industrial  Applica¬ 
tions.  By  E.  Rotondi  ( Qazzetta ,  13,  279 — 280). — The  author’s  first 
experiments  were  made  with  a  glass  cylinder  closed  at  bottom  with 
parchment- paper  and  placed  within  a  glass  jar,  both  vessels  contain¬ 
ing  a  saturated  solution  of  sodium  chloride.  On  passing  a  current 
through  the  liquid,  the  positive  pole  of  the  battery  being  placed  in 
the  inner  vessel,  chlorine  was  there  evolved,  and  hydrogen  in  the 
outer  vessel,  where  also  sodium  hydroxide  was  formed,  which  was  sub¬ 
sequently  converted  into  carbonate  by  a  stream  of  carbonic  anhydride. 
In  other  experiments  the  inner  vessel  was  made  of  porous  earthen¬ 
ware — in  others  again  of  poplar  wood.  By  these  means  solutions  of 
sodium  carbonate  were  formed,  equal  in  strength  to  those  obtained 
by  Leblanc’s  process.  In  all  the  experiments,  however,  free  chlorine 
was  detected  after  a  certain  time  in  the  inner  vessel,  its  presence 
there  being  due  to  an  alteration  in  the  diaphragm.  To  avoid  this  in¬ 
convenience,  the  inner  vessel  was  filled  with  distilled  water,  and 
the  outer  with  a  solution  of  sodium  chloride,  which  was  kept  con- 
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stantly  saturated.  With  this  arrangement,  the  chlorine  separated  at 
the  anode,  being  insoluble  in  the  saturated  solution,  was  evolved  in 
the  free  state,  and  thus  the  alteration  of  the  diaphragm  and  the 
formation  of  chlorinated  compounds  were  avoided. 

The  electrolysis  of  sodium  chloride  in  this  manner  may  be  utilised 
in  several  branches  of  industry,  as  in  the  bleaching  of  vegetable 
fibres,  in  calico-printing,  &c.,  since  by  the  expenditure  of  a  moderate 
amount  of  mechanical  power  to  generate  the  electric  current,  a  power¬ 
ful  bleaching  and  oxidising  agent  may  be  obtained,  together  with 
caustic  or  carbonated  alkali.  H.  W. 


Relation  between  Radiation,  Energy,  and  Temperature.  By 

W.  W.  Abney  and  R.  Festing  {Phil.  Mag.  [5],  16,  234 — 229). — In 
this  paper  a  series  of  determinations  is  quoted  of  the  radiation  and 
of  the  energy  of  incandescent  lamps,  when  currents  of  varying  strength 
were  passed  through  the  filaments.  A  Grove's  battery  was  used  as 
the  source  of  energy,  the  intensity  of  which  was  measured  by  a 
tangent  galvanometer,  and  the  radiation  of  the  lamp  by  a  thermo¬ 
pile,  whose  surface  was  coated  with  lampblack.  The  lamps  were 
heated  in  ovens  heated  to  300°,  and  the  change  of  resistance  measured 
directly  by  resistance  coils. 

The  results  obtained  may  be  summed  up  thus  :  the  current  can  be 
expressed  as  a  function  of  the  potential ;  the  radiation ,  after  a  certain 
temperature  has  been  reached,  bears  a  simple  proportion  to  the  energy 
expended ;  the  resistance  can  be  formulated  as  a  function  of  the 
energy,  and  therefore  of  the  radiation ;  and  the  temperature  appears 
to  be  a  simple  function  of  the  resistance.  The  curves  expressing  the 
relation  between  the  first  two  quantities,  current  and  potential,  can  be 
represented  by  the  equation  c  =  ap  +  bp% ;  from  this  equation  can 
be  deduced  another  for  the  value  of  the  energy  in  water, 


w  =  p2(a  +  bp^)  ;  the  resistance  in  ohms  would  be  — - — -T,  whilst 

a  +  bp-2 

the  form  of  the  equation  between  energy  and  resistance  is  expressed 

.1  /I  —  ar\4  1 

thus  :  w  — :  - )  X 

V  br  ) 


Appended  are  the  results  of  typical  experiments  with  four  different 
patterns  of  lamps,  in  which  the  dimensions  of  the  carbon  filaments 
differ  considerably.  V.  H.  V. 


Heats  of  Combustion  and  Formation  of  Carbon  Bisulphide 
and  Carbonyl  Sulphide.  By  J.  Thomsen  ( Ber .,  16,  2616 — 2619). 
— The  heat  of  combustion  of  liquid  carbon  bisulphide,  according  to 
Favre  and  Silbermann,  is  258,400  c.,  or  calculated  for  the  gaseous 
condition,  264,800  c. ;  according  to  Berthelot’s  experiments,  it  is 
253,300  c.  The  author’s  results  both  with  carbon  bisulphide  and 
carbonyl  sulphide,  COS,  are  the  following  : — 
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Reaction. 

Heat  of  com¬ 
bustion. 

Reaction. 

Heat  of  forma¬ 
tion. 

(CS,  +  Ofi) . 

265,130  c. 
131,010  „ 

(C,S9) . 

-  26,010  c. 

+  37,030  „ 

+  8,030  „ 

(COS  +  03) . 

(C,0,S)  . 

(CO,S) . 

The  heat  of  combustion  of  carbon  bisulphide  in  the  liquid  condition 
is  6400  c.  less,  and  the  heat  of  formation  6400  c.  greater  than  in  the 
gaseous  state.  A.  K.  M. 

Heat  of  Formation  of  the  Oxychlorides  of  Carbon,  Phos¬ 
phorus,  and  Sulphur.  By  J.  Thomsen  (Ber.,  16,  2619 — 2621). — 
The  results  are  contained  in  the  following  table: — 


Reaction. 

Heat. 

Reaction. 

Heat. 

Reaction. 

Heat. 

(0,0,01a).. 

55,140  c. 

(CO,Cl2) . 

26,140  c. 

(COCl2,Aq)  . . 

57,970  c. 

(P,0,C13).. 

145,960  „ 

(PC13,0) . 

V0, 660  „ 

(POCI3,Aq)  . . 

72,190  „ 

(S,Oa,Cla)  . 

89,780  „ 

(802,C12) . 

18,700  „ 

(SOjCL^Aq).. 

62,900  „ 

A.  K.  M. 


Heat  of  Formation  of  Pyrosulphurie  Chloride.  By  D. 

Konowaloff  ( Ber 16,  2629 — 2631). — This  was  determined  from  its 
heat  of  decomposition  by  potash  solution  (896*2  cal.).  Calculated 
from  this,  its  heat  of  formation  is  188*2  cal.,  or  calculated  for  the 
gaseous  condition,  180*6  cal.  A,  K.  M. 

Heats  of  Solution  and  Hydration  of  the  Alkaline  Earths 
and  the  Alkalis,  By  J.  Thomsen  (Ber.,  16,  2613 — 2615). — The 
resalts  are  shown  in  the  following  tables,  Berthelot’s  figures  being 
given  for  comparison  : — 


Heat  of  Solution  of  the  Oxides  and  Hydrates. 


Reaction. 

Tliomsen. 

Berthelot. 

(BaO,Aq)  . 

34,520  c. 

27  >880  c. 

(SrO,Aq) . 

29,340  „ 

26,800  „ 

(CrO  A  q) . 

18,330  „ 

18,100  „ 

(BaG2H2,Aq) . 

12,260  „ 

10,260  „ 

(Sr02H2,Aq) . 

11,640  „ 

9,600  „ 

(Ca02H2,Aq) . .  . 

2,790  „ 

3,000  „ 

(KOH,Aq)  . 

13,290  „ 

12,460  „ 

(NaOH,Aq) . 

9,940  „ 

9,780  „ 

(Ba02H2.8fi-20,Aq)  . 

—  15,210  „ 

— 

(Sr02H2.8H20,Aq)  . 

-14,640  „ 
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Heat  of  Hydration . 


Reaction. 

Thomsen. 

Berthelot. 

(BaO,H«0) . 

22,260  c. 

17,620  c. 

(SrO,H;0) . 

17,700  „ 

17,200  „ 

(CaO,H20) . 

15,540  „ 

15,100  „ 

(BaOoH2,8HoO) . 

27,470  „ 

— 

(Sr0,H2,8H20) . 

26,280  „ 

A.  K.  M. 


Densities  of  Solutions  of  Salts.  By  C.  Bender  ( Ber .,  16,  2556 — 
2559). — From  an  examination  of  solutions  of  salts  containing  a  number 
of  gram-molecules  to  a  litre,  the  author  has  arrived  at  a  general  law, 
according  to  which  the  density  can  be  calculated  from  the  number 
of  gram-molecules  of  the  anhydrous  salt  contained  in  a  litre  of  the 
solution  at  a  given  temperature,  namely,  15°  and  18°.  This  depends 
on  the  supposition  that  an  atom  of  an  element  (also  certain  groups  of 
atoms)  has  a  definite  solubility  value  independent  of  the  second  atom 
or  group  of  atoms  with  which  it  is  united  in  a  salt,  as  was  shown  by 
Yalson  (Gompt.  rend.,  77,  806)  in  the  case  of  moderately  concentrated 
solutions.  The  author  gives  the  following  equation,  d M  =  d^)  + 
fx(mb  4-  mj,  ^or  determining  the  density  of  a  solution,  fx  being  the 
number  of  gram-molecules  of  the  salt,  d ^  the  density  of  a  solution 
of  ammonium  chloride  containing  the  same  number  of  gram-molecules 
to  the  litre,  mb  the  solubility  value  of  the  metal,  and  that  of  the 
acid  radicle.  Water  at  4°  is  taken  as  unity.  The  following  is  an 
example  in  which  the  density  of  a  solution  of  copper  nitrate  at  15°  is 
to  be  calculated  :  fx  =  3,  mb  —  0*0437  (obtained  from  following  table), 
m8  =  0*0163,  and  d^)  =  1*0451.  The  calculated  density  is  accordingly 
1*2251,  that  found  being  1*2250.  The  following  values  of  mb  and 
m8  for  different  metals  and  acid  radicles  are  in  some  cases  only 
approximate  :  — 


At  15°. 

At  18°. 

i 

i 

At  15°. 

At  18°. 

nh4 . 

0 

0 

. . 

0  *0210 

0  -0221 

K. . 

0  *0289 

0  *0296 

IMn . 

0 -0356 

— 

Na . 

0  '0238 

0  *0235 

iZn . 

0  *0410 

0-0410 

Li . 

0  -0078 

0  -0077 

£Cd . 

— 

0  -0606 

IBn . 

0  0735 

0  -0739 

iPb . 

0-1087 

— 

|Sr . 

0  -0500 

0  *0522 

^Cu . 

0  *0437 

0  *0413 

0  *0282 

Ag . 

0-1069 

. 

Cl . 

0 

0 

NO, . 

0  0163 

0-0160 

Br . 

0  *0373 

0-0370 

i(S04) . 

0*0206 

0  -0200 

I . 

0  *0733 

C0H309 . 

-0-0015 

A.  K.  M. 
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Critical  Temperatures.  II.  By  B.  Pawlewski  ( Ber .,  16,  2633 
— 2636). — For  first  communication,  see  Abstr.,  1883,  276. 


Substance. 

(X.) 

a.) 

(T-0. 

Phosphorus  trichloride 

285-5° 

75-5° 

210-0° 

Tetrachlor methane  . .  . . 

285*3 

75-4 

209-9 

Ethylene  chloride . . 

. . (about) 

283*0 

85-0 

198-0 

Ethylidene  chloride  . .  . . 

254-5 

57-8 

196-7 

Allyl  chloride  . 

, .  (about) 

240-7 

45-5 

195-2 

Ethyl  bromide  . 

236-0 

390 

1970 

Metbylal . 

236-6 

43-0 

180-6 

Ethylal  . 

254-4 

104-3 

1501 

Triethylamine  . 

267-1 

90*1 

177-0 

Isopentane  . 

194-8 

31-0 

163-8 

Amylene . 

201-0 

38-0 

163-0 

Hexane  . 

250-3 

68*0 

182-3 

Diallyl . 

234-4 

59*1 

175-3 

Diisobutyl . 

270*8 

107-5 

163*3 

Octylene .  . . 

298-6 

123-6 

175-0 

Toluene . 

320-8 

111-0 

209-8 

Butyl  alcohol . 

Trimethylearbinol . 

287-1 

117-2 

169-9 

234*9 

83-0 

151-9 

Isopentylalcohol  . 

306-6 

132-1 

174-5 

Ethyl  crotonate  . 

326-0 

138-8 

187-2 

Ethyl  propyl  ether . 

....... 

233-4 

63-9 

169-5 

Allylethyl  ether . 

245-0 

67-2 

177-8 

Acetic  acid . 

321-5 

118-5 

2030 

Propionic  acid  . 

339*9 

138-5 

201-4 

The  author  disputes  some  points  in  connection  with  Nadejdine’s 
law  (. Beiblatter ,  z.  Ann.  Phys.  Ghem .,  1883,  678).  A.  K.  M. 

Influence  of  Pressure  on  the  Temperature  of  Volatilisation 
of  Solids.  By  W.  Ramsay  and  S.  Young  ( Proc .  Boy.  Soc.y  35,  308 
— 310). — Experiments  were  undertaken  in  order  to  ascertain  whether 
solids  have  definite  volatilising  points  under  different  pressures,  and 
whether  these  pressures  are  identical  with  their  vapour-tensions.  A 
solid  has  a  limited  surface,  which  cannot  on  heating  be  increased  by 
formation  of  bubbles ;  it  would  a  priori  be  expected  that  increasing 
the  supply  of  heat,  the  temperature  of  the  solid  would  rise  until  a 
temperature  is  reached  at  which  the  rate  of  evaporation  is  equivalent 
to  the  rate  at  which  heat  is  communicated  to  it.  By  such  reasoning, 
the  existence  of  hot  ice  was  maintained  by  Carnelley  and  others. 

If,  then,  the  rate  of  evaporation  at  the  surface  of  a  solid  is  inde¬ 
pendent  of  the  extent  of  that  surface,  but  influenced  only  by  the  rate 
at  which  heat  is  communicated  to  it,  and  as  in  the  case  of  liquids,  by 
the  pressure  to  which  it  is  exposed,  it  follows  that  solids  have  definite 
temperatures  of  evaporation,  corresponding  to  definite  pressures,  as 
liquids  have  definite  boiling  points.  Experiments  with  ice  and  cam¬ 
phor  show  that  these  pressures  are  sensibly  the  same  as  the  maximum 
tensions  of  the  vapours  of  these  solids  at  corresponding  temperatures. 
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In  the  case  of  ice,  the  maximum  temperature  attainable  under  auy 
given  pressure  is  indicated  by  Thomsen’s  ice-steam  line. 

V.  H  V. 

Nature  of  Solution.  By  W.  W.  J.  Nicol  (Phil.  Mag.  [5],  15, 
91 — 101). — The  phenomenon  of  solution  is  usually  explained  by  the 
formation  of  a  hydrate,  more  or  less  stable,  of  the  substance  to  be 
dissolved,  this  hydrate  diffusing  throughout  the  mass  of  the  liquid  with 
production  of  a  homogeneous  solution.  But  this  hypothesis  fails  to 
explain  the  alteration  in  the  solubility  of  salts  when  simultaneously 
dissolved,  the  greater  or  lesser  solubility  of  various  salts,  and  the 
greater  or  lesser  increase  of  solubility  of  salts  with  rise  of  temperature. 
Further,  the  experiments  of  Wiedemann  and  of  the  author  on  sodium 
sulphate  tend  to  prove  that  the  crystalline  salt  parts  with  its  water  of 
crystallisation  at  34°,  whether  in  solution  or  not.  Thus  the  dilemmas 
arise  of  an  explanation  of  solution  by  hydration,  and  increased  solu¬ 
bility  by  diminished  hydration,  whilst  an  example  of  a  salt  is  offered, 
which  dissolves  in  the  anhydrous  state,  and  is  then  less  soluble  than 
when  hydrated. 

In  this  paper  the  following  hypothesis  is  brought  forward  :  the 
solution  of  a  salt  in  water  is  a  consequence  of  the  attraction  of  the 
molecule  of  water  for  a  molecule  of  salt,  exceeding  that  of  the  mole¬ 
cules  of  the  salt  for  one  another.  At  the  saturation  point,  the  attraction 
of  dissimilar  molecules  is  counterbalanced  by  that  of  similar  mole¬ 
cules. 

This  hypothesis  receives  experimental  support,  not  only  from 
Kremer’s  researches  on  the  influence  of  the  temperature  at  which 
crystallisation  takes  place,  on  the  sp.  gr.  of  the  salt,  but  also  by 
Berthelot’s  determinations  on  the  heats  of  solution  of  various  salts 
before  and  after  fusion.  The  latter  has  established  that  the  solution 
of  that  form  of  salt  which  crystallises  at  ordinary  temperatures,  is 
attended  by  absorption  of  heat,  due  to  the  heat  absorbed  by  the  lique¬ 
faction  of  the  salt  exceeding  that  of  its  combination  with  water ;  or  in 
other  words,  the  work  to  be  done  in  separating  the  molecules  of  salt 
requires  a  greater  expenditure  of  energy  in  the  form  of  heat  than 
that  given  out  by  the  union  of  the  water  with  the  salt. 

Again,  in  most  cases  the  volume  of  the  solution  is  usually  less  than 
the  sum  of  the  volumes  taken  together  of  the  salt  and  water  before 
solution.  In  this  connection  the  experiments  of  Grerlach  show  that 
the  amount  of  contraction  does  not  increase  regularly  as  the  amount 
of  salt  dissolved  increases.  This  is  in  accordance  with  the  theory 
enunciated  above,  that  the  greater  the  amount  of  salt  already  in  solu¬ 
tion,  the  less  is  the  result  of  the  attraction  of  dissimilar,  but  the  greater 
that  of  similar  molecules. 

Again  determinations  by  Gerlach  and  Kremer  on  the  coefficient  of 
expansion  of  salt-solutions  have  proved  that  for  weak  solutions  of 
salts  the  coefficient  of  expansion  is  in  most  cases  greater  than  that  of 
water ;  and  the  same  obtains  with  strong  solutions  up  to  a  certain 
temperature.  In  a  solution,  the  effect  of  heat  on  the  attraction  of 
water  for  water,  and  of  water  for  salt,  will  be  to  produce  expansion, 
but  on  the  attraction  of  salt  for  salt,  to  produce  contraction.  In  dilute 
solution  this  last  need  not  be  considered,  so  that  the  net  result  is  an 
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expansion  due  not  only  to  that  of  water,  hut  also  to  the  attraction  of 
the  water  for  the  salt.  If  this  theory  be  correct,  it  will  be  possible  to 
connect  together  the  molecular  volume  of  solids  and  their  solubility. 

Y.  H.  V. 

Solubility  of  Salts  in  Water  at  High  Temperatures.  By  W. 

A.  Tildkn  and  W.  A.  Shenstone  (Proc.  Roy.  Soc .,  35,  345 — 346). — 
This  paper  contains  a  brief  description  of  experiments  made  with  a 
view  of  determining  the  solubility  of  salts  in  water  at  temperatures 
above  its  boiling  point. 

As  a  general  result  it  may  be  stated  that  solubility  and  fusibility 
are  phenomena  intimately  connected  :  for  increase  of  solubility  con¬ 
sequent  on  a  rise  of  temperature  above  100°  is  the  greatest  iu  the 
most  fusible,  and  least  in  the  least  fusible.  If  the  results  are  repre¬ 
sented  graphically,  taking  for  abscissae  degrees  of  temperature,  and 
for  ordinates  the  quantities  of  salt  dissolved  in  100  parts  of  water, 
then  the  higher  the  melting  point,  the  more  nearly  the  curves  approxi¬ 
mate  to  a  straight  line. 

These  relations  can  be  illustrated  by  potassium  chlorate  and  potas¬ 
sium  haloid  salts.  As  regards  sodium  sulphate,  the  solubility  increases 
from  6 — 34°,  the  melting  point  of  the  decahydrated  salt,Ha2SO4,10H2O ; 
then  the  solubility  diminishes  until  a  temperature  of  120°  is  reached. 
From  120°  to  140°  there  is  no  appreciable  change,  but  at  160°  there  is 
a  notable  increase  of  solubility,  which  is  still  further  increased  at 
180°  and  again  at  230°. 

Parts  by  Weight  of  Anhydrous  Na2S04,  dissolved  by  100  parts  of 

Water  at 

0°.  34°.  100°.  120°.  140°.  130°.  180°.  230°. 

5  78-8  42*7  4T95  42  42*9  44*25  46*4 

In  view  of  these  facts  the  act  of  solution  can  no  longer  be  explained 
by  the  formation  of  hydrates  of  the  dissolving  salt.  Y.  H.  Y. 

General  Law  of  the  Freezing  of  Solvents.  ( Compt .  rend.,  97, 
825 — 831.) — A  report  by  Cahours,  Berthelot,  and  Debray  on  Raoult’s 
memoir.  (See  Abstr.,  1882,  p.  1260;  1883,  p.  278.)  C.  H.  B. 

Freezing  Point  of  Alkaline  Solutions.  By  F.  M.  Raoult 
{Compt.  rend.,  97,  941 — 943). — ‘The  following  results  were  obtained: 
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Reduction  in  freezing 
point  caused  by  1  gram  Mol. 


Mol. 

of  the  base  in 

reduc- 

Base. 

weight. 

100  grains  of  water. 

tion. 

Barium  hydroxide  . 

171-0 

0-290 

49-7 

Strontium  ,,  . 

1215 

0-396 

48-2 

Calcium  . 

74-0 

0-648 

48*0 

Lithium  ,,  . 

24-0 

1-558 

37-4 

Sodium  ,,  . 

40-0 

0-905 

36-2 

Potassium  . 

56-0 

0  630 

35-3 

Thallium  ,,  . 

2210 

0T50 

33-1 

Caesium  ,,  . 

149*6 

0-237 

35-5 

Rubidium  ,,  . 

102-4 

0-360 

36-9 

Tetramethylammonium  hydroxide 

91*0 

0-404 

36*8 

Trimethylethylammonium  ,, 

105-0 

0  353 

37-1 

Ammonia  . 

170 

1-117 

16-9 

Methylamine . 

31*0 

0-638 

19-8 

Trimethylamine . 

59*0 

0-342 

20-2 

Ethylamine  . 

45-0 

0-411 

18-5 

Propylamine . 

59-0 

0-312 

18-4 

Aniline  . . . 

93-0 

0-164 

15-3 

Nicotine  . . 

1620 

0-124 

20-2 

It  is  evident  that  in  accordance  with  the  general  law,  soluble  bases 
may  be  divided  into  two  classes,  one  of  which  gives  a  molecular 
reduction  between  33  and  48  (mean  =  39),  whilst  the  other  gives  a 
molecular  reduction  between  16  and  20  (mean  =  19),  or  practically 
one-half.  The  differences  between  the  molecular  reductions  of  indi¬ 
vidual  members  of  each  group  are  considerably  greater  than  in  the 
case  of  acids.  The  first  group  may  in  fact  be  divided  into  two 
sub-groups  :  one  containing  the  hydroxides  of  dyad  metals  with  a 
molecular  reduction  of  about  48,  and  the  other  the  hydroxides  of 
monad  metals  with  a  molecular  reduction  of  about  35. 

Berthelot,  Menschutkin,  and  the  author  have  previously  shown  that 
potash  and  soda  displace  ammonia,  methylamine,  ethylamine,  triethyl- 
amine,  trimethylamine,  and  aniline  almost  completely  from  their  salts 
in  dilute  alcoholic  solution.  The  author  also  finds  that  barium 
hydroxide  and  rubidium  hydroxide  displace  ammonia  completely  from 
ammonium  chloride,  and  that  trimethylethylammonium  hydroxide  dis¬ 
places  ammonia  almost  completely  from  ammonium  iodide.  Hence  it 
may  be  said  that  any  member  of  the  first  group  can  almost  completely 
displace  any  member  of  the  second  group  from  its  salts  in  dilute 
solution.  A  similar  relation  has  been  found  to  hold  in  the  case  of  the 
two  groups  of  acids,  and  it  may  be  stated  as  a  general  law  that  strong 
acids  and  strong  bases  in  solution  in  water  produce  the  normal  mole¬ 
cular  reduction  of  the  freezing  point  (about  40),  whilst  feeble  acids 
and  feeble  bases  produce  the  abnormal  molecular  reduction  (about 
20).  It  is  worthy  of  note  that  all  the  organic  acids  and  bases,  with 
the  exception  of  the  hydroxides  of  organic  ammonias,  are  found  in 
the  second  group.  The  relation  which  exists  between  the  chemical 
energies  of  acids  and  bases  and  the  molecular  reduction  in  the  freez- 
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ing  point  of  water,  does  not  however  hold  good  in  the  case  of  all 
solvents.  In  the  case  of  certain  solvents,  acetic  acid  for  example, 
strong  acids,  such  as  sulphuric  and  hydrochloric  acids,  produce  only 
half  the  reduction  in  freezing  point  which  is  produced  by  weak  acids, 
such  as  benzoic  acid  and  phenol.  The  relation  observed  in  the  case  of 
water  is  probably  due  to  the  fact  that  the  strong  acids  and  bases  have 
a  greater  attraction  for  water,  and  therefore  their  molecules  are  more 
completely  separated  by  solution,  whilst  the  weak  acids  and  bases 
have  very  little  attraction  for  water,  and  their  molecules  consequently 
remain  united  together  after  solution,  most  probably  in  pairs.  This 
latter  supposition  would  explain  the  fact  that  they  produce  only  half 
the  normal  molecular  reduction.  C.  H.  B. 

Perfect  Elasticity  of  Solid  Bodies  :  a  New  Relation  between 
Solids  and  Liquids  and  Gases.  By  W.  Spring  (Ber.,  16,  2723 — 
2728). — The  author  has  subjected  a  large  number  of  metals  and 
metallic  salts  to  a  pressure  of  20,000  atmospheres,  and  determined 
their  density  before  and  after  the  operation.  As  a  rule  no  alteration 
in  density  and,  consequently,  no  permanent  change  in  volume,  is  pro¬ 
duced  by  the  pressure,  excepting  that  due  to  cavities  in  the  solids.  If 
the  solid  is  capable  of  existing  in  a  denser  allotropic  modification, 
then  a  permanent  compression  ensues. 

When  a  bar  of  metal  is  bent,  the  concave  portion  experiences  pres¬ 
sure  and  the  convex  undergoes  expansion.  If  the  bar  remains  curved 
after  the  force  which  altered  its  shape  is  removed,  the  result  is  due  to 
a  passage  of  matter  from  the  concave  to  the  convex  side.  The  limit 
of  elasticity  of  a  solid  is  the  critical  moment  at  which  the  particles 
begin  to  “  flow  ”  under  the  influence  of  the  forces  exerted  on  them. 

A  body  is  brittle  when  its  particles  no  longer  have  the  power  of 
“  flowing  ”  under  pressure.  W.  C.  W. 

Determination  of  Atomic  Weights  by  Means  of  Metallic 
Sulphates.  Atomic  Weights  of  Copper,  Zinc,  and  Nickel.  By 

H.  Baubigny  ( Compt .  rend.,  97,  854 — 856,  906 — 908,  951 — 954). — 
The  principal  source  of  error  in  previous  determinations  of  the  atomic 
weights  of  metals  by  means  of  their  sulphates  has  been  the  difficulty 
of  expelling  the  last  traces  of  free  acid  and  moisture  without  at  the 
same  time  partially  decomposing  the  sulphate.  The  author  finds  that 
all  sulphates,  with  the  exception  of  those  of  gold  and  the  platinum 
metals,  may  be  heated  for  several  days  at  440°,  the  temperature  of 
boiling  sulphur,  without  undergoing  any  decomposition,  and  that, 
even  at  this  high  temperature  some  sulphates  lose  the  last  traces 
of  free  acid  very  slowly.  By  this  method  the  preparation  of  sul¬ 
phates  in  a  definite  form  is  easier  than  the  preparation  of  chlorides. 
Ferric  sulphate,  for  example,  can  readily  be  obtained  quite  pure 
as  a  white  salt  with  a  pinkish  tinge.  The  normal  anhydrous  sul¬ 
phates  thus  obtained  can  be  completely  converted  into  oxides  by 
heating  them  at  a  high  temperature  in  a  platinum  boat  placed  inside 
a  platinum  tube  heated  by  a  muffle,  one  end  of  the  tube  being  open  to 
the  air.  The  use  of  the  platinum  tube  renders  it  easy  to  ascertain 
whether  any  spirting  has  taken  place,  and  also  protects  the  oxide 
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from  the  reducing  gases  of  the  furnace.  In  an  actual  determination, 
the  purified  sulphate  is  placed  in  a  weighed  platinum  boat,  and  the 
latter  is  placed  inside  a  glass  tube  which  is  heated  in  sulphur  vapour 
until  the  sulphate  ceases  to  lose  weight.  The  boat  with  its  contents 
is  then  put  inside  the  platinum  tube  in  the  muffle  and  heated  until 
all  the  acid  is  expelled.  After  the  residual  oxide  has  been  weighed, 
it  is  dissolved  in  hydrochloric  acid  and  the  solution  tested  with 
barium  chloride.  This  method  is  of  course  inapplicable  to  sulphates 
which  volatilise  without  decomposition,  or  to  sulphates  which  yield 
oxides  which  are  volatile  at  high  temperatures,  like  those  of  barium 
and  strontium.  In  such  cases  the  synthetical  method  must  be 
adopted,  the  last  traces  of  water  and  free  acid  being  expelled  by 
heating  at  440°. 

The  atomic  weights  given  below  have  been  calculated  on  the 
assumption  that  the  atomic  weight  of  oxygen  is  16. 

Copper. — Pure  metallic  copper  or  pure  artificial  atacainite  was  dis¬ 
solved  in  dilute  sulphuric  acid,  and  the  solution  carefully  evaporated. 
Determinations  were  made  with  the  first  crop  of  crystals,  and  also 
with  the  residue  obtained  by  evaporating  the  mother-liquor  left  after 
the  separation  of  a  second  crop  of  crystals.  The  mean  of  the  deter¬ 
minations  is  Cu  =  63*468  if  S  =  32*074,  or  Cu  =  63*396,  if 
S  ==  32. 

Zinc. — Distilled  zinc  was  treated  with  a  quantity  of  sulphuric  acid 
insufficient  to  dissolve  it,  and  the  filtered  solution  was  evaporated  to 
diyness.  The  residue  was  heated  at  440°,  dissolved  in  water,  a 
portion  of  the  zinc  precipitated  by  hydrogen  sulphide,  and  the  liquid 
digested  with  the  precipitate  for  some  time  in  order  to  remove  cad¬ 
mium,  lead,  &c.  The  liquid  was  then  filtered,  the  zinc  precipitated 
as  sulphide,  the  precipitate  washed  with  very  dilute  sulphuric  acid, 
and  then  dissolved  in  sulphuric  acid,  and  the  solution  evaporated. 
The  mean  of  the  determinations  is  Zn  =  65'40S  if  S  =  32*074,  or 
Zn  =  65-334*  if  S  32. 

Nickel. — The  commercial  nitrate  was  very  carefully  purified,  and 
was  eventually  converted  into  the  anhydrous  sulphide  by  saturating 
a  solution  of  the  sulphate  with  hydrogen  sulphide,  and  heating  it 
in  closed  vessels  at  100°.  The  nickel  sulphide  thus  obtained  was 
dissolved  in  aqua  regia  and  the  solution  evaporated  with  excess  of 
sulphuric  acid.  Nickel  sulphate  obstinately  retains  traces  of  free 
acid  even  at  440°,  and  prolonged  heating  is  necessary  in  order  to 
obtain  it  perfectly  pure.  The  monoxide  left  on  ignition  of  the  sul¬ 
phate  has  no  tension  of  dissociation  at  the  melting  point  of  gold, 
even  in  a  vacuum.  The  mean  of  the  determinations  is  Ni  =  58*748 
if  S  =  32*074,  or  Ni  =  58*678  if  S  =  32.  C.  H.  B. 

Molecular  Weight  of  the  Amines :  Trimethylamine.  By 

J.  Dewar  and  A.  Scott  ( Proc .  Boy.  Soc.,  35,  347 — 349). — The  sub¬ 
stituted  ammonias  are  peculiarly  fitted  to  reveal  the  small  differences 
from  whole  numbers  in  the  conjoint  values  of  atomic  weights  of 
carbon  and  hydrogen.  By  selecting  amines  of  sufficiently  high 

*  Note  by  Abstractor. — This  number  is  identical  with  that  recently  obtained  by 
Marignac  ( Zeitsch .  Anal.  Ckem.,  1884,  133). 
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molecular  weights,  butylamine  for  example,  it  is  possible  to  integrate 
these  small  positive  and  negative  increments :  and,  theoretically,  it 
should  be  possible  to  ascertain  whether  the  atomic  weight  of 
hydrogen  differs  from  unity,  when  0  =  16  is  taken  as  the  standard, 
provided  the  atomic  weight  of  carbon  be  accepted  as  sufficiently  well 
defined  by  independent  investigations.  The  crude  base  was  trans¬ 
formed  into  tetrethylammonium  bromide,  decomposed  by  dry  dis¬ 
tillation,  separated  from  the  chloride  with  potassium  hydroxide,  and 
fractionally  distilled.  The  portion  boiling  between  90 — 91°  was  treated 
with  nitrous  acid  to  eliminate  traces  of  the  primary  and  secondary 
amines,  and  finally  converted  into  the  bromide.  The  relation  between 
this  salt,  Et3NHBr,  and  silver  was  then  determined,  and  the  average 
result  of  fairly  concordant  experiments  gave  as  the  molecular  weight 
of  the  bromide  182*012.  The  value  for  triethylammonium  is  102*061 ; 
and  if  from  this  be  subtracted  Stas’  value  for  ammonium,  18*074,  the 
resultant,  83*987,  is  the  molecular  weight  of  the  hydrocarbon  C6Hl2. 

These  results  are  sufficient  to  prove  that  if  the  atomic  weight  of 
hydrogen  be  taken  as  unity,  the  atomic  weight  of  carbon  is  12,  and 
thus  the  addition  of  6  atoms  of  carbon  to  12  of  hydrogen  results  in  a 
compound,  whose  molecular  weight  is  the  integer  84.  But  this  value 
may  be  due  to  the  summation  of  positive  and  negative  variations 
from  the  respective  values  12  or  1  respectively. 

This  investigation  will  be  continued,  and  Schiitzenberger’s  hypo¬ 
thesis  on  the  variability  of  the  atomic  weight  of  carbon  will  be  made 
the  subject  of  a  future  discussion.  V.  H.  V. 

Demonstration  of  the  Increase  of  Weight  of  Bodies  on 
Combustion.  By  M.  Rosenfeld  ( Ber .,  16,  2753 — 2758). — In  order 
to  show  the  increase  in  weight  which  potassium,  sodium,  magnesium, 
tinfoil,  sulphur,  carbon,  and  a  taper  undergo  on  combustion,  the 
author  employs  a  Nicholson’s  areometer  instead  of  a  balance. 

In  the  experiment  with  tinfoil,  it  is  necessary  to  affix  a  thin  iron  or 
brass  wire  (25  cm.  long)  across  the  pan  of  the  areometer.  The  tinfoil 
hangs  on  each  end  of  this  wire. 

For  sulphur  and  charcoal,  a  small  tube  containing  soda-solution  is 
used.  The  tube  is  closed  by  a  cork  through  which  two  narrow  tubes 
pass;  the  longer  tube  dips  into  the  soda.  The  sulphur  or  charcoal 
and  the  absorption  tube  are  placed  on  the  scale  of  the  areometer. 
The  sulphur  is  then  brought  into  a  hard  glass  tube,  through  which 
Oxygen  is  passed.  The  tube  is  heated,  and  the  products  of  combus¬ 
tion  are  passed  into  the  absorption  tube,  which  is  again  placed  on  the 
areometer  after  the  experiment.  A  somewhat  similar  arrangement 
is  used  in  the  case  of  the  taper.  W.  C.  W. 

Lecture  Experiments.  By  M.  Rosenfeld  (Ber.,  16,  2750 — 
2752). — I.  The  preparation  of  mercuric  oxide  may  be  shown  by  heat¬ 
ing  potassium  amalgam  at  225°  in  a  long-necked  flask.  The  flask  is 
closed  by  a  cork  through  which  two  tubes  are  inserted.  One  tube 
dipping  down  to  the  surface  of  the  mercury  is  connected  with  a  gaso¬ 
meter  filled  with  oxygen.  Through  the  second  tube,  the  excess  of 
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oxygen  escapes  into  a  cylinder  filled  with  water,  standing  in  a 
pneumatic  trough. 

II.  Zinc  oxide  is  prepared  by  melting  about  40  grams  of  zinc  in  a 
flat  evaporating  basin.  A  small  piece  of  sodium  is  added,  and  a 
current  of  air  is  forced  on  the  surface  of  the  metal. 

III.  To  obtain  nitrogen  from  the  air,  the  author  recommends  that 
the  oxygen  should  be  removed  by  means  of  a  sheet  of  burning  tin- 

foil.  w.  c.  w. 
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Purification  of  Hydrochloric  Acid.  By  E.  Bensemann  (Arch. 
Pharm.  [3],  21,  291). — Hydrochloric  acid  can  be  entirely  freed  from 
arsenic  by  dilating  it  with  water,  adding  potassium  chlorate  in  small 
quantity,  and  warming  the  liquid.  On  distilling  this  mixture,  hydro¬ 
chloric  acid  free  from  arsenic  is  obtained,  but  of  course  it  contains 
free  chlorine.  W.  R.  D. 

Some  Reactions  of  Ozone.  By  A.  Wagner  ( Zeits .  Anal.  Chem 
22,  316 — 318). — On  placing  a  piece  of  filter-paper,  soaked  in  a 
boiling  ethereal  solution  of  anthracene,  in  a  bottle  containing  phos¬ 
phorus  partially  covered  with  water,  anthraquinone  is  formed. 
Similar  treatment  causes  aniline  hydrochloride  to  turn  brown,  whilst 
exposure  to  air  through  which  strong  electric  sparks  are  passing, 
produces  a  reddish-brown  colour.  In  like  manner  diphenylamine 
gives  a  deep  brown  when  the  ozone  is  produced  by  phosphorus,  and  a 
lemon-yellow  when  the  electrical  discharge  is  used.  Diphenylamine- 
sulphonic  acid  similarly  treated  becomes  blue,  passing  into  green  in 
the  former  case,  and  deep  blue  in  the  latter.  P.  F.  F. 

Colour  of  Water.  By  W.  Spring  ( Bied .  Centr .,  1883,  289 — 291). 
— Fresh  distilled  water  in  tubes  5  metres  X  4  cm.  appears  of  a  sky-blue 
colour,  which  however  changes  after  a  few  hours  to  a  pale  green ;  but 
if  O'OOOl  of  mercuric  chloride  is  added  to  the  original  water,  no 
change  occurs;  if  it  be  added  to  the  green  water,  a  blae-green  tint  is 
obtained,  but  never  the  original  colour;  it  is  therefore  concluded 
that  the  change  from  blue  to  g”een  is  effected  by  minute  organisms. 
A  beam  of  light  sent  through  the  column  of  water  is  invisible  (later¬ 
ally  ?),  consequently  the  colour  is  natural  to  the  water  and  not  to 
reflection  from  minute  particles.  Amyl  and  ethyl  alcohol,  and  acetic 
acid  are  colourless.  Pure  blue  water  treated  with  lime  and  then  with 
carbonic  anhydride  appeared  at  first  black,  changing  to  brown,  yellow, 
and  green  ;  similar  results  were  obtained  with  baryta-water  contain¬ 
ing  free  silicic  acid  and  sodium  silicate.  The  final  conclusions  drawn 
are  : — light  does  not  pass  through  a  thick  layer  of  water  containing 
solids  in  suspension ;  the  yellow  colour  is  due  to  suspended  matter, 
or  to  that  matter  forming  a  saturated  solution;  as  carbonates  are 
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deposited,  the  colour  approaches  more  nearly  to  blue.  In  natural  blue 
waters,  calcium  and  magnesium  carbonates,  silica  and  alumina  are  in 
solution;  whilst  in  the  green  they  are  partly  undissolved  through  a 
deficiency  in  the  carbonic  anhydride.  In  the  blue  Rhine  we  have 
786  CaC03  and  79*5  C02,  whilst  in  the  green  Rhine  1056  CaC03  and 
76  C02.  E.  W.  P. 

Hydrated  Carbon  Bisulphide.  By  F.  P.  Venable  (Amer.  Ckem. 
J.,  5,  15 — 19). — The  author  confirms  Ballo’s  statement  that  the  white 
substance  obtained  by  the  rapid  evaporation  of  carbon  bisulphide 
is  a  hydrate,  as  it  cannot  be  formed  in  dry  air  under  conditions 
similar  to  those  in  which  it  is  readily  formed  in  moist  air.  The  tem¬ 
perature  of  — 12°,  given  by  Wartha  as  that  of  its  formation  or 
decomposition,  does  not  appear  to  be  correct.  (For  previous  experi¬ 
ments  on  this  subject  see  Watts's  Dictionary ,  Suppl.  2,  264.) 

a.  j.  a. 

Modification  of  Noaek’s  Method  of  Preparing  Carbonic 
Oxide.  By  L.  P.  Kinnicutt  {Amer.  Chem.  J.,  5,  43 — 44). — Noack 
has  recently  shown  that  carbonic  oxide  can  be  prepared  by  passing 
carbonic  anhydride  over  heated  zinc-dust  ( Ber .,  16,  75).  It  may 
however  be  prepared  mpre  conveniently  by  heating  a  mixture  of  mag¬ 
nesite  with  twice  its  weight  of  zinc-dust.  After  the  first  five  minutes, 
the  gas  is  nearly  pure  carbonic  oxide.  A.  J.  G. 

Manufacture  of  Phosphoric  Acid.  By  E.  W.  Runyon  (Pharm, 
Journ.  [3],  14,  48). — The  preparation  of  phosphoric  acid  free  from 
arsenic  has  hitherto  been  a  matter  of  difficulty,  as  commercial  phos¬ 
phorus  is  always  contaminated  with  arsenic,  which  is  not  removed  in 
the  ordinary  process  of  oxidation  by  nitric  acid.  It- has  been  pro¬ 
posed  to  remove  the  arsenic  from  the  acid  thus  prepared  by  hydrogen 
sulphide,  but  the  author  finds  that  owing  to  the  long  time  occupied 
in  removing  every  trace  of  arsenic,  this  method  is  not  a  practicable 
one.  He  recommends  the  process  proposed  by  Wenzell,  which  depends 
on  the  aerial  oxidation  of  the  phosphorus  by  exposure  in  trays  in 
presence  of  water :  full  details  of  the  apparatus  used  are  given  in  the 
paper.  The  solution  of  phosphorous  acid  obtained  is  heated,  where¬ 
upon  the  arsenic  separates  in  the  metallic  condition,  and  after  being 
kept  at  a  temperature  of  about  190°  for  30  minutes,  the  separation  is 
complete.  This  liquid  (sp.  gr.  1*75)  is  diluted  with  an  equal  bulk 
of  water,  filtered  through  paper,  and  oxidised  by  nitric  acid  in  the 
ordinary  way.  W.  R.  £). 

Borax  in  California.  By  Ayres  (Arch.  Pharm.  [3],  21,  297). — 
The  borax  imported  from  California  is  principally  obtained  from  two 
lakes,  Borax  Lake  and  Clear  Lake,  which  are  about  80  miles  north 
of  San  Francisco.  Borax  Lake  is  about  three-quarters  of  a  mile  long, 
and  has  an  average  depth  of  four  feet.  Crystals  which  were  taken 
from  the  mud  at  the  bottom  were  found  to  be  pure  sodium  pyro- 
borate  ;  1*077  gram  of  total  solid  residue  were  yielded  by  30  grams  of 
the  water.  This  residue  contained  0*618  gram  of  sodium  carbonate, 
0*204  gram  of  sodium  chloride,  and  0*178  gram  of  borax. 

W.  R.  D. 
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Silver  Nitrate  and  Ammonia.  By  A.  Reychler  ( Ber .,  16, 

242  L — 2424). — Monammonia  silver  nitrate,  AgN03,NH3,  was  described 
by  the  author  (Abstr.,  1883,  902)  as  a  nitrate  of  argentammonium,  a 
view  which  is  found  to  be  incompatible  with  tbe  behaviour  of  this 
compound  when  treated  with  ethyl  iodide.  Ethyl  iodide  reacts  with 
it  at  the  ordinary  temperature,  heat  being  evolved,  and  silver  iodide, 
ethyl  nitrate,  and  diammonia  silver  nitrate  formed,  thus : — 

2AgN03,NH3  +  rcEtl  =  Agl  +  Et.N03  +  AgH03,(ira3)2  + 

(n-l)Etl. 

The  diammonia  silver  nitrate  is  also  acted  on  by  ethyl  iodide,  with 
formation  of  silver  iodide,  ethyl  nitrate,  and  ammonia,  thus  : — 

AgN03,(NH3)2  -f  ?iEtI  =  Agl  4-  EtN03  +  2NH3  +  (w,— l)EtI. 

Some  ethylamine  is  also  produced  by  the  action  of  the  ammonia  on 
the  ethyl  nitrate  and  ethyl  iodide.  If  monammonia  silver  nitrate  were 
a  derivative  of  argentammonium,  then  ethyl  iodide  would  react  with  it, 
so  as  to  form  ethylamine  nitrate,  as  follows : — 

AgHET3.N03  +  EtI  =  Agl  +  HEtH3.H03. 

But  in  light  of  the  above  reactions,  the  author  is  inclined  to  regard 
monammonia  silver  nitrate  either  as  a  molecular  compound  of  ammo¬ 
nia  with  silver  nitrate,  or  as  a  compound  having  the  following  con¬ 
stitution :  OH.NO(NH2).OAg.  P.  P.  B. 

Atomic  Weight  of  Beryllium.  By  J.  E.  Reynolds  ( Proc .  Boy. 
Soc .,  35,  248 — 2b0). — Although  specimens  of  beryllium  used  for  deter¬ 
minations  of  the  specific  heat  of  the  metal  were  impure,  yet  the  results 
are  all  in  one  direction,  that  is,  indicating  apparent  gain  in  specific 
heat  with  increased  purity  of  material.  The  spectroscopic  evidence 
of  Hartley  (Trans.,  1883,  316)  shows  that  beryllium  is  the  first 
member  of  a  dyad  series  of  elements,  of  which  calcium,  barium,  and 
strontium  are  probably  homologues.  Thus  two  independent  methods 
of  research  tend  to  prove  that  the  atomic  weight  of  9' 2  is  the  more 
correct,  and  that  beryllium  is  the  first  member  of  Mendelejeff’s  second 
series  of  elements.  V.  H.  V. 

Reply  to  the  Above  Paper.  By  T.  S.  Humpipge  (Proc.  Boy. 
Soc 35,  358 — 359). — In  this  paper,  exception  is  taken  to  the  state¬ 
ment  of  Reynolds  that  the  results  of  determinations  of  the  specific 
heats  of  beryllium  are  higher,  the  less  the  proportion  of  impurities. 
But  even  admitting  this,  it  is  hardly  probable  that  the  specific  heat  of 
the  fused  metal  could  be  50  per  cent,  greater  than  that  of  the  crys¬ 
talline  metal.  The  author  has  prepared  purer  samples,  analyses  of 
which  are  promised.  As  regards  the  observations  of  Hartley,  the 
slight  spectroscopic  resemblance  between  beryllium  and  the  alkaline 
earth-metals  can  hardly  outbalance  all  the  weighty  chemical  and 
physical  differences  between  them  ;  and  even  if  beryllium  is  a  dyad, 
its  nearest  homologues  are  decidedly  magnesium  and  zinc,  not  calcium, 
strontium,  and  barium.  V.  H.  V. 
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Diffusion  of  Didymium.  By  A.  Cossa  ( Gazzetta ,  13,  280). — 
This  metal,  besides  being  found  in  apatites,  scheelite,  and  various 
kinds  of  limestone,  occurs  in  large  quantity  in  the  sphene  of  tbe 
syenite  of  the  Biellese  and  of  the  Collegno  limestone.  The  frequent 
association  of  didymium-compounds  with  those  of  calcium  in  homo¬ 
geneous  and  perfectly  crystallised  minerals  is  regarded  by  Cossa 
as  a  confirmation  of  his  opinion,  that  didymium,  at  least  in  compounds 
in  which  it  is  associated  with  calcium,  may  be  regarded  as  a  bivalent 
metallic  radicle.  H.  W. 

Magnesium  Bromide  and  Iodide.  By  O.  Lerch  ( J .  pr.  Chem. 
[2],  28,  338 — 356). — Although  magnesium  bromide  has  been  pre¬ 
pared  by  the  action  of  bromine  vapour  on  a  strongly  heated  mixture 
of  carbon  and  magnesium  oxide,  it  could  never,  owing  to  its  non¬ 
volatility,  be  purified  and  analysed.  The  author  has  observed  that 
bromine  vapour  combines  directly  with  magnesium  with  the  greatest 
readiness  at  a  very  high  temperature,  namely,  at  the  melting  point  of 
the  metal.  By  heating  small  pieces  of  magnesium  in  a  vertical  hard 
glass  tube  before  the  blowpipe,  so  that  only  the  lower  end  of  the  tube 
is  heated,  and  admitting  bromine  vapour  by  a  smaller  tube  passing 
through  the  magnesium  almost  to  the  bottom  of  the  larger  tube,  mag¬ 
nesium  bromide  may  be  obtained  in  quantity.  The  greatest  caution  is 
required  in  this  dangerous  operation.  Magnesium  bromide  is  a  white 
crystalline  mass,  having  the  appearance  of  magnesium  chloride.  It 
is  easily  oxidised  on  exposure  to  air,  is  not  volatile,  and  is  more  hygro¬ 
scopic  than  the  chloride.  Analysis  agrees  with  the  formula  MgBr2 ; 
but  owing  to  the  action  of  this  metal  on  glass  at  a  high  temperature, 
the  estimated  quantity  of  bromine  is  slightly  lower  than  that  calcu¬ 
lated.  The  salt  was  also  obtained  by  evaporating  a  solution  of 
hydrated  magnesium  bromide  and  ammonium  bromide  to  dryness, 
and  driving  off  the  latter  by  heat;  also  by  melting  anhydrous  mag¬ 
nesium  chloride  with  ammonium  bromide. 

Magnesium  Iodide. — This  salt  was  also  obtained  by  heating  pieces 
of  magnesium  in  a  vertical  tube  to  the  melting  point,  and  adding 
slowly  small  quantities  of  iodine  ;  the  reaction  takes  place  with  great 
violence.  The  iodide  sinks  below  the  molten  metal,  and  also  some- 
wliat  attacks  the  glass.  It  has  the  same  appearance  as  the  bromide, 
but  melts  at  a  higher  temperature,  and  is  more  readily  oxidised  on 
exposure  to  the  air.  Analysis  agrees  with  the  formula  Mgl2,  The 
salt  was  also  obtained  from  hydrated  magnesium  iodide  and  ammo¬ 
nium  iodide,  and  by  melting  magnesium  chloride  with  ammonium 
iodide. 

Hydrated  magnesium  bromide  is  obtained  by  the  action  of  bromine 
on  magnesium  dust  and  water.  Crystallised  over  sulphuric  acid,  it 
is  obtained  in  hygroscopic  crystals,  and  analysis  agrees  with  the 
formula  MgBr2  -f-  6H20. 

Hydrated  magnesium  iodide ,  obtained  in  a  similar  way  to  the 
above,  has  the  formula  Mgl2  +  8H20. 

Magnesium  potassium  bromide  was  formed  by  adding  to  a  known 
quantity  of  hydrated  magnesium  bromide  sufficient  potassium  bromide 
to  form  the  double  salt  2(KBr),MgBr2  +  6H20,  as  mentioned  by 
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Lowig  ( Repert .,  29,  261).  On  evaporating  the  solution  over  sulphuric 
acid,  potassium  bromide  containing  only  2  per  cent,  magnesium 
bromide  crystallised  out  at  first,  and  for  some  time  after  crystals  con¬ 
taining  no  definite  quantity  of  magnesium  bromide  were  obtained  ; 
finally,  however,  a  salt  was  obtained  of  a  composition  similar  to  that 
of  carnallite,  KCl,MgCl2  +  6H20.  Analysis  agreed  with  the  formula 
KBr,MgBr2  +  6H20.  A  deficiency  of  over  2  per  cent,  of  bromine 
was  observed ;  but  on  analysis  of  carnallite  prepared  by  crystallisation 
from  its  mother-liquor,  there  was  a  similar  deficiency  of  chlorine, 
probably  owing  in  both  cases  to  the  difficulty  of  purifying  the  very 
deliquescent  crystals. 

Magnesium  ammonium  bromide  . .  MgBr2,NH4Br  -f  6H20 

Magnesium 'potassium  iodide .  JVlgI2,KI  -f*  6H20 

Magnesium  ammonium  iodide  ....  Mgl^NH^I  +  6H20. 

The  halogen  compounds  of  magnesium  are  similar  in  their  behaviour 
towards  water,  in  melting  only  at  a  high  temperature,  and  in  soli¬ 
difying  to  crystalline  masses ;  they  differ  in  their  behaviour  to  the 
air,  for  whilst  the  chloride  is  but  slowly  decomposed  at  the  melting 
point,  the  bromide  is  more  easily  decomposed  and  the  iodide  with 
great  rapidity  at  ordinary  temperatures.  The  hydrated  and  double 
salts  show  the  same  characteristics  respectively  as  do  the  halogen 
compounds.  The  author  purposes  continuing  his  investigation. 

A.  B. 

Cadmium  Oxide.  By  J.  Thomsen  ( Ber .,  16,  2616). — The  author 
has  shown  that  hydrochloric,  hydrobromic,  and  hydriodic  acids  ex¬ 
hibit  the  same  heat  of  neutralisation  with  sodium  hydroxide  in 
aqueous  solution,  and  that  practically  the  same  result  is  obtained 
when  the  above  acids  are  neutralised  with  baryta,  magnesia,  zinc 
oxide,  and  copper  oxide.  Cadmium  oxide  is  distinguished  from  the 
magnesium  group  by  many  of  its  chemical  properties,  and  by  its 
heat  of  neutralisation,  which  is  greater  for  hydrobromic  than  for 
hydrochloric  acid,  and  greater  for  hydriodic  than  for  hydrobromic 
acid :  in  this  respect  it  bears  more  resemblance  to  the  heavy 
metals : — 

CdOaHa,2HClAq  =  20,290  c. 

CdO*Ha,2HBrAq  =  21,560  „ 

CdOaHa,2HIAq  =  24,210  „  A.  K.  M. 

Spontaneous  Oxidation  of  Mercury.  ByD.  Macaluso  ( Gazzetta , 
13,  485 — 489;. — The  author  has  shown,  by  a  series  of  careful  expe¬ 
riments,  that  mercury  is  not  oxidised  by  exposure  to  pure  dry  air  or 
to  pure  aqueous  vapour,  but  that  in  a  mixture  of  the  two,  oxidation 
takes  place,  with  production  of  the  well-known  grey  pellicle  of  sub¬ 
oxide.  This  action  is  analogous  to  the  formation  of  mercurous 
chloride  when  mercury  is  left  in  contact  with  gaseous  hydrogen 
chloride  or  its  aqueous  solution  in  presence  of  air,  whereas  in  pure 
hydrogen  chloride,  or  its  pure  aqueous  solution  perfectly  deprived  of 
air,  no  such  formation  takes  place.  H.  W. 
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Doable  Fluorides  and  Oxyfluorides  of  Titanium.  By  A. 

Piccini  (Compt.  rend .,  97,  1064 — 1067). — When  an  aqueous  solution 
of  titanium  trichloride  is  added  gradually  to  a  concentrated  solution 
of  ammonium  fluoride,  or,  better,  when  a  solution  of  the  normal 
fluotitanate  in  a  solution  of  ammonium  fluoride  is  reduced  by  electro¬ 
lysis,  the  compound  TiF3,3NH4F  is  obtained  as  a  crystalline  violet 
precipitate,  slightly  soluble  in  water,  but  insoluble  in  a  solution  of 
ammonium  fluoride.  If  this  precipitate  is  washed  successively  with 
water,  a  concentrated  solution  of  ammonium  fluoride,  and  strong 
alcohol,  and  exposed  to  the  air,  its  violet  colour  changes  to  dirty 
yellow,  and  when  perfectly  diy,  it  has  a  deep  yellow  colour.  This 
yellow  substance  dissolves  completely  in  water,  but  the  solution  de¬ 
composes  even  at  the  ordinary  temperature  with  evolution  of  bubbles 
of  gas.  When  the  aqueous  solution  is  evaporated  in  a  vacuum  or  by 
exposure  to  air,  small  brilliant  transparent  yellow  regular  octohedrons 
are  obtained,  often  mixed  with  very  slender  yellow  needles.  If, 
however,  the  aqueous  solution  is  mixed  with  ammonium  fluoride,  a 
precipitate  is  obtained  which  consists  of  the  regular  octohedrons  alone. 
These  crystals  are  insoluble  in  a  solution  of  ammonium  fluoride,  but 
dissolve  readily  in  water,  forming  a  golden-yellow  solution,  which, 
when  acidified  with  dilute  sulphuric  acid,  bleaches,  and  is  bleached 
by  a  solution  of  potassium  permanganate,  with  evolution  of  oxygen. 
Ammonia  produces  a  yellow  flocculent  precipitate,  soluble  in  cold 
dilute  sulphuric  acid  with  formation  of  a  reddish-yellow  solution, 
which  behaves  in  a  similar  manner  with  a  solution  of  potassium  per¬ 
manganate.  If  the  reddish-yellow  solution  is  mixed  with  potassium 
hydrofluoride,  a  portion  of  the  titanium  is  precipitated  as  TiF4,2KF 
-f  H20,  and  the  liquid  is  decolorised  and  gives  Barreswil’s  reaction. 
The  octohedral  crystals  have  the  composition  Ti02F2, 31^11,^,  and  it 
would  appear  that  the  oxygen  is  in  a  condition  similar  to  that  in  which 
it  exists  in  hydrogen  peroxide.  This  compound  is  the  first  example 
of  a  substance  passing  from  a  lower  form  to  the  highest  form,  in  pre¬ 
sence  of  the  most  stable  or  normal  compound.  As  prepared  by  expo¬ 
sure  to  air,  the  yellow  substance  contains  a  considerable  proportion 
of  normal  fluotitanate,  and  it  is  probably  formed  in  accordance  with 
the  equation  2(TiF3,3NH4F)  +  02  =  TiF4,3NH4F  -}-  Ti02F2,3OTT4F, 
the  violet  compound  absorbing  oxygen  and  splitting  up  into  the 
normal  salt  and  the  oxysalt. 

When  hydrogen  peroxide  is  added  to  a  sulphuric  acid  solution  of 
titanic  acid  in  the  proportion  Ti02 :  H202,  a  reddish-yellow  liquid  is 
obtained,  which  gives  Barreswil’s  reaction  on  adding  a  further  small 
quantity  of  hydrogen  peroxide.  If  the  liquid  is  now  neutralised 
with  ammonia,  a  yellow  solution  is  obtained,  from  which  neutral 
ammonium  fluoride  precipitates  yellow  octohedra  identical  with  those 
obtained  by  the  other  method.  If  sufficient  ammonium  fluoride  is 
not  present,  the  liquid  remains  slightly  coloured,  and  when  evapo¬ 
rated  in  presence  of  air,  it  deposits  very  slender  yellow  needles 
similar  to  those  obtained  by  the  first  method.  These  needles  consist 
of  a  hydrated  oxy fluoride  containing  less  fluorine  than  the  octohedral 
compound. 

This  series  of  oxyfluorides  throws  light  on  the  nature  of  the  reac- 
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tion  between  titanic  acid  and  hydrogen  peroxide.  They  are  evidently 
derived  from  the  radicle  of  the  acid  formed  by  Ti03,  in  which  an  atom 
of  oxygen  has  been  replaced  by  two  atoms  of  fluorine,  as  in  the  case 
of  the  oxyflnomolybdates  and  the  oxyfluotungstates.  They  differ  in 
constitution  from  the  latter,  however,  in  that  they  correspond  with  a 
higher  state  of  oxidation.  The  octohedral  salt  is  decolorised  by 
hydrofluoric  acid,  the  oxygen  being  replaced  by  fluorine  atom  for 
atom,  that  is  to  say,  the  couple  0>  is  equivalent  to  two  atoms  of 
fluorine :  Ti02F2  +  2HF  =  TiF4  -j-  H202.  In  crystalline  form,  the 
compound  Ti02F2,3NH4F  is  analogous  to  IsibOF3,3NH4F,  which  con¬ 
tains  the  same  number  of  atoms.  C.  H.  B. 
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Dopplerite.  By  A.  Mayer  ( Landw .  Ver  sucks. -S  tat.,  29,  313— 
315). — The  sample  of  dopplerite  was  obtained  from  peat  beds  in 
Holland  :  it  contained  84*6  per  cent,  water,  and  in  the  dried  substance 
was  found  4*2  per  cent.  ash.  The  relation  of  carbon,  hydrogen,  and 
oxygen  in  tbe  remainder  led  to  the  empirical  formula  CnH1803.  The 
ash  constituents  were  chiefly  calcium  carbonate  and  ferric  oxide. 
Dopplerite  is  perfectly  soluble  in  caustic  potash  or  soda,  but  only 
partially  in  ammonia.  Acids  precipitate  it  from  solution,  and  salts  of 
alkaline  earths  throw  it  down  in  combination  with  base.  A  calcium 
salt  was  thus  obtained  having  8T  per  cent,  of  lime.  J.  K.  C. 

Natural  Fluorine  Compounds.  By  P.  (Troth  (Jakrb.  f.  Min., 
1883,  2,  Ref.,  324 — 327). — This  paper  gives  a  detailed  description  of 
the  fluorine  minerals,  analyses  of  which  have  already  been  published 
by  Brandi  (Abstr.,  1882,  1176). 

1.  Cryolite  is  monoclinic :  a  :  b  :  c  =  0*9662  :  1 :  1*3882,  8  =  89°  40'. 
The  planes  occurring  most  frequently  are  coP,  OP,  -j-  Pco,  Pco.  The 
chemical  formula  calculated  from  Brandi’s  analyses  is  3NaF,AlF3. 

Pachnolite  is  monoclinic  :  a:  b:  c  =  1*1626  :  1  :  1*5320,  (3  =  89"  40'. 
coP,  — P,  OP  are  the  planes  occurring  most  frequently.  The  rhombic 
section  is  very  characteristic  of  pachnolite,  that  of  thomsenolite  being 
rectangular.  The  chemical  formula  is  NaF,CaF2,AlF3. 

Thomsenolite  is  monoclinic:  a  :  b  :  c  —  0*9959  : 1  :  1*0887,  /3  ■=  87°  37^'. 
The  most  important  forms  are  ooP,  -J-  P,  OP.  The  chemical  formula 
is  NaF,CaF2,AlF3,H20. 

Ralstonite  crystallises  in  octohedrons.  The  formula  is 

3(Na2MgCa)F2,8AlF„6H20. 

Chiolite  has  the  formula  5NaF,3AlF. 

Arksutite  is  probably  a  partially  altered  cryolite,  that  is  a  mixture 
of  cryolite  and  pachnolite.  Magemannite  is  probably  thomsenolite 
mixed  with  siliceous  browm  ironstone.  Gearksntite  appears  to  be  the 
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final  product  of  the  alteration  of  cryolite,  whereby  Na  is  replaced  by 
Ca  and  water  taken  up. 

2.  Fluellite  is  rhombic  :  a  :  b  :  c  =  0*77  :  1  :  1*874.  Forms  observed 
are  P  and  OP.  Sp.  gr.  =  2*17.  The  formula  is  A1F3  -p  H20. 

3.  Prosopite  is  monoclinic :  a:  b:  c  =  1*318  :  1  :  0*5912,  (3  =  86°  2'. 

Forms  observed  are  coP,  coPoo,  -j-P,  2P2,  poo,  —  3pf,  coP2.  The 
formula  is  CaAl2(FHO)8.  B.  H.  B. 

Zinc  Blende  and  Prehnite  from  Cornwall,  Lebanon  Co.,  Pa. 

By  F.  A.  Genth  ( Jahrb .  f.  Min.,  1883,  2,  Ref.,  322 — 323). — In  cavities 
of  the  magnetite  from  Cornwall  Ore  Bank,  fine  crystals  of  zinc  blende 
occur  associated  with  prehnite,  magnetite,  iron  pyrites,  and  chlorite. 
They  have  a  sp.  gr.  of  4*033,  and  gave  on  analysis  : — 

S.  Zn.  Co.  Fe.  Total. 

32*69  66*47  0*34  0*38  99*88 

Prehnite  forms  crystalline  incrustations  upon  magnetite.  It  has  a 
sp.  gr.  of  3*042,  and  gave  on  analysis : — 

Si02.  A1203.  Fe203.  CaO.  H20.  Total. 

42*40  20*88  5*54  27*02  4*01  99*85 

B.  H.  B. 

Artificial  Alisonite.  By  F.  A.  Genth  (Jahrb.  f.  Min.,  1883,  2, 
Ref.,  324). — At  the  smelting  works  at  Argo,  Colorado,  octohedral 
crystals  have  been  observed  in  the  furnace  bottoms.  They  have  an 
iron-black  colour,  metallic  lustre,  sp.  gr.  =  5*545,  and  gave  on 
analysis  the  following  results  : — 

S.  A  g.  Cu.  Pb.  Fe  Total. 

15*23  2*16  51*33  31*15  trace  99*87 

B.  H.  B. 

Rezbanyite,  a  New  Mineral  Species.  By  A.  Frenzel  (Jahrb. 
f.  Min.,  1883,  2,  Ref.,  314). — This  mineral  occurs  at  Rezbanya,  asso-r 
dated  with  cosalite.  It  has  a  metallic  lustre,  a  lead-grey  colour  and 
black  streak.  H.  =  2*5  to  3.  Sp.  gr.  =  6*09  to  6*38.  It  forms  com¬ 
pact  masses  with  copper  pyrites  and  catcite,  or  is  disseminated  through 
quartz.  From  the  analyses,  the  formula  of  rezbanyite  is  calculated  to 
be  4PbS,5Bi2S;J.  B.  H.  B. 

Alloclasite.  By  A.  Frenzel  (Jahrb.  f.  Min.,  1883,  2,  Ref.,  314— 
315). — In  order  to  determine  the  composition  of  this  mineral,  which 
still  remains  doubtful,  the  author  made  six  analyses  of  compact 
material,  and  although  the  results  obtained  were  rather  variable,  he 
is  of  opinion  that  Groth’s  formula  (CoFe)(  AsBi)S,  is  the  correct  one 
for  this  mineral.  B.  H.  B. 

Kupfernickel  from  Colorado.  By  F.  A.  Genth  (Jahrb.  f.  Min., 
1883,  2,  Ref.,  324). — In  Silver  Cliff,  Colorado,  rounded  masses  of 
kupfernickel  occur  in  granular  limestone.  Sp.  gr.  =  7*314.  The 
analysis  gave  : — 
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As.  Sb.  S.  Cu.  Ni.  Co.  Fe.  Total. 

46-81  2*24  2-52  1*59  44*76  170  0*60  100-22 

B.  H.  B. 

Corundum.  By  F.  A.  Genth  ( Jalvrb .  /.  Min.,  1888,  2,  Ref.,  316 
— 319). — This  paper  is  a  description  of  a  few  remarkable  occurrences, 
as  a  continuation  of  the  paper  formerly  published  by  the  author 
(this  Jour.,  1874,  549). 

1.  Corundum  altered  into  spinel  is  found  at  the  Carter  Mine,  Madi¬ 
son  Co.,  N.C.  It  has  a  sp.  gr.  of  3*751.  The  spinel  finally  passes 
into  chlorite. 

The  analysis,  after  deducting  silica  and  corundum,  gave  the  follow¬ 
ing  results  : — 

A1203.  Fe203.  CuO.  NiO.  ZnO.  FeO.  MgO.  Total. 

66*74  1*34  0*09  0*33  0*22  11*94  19*34  100*00 

Corundum  altered  to  a  slight  extent  into  spinel  has  also  been  found 
at  Shimersville  in  Lehigh  Co.  Sp.  gr.  =  4*056.  After  deducting 
1*47  per  cent.  SiCh,  the  analysis  gave  : — 

A1203.  Fe203.  FeO.  MgO.  Ti02.  Total. 

56*42  1317  22*95  4*94  2*62  100*10 

2.  Corundum  altered  into  zoisite  is  of  rare  occurrence. 

3.  Corundum  altered  into  felspar  and  damouHte  occurs  at  Unions- 
ville.  The  analysis  gave  : — 

Si02.  A1203.  Fe203.  MgO.  CaO.  Na20.  K20.  Ignition.  Total. 

62-62  22-59  0*22  0*18  1*94  741  2*52  245  99*93 

Another  interesting  occurrence  is  that  at  the  Black  Horse  Tavern, 
near  Media  in  Delaware  Co.  Sp.  gr.  =  2*611.  The  analysis  gave  : — 

fei02.  A1203.  Fe203.  MgO.  CaO.  BaO.  Na20.  K20.  Ignition.  Total. 

58*42  23:14  0-18  0'35  3*13  2*56  3*68  7*06  1‘54  100-06 

The  Presley  Mine  in  Haywood  Co.,  N.C.,  has  furnished  some 
remarkable  specimens  of  corundum  altered  into  albite  and  muscovite. 
Analyses  of  the  albite  (I)  and  of  the  muscovite  (II)  are  given  : — 

Si02.  A1203.  Fe203.  MgO.  CaO.  JSia20.  K20.  Ignition.  Total. 

I.  65‘52  22*25  trace  —  1*96  9*54  0*53  0*22  100*02 

II.  45*26  36*33  1*96  0*14  0*35  0*48  11*09  4*50  100  11 

Corundum  altered  chiefly  into  damourite  has  been  found  at  Belt’s 
Bridge,  Iredell  Co.,  N.C.  After  deducting  3*51  percent,  of  corundum, 
the  analysis  of  the  mica  gave  : — 

Si02.  A1203.  Fe203.  CaO..  Li20.  Na20.  K2G.  Ignition.  Total. 

45*96  38:22  0*61  0*37  trace  0*74  9*21  4*89  100*00 

From  the  same  locality  a  fragment  of  a  hexagonal  prism  was  found. 
It  consisted  of  a  core  of  grey  corundum  surrounded  by  mica  enclosing 
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tourmaline,  and  disseminated  through  the  unaltered  tourmaline  are 
rounded  masses  of  garnet.  The  analysis  of  the  mica  gave  : — 

Si02.  A1203.  Fe203.  CaO.  Li20.  Na20.  K20.  Ignition.  Total. 

44*03  40T6  trace  3T4  trace  1*42  6*66  504  100*45 

4.  Corundum  altered  into  Margarite. — This  change  is  far  less  com¬ 
mon  than  that  into  potassium  mica.  Remarkable  specimens  occur  at 
Hendrick's  Farm,  Iredell  Co.  The  analysis  of  the  purest  margarite 
obtainable  gave : — 

Si02.  A1203.  Fe203.  MgO.  CaO.  LiOs.  NiujO.  K20.  Ignition.  Total. 

32*55  48*87  0*60  0*23  10*48  trace  2*38  0*43  4*34  99*88 

5.  Corundum  altered  into  fibrolite  is  found  at  Norwich,  Conn.,  and 
at  Shoup’s  Ford,  Burke  Co.,  N.C. 

6.  Corundum  altered  into  cyanite  is  found  at  Statesville,  Iredell  Co., 
and  in  Wilkes  Co.,  N.C. 

The  author  comes  finally  to  the  conclusion  that  since  the  great 
gravel  deposits  in  the  S.  States  of  N.  America  were  formed,  no 
alteration  of  the  corundum  in  these  deposits  has  taken  place. 

B.  H.  B. 

Gahnite.  By  F.  A.  Genth  ( Jahrb .  /.  Min.,  1883,  2,  Ref.,  321 — 
322). — In  the  Deake  Mica  Mine,  Mitchell  Co.,  N.C.,  a  mineral  occurs 
which  the  author  recognised  as  gahnite.  It  is  apparently  without 
form,  has  a  splintery  to  conehoidal  fracture  and  a  dark  green  colour. 
H.  =  7*5.  Sp.  gr.  =  4*576.  It  gave  on  analysis  the  following 
results  : — * 

A1203.  Fe203.  FeO.  MnO.  CuO.  ZnO.  MgO.  Total. 

54*86  4*50  1*14  0*29  0*30  38*05  0*79  99*93 

Gahnite  has  also  been  found  at  the  Cotopaxi  Mine,  Chaffee  Co., 

Colorado.  Carefully  selected  material  gave  on  analysis  the  following 

results : — 


A1203.  Fe203.  FeO.  ZnO.  MgO.  Total. 

60*76  0*58  4*56  23*77  10*33  100*00 

The  gahnite  from  Cotopaxi  is  frequently  coated  with  a  white  earthy 
mineral,  soluble  in  strong  boiling  hydrochloric  acid.  It  gave  on 
analysis  the  following  results  : — 

Ignition.  Si02.  A1203.  Fe203.  CuO.  PbO.  ZnO.  MgO.  Total. 

13*82  28*08  18*20  4*32  0*82  1*80  1*75  29*85  98*64 

Lead  and  zinc  are  probably  present  as  carbonates,  the  Fe203  as  such, 
and  if  these  impurities  be  deducted,  the  composition  places  the 
mineral  near  ripidolite. 

Another  alteration  of  the  gahnite  is  that  into  a  micaceous  chloritic 
mineral,  which  gave  on  analysis  : — 

Si02.  A1203.  FeO.  CuO.  ZnO.  MgO.  Ignition.  Total. 

31*15  13*12  10*74  0*77  0*39  29*23  11*78  97*18 

B.  H.  B. 


MINERALOGICAL  CHEMISTRY. 


269 


Apatite  from  Horrsjoberg,  Sweden.  By  Igelstrom  (Jdhrb.  f. 
Min.,  1883,  2,  Ref.,  312 — 313). — Apatite  occurs  at  Horrsjoberg, 
together  witb  disthene,  lazulite,  rutile,  menaccanite,  damourite,  talc, 
triplite,  and  quartz,  in  beds  conformable  to  the  surrounding  gneiss. 
The  analysis  gave  : — 

P205.  Ca.  FeO.  MnO. 

41*14  50*56  trace  B.  H.  B. 

Turquoise  Found  at  Alexandria.  By  A.  Frenzel  ( Jahrb .  /. 
Min.,  1883,  2,  Ref.,  315). — The  analysis  of  a  turquoise  found  at 
Alexandria  gave  the  following  results  : — 

Organic 

P205.  S03.  A1203.  Fe203.  CuO.  H20.  matter.  Total. 

28*14  0*68  41*09  1*08  4*54  20*96  4*49  100*98 

It  had  a  dark-green  colour.  H.  =  5  ;  sp.  gr.  =  2*39.  It  probably 
was  brought  to  Alexandria  from  Sinai.  B.  H.  B. 

Roemerite,  Botryogen,  and  Native  Magnesium  Iron  Sul¬ 
phate.  By  J.  Blaas  ( Monatsh .  Chem .,  4,  833 — 849). — Berzelius,  in 
1815,  described  as  “  red  iron  vitriol  ”  a  mineral  which  was  afterwards 
more  exactly  investigated  by  Haidinger,  from  whose  analysis  it  ap¬ 
peared  to  be  a  hydrated  sulphate  of  iron  and  magnesium.  The 
crystals  were  found  to  be  rnonoclinic,  and  from  their  tendency  to 
aggregate  in  spherical  groups,  attached  like  bunches  of  grapes,  the 
mineral  received  the  name  of  botryogen. 

Grailich,  in  1858,  described  a  new  mineral,  roemerite ,  which,  from 
an  analysis  by  Tschermak,  appeared  to  be  a  hydrated  sulphate  of  iron 
and  zinc,  and  from  a  crystallographic  examination  by  Grailich  him¬ 
self  was  inferred  to  be  monoclinic,  and  closely  related  to  botryogen. 
More  recently  a  mineral  having  the  characters  of  roemerite,  but  in 
better  defined  crystals,  has  been  obtained  from  Persia,  and  examined 
by  the  author,  who  has  shown  that  it  has  the  chemical  composition 
of  roemerite,  and  that  the  crystals  belong,  not  to  the  rnonoclinic, 
but  to  the  triclinic  system,  exhibiting  the  axial  ratio  a  :  b  :  c  — 
0*8791  :  1  :  0*8475,  and  the  axial  angles  be  =  89°  44' ;  ac  =  102°  17'; 
ab  =  85°  18'.  The  paper  gives  elaborate  details  of  the  crystallo¬ 
graphic  and  optical  characters  of  the  mineral. 

The  differences  between  roemerite  and  botryogen  may  be  tabulated 


as  follows : — 

Roemerite.  Botryogen. 

Crystalline  form .  Tri clinic  Monoclinic 

Habit .  Tabular  Short  prismatic 

Colour  .  Light  to  dark- brown  Hyacinth-red  to 

violet  yellow 

Dichro'ism, .  Weak  Very  decided 


The  author  has  also  examined  another  mineral  from  Fahlun  in 
Sweden,  hitherto  regarded  as  botryogen.  It  forms  stalactites  or 
crusts,  orange-coloured  on  the  surface,  white  beneath,  the  orange 
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colour  disappearing  when  the  mineral  is  moistened  and  kept  for 
some  time  in  a  closed  vessel.  On  closer  examination,  the  mineral 
is  seen  to  be  formed  of  several  portions,  partly  superposed,  partly 
intergrown,  the  lowest  layer  consisting  of  a  green  crystalline  mass 
resembling  ferrous  sulphate,  but  much  lighter  in  colour,  and  having 
here  and  there  a  radiate  structure.  Above  this  is  a  layer  composed 
chiefly  of  small  splinters  of  magnesium  sulphate  imbedded  in  a 
yellowish- white  fibrous  mass.  Chemical  examination  showed  the 
presence  of  magnesia  in  the  substratum  consisting  chiefly  of  ferrous 
sulphate,  and,  on  the  other  hand,  the  crystals  of  magnesium  sulphate 
were  found  to  contain  ferrous  oxide. 

An  analysis  of  these  crystals  separated  from  the  whitish-green 
substratum  gave  31*57  per  cent.  SO:J,  7*25  FeO,  9*05  MgO,  1*64  A1203, 
and  (by  difference)  50*49  water. 

The  compound  Fe2S04  +  7H20  is  known  to  be  dimorphous,  crys¬ 
tallising  in  the  monoclinic  system  as  melanterite ,  and  in  the  rhombic 
as  tauriscite ,  while  MgS04  -f-  7H20  is  likewise  dimorphous,  separating 
in  monoclinic  crystals,  like  those  of  melanterite,  at  temperatures 
between  25°  and  30°.  It  is  therefore  not  surprising  that  these  two 
members  of  the  isomorphous  group  R"S04  4-  7 H20  should  occur 
together  in  nature,  as  well  as  when  artificially  crystallised. 

H.  W. 

Rutile  and  Zircon  from  the  Itacolumite  of  Edge  Hill.  By 

F.  A.  Genth  ( Jahrb .  f.  Min .,  1883,  2,  Ref.,  322)  — The  itacolumite 
rocks  of  the  Potsdam  sandstone  of  Edge  Hill,  Bucks  Co,  Pa,  contain 
exceedingly  minute  yellow  grains  consisting  of  rutile.  Associated 
with  the  yellow  grains  are  small  crystals  of  tourmaline,  menaccanite, 
and  colourless  or  brownish-white  zircons,  showing  the  planes  coP,  P, 
ooPoo,  3P3.  B.  H.  B. 

Chemico-mineralogical  Studies  on  Italian  Minerals.  By  A. 

Funaro  and  L.  Busatti  ( Gazzetta ,  13,  433 — 436). — 1.  Wollastonite 
from  Sardinia . — This  mineral  is  found  at  S.  Vito,  a  mineralogical 
district  of  Sarrabus  in  Sardinia,  implanted  on  certain  schists  in  small 
needles  grouped  in  stars  or  rosettes.  Colour  light-grey.  Transparent 
or  translucent.  Lustre  strong  and  nacreous,  especially  along  the 
cleavage-planes.  Powder  white.  Hardness,  4*5.  Density,  2*7  to  2*8. 
Heated  before  the  blowpipe  in  small  splinters,  it  melts  with  great 
difficulty,  and  only  along  the  edges,  to  a  tumefied  transparent  glass. 
Gently  heated  with  strong  hydrochloric  acid  it  dissolves  and  gela¬ 
tinises.  Its  analysis  gives:  49*78  Si02,  45*12  CaO,  1*20  MgO,  2*20 
Fe203,  0*6  H20  =  98*90,  whence,  regarding  the  greater  part  of  the 
water  as  combined  with  the  ferric  oxide,  and  the  excess  as  an  im¬ 
purity,  varying  in  specimens  of  the  mineral  from  different  localities, 
we  find,  reducing  the  numbers  to  100  parts  :  51*80  Si02,  46*95  CaO, 
and  1*25  MgO  ;  and  hence,  calculating  the  magnesia  together  with  the 
lime,  we  deduce  the  formula  SiCa03. 

The  rock  on  which  this  wollastonite  is  implanted  is  dark-coloured, 
almost  black,  compact,  tenacious,  and  possesses  considerable  hardness. 
It  is  composed  of  silica,  alumina,  and  graphite,  with  mere  traces  of 
earthy- alkaline  metals,  perhaps  due  to  wollastonite  penetrating  its 
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mass,  and  not  separable  by  mechanical  means.  When  examined  with 
the  microscope  in  very  thin  sections,  it  appears  to  be  composed  of 
granulo-crystalline  silica  diffused  through  a  petro- siliceous  ground- 
muss  or  magma,  exhibiting  scattered  reddish  spots  referable  to  limo- 
nite,  and  numerous  black,  opaque,  irregularly  disseminated  masses, 
apparently  consisting  of  graphite,  and  so  abundant  in  certain  sections 
as  to  render  the  specimen  perfectly  opaque.  In  this  rock,  the  wollas- 
tonite  appears  in  small  crystalline  masses  recognisable  by  its  fibrous 
structure,  absence  of  colour,  and  the  tints  which  it  exhibits  in 
polarised  light. 

2.  Chlorite  from  the  Bottino  (Serravezza) . — The  chlorite  of  this 
mineralogical  district  in  the  Apuan  Alps  occurs  massive  and  in 
radiate  groupings,  amongst  the  beautiful  crystallisations  of  metallic 
sulphides  in  the  quartzoso-metalliferous  vein  of  the  said  district. 

Aspect  scaly;  colour  apple-green.  Lustrous  and  minutely  crystal¬ 
line.  The  powder  appears  under  the  microscope  to  consist  of  minute 
greenish  scales  or  crystalline  laminae  joined  together  in  a  spiral 
column.  The  crystalline  laminae,  usually  of  rounded  outline,  often 
exhibit  the  form  of  regular  hexagons.  When  very  thin,  they  are 
perfectly  transparent,  slightly  dichroic,  and  exhibit  faint  interference 
colours.  Hardness  about  1*5.  Density  2*8  to  2’9.  With  borax  the 
mineral  forms  a  bead,  reddish-yellow  while  hot,  changing  as  it  cools 
to  light  green,  and  finally  to  yellow.  Heated  in  a  closed  tube,  it  gives 
off  water,  turns  brown,  and  retains  that  colour  if  heated  to  redness 
on  platinum  foil.  Strong  hydrochloric  acid  attacks  it,  eliminating  at 
first  a  small  quantity  of  carbonic  anhydride,  and  on  prolonged  ebulli¬ 
tion  decomposes  it  completely,  with  deposition  of  gelatinous  silica. 

Quantitative  analysis  of  several  specimens  showed  the  absence  of 
alkaline  bases  and  the  presence  of  traces  of  lime  in  a  few  specimens 
only.  The  chief  constituents  are  iron  in  the  ferrous  state,  alumina, 
silica,  and  magnesia.  By  quantitative  analysis  of  a  specimen  free 
from  lime,  Funaro  obtained  the  results  given  on  the  first  line  of  the 
following  table,  those  on  the  second  and  third  lines  having  been 
obtained  respectively  by  Erlenmeyer  and  Nies  (Ramm  el  berg’s  Hand - 
buck  der  Mineralogie ,  i,  495). 


Si02. 

AkOs. 

FeO. 

Fe203. 

MgO. 

OaO. 

H20. 

co2. 

23-69 

21-63 

34-33 

4:27 

4-82 

— 

7-00 

4-12  = 

100-06 

25-72 

20-69 

27-79 

4-01 

11-70 

— 

10-05 

—  — 

99-96 

23-67 

24-26 

29-41 

8  17 

1*75 

1-28 

8*83 

101  = 

98*38 

Achiardi  in  his  Mineralogia  della  Toscana  (ii,  231)  mentions  this 
chlorite,  which,  with  reference  to  its  external  characters,  he  regards 
as  a  ripidolite ,  and  especially  as  belonging  to  the  variety  called  aphro- 
siderite.  This  conclusion  is  in  accordance  with  the  analyses  above 
given.  The  constant  presence  of  carbonic  acid  in  this  aphrosiderite 
leads  to  the  idea  that  its  normal  composition  has  undergone  some 
alteration,  inasmuch  as  the  carbonic  acid  must  be  regarded  as  com¬ 
bined  with  the  ferrous  oxide  or  the  magnesia,  and  not  as  entering  into 
the  chloritic  molecule.  H.  W. 
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Mineralogical  Notices.  By  G.  Freda  ( Gazzetta,  13,  498 — 499). 
— 1.  Green  Uumites  from,  Monte  Somma. — Large  crystalline  grains 
having  a  light  green  colour  and  vitreons  lustre.  H.  6*5.  Sp.  gr. 
3*21.  Infusible  before  the  blowpine;  loses  1*08  per  cent,  when 
strongly  heated.  II.  Cupriferous  Variety  of  Pyroxene. — Irregular 
kidney-shaped  lumps  of  various  sizes,  having  a  fine  sky-blue  colour, 
and  very  fine  granular  texture.  H.  5*5.  Sp.  gr.  3*19.  Melts  before 
the  blowpipe  to  a  glass  having  the  colour  of  turquoise;  its  powder, 
which  has  an  ashv  colour,  assumes  a  fine  roseate  tint  when  heated  in 
the  air.  III.  With  some  specimens  of  the  last-described  substance, 
there  occurs  a  colourless  highlv  translucent  mineral,  having  a  dull 
glassy  lustre ;  hardness  a  little  less  than  that  of  fluorspar,  and 
sp.  gr.  =  3*05;  it  melts  before  the  blowpipe  to  a  limpid  glass. 
IV.  New  Case  of  Metamorpliism  of  Lev  cite. — In  certain  crystalline 
masses  from  Somma  there  occur,  in  the  midst  of  a  mixture  of  melilite, 
magnesia-mica,  and  pleonast,  large  scattered  nodules  of  leucite,  pre¬ 
senting  the  singular  character  of  being  formed  of  a  white  opaque 
zone  enclosing  a  yellow  glassy  nucleus  of  undecomposed  leucite. 

The  following  are  analyses  of  these  minerals  : — IV  a  is  the  white 
zone ;  b  the  same  deprived  of  calcium  carbonate ;  c  the  leucite 
nucleus. 


I. 

TT. 

IIT. 

r 

a. 

IV. 

b. 

— > 
c. 

Si02 . 

. ..  35*17 

52*73 

4670 

38*40 

42*61 

5578 

F . 

3*41 

— 

— 

- — 

— 

— 

co2 . 

. .  — 

— 

— 

4-27 

— 

— 

A1,0*  . . . . 

. .  — 

1*06 

109 

20*18 

20*96 

22*12 

Fe<>03  . .  . . 

, . .  — 

— 

— 

trace 

trace 

0*59 

Ca'O . 

1-69 

24*18 

39*62 

26*83 

24*47 

— 

MgO . 

.  . .  54*83 

1780 

13*38 

3*96 

4  28 

— 

FeO . 

376 

4*22 

- — • 

- — 

- — - 

— 

CuO . 

.  .  .  - 

0*94 

— 

— 

— 

— 

KjO . 

.  .  .  - 

— 

— 

5*60 

6*49 

19*81 

98*86 

100*93 

10079 

99*24 

98*81 

98-30 

H.  W. 

Alteration  of  Talc  into  Anthophyllite.  By  F.  A.  Genth 
( Jah.rb .  /.  Min.,  1883,  2,  Ref.,  320 — 321). — In  Pennsylvania  unaltered 
olivine  rock  has  never  yet  been  found.  An  enstatite  rock  has,  how¬ 
ever,  been  found  containing  small  grains  of  olivine.  It  is  best 
developed  at  Castle  Rock,  Delaware  Co.,  and  near  Wood’s  chrome 
mine,  Lancaster  Co.  Grains  of  chromite  are  disseminated  through¬ 
out  all  the  olivine  rock,  and  throughout  the  serpentine  which  has 
resulted  from  the  alteration  of  this  rock.  This  is  also  the  case  with 
a  talc  which  occurs  near  Castle  Rock.  This  talc  has  a  sp.  gr.  of  2*789 
and  H.  =  2.  The  analysis  gave  : — 


Si02.  Chromite.  Cr203.  A1203.  NiO.  FeO.  MgO.  JT20.  Total. 

62*48  0*20  0*13  0*59  0*16  4*95  27*60  4*81  100*92 
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It  is  now  converted  into  anthophyllite,  for  it  is  enveloped  by  a 
radiated  fibrous  mineral,  which  encloses,  like  the  original  talc,  grains 
of  chromite.  Its  sp.  gr.  is  2*983.  The  analysis  gave  — 

Si02.  A1203.  Cr203.  FeO.  MnO.  NiO.  MgO.  Na20.  K20.  H20.  Total. 
56*88  2*45  trace  9*20  0*28  0*17  28*50  0*18  0*03  2*28  99*97 

This  analysis  corresponds  with  that  of  the  anthophyllite  from  Her- 
mannschlag.  B.  H.  B. 

Talc,  Pseudomorphous  after  Magnetite.  Bv  F.  A.  Genth 
(Jahrb.  f.  Min.,  1883,  2,  Ref.,  321).— Hear  Dublin,  m  Harford  Co., 
Md.,  a  coarse  scaly  chlorite,  in  immediate  contact  with  talc  slate,  has 
disseminated  through  it  numerous  small  octohedrons  of  talc  pseudo¬ 
morphous  after  magnetite,  an  alteration  which  has  never  been  observed 
before.  In  these  crystals,  the  talc  scales  are  arranged  parallel  to  the 
octohedral  planes,  whilst  in  the  centre  there  is  occasionally  a  small 
nucleus  of  magnetite,  sometimes  associated  with  pulverulent  limo- 
nite.  B.  H.  B. 

Pyrophyllite  in  Anthracite.  By  F.  A.  Genth  ( Jahrb .  f.  Min., 
1883,  2,  Ref.,  323). — Pyrophyllite  has  recently  been  found  near 
Drifton,  Luzerne  Co.,  Pa.  It  is  found  in  the  stratification  planes  and 
fissures,  and  also  in  the  most  compact  anthracite.  Sp.  gr.  =  2*81. 

The  analysis  of  a  specimen  from  Cross  Creek  Colliery,  near  Drifton, 
gave  : — 

Si02.  A1203.  Fe203.  H20.  Total. 

65*77  29*36  0:12  4*85  100*10 

B.  H.  B. 

Occurrence  of  Kaolin  in  North  Sweden.  By  A.  Lindstrom 
(Jahrb.  f .  Min.,  1883,  2,  Ref.,  365 — 366). — From  the  sketch  map  given 
by  the  author  it  may  be  seen  that  ail  the  localities  at  which  kaolin  is 
found  are  situated  in  a  zone  11 — 16  km.  broad,  and  48 — 54  km.  long, 
where  iron  gneiss  forms  the  adjacent  rock.  B.  H.  B. 

Alteration  of  Orthoclase  into  Albite.  By  F.  A.  Genth  (Jahrb. 
f.  Min.,  1883,  2,  Ref.,  320). — In  the  gneiss  of  Upper  Avondale,  Dela¬ 
ware  Co.,  Pa.,  druses  have  been  found  lined  with  crystals  of  albite, 
muscovite,  and  sometimes  with  beryl,  tourmaline,  and  calcite.  The 
colourless  albite  crystals  form  a  coating  either  directly  above  flesh- 
coloured  orthoclase  or,  sometimes,  with  the  intermediate  development 
of  greyish- white  plagioclase.  Analyses  of  the  albite  (I)  and  the  flesh- 
coloured  orthoclase  (II)  are  given.  In  some  instances  there  is,  between 
the  orthoclase  and  albite,  a  greyish  felspar,  which  proves  on  analysis 
(III)  to  be  a  mixture  of  albite  and  oligoclase,  the  oxygen  ratio  being 
1  :  3*1 : 10  6.  At  the  same  locality  orthoclase  has  also  been  found  in 
colourless  crystals  (Analysis  IY)  and  in  a  white  cleavage  mass  (Ana¬ 
lysis  Y). 
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I.  II.  III.  IV.  y. 

Si02  .  68-52  64-53  65*22  65  84  65‘03 

A1203 .  19-44  19-64  21*44  1950  19*22 

Fe203  .  —  trace  0*20  —  — 

MnO .  —  —  trace  —  trace 

MgO  .  --  025  —  —  — 

CaO .  - — -  0*16  207  trace  032 

BaO .  —  * — •  —  0*08  — 

Ra.0  .  11-42  1*77  9‘36  3*93  1*71 

K20  .  0*65  13*62  1-16  10-69  14*18 

P206 .  —  —  —  —  0-08 

Ignition  .  —  0  71  0*58  0*22  0*13 

Total .  100-03  100*68  100*03  100-26  100*67 

Sp.gr .  2-604  2*555  2*620  2*595  2*572 

B.  H.  B. 


Beryl  and  Allanite  from  Alexander  Co.,  N.C.  By  F.  A.  Genth 
(Jaftrb.  f.  Min.,  1883,  2,  Ref.,  322). — The  analysis  of  a  beryl,  with  a 
sp.  gr.  of  2*703,  gave  the  following  results  : — 

SiO*.  A1202.  Be203.  FeO.  H20.  Total. 

66*82  18*60  13*61  0*22  0*83  100*08 

An  analysis  of  allanite,  with  sp.  gr.  =  3*005,  from  the  same 
locality,  gave  : — 

Si02.  A1203.  Fe203.  MnO.  (CeDiLa)203.  Y203.  MgO.  CaO. 

32-05  22*93  11*04  1*99  14*81  0*85  1*28  9*43 

Na20.  K20.  Ignition.  Total. 

0*54  0*20  3*64  98*76 

B.  H.  B. 

Occurrence  of  Gedrite  as  Essential  Constituent  of  certain 
Rocks.  By  H.  Sjogren  ( Jakrb .  /.  Min.,  1883,  2,  Ref.,  366 — 367). — 
Gedrite,  a  rhombic  anthophyllite  rich  in  alumina,  occurs  as  essential 
constituent  of  several  Scandinavian  rocks.  An  analysis  of  this  mineral 
from  Hilsen  gave  the  following  results  : — 

Si02.  A1203.  FeO.  MnO.  CaO.  MgO.  Ignition.  Total. 

43*92  11-34  16*81  1*47  3*02  19*14  1*68  97*38 

The  alkalis  were  not  determined. 

An  amphibolite  schist  from  Hilsen,  near  Snarum,  was  found  on 
examination  to  be  composed  half  of  gedrite  and  half  of  black  horn¬ 
blende  ;  biotite,  apatite,  rutile,  and  magnetic  pyrites  occurring  as 
accessory  constituents.  B.  H.  B. 

The  Phy llites  of  the  Tyrolean  Alps.  By  A.  Pichler  {Jakrb.  f, 
Min.,  1883,  2,  Ref.,  366).  This  paper  gives  the  results  of  the  micro¬ 
scopic  investigation  of  the  numerous  varieties  of  phyllite  (clay-slate) 
which  are  found  in  the  Tyrolean  Central  Alps.  Microscopic  tonrma- 


MINER  ALOGICAL  CHEMISTRY. 


275 


line  occurs  to  a  great  extent,  and  is  very  characteristic.  An  appear¬ 
ance  similar  to  the  fluxion  structure  may  frequently  he  detected. 

B.  H.  B. 

Hornblende-diabase  from  Graveneck.  By  A.  Streng  ( Jahrb . 
f.  Min.,  1883,  2,  Ref.,  367 — 369). — This  diabase,  interesting  on 
account  of  the  large  amount  of  basaltic  hornblende  it  contains,  occurs 
at  Graveneck  near  Weilburg  on  the  Lahn. 

The  rock  is  of  a  blue  to  greenish-grey  colour.  The  analysis  of  the 
diabase  disseminated  through  it  gave  the  following  results : — 

Si02.  Ti02.  A12C>3»  Fe203.  FeO.  (M).  MgO..  Na20.  H20.  Total. 

44-13  2-66  745  773  7*02  2046  10*64  0'90  1*00  101*99 

Crystals  of  basaltic  hornblende  occur  more  rarely.  The  analysis  of 
pure  material,  with  sp.  gr.  =  3*25,  gave : — 

Si02.  Ti02.  Al203.  Fe203.  FeO.  CaO.  MgO.  K20. 

41-35  4‘97  1348  5*14  10*33  10*93  11*44  0*62 

Na20.  H20.  Total. 

2*io  0*48  100*84 

Among  the  other  mi  nerals  disseminated  through  the  mass,  plagioclase, 
iron-ore,  pyrites  and  apatite  may  be  mentioned.  The  iron  ore  is 
strongly  magnetic,  and  contains  17*81  per  cent,  of  Ti02.  In  conclusion, 
Senfter’s  complete  analysis  of  this  rock  is  given  (this  Journal,  1873, 
738).  B.  H.  B. 

Diabase  rich  in  Apatite  from  Graveneck.  By  A.  Streng 
(Jahrb.  f.  Min.,  1883,  2,  Ref.,  369 — 370). — This  diabase  occurs  at 
Graveneck.  It  contains  an  unusual  amount  of  apatite  columns  with 
the  forms  coP,  P,  OP,  cx>P2.  The  composition  of  the  rock  is  in  other 
respects  quite  normal.  The  analyses  gave  the  following  results : — 

TiOo.  Si03.  AL203,  Fe203.  FeO.  MnO,  CaO.  MgO.  K20. 

2-08  46*53  18*07  6*13  7*77  0*30  7*87  3*78  0*55 

NaoO.  HoO..  C02.  P205  Total. 

3*51  247  0*51  1*33  100*60 

B.  H.  B. 

Nepheline  Rocks  from  the  Vogelsberg.  By  H.  Sommerlad 
(Jahrb.  f.  Min.,  1883,  2,  Ref.,  372).- — With  the  nephelinite  of 
Meiches,  a  basalt  occurs  in  which  Ludwig  found  the  nephelinite  in 
the  form  of  veins  1*5  mm.  thick.  This  proved  to  be  a  nepheline- 
basalt  (Analysis  I)  with  sp.  gr.  =  3*103.  The  nepheline- dolerite  of 
Gunzenau  occurs  in  blocks.  The  microscopic  examination  of  the 
rock  showed  it  to  have  the  normal  composition  of  a  nepheline-tephrite, 
with  dark  mica  and  some  olivine  as  accessory  constituents.  Sp.  gr. 
=  2*745.  The  analysis  gave  the  results  given  under  II.  The  phonolites 
shown  on  the  geological  map  of  the  Grand  Duchy  of  Hesse,  near 
Salzhausen  and  Herchenhain,  appear  to  be  trachytoid  phonolites  poor 
in  nepheline,  whilst  those  near  Wohnfeld  and  Wenuigs  are  basalts 
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with  a  very  coarsely  granular  structure  and  light  colour.  An  analysis 
of  the  rock  from  Ziegenbals,  near  Wohnfeld,  is  given  cm). 


SK32.  AJ;03.  Fe203.  FeO.  CaO.  MgO.  E20. 

1 .  42-37  8-S8  11-26  7-80  10-93  13-01  1-21 

IT .  49-35  11-50  6-54  9-93  5’92  3-6L  2-43 

III .  55' 70  14-55  1-68  10-71  6‘91  5-81  0-51 

Na20.  H2CX.  Ti02.  P206.  Total. 

L  .  4-51  0*34  1-55  0-21  102*07 

II .  7-01  0-91  —  1-41  98-41 

III.  . .  4 12  0-59  0-20  0*88  101*66 

B.  H.  B. 


Phonolites  of  Elfdalen.  By  A.  E.  Tornebohm  ( Jahrb .  f.  Min., 
1883,  2,  Ref.,  370 — 371). — The  author  has  discovered  three  veins  of 
the  so-called  phonolite  of  Elfdalen  traversing  porpyhyry  and,  perhaps, 
also  sandstone  at  Heden,  in  Dalarne.  The  new  material  allowed  a 
more  exact  petrographical  examination  than  has  been  the  case 
hitherto.  The  ground-mass  is  finely  granular  and  crystalline,  and  is 
composed  of  felspar,  cancrinite,  nepheline,  aegirine,  titanite,  and 
apatite  ;  whilst  felspar  and  cancrinite  occur  in  porphyritic  crystals. 
The  felspar  is  orthoclase,  microcline,  and  plagioclase.  The  cancrinite 
is,  when  fresh,  colourless  and  perfectly  clear,  but  alters  into  a  brick- 
red  and  almost  opaque  mass,  which  was  formerly  thought  to  be 
felspar  converted  into  zeolite.  For  the  rock,  the  author  proposes  the 
name  Cancrinite-aegirine-syenite.  This  is  not  only  tie  first  time 
that  cancrinite  has  been  found  in  Sweden,  but  also  the  first  time  that 
cancrinite  has  been  proved  to  be  an  essential  constituent  of  a  rock. 

B.  H.  B. 

Analysis  of  a  Meteorite  which  fell  at  Alfianello  on  the 
13th  of  February,  1883.  By  G.  Cavazzi  ( Gazzetta ,  13,  492). — The 
anlaysis  of  this  meteorite  gave  45' 1  per  cent.  Si02,  3' 7  S,  26’38  MgO, 
19'8  Fe  (as  sulphide,  phosphide,  silicate,  and  metallic),  perceptible 
traces  of  phosphorus,  nickel,  and  sodium,  scarcely  perceptible  traces  of 
potassium,  aluminium,  calcium,  manganese,  and  copper.  H.  W. 

Meteorite  of  Alfianello.  By  W.  Flight  ( Proc .  Boy.  Soc .,  35, 
258 — 260). — In  this  paper  an  analysis  is  given  of  a  nreteorite  which 
fell  on  February  16th,  1883,  at  Alfianello,  in  the  district  of  Vero- 
lannova,  in  the  province  of  Brescia,  Italy.  The  fall  was  accompanied 
bj  a  loud  detonation  heard  in  the  neighbouring  provinces. 

In  structure,  the  meteorite  belongs  to  the  group  sporadosideres 
oligosideres,  and  resembles  aumalite,  being  nearly  identical  with  the 
meteorite  of  New  Concord,  Ohio. 

It  was  finely  granular,  containing  disseminated  metallic  grains  ;  its 
sp.  gr,  was  3*47  to  3*5.. 

On  analysis,  the  following  numbers  were  obtained  : — 


Troilite . .  6*919 

Nickel  iron .  2*108 

Soluble  silicate  .  50*857 

Insoluble  silicate .  40*  1 1 6 
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The  soluble  silicate  contained  the  following  constituents  : — 


Silica . .  35*12 

Ferrous  oxide .  51 ’43 

Alumina  . . ...  T518 

Lime . 4*644 

Magnesia . .  .  7‘2G9 

And  the  insoluble  silicate  had  the  composition — - 

Silica .  56-121 

Ferrous  oxide . 13*397 

Chromic  oxide .  8*281 

Lime  . . 6*712 

Magnesia . 17*263 


From  the  results,  it  appears  not  improbable  that  this  latter  portion 
contains  some  tridymite.  V.  R.  V. 
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Physical  Properties  of  Petroleums.  By  S.  Pagliani  ( Gazzetta , 
13,  495). — Mendelejeff  found,  for  the  petroleum  of  Baku,  a  very 
simple  relation  between  the  densities  and  boiling  points  of  the  several 
fractions,  represented  by  the  equation  d  a  +  bt,  in  which  a  and  b 
are  constants,  the  values  of  which  have  to  be  determined  by  experi¬ 
ment  for  different  intervals  of  temperature  and  for  different  kinds  of 
petroleum  in  the  same  intervals.  For  the  fractions  of  Baku  petro¬ 
leum  boiling  at  100—180°,  Mendelejeff  found  d  =  669*5  +  0*80/,  and 
for  the  interval  180 — 240°,  d  =  712*9  +  0*56/,  the  density  of  water  at 
15°  being  taken  as  1000.  For  the  petroleum  of  Montechino  near 
Montanaro  (Piacenza),  the  author  finds  the  following  relations  : — 

t  ..  60—69°  90—100°  130—200°  200—250° 

d..  504*8  +  2*42 1  593*1  +  1*68/  704*7  +  0*61/5  668*2  +  0*81/ 

These  densities  are  somewhat  greater  than  those  found  by  Mendelejeff 
for  the  Russian  petroleum.  H.  W. 

Dibromodinitromethane.  By  S.  M.  Losanitsch  ( Ber 16,  2730 
— 2731). — The  author  gives  analytical  data  showing  that  the  com¬ 
pound  which  he  described  as  dibromodinitromethane  is  not  a  mixture 
of  monobromodinitromethane  and  carbon  tetrabromide,  as  Kachler 
and  Spitzer  (Ber.,  15,  471 ;  16,  51)  assume.  W.  C.  W. 

Conversion  of  Fulminates  into  Hydroxylamine.  By  A. 

Steiner  (Ber.,  16,  2419 — 2420). — In  a  former  communication  (Abstr., 
1883,  1074)  the  author  has  shown  that  mercury  fulminate  yields 


278 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


hydrox^damine  when  treated  with  hydrochloric  acid ;  a  quantitative 
examination  of  this  reaction  shows  that  both  the  nitrogen-atoms  of 
the  fulminate  are  converted  into  hydroxyl  amine,  lending  additional 
support  to  the  hypothesis  that  fulminic  acid  is  an  isonitroso-com- 
pound,  having  the  formula  HO. NO  1  CN.OH.  Moreover,  in  mercury 
fulminate,  the  mercury  can  be  replaced  by  acid  radicles,  by  acting 
upon  it  with  acetic  or  benzoic  chlorides,  and  the  author  hopes  to 
obtain  a  further  clue  to  the  constitution  of  fulminic  acid  from  a  study 
of  the  compounds  formed.  P.  P.  B. 


Absorption  of  Ammonia-gas  by  Alcohols.  By  S.  Pagliani  and 
Emo  ( Gazzetta ,  13,  278). — It  has  been  shown  by  one  of  the  authors, 
in  conjunction  with  Nacari,  that  ammonia-gas,  unlike  the  majority  ot‘ 
gaseous  bodies,  is  more  soluble  in  water  than  in  ethyl  alcohol.  The 
present  paper  contains  the  details  of  similar  experiments  with 
normal  propyl  and  isopropyl  alcohols,  leading  to  the  following  con¬ 
clusions  : — 

1.  Ammonia-gas  is  much  more  soluble  in  water  than  in  the  alcohols 
mentioned. 

2.  Ammonia-gas,  within  the  limits  of  pressure  observed  (417  to 
734  mm.),  does  not  conform,  in  its  absorption  by  these  alcohols,  to 


Henry’s  law,  the  values  of  a 


760 

P 


not  being  constant,  but  tending  at 


any  given  temperature  to  diminish  with  increase  of  pressure, 
behaving  indeed  in  this  respect  as  with  water. 

3.  At  equal  pressure,  as  for  all  other  gases,  the  coefficient  of  solu¬ 
bility  of  ammonia-gas  increases  with  diminution  of  temperature. 

4.  At  equal  temperatures  and  pressures,  the  coefficient  of  solubility 

(at  least  for  these  three  alcohols)  diminishes  as  the  molecular  weight 
of  the  alcohol  increases.  H.  W. 


Action  of  Polyhydric  Alcohols  on  Borax.  By  W.  It.  Dunstan 
( Pharm .  Journ .  [3],  14,  41 — 44). — The  author  has  previously  shown 
( Pharm .  Journ .  [3],  1325)  that  when  certain  polyhydric  alcohols, 
mannitol,  erythrol,  glycerol,  saligenol,  pyrogallol  and  guaiacol  as  well 
as  dextrose,  levulose,  lactose,  and  mycose,  are  added  in  aqueous  solu¬ 
tion  to  a  moderately  strong  solution  of  sodium  pyroborate,  they  produce 
an  acid  reaction  in  this  alkaline  liquid ;  this  acid  solution  becomes 
alkaline  when  largely  diluted  with  water  or  when  heated,  in  which 
case  the  liquid  becomes  acid  again  on  cooling.  If  much  more  of  the 
substance  is  added  than  is  necessary  to  produce  a  distinctly  acid  reac¬ 
tion,  no  change  is  effected  by  heat  or  by  dilution.  These  effects  are 
not  well  defined  when  litmus  is  employed  as  an  indicator,  but  are  very 
distinct  with  phenolphthale’in.  Glycocine,  which  has  many  reactions 
in  common  with  the  above  compounds,  does  not  react  in  this 
way.  In  the  present  paper,  the  general  reaction  which  gives  rise  to 
the  above  results  is  investigated.  The  action  of  glycerol  on  sodium 
pyroborate  has  been  examined  by  Senier  and  Lowe  (Pharm.  Journ. 
[3],  8,  819),  who  concluded  that  boric  acid,  and  a  more  basic  sodium 
borate  were  formed,  but  were  unable  either  directly  or  indirectly  to 
isolate  the  free  boric  acid.  The  author  shows  that  when  an  hydro  os 
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glycerol  and  anhydrous  sodium  pyroborate  are  heated  together  at 
120°,  water  is  given  off,  and  on  extracting  the  mass  with  ether  an 
uncrystallisable,  extremely  deliquescent  body  is  obtained,  which 
imparts  a  green  tinge  to  the  Bunsen  flame.  It  was  not  appreciably 
acid  in  reaction,  bat  became  so  on  adding  a  small  quantity  of  water, 
when  a  crystalline  mass  was  formed  and  recognised  as  boric  acid. 
This  aqueoas  solution  also  contained  glycerol.  The  original  mass, 
after  beino-  extracted  with  ether,  contained  sodium  metaborate. 
Thus  the  action  of  anhydrous  glycerol  on  anhydrous  sodium  pyro¬ 
borate  yields  glycerol-borin ,  (C3H5B03),  and  sodium  metaborate ;  the 
former  compound  is  decomposed  by  water  yielding  boric  acid  and 
regenerating  glycerol,  hence  the  acidity  which  is  produced  when 
aqueous  solutions  of  sodium  pyroborate  and  glycerol  are  mixed.  The 
above  reactions  are  represented  thus  : 

2C3H5(OH)3  +  2KaB02,B203  =  2C3H5B03  +  2JSTaBO*  +  3H20. 

As  water  itself  is  a  product  of  this  decomposition,  the  reaction  is 
never  complete,  except  at  high  temperatures,  owing  to  the  partial 
conversion  of  the  glycerol-borin  into  boric  acid,  thus  :  C3H5B03  -f 
3HoO  =  C3H5(OH)3  +  H3BO3.  In  aqueous  solution,  the  reaction  is 
2C3H5(OH)3  +  (2NaB02,B203)  +  3H20  =  2NaB02  +  2H3BU3  + 
2C3H5(OH)3.  The  action  of  mannitol  on  sodium  pyroborate  has  been 
studied  by  Klein  (Bull.  Soc.  Chirn 29,  359),  who,  by  precipitating 
aqueous  solutions  of  these  compounds  with  alcohol,  obtained  a  sub¬ 
stance  which  was  not  fully  examined,  but  was  supposed  to  be  a 
conjugate  acid.  In  a  similar  manner  Klein  obtained  a  barium 
biboromannitate.  The  author  points  out  that  Klein’s  investigation 
deals  only  with  a  secondary  reaction,  owing  to  the  influence  of  the 
water  employed  in  his  experiments.  By  the  action  of  anhydrous 
mannitol  on  anhydrous  sodium  pyroborate  at  140°,  a  mass  was 
obtained  which  yielded  to  ether  a  substance  crystallising  with  difficulty 
in  feathery  tufts  and  giving  a  vivid  green  flame  reaction.  This  body 
was  easily  soluble  in  absolute  alcohol,  the  solution  being  but  faintly  acid, 
although  the  aqueous  solution  was  strongly  so,  and  gave  the  reaction 
for  boric  acid  and  for  mannitol.  The  mass  which  had  been  extracted 
by  ether  contained  sodium  metaborate.  These  experiments  indicate 
that  mannitol  decomposes  sodium  pyroborate  in  a  manner  similar  to 
glycerol.  The  action  of  dextrose  and  levulose,  when  heated  with 
anhydrous  sodium  pyroborate,  was  also  examined,  and  in  each  case  a 
substance  was  extracted  by  ether  giving  a  green  flame  reaction,  whilst 
the  residue  contained  sodium  metaborate. 

The  nature  of  the  primary  reaction  between  sodium  pyroborate  and 
glycerol,  mannitol,  dextrose,  and  levulose  having  been  thus  deter¬ 
mined,  it  was  found  by  further  experiments  that  the  change  from 
acidity  to  alkalinity,  occasioned  by  heat  in  aqueous  solutions,  was  due 
to  the  dissociation  of  the  undecomposed  sodium  pyroborate  and  meta¬ 
borate.  When  boric  acid  or  other  acid  is  added  to  an  aqueous  and 
therefore  partially  decomposed  solution  of  sodium  meta-  or  pyro¬ 
borate,  until  the  liquid  is  faintly  acid,  alkalinity  is  reproduced  by  the 
addition  of  more  water  as  this  further  decomposes  these  salts,  liber¬ 
ating  alkali  in  quantity  more  than  sufficient  to  neutralise  the  acid. 
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The  same  result  is  obtained  when  the  faintly  acid  liquid  is  heated,  but 
the  acidity  is  reproduced  as  the  solution  cools.  W.  K.  D. 

Synthesis  of  Lecithin.  By  F.  Hundeshagen  (J.  pr.  Ckem.  [2], 
28,  219 — 255). — As  Diaconow  has  stated  that  lecithin  splits  up  into 
neurine  and  disterylglycerolphosphoric  acid  on  treatment  with 
dilute  sulphuric  acid,  the  first  step  towards  the  synthesis  of  lecithin 
was  to  prepare  this  acid,  which  can  exist  in  two  isomeric  forms : 
(CH2.OSt)2CH.O.PO(OH)2  or  CH2(OSt).CH(OSt).CH2.O.PO(OH)2, 
where  St  =  CO.C17H35.  Two  general  methods  seemed  to  be  adapted 
for  this  purpose,  namely,  substitution  of  the  hydroxylic  hydrogen  in 
glycerolphosphoric  acid  by  stearyl,  or  the  union  of  phosphoric  acid 
with  a  glyceryl  stearate.  Prom  the  readiness  with  which  glycerol¬ 
phosphoric  acid  decomposes,  experiments  based  on  the  first  method 
did  not  yield  the  desired  result,  although  they  gave  rise  to  some  new 
compounds  which  are  described  further  on. 

Amongst  the  reactions  founded  on  the  second  method,  the  action  of 
phosphoric  acid,,  tribasic  potassium  phosphate,  and  phosphorus  oxy¬ 
chloride  on  tristearin  all  failed  to  form  the  distearyl  acid,  but  better 
results  were  obtained  with  distearin. 

Monostearin  was  prepared  by  heating  stearic  acid  with  anhydrous 
glycerol  (2*5  parts)  in  sealed  tubes  at  200 — 220°  for  about  40  hours  ; 
and  the  upper  layer  consisting  of  the  crude  monostearin  was  purified  by 
repeated  crystallisation  from  alcohol  and  ether.  It  melts  at  60 — 62°, 
and  is  very  soluble  in  warm  alcohol  and  ether.  The  distearin  was 
prepared  by  heating  molecular  weights  of  stearic  acid  and  crude 
monostearin  in  a  retort  at  150 — 180°,  until  the  water  which  distilled 
over  was  that  which  should  have  been  eliminated  theoretically;  it  is 
advisable  to  somewhat  increase  the  temperature  (to  200°)  towards  the 
end  of  the  reaction.  To  purify  the  crude  product,  it  is  first  heated  with 
absolute  alcohol  (50—60  parts),  when  the  greater  part  of  the  distearin 
remains  un dissolved,  and  nearly  all  the  rest  is  deposited  as  the  liquid 
cools ;  the  monostearin  and  stearic  acid  remain  in  solution.  The 
distearin  is  then  dissolved  in  hot  light  petroleum,  agitated  with 
calcium  hydroxide  to  remove  the  last  traces  of  stearic  acid,  and  the 
distearin  which  separates  on  cooling  is  repeatedly  recrystallised  from 
light  petroleum  until  its  melting  point  is  constant  at  76*5°.  It  crys¬ 
tallises  from  hot  alcohol,  in  which  it  is  but  sparingly  soluble  (1  :  150) 
in  tufts  of  glistening  needles.  From  ether,  petroleum,  benzene,  &c., 
in  which  it  is  far  more  soluble,  it  separates  in  compact  nodules  built 
up  of  slender  needles. 

Although  there  appeared  to  be  another  isomeric  distearin  in  the 
mother-liquors,  as  well  as  other  easily  soluble  compounds,  the  author 
was  unable  to  isolate  them,  and  therefore  confined  his  investigations 
to  the  derivatives  of  the  distearin  just  described,  which  he  calls 
a-distearin. 

Ammonium  distearyl  glycerol ,  C3H5(0St)2.0NH4,  is  obtained  as  a 
voluminous  precipitate  consisting  of  thin  prismatic  crystals  on  passing- 
dry  ammonia  into  a  warm  ethereal  solution  of  distearin.  It  is  some¬ 
what  unstable,  losing  part  of  its  ammonia  on  exposure  to  the  air,  and 
the  whole  at  100 — 120°.  The  corresponding  sodium  compound  seems 
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to  be  formed  on  treating  a  benzene  solution  of  distearin  with  sodium  ; 
tbe  metal  dissolves,  with  evolution  of  hydrogen,  and  the  liquid 
gradually  becomes  changed  into  an  opalescent  gelatinous  mass. 

Acetyl  disiearyl  glycerol  is  formed  when  distearin  is  heated  with 
acetic  anhydride,  acetic  acid,  and  metaphosphoric  acid  at  120°;  no 
doubt  acetic  anhydride  alone  with  distearin  would  give  the  same 
result.  After  being  purified  by  crystallisation  from  alcohol,  it  melts  at 
28 — 30°.  It  does  not  crystallise  well,  and  decomposes  when  strongly 
heated. 

ct-Disiearylglycerolpliosphoric  Acid.  —  This  acid  is  formed  when 
distearin  is  heated  with  ethylphosphoric  acid,  metaphosphoric  acid, 
or  phosphoric  anhydride.  The  best  method  is  to  heat  the  distearin 
writh  about  its  own  weight  of  phosphoric  anhydride  for  some  hours  at 
100 — 110°  :  the  product  is  macerated  under  alcohol,  digested  for 
some  time  with  warm  alcohol  to  remove  adhering  phosphoric  acid, 
and  finally  collected  and  washed  with  cold  alcohol.  The  residue  con¬ 
taining  distearin  and  the  glycerol  acid  is  now  extracted  with  hot 
alcohol,  and  excess  of  finely  powdered  sodium  hydroxide  is  added  to 
the  hot  solution,  when  carbonic  anhydride  is  evolved,  and  the  sodium 
Salt  of  the  acid  separates ;  this  is  collected  at  once  and  washed  with 
hot  alcohol.  In  the  washings  there  is,  besides  sodium  stearate  and 
ethyl  stearate,  a  readily  soluble  sodium  salt  of  an  acid  containing 
phosphorus,  probably  an  isomeric  distearyl  glycerol  phosphoric  acid  ; 
this  crystallises  in  scales  melting  at  about  60°.  The  crude  sodium 
salt  above  mentioned  is  purified  by  repeated  recrystallisation  from 
light  petroleum.  The  free  acid  may  be  obtained  from  this  by  dis¬ 
solving  it  in  a  little  warm  acetic  acid,  decomposing  it  with  dilute 
sulphuric  acid,  collecting  the  acid  which  is  deposited  in  a  floeculent 
state,  and  purifying  it  by  solution  in  ether  and  evaporation.  The 
acid  is,  however,  more  conveniently  prepared  from  the  ammonium 
salt  obtained  by  passing  ammonia  into  a  warm  petroleum  solution  of 
the  crude  acid,  collecting  the  crystalline  precipitate,  and  washing  it 
with  hot  alcohol;  when  this  is  heated  at  130 — 140°  for  some  time, 
ammonia  is  given  off,  and  the  free  acid  is  left.  It  crystallises  from 
its  solutions  as  a  fatty  mass  consisting  of  minute  needles,  which  soften 
at  55°  and  melt  at  62‘5°.  It  is  easily  decomposed  when  heated  with 
dilute  acids.  The  author  has  prepared  and  described  the  potassium, 
sodium,  ammonium,  calcium,  ferrous,  ferric,  copper,  lead,  silver,  and 
mercury  salts  of  the  a-distearylglycerolphosphoric  acid.  Both  the 
acid  and  its  salts  burn  with  a  green-edged  flame  when  strongly  heated. 

a-Distearylglycerolpho$phorio  chloride  is  formed  when  distearin 
(4  parts)  is  heated  with  phosphorus  oxychloride  (1  part)  ;  hydro¬ 
chloric  acid  is  evolved,  and  a  very  dark- browrn  liquid  is  left;  this  is 
first  freed,  as  far  as  possible,  from  hydrochloric  acid  and  excess  of  oxy¬ 
chloride  by  a  current  of  warm  air,  then  taken  up  with  ether,  and  the 
ethereal  solution  mixed  with  about  twice  its  volume  of  absolute  alco¬ 
hol,  when  dark-brown  impurities  are  thrown  down  and  are  removed 
by  filtration.  The  ethereal  solution  is  evaporated  in  a  vacuum,  and 
the  crystalline  crusts  which  form  again  dissolved  in  a  little  ether  and 
evaporated.  The  colourless  crystals  of  the  chloride  obtained  in  this 
way  are  very  soluble  in  most  menstrua,  melt  at  24°,  and  are  somewhat 
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hygroscopic.  It  is  very  readily  decomposed  ;  with  water  at  the 
ordinary  temperature,  it  yields  stearic  acid,  glycerolphosphoric  acid, 
and  hydrochloric  acid,  but  no  distearvlglycerolphosphoric  acid. 

When  distearvlglycerolphosphoric  acid  is  warmed  with  a  slight 
excess  of  neurine  carbonate  in  alcoholic  solution,  and  then  evaporated, 
an  indistinctly  crystalline  hygroscopic  mass  is  left,  which  is  easily 
soluble  in  water,  alcohol,  and  ether.  The  neutral  neurine  distearyl- 
glycerolphosphate  crystallises  from  the  last-mentioned  solvents  in 
minute  needles.  The  acid  distearylglycerolphosphate, 

C3H5(OSt)2.O.PO(OH).ONMe2.C2H4.OH, 

is  obtained  by  mixing  neurine  and  the  acid  in  proper  proportions  in 
alcoholic  solution  and  evaporating.  Its  properties  differ  entirely  from 
those  of  lecithin,  so  that  these  are  isomeric  compounds. 

The  author  then  gives  an  account  of  some  neurine  compounds.  The 
hydrochloride  is  dimorphous,  crystallising  in  long  needles  and  in  thin 
rhombic  plates.  The  iodide  of  the  hydrochloride,  ClNMe2.C2H4I, 
obtained  by  the  action  of  strong  hydriodic  acid  on  the  hydrochloride, 
separates  from  hot  solutions  in  prisms,  and  from  cold  in  rhombic 
plates.  The  iodide  of  the  hydriodide  forms  thin  iridescent  plates. 
The  platinochloride  is  trimorphous,  crystallising  in  large  orange- 
coloured  prisms,  in  red-brown  rhombic  plates,  and  in  regular  octo- 
liedrons  ;  both  the  other  forms  gradually  change  into  the  rhombic 
plates.  This  change  can  be  easily  seen  under  the  microscope,  and  a 
detailed  description  of  the  best  methods  of  observing  it  is  given. 

The  platinochlorides  of  other  two  bases  formed  during  the  prepara¬ 
tion  of  neurine  are  also  described ;  one  of  these  the  author  believes  to 
be  an  amine,  the  other  a  higher  homologue  of  neurine. 

In  an  appendix,  some  substances  which  have  been  prepared  in  the 
course  of  this  research  are  described. 

By  the  action  of  metaphosphoric  acid  at  120 — 150°  on  distearin 
that  was  not  quite  pure,  the  sodium  salt  of  an  acid  containing  stearyl 
and  phosphoric  acid  was  obtained  ;  it  is  easily  soluble  in  water,  and 
crystallises  in  needles  which  melt  at  about  35°.  The  sodium  salt  is 
insoluble  in  alcohol,  but  soluble  in  ether,  and  very  soluble  in  water. 
It  is  possibly  a  monostearylglycerol phosphoric  acid  derived  from 
monostearin  existing  as  an  impurity  in  the  distearin. 

Another  sodium  salt,  insoluble  in  water,  was  obtained  by  treating 
ethyl  phosphate  with  distearin  in  alcoholic  solution,  distilling  off  the 
residue,  and  converting  the  acids  into  sodium  salts.  The  sodium  salt 
is  almost  insoluble  in  water  and  ether,  but  easily  soluble  in  aqueous 
alcohol,  and  crystallises  in  microscopic  scales. 

Monostearyldighjcerol ,  C3H5(OH)  (OSt).O.C3H5(OH)2,  was  prepared 
by  heating  stearic  acid  and  glycerol  at  230 — 250°.  It  is  very  soluble 
in  ether  and  in  hot  alcohol,  crystallising  from  the  latter  in  microscopic 
plates  which  melt  at  about  30°. 

Normal  glyceryl  phosphate ,  C3H5 :  P04,  seems  to  be  formed  when 
glyceryl  tribromide,  C3H5Br3,  is  treated  with  normal  silver  phosphate. 
A  syrupy  substance  is  obtained  which,  when  heated  with  water, 
yields  glycerolphosphoric  acid.  The  normal  phosphate  seems  to  be 
decomposed  in  a  somewhat  similar  manner  by  treatment  with  alcohol, 
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for  when  glyceryl  tribromide  is  heated  at  200°  with  silver  phos¬ 
phate  and  absolute  alcohol,  two  isomeric  diethylglycerolphosphoric  acids 
are  formed,  apparently  CH2(0Et).CH(0Et).CH2.0.P0(0H)2  and 
(CH2-OEt)2.CH.O.PO(OH)2.  The  contents  of  the  tubes  are  filtered 
from  silver  bromide,  the  alcohol  removed  by  distillation,  and  the 
syrupy  residue  dissolved  in  water  and  saturated  with  barium  carbon¬ 
ate.  On  concentrating  the  clear  solution  and  adding  alcohol,  the 
barium  salts  are  precipitated ;  these  may,  to  a  certain  extent,  be  sepa¬ 
rated  by  carefully  evaporating  the  aqueous  solution  of  this  precipi¬ 
tate ;  the  barium  salt  of  one  of  the  acids  thus  separates  as  a  white 
granular  precipitate,  whilst  the  amorphous  barium  salt  of  the  other 
acid  remains  in  solution.  C.  E.  Gr. 

Behaviour  of  Dextrose  with  Ammoniacal  Alkaline  Silver 
Solution.  ByB.  Tollens  ( Landw .  Ver  suchs.~  St  at .,  29,  392 — 395). — 
With  silver  solution  containing  0*024  gram  Ag  to  the  cubic  centi¬ 
meter,  and  prepared  with  equal  quantities  of  silver  nitrate  and  caustic 
soda  dissolved  in  excess  of  ammonia,  dextrose  reduces  12  atoms  of 
silver:  the  reaction  seems  to  follow  the  equation  CeHnOe  60  = 
6CH202,  formic  acid  being  the  chief  product.  The  author  discusses 
the  bearings  of  this  reaction  on  the  constitution  of  dextrose,  and 
infers  that  it  does  not  contain  either  an  aldehyde  or  ketone  group. 

J.  K.  C. 

A  New  Saccharin  from  Milk-sugar.  By  H.  Kiliane  ( Ber 16, 
2625 — 2629). — By  the  action  of  lime  on  milk-sugar  and  on  maltose, 
Cuisiuier  ( Monit .  Sclent.,  1882,  520)  obtained  the  lime  salt  of  a  lactone, 
CgH^Os.  which  he  named  isosaccharin  to  distinguish  it  from  Peligot’s 
saccharin.  In  preparing  large  quantities  of  isosaccharin,  the  author 
has  discovered  a  new  saccharin  (metasaccharin) .  1  kilo,  milk-sugar 

is  dissolved  in  9  litres  of  water,  450  grams  of  calcium  hydrate  added  to 
the  cold  solution,  and  the  whole  allowed  to  stand  for  six  weeks  with 
repeated  agitation ;  the  clear  brown  solution  is  separated  by  a  syphon, 
saturated  with  carbonic  anhydride,  and  heated  to  boiling.  On  evapo¬ 
rating  the  filtrate  to  about  2  litres,  an  abundant  separation  of  calcium 
isosaccharylate  takes  place,  and,  after  24  hours,  is  filtered  off  and 
washed  with  cold  water.  After  leaving  a  portion  of  the  filtrate  for 
several  months  in  a  closed  bottle,  a  crystalline  layer  separated  at  the 
bottom,  whilst  mould  formed  on  the  surface  of  the  liquid,  and  on 
purifying  the  crystals,  a  calcium  derivative  was  obtained  very  sparingly 
soluble  in  cold  water  and  crystallising  in  nodules  or  hard  crusts  con¬ 
sisting  of  microscopic  prisms.  It  is  the  calcium  compound  of  a  new 
saccharinic  acid,  its  formula  being  (C6Hn06)2Ca  -f  2H20 ;  it  loses  its 
water  of  crystallisation  at  120 — 130°.  On  decomposing  its  solution 
with  oxalic  acid  and  evaporating  the  filtrate,  moderately  large  colour¬ 
less  rhombic  crystals  of  met asacch arin  are  obtained,  having  a  slightly 
bitter  taste,  and  showing  a  perfectly  neutral  reaction.  Its  formula  is 
CeHioOs,  but  its  properties  are  very  different  from  those  of  Peligot’s 
saccharin  and  Cuisinier’s  isosaccharin;  it  crystallises  in  the  rhombic 
system  :  a  :b  :  c  =  0*6236  :  1 :  8988.  Its  aqueous  solution  is  laevorota- 
tory  [a]D  =  — 48*4,  whilst  saccharin  and  isosaccharin  are  dextroro¬ 
tatory.  It  softens  at  135°,  becomes  completely  liquid  at  142°,  and, 
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after  resolidifying,  melts  at  141 — 142°.  It  dissolves  readily  in  cold 
water,  its  solubility  being  intermediate  between  that  of  isosaccharin 
and  of  saccharin  ;  the  solution  becomes  acid  on  standing,  probably 
through  the  formation  of  metasaccharinic  acid.  It  is  readily  soluble 
in  alcohol,  very  sparingly  in  ether.  Like  saccharin  and  isosaccharin, 
it  yields  salts  of  the  corresponding  saccharinic  acid  by  boiling  with 
metallic  oxides  or  carbonates;  the  copper  salt,  (C6Hu06)2Cu  -f-  2H20, 
forms  greenish  wart- like  clusters  of  microscopic  scales.  On  repeating 
the  experiment,  the  author  finds  that  calcium  metasaccharin  is  a 
constant  product  of  the  action  of  lime  on  milk-sugar.  A.  K.  M. 

Elementary  Composition  of  Wheat-starch,  and  the  Action 
of  dilute  Acetic  Acid  on  Starch.  By  L.  Schulze  (/.  pr.  Chem. 
[2],  28,  311 — 338). — The  author  has  examined  wheat-starch  in  the 
manner  detailed  by  F.  Salomon  in  his  paper  on  potato^starch  (Abstr., 
1882,  1183),  for  the  purpose  of  satisfactorily  deciding  whether  the 
formula  C30H62O31,  given  by  Naegeli,  is  correct.  The  results  point 
conclusively,  in  the  author’s  opinion,  to  the  formula  C6H10O5.  Wheat- 
starch  carefully  washed  first  with  dilute  caustic  soda,  then  with  dilute 
hydrochloric  acid,  afterwards  with  water,  and  finally  air  dried,  was 
found  to  consist  of  79*696  per  cent,  pure  stareh,  20*143  per  cent, 
water,  0*061  per  cent,  ash,  and  1*1  per  cent,  insoluble  residue.  Four 
series  of  experiments  were  carried  out.  I.  The  conversion  of  the  starch 
by  hydrochloric  acid  (the  reaction  is  incomplete  with  sulphuric  acid) 
and  estimation  of  the  resulting  dextrose  by  a  copper  salt  (Allihn’s 
method)  :  100  parts  absolutely  pure  starch  (or  127  parts  air  dried) 
gave  110*986  parts  dextrose,  whilst  theory  requires  111*1  parts  for  the 
formula  C6Hl0O5.  II.  The  conversion  by  hydrochloric  acid  and  esti¬ 
mation  of  the  dextrose  by  the  sp.  gr. ;  the  average  of  four  determina¬ 
tions  gave  111*4  parts  dextrose  per  100  parts  chemically  pure  starch. 
III.  The  conversion  by  hydrochloric  acid  and  the  observation  of  the 
rotatory  power  of  the  resulting  dextrose  solution ;  the  average  of 
four  determinations  gave  111*85  per  cent,  dextrose  per  100  parts  pure 
starch.  IV.  The  elementary  analysis  of  the  purified  air-dried  starch, 
calculated  from  the  amount  chemically  pure  starch  contained  ;  the 
average  of  six-  combustions  agrees  with  the  formula  C6Hi0O5. 

Little  being  known  of  the  action  of  dilute  acetic  acid  on  starch,  and 
that  little  being  of  a  contradictory  nature,  a  number  of  experiments 
on  various  starches  with  various  strengths  of  acid  were  made.  The 
best  results  were  obtained  with  rice-starch  in  a  10  per  cent,  solution 
with  20  per  cent,  acetic  acid.  The  results  show  that  by  heating  rice- 
starch  with  acetic  acid  for  four  hours  under  pressure,  almost  the 
whole  is  converted  into  dextrin  (Bondonneau’s  dextrin,  a-modifica- 
tion),  and  only  traces  of  dextrose  are  formed.  By  continued  action 
of  heat,  however,  the  dextrin  is  slowly  converted  into  dextrose. 

A.  B. 

Inulin  in  the  Artichoke.  By  Pistone  arid  De  Regibus  ( Pharm . 
Journ.  [3],  14,  52). — The  bracts  of  the  artichoke,  Gynura  scolymus , 
were  boiled  with  water  and  pressed,  the  liquid  filtered,  and  again 
boiled  and  filtered  when  hot.  The  solution  when  slowly  cooled  de¬ 
posited  a  white  flocculent  substance  which,  after  being  washed  with 
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boiling  water  and  alcohol,  was  proved  to  be  nearly  identical  with 
Sach’s  spherocrystals  of  inulin  :  it  was  not  coloured  by  iodine,  and 
was  laevorotatory.  W.  R.  D. 

Chemical  Composition  of  Woody  Tissues.  By  'N.  Schuppe 
( Pkarm .  Journ .  [3],  14,  52). — The  cellulose  obtained  from  the  woody 
tissues  of  pine,  poplar,  mahogany,  American  and  European  nut,  oak, 
and  alder,  by  treatment  with  nitric  acid  and  potassium  chlorate,  has 
the  same  composition  as  pure  cellulose,  C6Hio05.  The  wood  of  the 
European  and  American  nut  nearly  coincides  in  composition  with 
cellulose ;  that  of  mahogany  and  oak  has  the  formula 

C14H24Oh  =  2C6H10O5  +  C,H40, 

and  the  wood  of  poplar  and  alder  the  formula  C8HuOc  C6H10O5  + 
(T2H4O.  The  proportion  of  lignin  to  cellulose  is  fairly  constant  in 
different  woods,  17*6  per  cent,  of  lignin  to  40*7  per  cent,  of  cellulose. 
The  author  considers  that  lignin  has  the  formula  Ci9Hi8O0,  which  is 
nearly  identical  with  that  of  catechin,  and  hence  obtains  as  an  ap¬ 
proximate  formula  for  woody  fibre,  5C6H10O5  -f  Ci9Hi808.  Only  a 
trace  of  gum  was  found  in  the  wood  of  conifers,  but  3*25  per  cent,  in 
poplar  and  7’09  per  cent,  in  aider.  W.  R.  D. 

Action  of  Sulphonic  Chloride  on  Secondary  Amines.  By 

R.  Behrend  ( Annalen ,  222,  116 — -136). — In  studying  the  action  of 
sulphonic  chloride  on  ammonia,  Regnault  ( J .  pr.  Chem .,  18,  98) 
obtained  sulphonamide,  S02(hfH2)2,  but  was  unable  to  separate  it  from 
the  simultaneously  formed  ammonic  chloride.  Wenghoffer  (J.  pr. 
Chem. ,16,  448),  in  acting  with  sulphonic  chloride  on  aromatic  amines, 
obtained  only  chlorine-substituted  amines.  The  author  has  studied 
the  action  of  sulphonic  chloride  on  secondary  fatty  amines,  which 
behave  very  differently.  The  action  of  sulphonic  chloride  on  di- 
methylamine  has  been  already  described  (Abstr.,  1881,  716),  as  also 
that  of  sulphonic  chloride  on  the  hydrochloride  of  dimethylamine 
(Abstr.,  1882,  164),  whereby  dimethylamidosulphonic  chloride  is 
formed.  An  equally  good  yield  is  obtained  if  crude  trimethylamine 
is  employed ;  it  is  only,  however,  the  dimethylamine  in  the  latter 
which  takes  part  in  the  reaction.  If  a  chloroform  solution  of  di¬ 
methylamidosulphonic  chloride  is  added  to  dimethylamine,  tetra- 
methylsulphonamide  is  formed,  which  can  be  purified  as  above: — 
SO„Cl.NMe2  -f  2NHMe2  =  (NMe2)2S02  +  NH2Me,Cl.  Tetramethyl- 
sulphonamide  is  decomposed  by  gaseous  hydrochloric  acid  at  120°, 
dimethylamidosulphonic  chloride  and  dimethylamine  hydrochloride 
being  formed:— (NMe3)2S02  +  2HC1  =  S02Cl.NMe2  +  NH2MeaCl. 
Aniline  and  dimethylamidosulphonic  chloride  yield  dimethylphenyl- 
sulphonamide,  Me2N.S02NTI.Ph,  crystallising  in  needles,  and  melting 
at  84 — 85°,  was  prepared.  This  body  dissolves  in  sodium  hydroxide 
with  formation  of  a  sodium  compound,  NMe2.S02.NPhN’a,  which  is 
decomposed  by  hydrochloric  or  carbonic  acid,  with  reproduction  of 
the  sulphonamide.  Similar  compounds  were  prepared  by  employing 
paratoluidine  instead  of  aniline.  Dimethylamidosulphonic  chloride  is 
only  slowly  acted  on  by  cold  water,  but  on  heating  it  is.  pj’incipally 
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converted  into  dimethyl  sulphonamic  acid,  a  small  quantity  of  acid 
dimethylamine  sulphate  being  formed  at  the  same  time : — 

(I.)  S02Cl.NMe2  +  H20  =  0H.S02lSrMe2  +  HC1. 

(2.)  SOaCLNMea  +  2H20  =  0H.S02.0KH,Me2  +  HC1.  The  ether  of 
this  acid  was  prepared  by  heating  an  alcoholic  solution  of  dimethyl- 
amidosulphonic  chloride  with  sodium  ethylate: — S02ClNMe2  + 
NaOEt  =  NaCI  +  S02(0Et)NMe2.  On  reducing  the  amidosulphonic 
chloride  with  tin  and  hydrochloric  acid,  the  following  reaction  takes 
place: — S02Cl.NMe2  +  4H2  =  SH2  -f  NH2Me2Cl  -h  2H20,  whilst  with 
zinc-dust  the  tetramethylsulphonamide  is  formed  : — S02ClNMe2  4- 
Zn=S02(NMe2)2+  ZnCl2  +  S02.  Diethylamidosulphonic  chloride  was 
prepared  in  the  same  way  as  the  corresponding  methyl  compound  ;  it 
is,  however,  far  less  active  than  the  latter.  By  the  action  of  dimethyl- 
amine  on  diethylamidosulphonic  chloride,  the  same  dimethyldiethvl- 
sulphonamide  is  formed  as  when  diethylamine  acts  on  dimethylamido- 
sulphonic  chloride,  as  was  to  be  anticipated  from  analogy  with  the 
substituted  carbamides.  P.  P.  F. 

Trimethylamine  Anro chloride.  By  C.  E.  Zay  ( Gazzetta ,  13, 
420 — 421). — This  salt,  originally  obtained,  but  not  described,  by 
Vincent  (Bull.  Soc .  Chim.  [2],  27,  194),  is  easily  prepared  by  adding 
a  concentrated  solution  of  auric  chloride  to  a  solution  of  trimethyl¬ 
amine  hydrochloride,  washing  the  resulting  precipitate  on  a  filter  with 
ether,  which  removes  only  the  excess  of  gold  chloride,  whereas  water 
would  dissolve  some  of  the  aurochloride  itself.  The  dried  salt  forms 
a  crystalline  mass  having  a  fine  chrome-yellow  colour  and  an  odour  of 
putrid  fish.  It  is  permanent  in  a  vacuum,  but  slowly  turns  brown  on 
exposure  to  the  air.  On  heating  it,  the  fishy  odour  becomes  stronger ; 
at  220°  the  salt  melts,  and  at  higher  temperatures  it  decomposes, 
leaving  metallic  gold.  The  salt  is  anhydrous,  and  has  the  formula 
NMe3HCl,AuCl3.  It  dissolves  readily  in  water  and  in  alcohol,  but  is 
insoluble  in  ether.  The  aqueous  solution,  when  allowed  to  evaporate 
at  ordinary  temperatures,  leaves  the  salt  in  well-defined  transparent 
brown-yellow  crystals,  likewise  anhydrous.  H.  W. 

Tetramethylammonium  Cyanide.  By  C.  M.  Thompson  (Ber,,  16, 
2338 — 2345). — This  compound  can  be  obtained  by  adding  an  excess 
of  hydrocyanic  acid  to  a  strong  solution  of  tetramethylammonium 
hydroxide ;  the  solution  when  evaporated  yields  a  brown  crystalline 
mass,  which  may  be  obtained  in  prisms  by  recrystallisation  from  alcohol. 
The  cyanide  may  also  be  prepared  by  decomposing  the  double  cyanide 
of  silver  and  tetramethylammonium  with  sulphuretted  hydrogen. 
This  cyanide  gives  the  reactions  of  cyanides,  and  is  decomposed  by  the 
weakest  acids,  with  liberation  of  hydrocyanic  acid.  It  volatilises  at 
225 — 227°  without  melting,  producing  alkaline  vapours  having  an 
odour  of  trimethylamine  and  carbylamine.  Tetramethylammonium 
cyanide  when  saponified  with  caustic  potash  behaves  like  potassium 
cyanide,  yielding  ammonia,  formic  acid,  and  a  tetramethylammonium 
compound. 

Double  salt  of  silver  cyanide  with  tetramethylammonium  cyanide , 
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NMe4C17,AgCN,  is  obtained  by  adding  silver  cyanide  to  a  warm  solu¬ 
tion  of  tetramethylammonium  iodide.  It  crystallises  from  hot  alcohol 
in  long,  slender,  colourless  needles ;  is  slightly  deliquescent,  and 
insoluble  in  ether,  benzene,  light  petroleum,  and  chloroform ;  it  melts 
at  211 — 212°.  This  salt  is  also  formed  on  adding  silver  cyanide  to 
a  solution  of  tetramethylammonium  cyanide.  On  distillation,  this 
double  salt  yields  a  residue  of  silver  cyanide  and  a  distillate  contain¬ 
ing  trimethylamine,  carbylamine,  and  acetonitril ;  this  distillate, 
treated  with  an  alcoholic  solution  of  trimethylamine  and  silver 
cyanide,  yields  a  solid  compound  containing  both  cyanogen  and  silver, 
which  could  not  be  proved  to  be  identical  with  the  double  cyanide  of 
silver  and  tetramethylammonium.  Acetonitril  and  trimethylamine 
do  not  appear  to  combine.  P.  P.  B. 

Hexmethylenamine.  By  L.  Pratesi  ( Gazzetla ,  13,  437 — 438). 
— It  is  known  that  trioxymethylene,  C3H603,  is  easily  converted  by 
ammonia  into  Butlerow’s  hexmethylenamine,  (CH2)6N4,  which  when 
treated  with  silver  nitrate  gives  a  white  crystalline  precipitate,  per¬ 
manent  or  nearly  so  in  diffused  daylight  when  dry,  decomposing  with 
slight  deflagration  when  heated.  This  precipitate,  not  hitherto 
analysed,  has  been  found  by  the  author  to  contain  18  03  per  cent, 
carbon,  3 '46  hydrogen  (mean  of  two  analyses),  19*32  nitrogen,  and 
40*60 — 40*73  silver,  leading  to  the  formula  2C6H12N4,3AgN03.  This 
compound,  slightly  soluble  in  cold  water,  dissolves  more  freely  in 
boiling  water,  but  with  partial  decomposition,  producing  a  specular 
deposit  of  silver  on  the  sides  of  the  vessel.  Pram  a  hot  solution,  it 
separates  on  cooling  in  needle-shaped  crystals.  H.  W. 

Isobutylbiguanide,  C6H15N5  —  C2Hfi(C4H9)N5,  and  its  Com¬ 
pounds.  By  A.  Smolka  ( Monatsh .  Ghem.y  4,  815 — 832). — Cupric 
Isobutylguanide  Sulphate. (C6Hi4N5)2Cu,H2S04,  is  prepared  by  mixing 
a  solution  of  cupric  sulphate  with  a  solution  of  isobutylamine  (of 
about  20  per  cent.)  in  such  quantity  as  to  form  a  dark-blue  perfectly 
clear  liquid,  mixing  this  solution  with  dicyanodiamide,  and  either 
leaving  the  mixture  to  itself  at  the  temperature  of  the  air,  or  heating 
it  in  a  sealed  tube  at  about  100°.  In  the  latter  case,  the  salt  separates 
after  ten  or  twelve  hours  on  the  sides  of  the  tube,  as  a  dark-red  gra¬ 
nular  film,  the  liquid  at  the  same  time  assuming  a  red- violet  colour. 
At  ordinary  temperatures,  a  lighter-coloured  deposit  is  obtained  after 
about  a  week,  and  the  mother-liquors,  if  left  over  night  in  a  vessel 
cooled  by  ice,  deposit  a  small  additional  quantity  of  the  compound 
lighter  in  colour  than  either  of  the  preceding.  The  formation  of  this 
copper-compound  is  represented  by  the  equation  2C2H4N4  -J-  2C4HnN 
+  CuS04  =  (C6H14lSr5)2Cu,H2S04. 

This  sulphate  separates  from  solution  at  temperatures  above  60°  in 
crimson  anhydrous  grains ;  from  concentrated  solutions  at  ordinary 
temperatures,  in  rose-red  crystals  with  1  mol.  H20  ;  and  from  dilute 
solutions  at  0°  in  light  rose-coloured  crystals  containing  3H20.  Tho 
crystal-water  is  given  off  slowly,  but  completely,  at  105 — 110°;  more 
quickly  at  125 — 130°.  The  salt  may  be  heated  to  140°  without  decom¬ 
position. 
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The  hydrochloride ,  (CeHuHs^Cu^HCl  +  |rH20,  obtained  by  decom¬ 
posing  the  sulphate  with  barium  chloride,  crystallises  in  pale  rose-red 
microscopic  needles,  often  forming  hemispherical  or  kidney-shaped 
groups,  and  like  the  sulphate,  bears  a  heat  of  140°  without  decom¬ 
position.  1  part  of  this  salt  dissolves  in  87*76  parts  water,  forming  a 
deep  violet  solution:  the  salt  is  insoluble  in  alcohol.  Zinc  or  iron 
immersed  in  the  neutral  aqueous  solution  throws  down  the  whole  of 
the  copper,  leaving  in  solution  the  hydrochloride  of  isobutylbiguanide. 

The  nitrate ,  (ChH14N2)2Cu,2HN’03,  prepared  by  decomposing  the 
sulphate  with  barium  nitrate,  remains,  after  evaporation  of  its  solution 
in  a  vacuum,  in  rose-red  crusts  and  spherical  groups,  resembling 
those  of  the  hydrochloride.  When  heated  on  platinum-foil,  it  decom¬ 
poses  with  glimmering  combustion,  giving  off  vapours  smelling  of 
isobutylamine,  and  leaving  cupric  oxide.  It  is  much  less  soluble  than 
the  hydrochloride ;  the  aqueous  solution  is  violet. 

Cupric  Isobutylbiguanide,  (C6Hi4iSr5)2Cu,  is  best  prepared  by  treating 
the  hydrochloride  or  nitrate  with  soda-lye,  whereupon  it  separates  as 
a  bulky  rose-coloured  precipitate,  which,  after  draining  and  drying, 
forms  a  thick  magma  of  rose-red  silky  needles,  dissolving  very 
sparingly  in  cold,  somewhat  more  freely  in  hot  water,  with  red-violet 
colour,  and  remaining  cm  evaporation  over  sulphuric  acid  in  carmine- 
coloured  crystalline  granules.  It  is  a  strong  base,  exhibiting  great 
affinity  for  acids,  including  carbonic  acid;  its  aqueous  solution  has  an 
alkaline  reaction,  and  it  expels  ammonia  from  sal-ammoniac  on  boiling. 
It  dissolves  readily  in  dilute  nitric  and  hydrochloric  acids,  forming 
at  first  the  corresponding  salts  of  the  copper-base,  but  if  the  acid  is 
in  excess,  the  copper  is  dissolved  out  and  a  salt  of  the  non-cupreous 
base  is  produced. 

Sulphates  of  Isobutylbiguanide. — The  normal  sulphate , 

(C6HlsN‘a)2,H,S04,fHa0> 

is  prepared  by  triturating  the  corresponding  salt  of  the  copper-base 
with  water,  rinsing  it  into  a  flask,  and  heating  it  in  a  water- bath 
while  a  slow  stream  of  hydrogen  sulphide  is  passed  through  the  liquid 
for  several  hours.  On  filtering  from  the  copper  sulphide,  and  evapo¬ 
rating,  first  on  the  water-bath  and  finally  in  a  vacuum  over  sulphuric 
acid,  the  normal  sulphate  is  obtained  in  large  limpid  crystalline 
laminae,  and,  after  recrystallisation,  in  transparent  triclinic  prisms 
which  are  permanent  in  the  air,  but  slowly  effloresce  in  a  vacuum 
over  sulphuric  acid,  and  melt  and  decompose  when  heated  on  platinum 
foil.  The  crystals  dissolve  in  3*8  parts  water  at  16°,  forming  a  neutral 
solution,  which  is  precipitated  by  alcohol.  The  acid  sulphate, 
C6Hi5N5,H2S04,|-H20,  crystallises  in  large  transparent  plates,  much 
more  soluble  than  the  normal  salt,  and  is  precipitated  from  the  solu¬ 
tion  by  alcohol. 

Hydrochlorides.— -The  normal  salt ,  C6H15H5,HCl,  obtained  by  de¬ 
composing  the  warm  solution  of  the  normal  sulphate  with  barium 
chloride,  forms,  after  repeated  crystallisation,  long  thin  transparent 
brittle  anhydrous  prisms,  soluble  in  2*5  parts  w'ater  at  16*5°,  melting 
at  216°,  and  decomposing  when  more  strongly  heated  on  platinum 
foil.  The  acid  salt,  CcHi6lSr5,2HCl,  crystallises  with  great  difficulty 
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from  its  aqueous  solution  ;  from  alcohol,  it  separates  in  anhydrous 
needles  often  grouped  in  feathery  tufts,  and  is  precipitated  from  its 
alcoholic  solution  by  ether.  It  is  deliquescent,  has  an  acid  reaction, 
and  melts  at  194°.  The  platinoehloride ,  C6Hi6N5,H2PtCls,H20, 
crystallises  from  alcohol  in  fan-shaped  groups  of  yellow  four-sided 
plates ;  from  water  in  crusts  composed  of  yellow  needles. 

Isobutylbiguanide ,  C6H15N5  =  C2Hg(C4H9)N5,  is  obtained  by  decom¬ 
posing  the  normal  sulphate  with  the  requisite  quantity  of  baryta- 
water,  and,  after  evaporation  in  a  vacuum  over  sulphuric  acid,  forms 
a  thick  uncry  stallisable  syrup.  Its  aqueous  solution  has  a  strongly 
alkaline  reaction,  decomposes  ammonium  salts  at  a  gentle  heat,  and 
when  added  to  salts  of  most  of  the  heavy  metals,  or  to  those  of 
Al,  Mg,  Ca,  Sr,  and  Ba,  immediately  throws  down  the  corresponding 
hydroxides,  especially  those  of  the  three  last-named  metals.  It 
quickly  absorbs  carbonic  acid  from  the  air,  and  solidifies  to  a  mass  of 
deliquescent  needles  consisting  of  the  carbonate; 

As  regards  the  position  of  the  alkyl-radicle  in  isobutylbiguanide,  it 
may  be  observed  that,  on*  heating  the  compound  with  chloroform  and 
alcoholic  soda-lye,  the  corresponding  carbylamine  or  isocyanide  is 
given  off,  and  may  be  recognised  by  its  characteristic  odour ;  and  as 
the  formation  of  isocyanides  is  very  characteristic  of  amines,  it 
appears  not  improbable  that  the  alkyl  is  situated  in  an  amidogen- 
rather  than  in  an  imidogen-group. 

If  then  biguanide  be  represented,  as  in  the  author’s  paper,  by  the 
formula  NH2.C(NH).NH.C(NH).NH2,  its  isobutyl- derivative  must 
have  the  constitution  NH(CH2Pr^).C(NH).NH.C(NH).NH2,  but  if 
biguanide  be  correctly  represented  by  Emich’s  formula 

NH  I  C(NH2).NH.C(NH2),:NH 


(this  Journal,  1883,  Abstr.,  973),  then isobutyl -biguanide  must  be  consti¬ 
tuted  as  shown  by  the  formula  NH  I-  C(NH.CH2Pr0).NH.C(NH2)  !  NH. 

H.  W. 

Aeetyl-pyrroline  and  Pseudoaeetyl-pyrroline.  By  Gr.  L. 

Ciamician  and  M.  Dennstedt  ( Gazzetta ,  13,  455 — 465;  and  Ber.,  16, 
2348 — 2357).— The  crystallised  body  melting  at  90°  which  It.  Schiff 
obtained  by  heating  pyrroline’  with  acetic  anhydride  (Abstr., 
1878,  216)  was  regarded  by  him  as  aeetyl-pyrroline,  in  which  the 
acetyl-group  took  the  place  of  the  hydrogen  in  the  imidogen-group 
of  the  pyrroltne-molecule,  that  is,  as  represented  by  the  formula 

but  the  experiments  described  in  the  present  paper 

show  that  in  the  compound  thus  prepared  the  acetyl-group  is 
directly  attached  to  a  carbon-atom,  as  represented  by  the  formula 
CH.CAc  CAc.CH 

HN<^  |  |j  or  HN<^  |  ||  For  distinction,  the  latter  of  these 

XCH.CH  XCH.CH 

compounds  is  designated  as  aeetyl-pyrroline,  the  former  as  pseudoaeetyl- 
pyrroline.  These  two  compounds  are  formed  together  by  the  action 
of  acetic  anhydride  on  pyrroline  ;  the  latter,  however,  in  much  the 
larger  quantity.  They  m\y  b?  prepared  and  separated  by  heating 
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pyrroline  with,  acetic  anhydride  and  recently  fused  sodium  acetate  in 
an  oil-bath,  and  distilling  the  resulting  black  semi-solid  mass  in  a 
water-bath  under  reduced  pressure;  treating  the  yellow  and  brown 
crystalline  residue  thereby  obtained  with  water ;  and  distilling  it  in  a 
current  of  steam.  An  oil  heavier  than  water  then  passes  over,  and 
when  this  oil  begins  to  deposit  crystals  on  cooling,  the  operation  is 
discontinued.  The  red-brown  liquid  then  remaining  in  the  flask  con¬ 
tains  in  solution  nearly  the  whole  of  the  pseudoacetyl-pyrroline,  pro¬ 
vided  the  quantity  of  water  is  sufficient ;  if  not,  more  must  be  added 
and  the  entire  solution  boiled  with  animal  charcoal.  The  filtered 
liquid  after  24  hours  deposits  the  pseudoacetyl-pyrroline  in  very  fine 
needles  several  centimeters  long,  wThich  are  easily  purified  by  two  or 
three  crystallisations  from  boiling  water.  The  remainder  of  the 
pseudoacetyl-pyrroline  may  be  extracted  from  the  aqueous  solution  by 
means  of  ether. 

Pseudoacetyl-pyrroline  melts  at  90°,  boils  at  220°,  and  agrees  in  its 
other  physical  properties  with  the  body  described  by  Schiff.  It  is  not, 
however,  resolved  into  acetic  acid  and  pyrroline  by  boiling  with  potash, 
as  stated  by  Schiff,  but  the  solution  on  cooling  deposits  a  white 
solid  mass,  which  is  perhaps  the  potassium-compound  ;  it  dissolves  on 
dilution  with  water,  and  ether  extracts  from  the  solution  unaltered 
pseudoacetyl-pyrroline.  On  mixing  a  solution  of  pseudoacetyl- 
pyrroline  in  boiling  water  with  a  strong  solution  of  silver  nitrate  and 
adding  a  few  drops  of  ammonia,  a  white  crystalline  precipitate  is 
formed  of  the  silver  salt  C4H2Ac  !  NAg.  This  reaction  shows  distinctly 
that  the  acetyl-radicle  has  entered  into  the  nucleus  of  the  pyrroline, 
and  that  the  imidogen-group  NH  has  remained  unaltered. 

By  oxidation  with  potassium  permanganate,  pseudoacetyl-pyrroline 
is  converted  into  the  potassium  salt  of  an  acid  having  the  composition 
C6H5N03  =  C4H3(CO.COOH)  *.  hTH.  This  acid  may  be  separated 
from  the  solution  by  acidulation  with  dilute  sulphuric  acid,  and  on 
agitating  the  liquid  with  ether,  evaporating  the  ether,  and  crys¬ 
tallising  the  residue  from  boiling  benzene,  the  acid  separates  in 
groups  of  slightly  yellow  needles,  which  give  off  their  water  in  the 
exsiccator,  and  have  the  composition  of  an  acetyl-pyrroline- carboxylic 
acid ,  C6H5N03,H20.  The  dehydrated  acid  has  a  deep  yellow  colour, 
dissolves  in  boiling  benzene,  and  separates  from  the  solution  after 
treatment  with  animal  charcoal,  in  groups  of  very  thin  yellow  needles, 
which  begin  to  decompose  at  113 — 115°  without  showing  any  fixed 
melting  point ;  when  immersed  in  water  they  instantly  turn  white. 
They  are  slightly  soluble  in  cold  water  and  dissolve  in  hot  water, 
forming  a  slightly  yellow  solution,  which  gives  a  deep  red  colour  with 
ferric  chloride,  and  does  not  precipitate  normal  lead  acetate.  Heated 
with  slaked  lime,  it  appears  to  yield  pyrroline,  as  indicated  by  the 
odour  of  the  escaping  vapours,  and  the  reaction  with  a  deal-shaving 
moistened  with  hydrochloric  acid.  A  highly  characteristic  reaction 
is  exhibited  on  boiling  the  acid  with  hydrochloric  acid,  a  very  deep 
carmine-red  solution  being  thereby  produced,  somewhat  like  a  solution 
of  eosin.  On  adding  a  base,  a  greenish-yellow7  colour  is  produced, 
changing  to  red  on  acidification.  The  aqueous  acid  treated  with 
silver  nitrate  yields  a  white  crystalline  precipitate  of  the  salt 
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C4H3(CO.COOAg)IIH,  which  dissolves  in  boiling  water,  and  sepa¬ 
rates  on  cooling  in  colourless  needles. 

CH.CH 

Acetyl-pyrroline,  C4H4N.C2H3O  =  AcN<^  |  ||  ,  is  the  oil  which 

xCH.OH 

passes  over  on  distilling  with  steam  the  product  of  the  action  of  acetic 
anhydride  and  sodium  acetate  on  pyrroline.  It  is  purified  by  distilla¬ 
tion,  and  passes  over  between  160°  and  200°  ;  a  small  portion  which 
distils  above  that  temperature  and  solidifies  completely  on  cooling 
consists  of  pseudoacetyl-pyrroline,  which  is  slightly  volatile  with 
vapour  of  water.  After  a  long  fractionation  of  the  liquid  at  160 — 
200°,  a  portion  is  obtained  which  boils  constantly  at  176 — 180°,  the 
greater  part  at  177 — 178°.  This  portion  consists  of  normal  acetyl- 
pyrroline.  It  may  be  obtained  in  larger  quantity  by  the  action  of 
acetic  chloride  on  potassium-pyrroline. 

Acetyl-pyrroline  boils  at  177 — 178°.  It  has  a  characteristic  odour; 
is  nearly  insoluble  in  water  ;  gives  a  white  precipitate  with  aqueous 
mercuric  chloride;  and  dissolves  in  aqueous  silver  nitrate,  which  it 
reduces  after  some  time.  Its  vapour  reddens  a  chip  of  wood  moistened 
with  hydrochloric  acid  ;  this  acid  also  resinifies  the  compound.  Acetyl- 
pyrroline  dissolves  in  aqueous  potash,  and  when  boiled  therewith,  is 
quickly  resolved  into  acetic  acid  and  pyrroline. 

Action  of  Bromine  on  Pseudoacetyl-pyrroline. — Schiff  describes 
an  addition-compound  obtained  by  the  action  of  bromine  (1  mol.)  on 
pseudoacetyl-pyrroline  dissolved  in  glacial  acetic  acid.  The  authors, 
however,  have  obtained  by  this  reaction  only  substitution-products. 
The  action  of  bromine  in  molecular  proportion  on  pseudoacetyl- 
pyrroline  yields  a  mixture  of  compounds  very  difficult  to  separate. 
The  following  methods  yield  better  results  : — 

Moiiobromopseudoacetyl-pyrrolme ,  C6H6BrHO  =  C6H2BrAc!NrH,  is 
formed,  together  with  the  dibromo-compound,  by  dissolving  pseudo¬ 
acetyl-pyrroline  (10  g.)  in  a  slight  excess  of  glacial  acetic  acid,  and 
adding  bromine  (14  g.)  dissolved  in  a  small  quantity  of  the  same 
liquid,  whereupon  a  white  precipitate  is  formed,  consisting  of 
CeHeBrN’O,  while  CeHsB^NO  remains  in  solution.  The  monobromo- 
compound  crystallises  from  boiling  alcohol  in  small  white  needles, 
which  turn  yellow  on  exposure  to  light,  and  melt  at  118 — 120°. 

DibromopseudoacetyL'pyrT’oline,  C4H5Br2lSrO  =  C4HBr2.AcNH,  is  pre¬ 
pared  by  adding  2  mo  Is.  bromine  to  1  mol.  of  the  base,  both  dissolved 
in  glacial  acetic  acid,  pouring  the  liquid  into  water,  and  dissolving 
the  resulting  white  precipitate  in  boiling  alcohol  with  addition  of 
animal  charcoal.  The  filtered  liquid  on  cooling  deposits  small  white 
needles,  which  after  a  few  crystallisations  melt  at  145 — 147°,  and 
have  a  composition  approximating  to  the  formula  C6H5Br2NO,  but 
still  contain  small  quantities  of  a  less  highly  brominated  compound, 
from  which  the  authors  have  not  yet  been  able  to  separate  it.  The 
pure  dibromo-compound  is,  however,  easily  obtained  by  evaporating 
the  alcoholic  mother-liquors  to  dryness,  and  crystallising  the  residue 
from  boiling  water,  in  which  it  is  sparingly  soluble,  with  addition  of 
animal  charcoal.  The  liquid  on  cooling  deposits  the  dibromo-com¬ 
pound  in  small  white  needles,  which  turn  yellow  on  exposure  to  light, 
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and  after  a  few  crystallisations  melt  at  143 — 144°.  Tlie  mother- 
liqnors  contain  traces  of  unaltered  pseudoacetyl-pyrroline.  The 
mono-  and  di-bromo-compounds  dissolve  readily  in  aqueous  potash, 
and  are  precipitated  therefrom  unaltered  on  addition  of  an  acid. 

PentabrotnopseudoacetyUpyrroline , 

C6H2Br5NO  =  C4Br3(C2Br2HO)NH, 

is  formed  on  adding  bromine  (4  mols.)  to  a  solution  of  pseudoacetyl- 
pyrroline  (1  mol.)  in  glacial  acetic  acid,  and  gently  heating  the 
resulting  red  liquid  on  the  water-bath  to  complete  the  reaction.  The 
solution,  if  an  excess  of  glacial  acetic  acid  has  been  avoided,  deposits 
the  pentabromo-compound  on  cooling  in  small  colourless  needles, 
which  may  be  purified  by  a  few  crystallisations  from  boiling  glacial 
acetic  acid.  They  melt  at  200°.  The  mother- liquor  contains  less 
highly  brominated  compounds,  which  may  be  precipitated  by  water. 

The  sixth  disposible  atom  of  hydrogen  in  pseudoacetyl-pyrroline 
cannot  be  replaced  by  bromine  by  working  in  the  manner  above 
described  even  with  larger  quantities  of  bromine ;  but  this  final 
substitution,  might  perhaps  be  effected  by  heating  in  sealed  tubes. 

H.  W. 

Derivatives  of  Pyrocoll.  By  G.  L.  Ciamician  and  P.  Silber 
(. Ber .,  16,  2388 — 2399). — Tetrabromopyrocoll ,  Ci0Br4H2II2O2,  obtained 
by  heating  pyrocoll  with  bromine  in  sealed  tubes  at  100°,  is  insoluble 
in  most  solvents  save  glacial  acetic  acid,  from  which  it  crystallises  in 
small  yellow  needles  ;  it  is  decomposed  at  250°.  When  heated  with 
caustic  potash,  it  is  converted  into  dibromopyrrolcarboxylic  acid. 

Octochloride  or  Perchloride  of  Perchloropyrocoll ,  CI0H6(Cl8)N2O2. — 
In  a  former  communication  (Abstr.,  1882,  875)  one  of  the  authors 
has  shown  that  pyrocoll  is  converted  by  the  action  of  phosphorus 
chloride  into  perchloropyrocoll ,  CuGhNaCh,  and  two  other  bodies 
having  the  formulae  Ci0C1i0N2O  and  C6C17X0.  This  latter  compound 
the  authors  regard  as  perchloride  of  perchloropyrocoll,  and  assign  to 
it  the  formula  Ci0Cll4N2O2,  double  that  assigned  to  it  in  the  previous 
memoir.  It  crystallises  from  glacial  acetic  acid  in  large  cubical  crys¬ 
tals,  which  can  be  easily  separated  by  mechanical  means  from  the  flat 
prisms  of  the  compound  Ci0C1ioN20. 

By  the  action  of  zinc  on  a  solution  of  perchloride  of  perchloro¬ 
pyrocoll  in  dilute  acetic  acid,  tetrachloropyrroline,  C4Cl4lSrH,  is  formed. 
It  crystallises  from  light  petroleum  in  long  silky  needles,  melting  at 
1 10°,  easily  soluble  in  alcohol  and  ether,  but  only  sparingly  in  water. 
It  is  very  volatile,  and  emits  an  odour  resembling  that  of  tetraiodo- 
pyrroline.  In  its  properties  it  resembles  those  of  a  weak  acid,  and 
gives  a  white  precipitate  with  ammoniacal  solutions  of  silver  nitrate. 

In  explanation  of  the  formation  of  this  substance,  the  authors 
suppose,  first,  that  the  perchloride  takes  up  water  to  form  the  tetra¬ 
chloride  of  trichloropyrroliiie-carboxylic  acid,  and  that  this  is  then 
resolved  into  carbonic  anhydride  and  tetrachloride  of  trichloro- 
pyrroline  ;  the  latter  is  converted  into  tetrachloropyrroline  by  nascent 
hydrogen.  This  series  of  reactions  is  represented  as  follows : — 
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(1.)  Ci0C16(C18)N2O2  +  ELO  =  2C4C13(C00H)(C14)NH. 

(2.)  C4Cl3(OOOH)(Cl4)ISrH  =  CO,  +  C4C13H(C14)NH. 

(3.)  C4C13H(C14)NH  -f  2H  =  C4C14NH  +  3HC1. 

When  perchloride  of  perchloropyrocoll  is  heated  with  dilute  acetic 
acid  in  sealed  tubes  at  130°,  it  is  resolved  into  hydrochloric  acid,  car¬ 
bonic  anhydride,  and  a  compound  having  the  formula  C4C1202NH, 
which  is  either  a  dichloromaleimide  or  dichlor  of amar  imide.  The 
formation  is  represented  by  the  following  equations : — 

(1.)  C10Cl6(Cl8)N2O2  +  2H20  =  2C4C13H(C14)HH  4-  C02. 

(2.)  C4C13H(C14)]S1H  +  2H20  =  C4C1202NH  +  5HC1. 

(Comp,  this  vol.,  p.  176.) 

This  same  imide  is  obtained  by  the  action  of  chlorine  on  succin- 
imide  at  1 60°.  It  crystallises  from  water  in  long  needles  melting  at 
179°.  With  ammoniacal  silver  nitrate  solutions,  it  gives  a  precipi¬ 
tate  of  an  argentic  ammonium  compound,  C4Cl202N.N’H3Ag.  A  com¬ 
pound,  which  is  either  monochlorofumarimide  or  monochloromaleim- 
ide,  C4C1H02NH,  is  formed,  together  with  this  dichloro-derivative, 
when  succinimide  is  treated  with  chlorine.  It  crystallises  in  large 
colourless  shining  leaflets  melting  at  131°. 

Caustic  potash  converts  the  imide  C4C1202NH  into  a  deliquescent 
acid,  which  is  easily  soluble  in  alcohol,  ether,  and  benzene,  and  is  pro¬ 
bably  dichloromalei'c  acid,  C4C12H204.  When  heated,  it  yields  a  com¬ 
pound  less  soluble  in  water,  probably  the  anhydride.  When  the 
dichloromaleimide  is  heated  with  water  in  sealed  tubes  at  125°,  it 
is  resolved  into  carbonic  anhydride,  ammonia,  and  a-dichlor  acrylic 
acid. 

The  conversion  of  the  perchloride  of  perchloropyrocoll  into 
dichloromaleimide  suggested  the  possible  synthesis  of  tetrachloro- 
pyrroline  from  the  imide,  which  the  authors  have  carried  into  effect 
by  acting  on  the  imide  with  phosphorus  pentachloride,  taking  up  with 
ether,  and  subsequent  treatment  of  the  ethereal  extract  with  zinc- 
dust  and  water.  P.  P.  B. 

Oxymethylene  and  Formaldehyde.  By  B.  Tollens  ( Landv? . 
Ver  sucks. -S  tat.,  29,  355 — 392). — The  preparation  and  properties  of 
formaldehyde  have  been  studied  by  numerous  authors.  The  chief 
interest  which  attaches  to  this  subject  is  that  very  possibly  formalde¬ 
hyde  is  the  first  assimilation-product  of  carbonic  anhydride  in  the 
vegetable  organism,  and  is  afterwards  converted  by  polymerisation 
into  the  various  carbohydrates  which  form  the  greater  proportion  of 
the  plant  substance.  The  author  made  use  of  Hofmann’s  method, 
the  oxidation  of  methyl  alcohol  by  platinum  foil.  The  best  results 
were  obtained  when  the  water-bath  in  which  the  methyl  alcohol  was 
heated  was  kept  at  the  temperature  of  54 — 55°.  The  quantity  formed 
was,  however,  always  small,  and  averaged  about  2  per  cent,  of  the 
total  distillate ;  it  was  estimated  by  an  ammoniacal  solution  of  equal 
parts  of  silver  nitrate  and  caustic  soda.  The  distillates  can  be  con¬ 
centrated  by  further  distillation,  but  the  richest  product  obtained  by 
this  method  only  contained  11*3  per  cent,  formaldehyde.  By  drying 
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over  sulphuric  acid  pure  oxymethylene  may  however  be  obtained, 
although  this  method  is  attended  with  considerable  loss.  The  vapour- 
density  of  oxymethylene  was  determined,  and  found  to  correspond 
with  the  formula  CH20.  Various  ammoniacal  solutions  of  silver 
nitrate  were  used  for  the  exact  quantitative  estimation  of  oxymethy¬ 
lene,  but  no  perfectly  satisfactory  method  could  be  found. 

Heated  with  alkalis  or  alkaline  earths,  oxymethylene  yields  methyl 
alcohol  and  formic  acid.  When  the  crude  distillate  of  formaldehyde 
is  heated  with  baryta- water,  a  yellowish  precipitate  is  thrown  down ; 
after  freeing  this  from  barium,  an  amorphous  syrup  is  left  behind, 
which  strongly  reduces  Fehling’s  solution,  and  on  analysis  gives  num¬ 
bers  approximating  to  the  formula  C6H10O5.  When  it  is  heated  with 
sulphuric  acid,  formic  and  lactic  acids  are  formed ;  the  latter  was  con¬ 
verted  into  its  zinc  salt  and  analysed.  The  syrup  has  no  action  on 
polarised  light,  does  not  undergo  fermentation,  and  yields  no  laevulic 
acid  when  treated  with  mineral  acids.  In  these  properties  it  agrees 
with  the  methylenitan  obtained  by  Butlerow. 

In  certain  preparations  of  this  syrup,  small  crystals  were  obtained, 
but  the  author  is  of  opinion  that  they  were  due  to  the  presence  of 
ethyl  alcohol,  as  they  were  never  formed  when  perfectly  pure  methyl 
alcohol  was  employed.  J.  K.  C. 

Thioaldehyde  and  Carbovaleraldine.  By  L.  Guareschi  (Gaz- 
zetta ,  13,  500). — When  thioaldehyde  is  oxidised  with  potassium  per¬ 
manganate  it  yields  sulphuric,  acetic,  and  ethylidenesulphuric  acids, 
together  with  oxy sulphides,  including  the  compound  C6Hi2S203.  By 
oxidising  the  same  body  with  zinc  permanganate,  the  author  obtained 
sulphuric  acid,  acetic  acid,  and  the  oxysulphides  C6H12S305,  C6H12S304, 
and  C6HI2S302.  The  formation  of  ethylidenesulphuric  acid  and  the 
oxysulphides  points  to  the  conclusion  that  solid  thioaldehyde  contains 
three  C2H4S -groups  joined  together  by  sulphur-atoms,  as  represented 
CHMe — S — MeHC 
by  the  formula  |  |  . 

s — CHMe — S 

Carbovaleraldine  is  converted  by  ferric  chloride  into  thiocyanic 
acid ;  by  potassium  permanganate  into  hydrocyanic,  sulphuric,  and 
valeric  acids ;  and  by  ferric  chloride  and  excess  of  hydrochloric  acid 
into  thiocarbamic  acid.  It  therefore  behaves  like  carbothialdine,  and 
may  be  regarded  as  the  thioearbamate  of  valerilidene, 

NH2.CS.S.N(CH.CH2.CHMe)2. 

These  and  preceding  experiments  tend  to  confirm  the  general 
formula  NH2.CS.S.N(C„HW)2,  proposed  by  Mulder  for  the  carbothi- 
aldines.  H.  W. 

Preparation  and  Reactions  of  Crotonaldehyde.  By  S.  B. 

Newbury  ( Amer .  Chem.  J .,  5,  112 — 114). — Aldehyde  (1  vol.)  or 
paraldehyde  is  mixed  with  water  (1  vol.)  and  concentrated  hydro¬ 
chloric  acid  (2  vols.),  the  liquid  being  cooled  during  mixing,  and 
then  allowed  to  remain  for  some  days  at  the  ordinary  temperature 
until  the  mixture  has  become  quite  dark  and  opaque.  On  neutralising 
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it  with  sodium  carbonate,  it  yields  a  thick  oily  layer,  which  after  some 
hours  becomes  thick  and  opaque.  The  neutralised  liquid  is  separated 
from  the  oily  layer,  repeatedly  shaken  with  ether,  the  ethereal  liquid 
evaporated,  and  the  residue  distilled  under  a  pressure  of  2  cm.  of 
mercury,  when  nearly  pure  aldol  passes  over  between  90°  and  110°; 
the  maximum  yield  of  crotonaldehyde  is  obtained  when  this  aldol  is 
heated  in  an  oil-bath  at  140°.  Pure  crotonaldehyde  boils  at  105°. 
As  shown  by  Kekule  (this  Journal,  1872,  616),  crotonaldehyde  yields 
dichloropseudobutylene  when  treated  with  phosphoric  chloride.  By 
the  action  of  bromine  on  this  chloride,  dichloropseudobutylene  bromide , 
CMeHBr.CHBr.CHCl2,  is  obtained  as  a  heavy  oily  liquid,  which  is 
decomposed  when  heated  above  100°.  On  boiling  it  with  dilute 
potassium  carbonate,  carbonic  anhydride  is  evolved,-  but  the  removal 
of  the  halogens  is  only  partial.  A  fraction,  115 — 120°,  gave  numbers 
approximating  to  those  required  for  C4H6BrC10.  Crotonaldehyde 
unites  directly  with  bromine  to  form  a  heavy  oily  liquid  of  the  for¬ 
mula  CHMeBr.CHBr.CHO.  Its  vapour  is  very  irritating.  It  is  decom¬ 
posed  when  heated.  Attempts  to-  replace  the  bromine  by  hydroxyl- 
groups  were  unsuccessful.  A.  J.  G. 

Nonoic  Acids  from  different  Sources.  By  Eh  Schmidt  (Ber., 
16,  2590). — An  examination  of  the  nonoic  acids  obtained  from  the 
following  sources  shows  that  they  are  identical  and  of  normal  consti¬ 
tution  : — 1,  from  normal  octyl  alcohol  from  heracleum-oil ;  2,  from 
the  oxidation  of  oleic  acid ;  3,  from  the  oxidation  of  methyl  nonyl 
ketone  ;  4,  from  the  distillate  of  the  leaves  of  Pelcwgoneum  roseum ; 
5,  from  the  fusel-oil  of  beet-molasses  ;  and  6,  from  undecylenic  acid. 

A.  K.  M. 

A  New  Acid  Isomeric  with  Crotonic  Acid.  By  R.  Fittig  and 
F.  Roeder  (Ber.,  16,  2592 — 2593). — A  further  study  of  the  acid  pre¬ 
viously  obtained  by  the  authors  (Abstr.,  1883,  730)  leaves  little  doubt 
as  to  its  being  vinylmalonic  acid ,  CH2 !  CH.CH(COOH)2.  It  combines 
with  hydrobromic  acid  to  form  bromethylmalonie  acid,  which  is  de¬ 
composed  by  boiling  water  into  hydrobromic  acid  and  butyrolactone- 

carboxylic  acid ,  COOH.CH<qqq>CH2 ;  at  120°  this  is  decomposed 

into  carbonic  anhydride  and  butyrolactone.  The  properties  of  the 
acid,  C4H602,  obtained  by  the  distillation  of  vinylmalonic  acid  differ 
from  those  of  isocrotonic  acid.  It  crystallises  at  a  low  temperature, 
melts  at  18 — 19°,  and  boils  at  180 — 181°.  The  authors  think  it  pro¬ 
bable  that  the  formula  CH2  i  CH,CH2.  CO  OH,  represents  the  constitu¬ 
tion  of  this  new  acid  and  not  that  of  isocrotonic  acid,  and  that  the 
isomerism  of  the  latter  with  crotonic  acid  is  of  the  kind  frequently 
observed  amongst  unsaturated  acids  and  unexplained  by  our  present 
formulae ;  this  is  confirmed  by  the  results  obtained  by  Friedrich 
(Abstr.,  1883,  968)  from  the  chlorisoerotonic  acids.  A.  K.  M. 

Preparation  of  Glycollic  Acid  from  Glycerol.  By  H.  Kiliani 
(Ber.,  16,  2414—2416). — The  author  has  already  shown  that  several 
glucoses  and  nearly  allied  compounds  yield  glycollic  acid  when 
oxidised  by  silver  oxide,  and  has  recommended  the  oxidation  of  in- 
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verted  sugar  as  a  method  for  preparing  this  compound  ( Annalen ,  205, 
191).  The  acid  can,  however,  he  more  easily  obtained  by  oxidising 
glycerol  with  silver  oxide  in  presence  of  an  alkali.  For  this  purpose 
10  grams  of  glycerol  are  mixed  with  200  c.c.  of  water  and  6  grams  of 
slaked  lime  added,  to  this  the  oxide  of  silver  obtained  from  60  grams 
of  silver  nitrate  is  next  added,  and  the  whole  heated  at  60°  for  some 
fou  ■  hours.  The  product  is  treated  with  carbonic  anhydride  and 
filtered ;  on  concentrating  the  filtrate,  calcium  glycollate  separates 
out.  P.  P.  B. 


Optically  Active  Glyceric  and  Lactic  Acids.  By  J.  Lewko- 
witsch  ( Ber 16,  2720 — 2721). — Solutions  of  ammonium  glycerate 
ani  ammonium  lactate  exposed  to  the  action  of  Penicillium  glaucum 
for  several  weeks  become  optically  active.  The  glyceric  acid  solution 
becomes  leevo-  and  the  lactic  acid  solution  dextro-gyrate.  The  optically 
active  acids  have  not  yet  been  isolated.  W.  C.  W. 


Tribasic  Aluminium  Oxalate.  By  Mathieu-Plessy  ( Compt . 
rend.,  97,  1033). — An  aqueous  solution  of  oxalic  acid  attacks  alu¬ 
minium  at  200°,  and  also  attacks  tribasic  aluminium  sulphate,  the 
product  of  the  action  being  an  oxalate  of  the  composition — 

C203,A1203,2H20, 

which  may  be  regarded  as  kaolin  in  whieh  oxalic  acid  has  replaced 
silica  equivalent  for  equivalent,  thus  furnishing  a  further  example  of 
the  analogy  between  carbon  and  silicon.  C.  H.  B. 


Monethyl  Oxalate.  By  It.  Anschutz  (Ber.,  16,  2412 — 2414). — 
This  compound,  which  has  hitherto  remained  unisolated,  is  obtained 
by  heating  equal  quantities  of  dehydrated  oxalic  acid  and  absolute 
alcohol  at  135.°  After  cooling,  the  crude  oxalate  is  decanted  from  the 
oxalic  acid  and  submitted  to  rectification  under  reduced  pressure. 
Monethyl  oxalate ,  C204HEt,  is  a  transparent,  colourless  liquid,  sp.  gr. 
at  20°  =  1*2175  (water  at  4°  =  1)  ;  it  has  a  strongly  acid  reaction  ;  by 
water,  it  is  resolved  into  ethyl  alcohol  and  oxalic  acid.  It  boils  at 
117°  under  a  pressure  of  15  mm.,  and  decomposes  when  distilled  under 
ordinary  pressure,  forming  ethyl  formate  and  diethyl  oxalate,  thus : 
C204EtH  =  H.COOEt  +  C02 :  2C304EtH  =  €204Et2  +  C02  +  CO  + 
H2G.  Monethyl  oxalate  can  also  be  prepared  from  crystallised  oxalic 
acid  and  alcohol  by  a  method  similar  to  the  one  used  by  the  author 
and  Pictet  in  preparing  the  ethereal  salts  of  tartaric  acid. 


P.  P.  B. 


Identity  of  Isopropylsuecinie  Acid  with  Pimelic  Acid  from 
Camphoric  Acid.  By  E.  Hjelt  (Ber.,  16,  2621—2623). — On  oxidis¬ 
ing  isopropylsuecinie  acid,  no  terebic  acid  was  formed,  as  might  be 
expected  if  the  assumed  constitution  of  this  acid  is  correct.  When 
treated  with  alkaline  potassium  permanganate  in  calculated  quantity 
a  portion  becomes  completely  burnt,  another  portion  remaining  un- 
attack  ed.  When  heated  with  nitric  acid  (4  : 1),  it  remains  unaltered. 
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In  its  properties,  isopropylsuccinic  acid  agrees  with  pimelic  acid,  and 
the  properties  of  its  salts  are  also  identical  with  those  of  the  salts  of 
the  latter  acid,  as  described  by  Hlasiwetz,  Grabowski,  and  Kachler, 
It  dissolves  readily  in  water  and  in  ether,  melts  at  114°,  and  yields 
an  anhydride  at  higher  temperatures.  The  calcium  salt,  C7H10O4Ca, 
is  anhydrous,  and  is  precipitated  as  a  sandy  powder;  the  barium  salt 
is  very  readily  soluble ;  the  silver  salt  is  sparingly  soluble.  The 
identity  is  further  confirmed  by  a  crystallographic  examination  of  this 
acid,  the  measurements  closely  agreeing  with  those  of  Ditscheiner  and 
Zepharovich.  A.  K.  M. 

Reduction  of  Pyrotartaric  Chloride.  By  E.  Hjelt  (Ber.,  16, 
2624). — Saytzeff  having  obtained  butyro lactone  by  the  reduction  of 
succinic  chloride  ( Annalen ,  171,  258),  the  author  has  tried  the  reaction 
with  pyrotartaric  chloride.  This  is  a  colourless  oil  boiling  at  190 — 195° ; 
it  is  gradually  decomposed  by  water  with  formation  of  pyrotartaric 
acid.  When  its  ethereal  solution  is  acted  on  by  glacial  acetic  acid 
and  sodium-amalgam,  the  ether-extract  evaporated,  treated  with 
water  and  potassium  carbonate,  and  then  extracted  with  ether,  a 
neutral  oil  is  obtained  boiling  for  the  most  part  at  203 — 205°.  It  has 
not  been  obtained  pure,  the  analytical  results  agreeing  only  approxi¬ 
mately  with  the  formula  C5H802 ;  it  has  an  odour  like  that  of  a  lac¬ 
tone,  dissolves  in  5 — 6  parts  water,  and  does  not  solidify  in  a  freezing 
mixture  of  ice  and  salt.  Boiled  with  barium  hydroxide  solution,  it 
yields  a  gummy  barium  salt,  wvhiek  when  dried  at  100°  has  a  composi¬ 
tion  agreeing  wdth  the  formula  (CsH^Oa^Ba. 

The  constitution  of  the  chlorides  which  yield  lactones  may  be 
assumed  to  be  analogous  to  that  of  phthalic  chloride.  A.  K.  M. 

Ethyl  Dicarbontetracarboxylate.  By  M.  Conrad  and  M. 
Guthzeit  (Ber.,  16,  2631 — 2632). — This  is  best  prepared  by  adding 
the  calculated  quantity  of  sodium  to  a  mixture  of  ethyl  chloromalo- 
nate  (19*4  grams)  and  ether  (free  from  water  and  alcohol).  After 
about  20  hours,  the  ether  is  separated  by  distillation,  the  unaltered 
sodium  removed,  and  the  product  mixed  with  water ;  the  ethyl  dicar¬ 
bontetracarboxylate  obtained  is  purified  by  crystallisation  from 
alcohol.  When  it  is  heated  in  sealed  tubes  with  alcohol  and  hydro¬ 
chloric  acid,  first  at  150°  and  subsequently  at  190°,  fumaric  acid  is 
formed  according  to  the  equation  : — 

(COOEt),C  :  C(COOEt)2  +  4H20  =  4EtOH  +  2C02  + 

COOH.CH  :  CH.COOH. 

By  the  action  of  zinc-dust  and  hydrochloric  acid  on  an  alcoholic 
solution  of  ethyl  dicarbontetracarboxylate,  ethyl  acetylenetetracar- 
boxylate  melting  at  76°  is  produced  : — 

(COOEt)2C  I  C(COOEt)2  +  H2  =  (COOEt)2CH.CH(COOEt)2. 

A.  K.  M. 

Attempts  to  obtain  Tartronic  Acid  from  Glycerol,  and  Tar¬ 
taric  Acid  from  Erythrol  by  Electrolytic  Oxidation.  By  D. 
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Bizzarri  and  Gr.  Campani  ( Gazzetta ,  13,  490 — 492). — The  experiments 
did  not  lead  to  the  expected  results.  H.  W. 

Antimony  Tartrates.  By  F.  W.  Clarke  and  C.  S.  Evans  (Ber., 
16,  2379—2387)  . — When  antimony  trioxide  is  dissolved  in  a  consider¬ 
able  excess  of  tartaric  acid,  and  the  solution  evaporated,  it  yields  a  well 
defined  crystalline  salt.  It  is  not,  however,  always  easy  to  obtain  this 
compound,  gummy  amorphous  masses  being  obtained  in  some  cases. 
These  crystals  prove  to  be  antimony  trihydric  tartrate , 

Sb(C4H406)3H3,4fI20, 

This  salt  crystallises  in  rosettes  of  white  needles,  easily  soluble  in 
water.  It  is  strongly  acid,  decomposing  carbonates  with  evolution  of 
carbonic  anhydride.  Th e  normal  antimony,  tartrate,  Sb2(C4H406)3,6fI20, 
is  obtained  by  adding  sodium  carbonate  to  a  solution  of  the  trihydric 
tartrate,  and  then  precipitating  with  alcohol ;  it  forms  a  heavy  white 
precipitate,  easily  soluble  in  water.  In  the  cold,  sodium  carbonate 
has  no  action  on  it,  but  on  boiling,  a  white  precipitate  is  formed. 
Attempts  to  prepare  double  salts  from  antimony  trihydric  tartrate 
were  unsuccessful. 

By  evaporating  to  dryness  a  saturated  solution  of  antimony  trioxide 
in  tartaric  acid,  a  non -crystalline  residue  was  obtained  having  the 
composition  Sb(0H)H2(C4H406)2,  which  may  also  be  represented  as 
Sb(C4H506)20H.  Its  aqueous  solution  when  treated  with  alcohol 
yields  a  white  precipitate  of  a  compound  Sb2(C4H406)20.6H20. 

When  the  aqueous  solution  of  this  tartrate  is  allowed  to  evaporate, 
it  yields  a  yellow  scaly  mass  containing  I6’39  per  cent,  of  water,  and 
when  heated  at  170°  loses  another  molecule  of  water,  and  leaves  a 
residue  of  two  molecules  of  SbEEC4H306.  These  results  indicate  the 
existence  of  two  salts,  having  the  formulae  SbC4H306  and  SbC4H607 
respectively. 

The  results  of  this  investigation  indicate  the  existence  of  two  series 
of  antimony  tartrates,  one  derived  from  ortho-antimonic  acid,  Sb(OH)3, 
and  the  other  from  antimony  trioxide,  Sb203 ;  the  constitution  of 
these  salts  is  represented  as  follows : — 


Sb(OH)3  . 


Sb203  . .  „ 


I.  II.  III. 

Sb(0H)2C4H406H  Sb(0H)(C4H406H)3  Sb(C4H406H)3 
IV.  V.  VI. 

.C4H406  yC4H406  c4h4o6 

Sbf  Sbf  Sbf 

>0  >C4H406  )CJI406 

Sbf  Sbf  SI/ 

0  xo  ^c4h4o6 


Of  these,  the  antimony  trihydric  tritartrate  (III),  the  antimony  tri¬ 
tartrate  (VI),  and  the  antimony  ditartrate,  are  described  in  the  fore¬ 
going.  The  probable  existence  of  II,  antimony  dihydric  ditartrate,  is 
also  demonstrated.  Attempts  to  prepare  the  compounds  I  and  IV 
have  not  yielded  altogether  satisfactory  results. 
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The  authors  consider  that  in  its  tartrates,  antimony  behaves  just  as 
any  other  tri valent  metal,  and  the  supposed  existence  in  them  of  a 
radicle  (SbO)  is  altogether  unnecessary.  There  are  cases,  as  for  in¬ 
stance  in  tartar  emetic,  where  the  Sb  atom  and  the  oxygen  atom  are 
united,  still  the  composition  of  these  may  be  explained  without  pre¬ 
supposing  the  existence  of  the  radicle  (SbO).  Tartar  emetic  may  be 
represented  as  derived  from  a  tartarantimonious  acid,  thus : — 

Sb— CaH406H  Sb — C4H406K 

/  \  /  \ 

0  0  0  0 

\  /  \  / 

Sb— C6H406H  Sb— C4H406K 

a  view  by  which  the  composition  of  barium  antimony  tartrate  and  of 
the  double  salt  of  strontium  antimony  tartrate  and  strontium  nitrate 
can  be  easily  explained,  as  shown  in  the  following  formulas : — 


Sb— C4H406 

/  \  \ 

0  0  Ba 

\  /  / 

Sb— C4H406 


Sb— C4H406— Sr— NO 

/  \ 


O  O 


3 


\  / 

Sb— C4H406— Sr— N03 

P.  P. 


B. 


Oxidation  of  Benzene  Derivatives  with  Potassium  Ferri- 
cyanide.  By  W.  A.  Noyes  ( Amer .  Ghern .  J .,  5,  97 — 105). — The  pre¬ 
sence  of  negative  atoms  or  groups  in  many  benzene  derivatives  exerts 
a  powerful  influence  on  the  oxidation  of  hydrocarbon  groups  attached 
to  the  same  benzene  ring.  Experiments,  so  far,  seem  to  show  that  a 
hydrocarbon-group  in  the  ortho-position  relatively  to  the  negative 
atom  or  group,  is  not  oxidised  at  all,  or  only  in  small  amount,  by 
chromic  acid  ;  that  nitric  acid  can  oxidise  a  group  in  the  ortho¬ 
position,  but  if  there  is  a  choice,  will,  in  preference,  oxidise  groups  in 
the  meta-  or  para-position.  Caustic  potash,  in  the  one  class  of  com¬ 
pounds  for  which  it  has  been  used,  oxidises  groups  in  the  ortho¬ 
position  ;  potassium  permanganate  in  alkaline  solution  oxidises  groups 
in  all  three  positions,  but  where  there  is  a  choice  would  seem  to  oxidise 
the  group  in  the  ortho-position  by  preference. 

In  order  to  ascertain  if  another  alkaline  oxidising  agent  would 
behave  similarly  to  the  two  last  mentioned,  the  author  has  investigated 
the  action  of  potassium  ferricyanide  in  alkaline  solution  on  the  nitro- 
and  bromo-toluenes.  Ortho-,  nitro-,  and  paranitro-toluene  are  both 
readily  oxidised  to  the  corresponding  nitrobenzoic  acids,  there  being 
no  indication  as  to  which  is  oxidised  more  easily.  Para-bromo- 
toluene  is  only  oxidised  with  great  difficulty  with  alkaline  ferri¬ 
cyanide,  whilst  orthobromotoluene  appears  to  be  scarcely  attacked. 
For  comparison,  toluene  was  treated  with  alkaline  ferricyanide,  and 
found  to  be  only  slightly  attacked  by  it.  A.  J.  G. 


Metaisopropylmethylbenzene.  By  H.  E.  Armstrong  and  A.  K. 
Miller  (Per.,  16,  2748 — 2750), — When  pure  metaisocymene  is  dis¬ 
solved  in  warm  sulphuric  acid,  and  the  solution  neutralised  with 
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barium  carbonate,  the  barium  salt  of  a  metaisocymenesulphonic  acid 
is  deposited,  and  the  mother-liquor  contains  a  more  soluble  salt,  which 
readily  crystallises  in  prisms  of  the  composition  (C10H13SO3)2Ba  + 
9H20.  According  to  Kelbe  ( Annaleu ,  210,  30)  the  /3  barium  salt  is 
deposited  from  the  concentrated  syrupy  solution  in  glistening  plates 
containing  1  mol.  H20.  The  calcium  salt  resembles  the  barium  salt 
and  crystallises  with  5|  mols.  H20.  The  potassium  salt  forms  long 
prisms  containing  mols.  H20.  W.  C.  W. 

Action  of  Chlorine  on  Boiling  Cymene.  (Preliminary  Notice.) 
By  G.  Errera  ( Gazzetta ,  13,  421 — 422). — The  action  of  chlorine  on 
cymene  vapour  gives  rise  to  a  liquid  resolvable  by  a  few  fractional 
distillations  into  three  portions,  the  first  passing  over  below  195°,  and 
containing  a  considerable  quantity  of  unaltered  cymene,  the  second 
boiling  at  225 — 229°,  the  third  above  255°.  This  last  portion  is 
rapidly  decomposed  by  boiling,  but  on  distilling  it  with  steam,  a  heavy 
oily  liquid  passes  over,  apparently  consisting  of  a  mixture  of  di-  and 
mono-chlorocymene.  The  more  abundant  fraction,  boiling  at  225- — 
229°,  is  a  liquid  heavier  than  water,  decomposing  on  distillation,  with 
evolution  of  hydrochloric  acid,  and  consisting,  as  shown  by  analysis, 
of  monochlorocymene  or  cymyl  chloride,  Ci0Hi3C1,  identical  with  that 
which  Paterno  and  Spica  obtained  by  the  action  of  hydrochloric 
acid  on  cymyl  alcohol*  (Abstr.,  1880,  106).  Cymyl  chloride,  heated 
in  a  reflux  apparatus  with  lead  nitrate,  is  converted  into  cumic 
aldehyde,  which  in  its  turn  is  oxidised  to  terephthalic  and  cumic 
acids. 

Cymyl  chloride  is  decomposed  by  boiling,  yielding  hydrochloric  acid 
and  a  fluorescent  hydrocarbon,  Co0H24,  of  very  high  boiling  point. 

H.  W. 

Two  Butyltoluenes  Occurring  in  Rosin  Spirit.  By  W.  Kelbe 
and  A.  Baur  (Ber.,  16,  2559 — 2566). — Kelbe  (Abstr.,  1881,  809) 
obtained  a  hydrocarbon  of  the  formula  CnH16  from  rosin  spirit;  this 
yielded  isophthalic  acid  on  oxidation,  and  he  therefore  assumed  it  to 
be  either  a  methylbutylbenzene  or  an  ethylpropylbenzene.  The 
authors  now  find  it  to  be  metaisobutyltoluene ,  C6H4Me.CH2.CHMe2,  and 
they  have  also  obtained  an  isomeric  hydrocarbon,  namely,  parabidyl - 
toluene.  Metaisobutyltolnene,  obtained  on  heating  its  lead  sulphonate 
at  150°  with  concentrated  hydrochloric  acid,  is  a  colourless  strongly 
refracting  liquid  of  agreeable  odour,  boiling  at  186 — 188°.  Its  sul- 
phonic  acid  crystallises  in  small  very  deliquescent  scales,  melting  at 
75 — 76°.  The  barium  salt ,  (C]1H15S03)oBa,Ho0,  forms  small  lustrous 
scales,  sparingly  soluble  in  cold,  more  readily  in  hot  water,  very  spar¬ 
ingly  in  absolute  alcohol ;  the  lead  salt ,  (CnH15S03)2Pb,3H20,  forms 
large  nacreous  plates,  much  more  readily  soluble  in  hot  than  in  cold 
water  ;  the  potassium  salt ,  CiiH15S03K,H20,  crystallises  in  large  mode¬ 
rately  soluble  nacreous  plates,  and  the  sodium  salt ,  CnHi5S03Na,H20, 
in  easily  soluble  lustrous  needles;  the  copper  salt,  (CiiH,5S03)2Cu,4H20, 
crystallises  in  large  blue  lustrous  plates,  readily  soluble  in  water. 

*  Commonly,  but  incorrectly,  called  cumic  alcohol  or  cuinyl  alcohol ;  the  proper 
name  of  the  radicle  C10H13  ib  cymyl. — H.  W. 
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Metaisobutyltoluenesulphonamide ,  CnHi5.S02.NH2,  crystallises  in  small 
lustrous  scales  melting*  at  74 — 75°. 

Par  abut  yltoluene,  C6H4Me.C4H9,  is  separated  from  the  crude  meta- 
isocymene  by  crystallising  the  barium  snlphonates  from  50  per  cent, 
alcohol,  in  which  barium  parabutyltoluenesulpbonate  is  much  more 
readily  soluble  than  the  metaisocymene  salt.  Parabutyltoluene  (b.  p. 
176 — 178°)  is  a  colourless,  highly  refracting  liquid  of  agreeable  odour  ; 
dilute  nitric  acid  oxidises  it  to  paratoluic  acid.  The  barium  sulphonate , 
(C11H15S03)2Ba,H20,  forms  small  scales,  sparingly  soluble  in  water; 
the  lead  salt ,  (01iHi5S03)>Pb,3H20,  crystallises  in  small  lustrous  scales, 
sparingly  soluble  in  cold,  readily  in  hot  water ;  the  potassium  salt , 
CiiHi5S03K,l|H20,  in  small,  lustrous,  easily  soluble  scales;  the  sodium 
salt ,  CnHis.SOaNa^l^O,  in  small  wart-like  crystals,  readily  soluble  in 
water,  and  the  copper  salt  in  readily  soluble  bright  blue  wart-like 
crystals.  Parabutyltoluenesulphonamide,  CuH15.S02NH2,  forms  large 
nacreous  plates  melting  at  113°,  and  sparingly  soluble  in  hot  water. 
With  potassium  permanganate,  it  yields  paratolylsulphonaminic  acid , 
C00H.C6H3Me.S02NH2,  melting  at  242°,  sparingly  soluble  in  water, 
almost  insoluble  in  ether  and  in  alcohol. 

Metaisobutyltoluene,  identical  with  the  hydrocarbon  contained  in 
rosin- spirit,  can  be  obtained  synthetically  from  isobutyl  bromide  and 
toluene,  in  presence  of  aluminium  bromide.  A.  K.  M. 

Reductions  with  Zinc  and  Ammonia.  By  W.  G.  Mixter 
(Amer.  Ghem.  5,  1 — 9). — Powdered  zinc,  with  aqueous  or  alcoholic 
ammonia,  and  a  small  quantity  of  platinic  chloride  solution,  forms  a 
very  gentle  reducing  agent,  of  which,  so  far,  but  little  use  seems  to 
have  been  made.  It  was  used  for  the  reductions  in  the  preparation  of 
the  bodies  described  below.  __ 

.C6H4.NHAc 

,  obtained 

.CcH.NHAc 

of  paranitracetanilide  in  alcoholic  solution,  forms  minute  hair-like 
particles  of  a  light  golden-yellow  colour,  melts  at  275 — 278°,  is 
sparingly  soluble  in  boiling,  nearly  soluble  in  cold  alcohol.  The 
ammoniacal  mother-liquor  from  the  preparation  of  this  substance  con¬ 
tains  azo-acetanilide,  Ci6Hi6N402;  it  will  be  described  in  a  future  paper. 
By  boiling  parazoxyacetanilide  with  alcoholic  potash,  it  yields  parazo- 

n.c6h4.nh2 

oxyaniline ,  0\  |  ,  as  a  fibrous  mass  which  melts  at  182 — 

XN.C6H4.NH2 

184°,  and  is  readily  soluble  in  alcohol.  The  hydrochloride  crystallises 
well  from  water,  and  is  sparingly  soluble  in  alcohol.  The  sulphate 
separates  on  adding  sulphuric  acid  to  a  dilute  solution  of  the  base. 
The  piatinochloride,  Ci2H12N40,H2PtCl6,  forms  long  brownish-red 
needles.  By  reduction  with  ammonium  sulphide,  or  with  tin  and 
hydrochloric  acid,  azoxyaniline  yields  paraph enylenediamine,  showing 
that  the  azoxy-  and  amido-groups  occupy  the  [1  :  4]  positions. 

n.c6h4.nhbj 

Metazoxvbenzanilide ,  0\  I  ,  obtained  by  the  reduction 

xn.c6h4.nhb^ 


by  the  reduction 


Parazoxyacetanilide ,  0<^  | 


N 
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of  metanitrobenzanili.de,  forms  a  light  powder  of  pale  yellow  colour; 
it  melts  at  272°,  and  is  insoluble  or  nearly  insoluble  in  alcohol,  ether, 
and  benzene.  The  mother-liquor,  after  renewed  digestion  with  zinc, 
yielded  the  substance  NHBz.C6H4.NH2,  described  by  Bell  (this 
Journal,  1874,  900).  A.  J.  G. 

Action  of  Ethyl  Acetoacetate  on  Phenylhydrazine.  I.  By 

L.  Knobr  (jSer.,  16,  2597 — 2599). — This  reaction  is  similar  to  that 
between  ethyl  acetoacetate  and  aniline,  yielding  a  new  class  of  com¬ 
pounds,  the  properties  of  which  closely  resemble  those  of  a-meth-7- 
hydroxyquinoline  (see  p.  334).  According  to  Fischer,  phenylhydrazine 
and  ethyl  acetoacetate,  at  the  ordinary  temperature,  yield  an  oily 
condensation-product  with  liberation  of  water ;  this  compound  must 
have  the  formula  Phl^H  *  CMe.CH2.COOEt.  When  heated  on  a 
water-bath,  it  yields  alcohol  and  a  substance,  CioHi0H20,  which 
resembles  carbostyril  in  many  of  its  properties.  It  melts  at  127°,  can 
be  distilled  unchanged,  and  shows  both  basic  and  acid  properties  ;  it  is 
a  stronger  acid  than  carbostyril,  dissolving  in  ammonia  and  in  alkaline 
carbonates.  To  prepare  it,  100  grams  of  phenylhydrazine  are  added  to 
125  grams  of  ethyl  acetoacetate,  the  water  which  forms  is  separated, 
and  the  oily  product  is  heated  for  about  two  hours  on  a  water-bath, 
until  a  portion  is  found  to  solidify  on  cooling,  or  on  the  addition  of 
ether.  The  warm  mass  is  poured  into  and  stirred  with  ether,  which 
removes  colouring  matter,  and  the  white  crystalline  product  is  then 
washed  with  ether  and  dried  at  100°.  The  yield  is  quantitative  and 
the  product  pure.  It  is  almost  insoluble  in  cold  water,  ether,  and 
light  petroleum,  more  readily  soluble  in  hot  water,  and  very  readily  in 
alcohol.  It  crystallises  from  hot  water  in  hard  prisms,  and  by  the 
slow  evaporation  of  its  alcoholic  solution  can  be  obtained  in  crystals 
of  diamond  lustre.  It  yields  crystalline  precipitates  with  salts  of 
most  of  the  heavy  metals,  the  ultramarine  blue  cobalt  salt,  and  the 
orange-yellow  uranium  salt,  being  especially  characteristic.  Its  con¬ 
stitution  remains  to  be  explained.  An  anhydride,  C20H18N4O,  is 
formed,  when  it  is  heated  with  an  excess  of  phenylhydrazine  ;  this 
may  be  prepared  as  follows  :  ethyl  acetoacetate  (50  grams)  is  mixed 
with  phenylhydrazine  (60 — 70  grams),  the  water  which  forms  sepa¬ 
rated,  and  the  oily  product  heated  to  boiling  in  an  oil- bath  until  a 
solid  mass  is  obtained;  on  boiling  this  with  alcohol,  the  anhydride  is 
obtained  pure.  Heated  to  250 — 260°  it  turns  brown  and  decomposes 
before  melting.  It  is  insoluble  in  most  of  the  usual  solvents  ;  is  in 
many  respects  similar  to  carbostyril ;  dissolves  in  acids  and  bases, 
from  which  it  is  reprecipitated  on  neutralisation  ;  it  is  insoluble  in 
acetic  acid  and  in  ammonia,  and  is  precipitated  by  carbonic  anhydride 
from  its  alkaline  solution,  so  that  it  apparently  contains  a  hydroxyl- 
group.  A.  K.  M. 

A  New  Group  of  Organic  Bases.  By  O.  Widmann  (Ber.,  16, 
2576 — 2587). — By  the  action  of  acetic  anhydride  on  amidohydroxy- 
propylbenzoic  acid  (the  external  application  of  heat  being  avoided), 
acetamidohydroxypropylbenzoic  acid  is  formed  (see  p.  317),  but  if  the 
amido-acid  is  boiled  with  an  excess  of  acetic  anhydride,  and  the  latter 
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then  separated  by  repeated  evaporation  with  alcohol,  a  reddish 
coloured  oil  is  obtained  crystallising  from  alcohol  in  rhombic  plates, 
melting  at  218°,  and  insoluble  in  water.  Its  hydrochloride  is 
extremely  soluble  in  water,  sodium  acetate  reprecipitating  the  base 
C12H13NO3  in  white  needles.  The  same  compound  is  formed  on  boil¬ 
ing  acetamidohydroxypropylbenzoic  acid  with  hydrochloric  acid,  and 
also  when  acetamidopropenylbenzoic  acid  is  boiled  with  hydrochloric 
acid.  The  author  names  it  methylcumazonic  acid ;  it  dissolves  readily 
in  dilute  acids,  forming  salts,  and  also  in  concentrated  sulphuric  acid. 
On  distillation,  it  yields  a  tarry  product  having  an  odour  like  that  of 
indole,  but  when  cautiously  heated,  white  needles  sublime.  By  the 
action  of  potassium  nitrite  on  a  solution  of  the  hydrochloride,  nitrous 
acid  is  liberated,  whilst  needles  of  free  methylcumazonic  acid  sepa¬ 
rate.  When  heated  in  a  tube  with  ethyl  iodide,  it  yields  a  syrupy 
substance  which  could  not  be  obtained  in  a  pure  state.  By  evaporat¬ 
ing  a  solution  of  the  base  in  dilute  sulphuric  acid,  the  acid  sulphate, 
Ci2H13N03,H2S04  -f  H20,  is  obtained  in  slender,  white,  silky  needles, 
very  readily  soluble  in  water  ;  it  loses  its  water  of  crystallisation  at 
100 — 140°.  The  hydrochloride  crystallises  in  needles.  The  platino- 
chloride,  (C^H^NOa^HaPtCle,  forms  lustrous  four-sided  plates  or 
cubical  crystals,  very  readily  soluble  in  water.  By  the  action  of 
sodium-amalgam  on  a  solution  of  methylcumazonic  acid  in  sodium 
hydroxide,  the  compound  C12H15NO3  is  produced;  it  is  very  sparingly 
soluble  in  ether  and  alcohol,  crystallising  from  the  latter  in  slender 
needles,  which  melt  at  246°  and  sublime  at  higher  temperatures. 
This  substance  is  identical  with  acetamidocumic  acid , 

C6H3Pr(NHJc)  .COOH, 

prepared  by  the  author  from  nitrocumic  acid.  With  the  object  of 
eliminating  an  acetyl-group  from  methylcumazonic  acid,  it  was  boiled 
with  hydrochloric  acid  and  with  alcoholic  potash,  but  with  negative 
results.  Judging  from  its  formation  from  amidobydroxy propyl- 
benzoic  acid  or  its  acetyl- derivative,  methylcumazonic  acid  might  be 

CMe2 

assumed  to  have  the  constitution  COOH.CeHy  |  ,  but  this  for- 

mula  does  not  explain  the  basic  character  of  the  substance,  nor  the 
difficulty  of  displacing  the  acetyl-group :  the  formula 

COOH.C6H3<^H> 


is  equally  unsatisfactory.  Its  reactions  and  properties  can,  how¬ 
ever,  be  satisfactorily  explained  on  the  assumption  that  its  constitu¬ 
tion  is — 

CH  CMe2 

S\  /\ 

HC  C  O 


COOH.C  C  CMe 
CH  JN 
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i.e .,  that  it  is  formed  by  the  abstraction  of  the  elements  of  a  molecule 
of  water  from  acetamidohydroxypropylbenzoic  acid,  the  carbon-atom 
of  the  propyl  residue  uniting  with  the  oxygen-atom  of  the  acetyl- 
group.  A  substance  of  this  constitution  must  be  a  tertiary  base, 
contains  no  acetyl- group,  and  might  yield  acetamidocumic  acid  on 
reduction.  Its  formation  from  acetamidopropenylbenzoic  acid  is  more 
difficult  to  explain,  the  yield  in  this  case  being  also  less  satisfactory ; 
the  hydrochloric  acid  may  perhaps  first  form  an  addition-compound 
with  the  propenyl-group,  the  chlorine  then  separating  again,  but  in 
union  with  the  amido-hydrogen.  In  support  of  the  above  constitu¬ 
tion,  the  author  mentions  the  analogous  formation  of  Ladenburg’s 
condensation-products  from  orthamidophenol,  and  the  acid  anhydrides 

/°\ 

( Ber .,  9,  1524)  as,  for  example,  C6H4<^  ^CMe. 


The  name  “  methyl cumazonic  acid”  is  intended  to  imply  that  this 
substance  is  derived  from  cumic  acid,  and  that  it  contains  both  nitro¬ 
gen  and  oxygen,  “  cumazone  ”  being  the  hypothetical  parent  substance 

c‘h‘<n:  ch>0- 

Ethylcumazonic  acid ,  COOH.C6H3<^^^q^^>,  is  obtained  by 


boiling  amidohydroxypropylbenzoic  acid  with  an  excess  of  propionic 
anhydride,  and  crystallises  from  alcohol  in  small  lustrous  well-formed 
pyramids,  melting  at  202° ;  it  is  readily  soluble  in  alcohol,  insoluble 
in  water.  The  hydrochloride  crystallises  in  white  needles,  extremely 
soluble  in  water.  The  acid  sulphate,  Ci3H15N03,II3S04,  also  crystal¬ 
lises  in  extremely  soluble  white  needles.  The  free  base  dissolves 
readily  in  very  dilute  sulphuric  acid. 

Phenylcurnazonic  acid ,  C17H151I03,  is  formed  on  heating  amidohy¬ 
droxypropylbenzoic  acid  with  an  excess  of  benzoic  chloride  at  100 
— 120°,  as  long  as  hydrochloric  acid  is  evolved,  boiling  the  product 
with  alcohol  and  subsequently  with  water.  It  melts  at  219 — 220°, 
is  insoluble  in  water,  and  separates  from  alcohol  in  transparent 
crystals  of  the  formula  2C17H15NO3  EtOH.  The  acid  sulphate, 
C17H15lvr03,H2S04  +  2H30,  forms  lustrous,  colourless,  elliptical  plates, 
insoluble  in  water. 

Compared  with  the  methyl-  and  ethyl-derivatives,  phenylcurnazonic 
acid  is  a  weak  base.  A.  K.  M. 


Orthonitrophenyl-/3-alanine.  By  A.  Einhorn  (Ber.,  16,  2645 — 
2651). — In  describing  the  lactone  of  orthonitrophenyl-/3-lactic  acid 
(this  vol.,  p.  65),  the  author  mentioned  that  it  was  converted  into 
salts  of  the  hydroxy-acid  by  warming  it  with  alkaline  hydrates  or 
baryta.  When  heated  with  ammonia  solution,  it  gradually  dissolves, 
and  on  cooling  white  crystals  separate;  these,  after  recrystallisation, 
melt  at  197°.  The  product,  C9H10N2O4,  has  the  composition  of  ortho - 
nitrophenyl-13- alanine,  but  it  neither  forms  metallic  salts,  nor  does  it 
combine  with  acids.  In  order  to  be  able  to  compare  it  with  ortho- 
nitrophenyl-|@-alanine,  the  author  prepared  the  latter  by  dissolving 
orthonitrophenyl-/2-bromopropionie  acid  in  an  excess  of  ammonia,  and 
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leaving  the  solution  at  rest.  Crystalline  scales  gradually  separate, 
and  on  recrystallisation  from  water  or  alcohol  needles  are  obtained 
melting  at  197°.  The  composition,  C9H10N.jO4,  and  mode  of  prepara¬ 
tion  of  the  product  show  it  to  be  orthonitrophenyl-/3-alanine ;  it  dis¬ 
solves  readily  in  water,  alcohol,  acetone,  and  glacial  acetic  acid,  more 
sparingly  in  ether,  chloroform,  light  petroleum,  and  carbon  bisul¬ 
phide.  It  dissolves  when  heated  with  dilute  sodium  carbonate  solu¬ 
tion,  but  not  more  readily  than  in  water,  and  separates  unchanged  on 
cooling.  When  boiled  with  sodium  or  barium  hydroxide,  it  does  not 
yield  salts,  a  partial  decomposition  taking  place  with  formation  of 
ammonia ;  attempts  to  obtain  copper  and  silver  salts  were  also  unsuc¬ 
cessful.  Orthonitrophenyl- /3-alanine  crystallises  unchanged  from 
dilute  or  concentrated  hydrochloric  acid.  Sulphuric  acid  (1  part  acid 
and  1  part  water)  dissolves  it'  in  the  cold,  but  decomposition  sets  in 
after  a  time.  On  warming  it  with  concentrated  sulphuric  acid,  a  blue 
solution  is  obtained,  and  on  pouring  this  into  water  a  blue  dye  is  pre¬ 
cipitated  agreeing  in  its  reactions  with  indo’in.  It  is  converted  into 
the  orthonitro-/3-lactic  acid  by  boiling  with  nitrous  acid.  The  perfect 
coincidence  of  these  properties  with  those  of  the  compound  obtained 
by  the  action  of  ammonia  on  the  lactone,  prove  the  identity  of  the 
two  substances.  The  acetyl-derivative ,  CnH^NaOs,  is  prepared  by 
dissolving  orthonitrophenyl-/3-alanine  in  boiling  acetic  anhydride  ;  it 
crystallises  from  alcohol  in  splendid  prisms  melting  at  141 — -142°  ;  it 
crystallises  unchanged  from  hot  water,  is  insoluble  in  cold  sodium  car¬ 
bonate  and  alkali  solutions,  but  on  boiling  with  the  latter,  is  decom¬ 
posed  with  formation  of  orthonitrophenyl-/3-alanine.  It  does  not 
yield  salts  when  boiled  with  copper  hydroxide  or  silver  hydroxide, 
is  insoluble  in  cold  hydrochloric  acid,  but  dissolves  in  hot  concentrated 
sulphuric  acid  to  a  blue  solution,  which  has  a  strong  odour  of  acetic 
acid.  When  the  alanine  is  boiled  for  about  three  hours  with  acetic 
anhydride,  the  latter  separated  by  distillation,  and  the  residue  crys¬ 
tallised  from  alcohol,  a  substance,  CnHjoN^Ch,  is  obtained  crystallising 
in  needles  melting  at  172°.  It  is  assumed  to  be  the  lactam  of  orthonit ro- 


CH; 


p heny l- /3- acetylalanine ,  N O2 . CeH4. C H  5c ^ ^ 


It  is  decomposed 


by  dilute  soda  solution,  with  evolution  of  ammonia  and  formation  of 
orthonitrocinnamic  acid.  If  equal  quantities  of  the  alanine  and 
sodium  acetate  are  boiled  with  acetic  anhydride,  and  after  removal  of 
the  latter  the  product  is  crystallised  from  alcohol,  the  above  lactam 
separates,  whilst  the  solution  contains  a  small  quantity  of  a  second 
substance,  which  is  probably  the  lactam  of  orthonitrophenyl- P-alanine , 

niT 

N03.C6H4.CH<n  £j)>CO.  It  crystallises  in  transparent,  strongly 

refracting,  vitreous  prisms,  melting  at  about  80°,  but  it  has  not  yet 
been  obtained  pure.  It  is  moderately  soluble  in  hot  water,  and  is  not 
altered  by  alkalis  or  acids. 

From  the  chemical  behaviour  of  orthonitrophenyl-/3-alanine,  and 
from  its  ready  production  from  the  lactone  or  orthonitrophenyl-/3- 
lactic  acid  and  ammonia,  the  author  concludes  that  it  is  not  an  amido- 
acid,  and  he  gives  the  following  equation  to  express  its  formation  : — 
vol.  xiiVi.  y 
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N02.C6H4.CH.CH2 

I  I 

0— CO 


ch2.co 

+  nh3  =  N02.C6H4.CH<  I 

xnh3.o 

A.  K.  M. 


Synthesis  of  Methylene-blue.  By  R.  Mohlau  ( Ber.y  16,  2728 — 
2730). — When  nitrosodimethylaniline  acts  on  dimethylaniline  in 
presence  of  strong  hydrochloric  acid,  the  hydrochloride  of  the  base 
Ci6H19N3  is  obtained.  The  base  crystallises  in  prisms  which  melt  at 
215°.  Methylene-blue  is  produced  by  reducing  the  hydrochloride 
with  sulphuretted  hydrogen  and  oxidising  the  product  with  ferric 
chloride.  The  base  Ci6Hi9N3  is  decomposed  by  reducing  agents,  such 
as  zinc-dust,  into  paramidomethylaniline  and  dimethylaniline.  By 
oxidising  these  products  of  reduction,  dimethylaniline-green  is 
formed. 

Sulphuretted  hydrogen  converts  dimethylaniline-green  into  leuco- 
dimethylaniline-green  and  methylene-white,  and  by  alternate  reduc¬ 
tion  with  sulphuretted  hydrogen  and  oxidation  with  ferric  chloride, 
dimethylaniline-green  is  converted  into  methylene- white  and  methy¬ 
lene-blue.  As  methylene^white  has  the  constitution 

HS:NH(C6H4lSrMe2)2, 


the  hydrochloride  of  methylene-blue  is  probably 

NMe2:C6H4.N<“®j">NMeiCl. 


W.  C.  W. 


Metanitrophenylthioearbimide.  By  H.  Stkudemann  (Ber.,  16, 
2331 — 2335). — The  production  of  this  compound  by  the  action  of  hot 
glacial  acetic  acid  on  metanitrothiocarbamide  has  Already  been  de¬ 
scribed  (Abstr.,  1883,  801).  In  this  communication,  the  author  gives 
an  account  of  a  detailed  examination  of  the  reaction  taking  place  in 
its  production,  which  may  be  represented  by  the  following  equa¬ 
tions  : — 

I.  NHPh.CS.NH.C6H4.N02  +  X£20  =  CSNPh2  +  N02.C6H4.]SrH5^ 
+  AcOH. 

II.  NHPh.CS.NH.C6H4.N02  +  A^O  =  CSN.C8H4.NOa  +  NHPhA8 

+  A^OH. 

The  presence  of  phenylthiocarbimide,  metanitroacetanilide,  meta¬ 
nitrophenylthiocarbimide,  and  acetanilide  was  satisfactorily  demon¬ 
strated  amongst  the  products  of  the  reaction.  Two  other  substances 
are  also  produced,  viz.,  metanitrodiphenylthiocarbamide  melting  at 
160 — 161°,  and  a  substance  having  the  same  composition  as  metanitro¬ 
phenylthiocarbimide  ;  the  formation  of  the  former  resulting  from  the 
action  of  water  on  metanitrophenylthiocarbimide,  thus: — 

2(CSN.C6H  .N02)  +  2H20  =  CS(NH.C6H4.N02)a  +  C02  +  H2S. 

Phenylthiocarbimide  undergoes  a  similar  change  when  heated  with 
water  in  sealed  tubes  at  100°,  giving  diphenylthiocarbamide,  carbonic 
anhydride,  and  sulphuretted  hydrogen. 
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These  secondary  reactions  show  that  in  the  preparation  of  meta- 
nitrophenylthiocarbimide,  distillation  in  a  current  of  steam  should  be 
avoided,  and  the  purification  by  crystallising  from  glacial  acetic  acid 
and  carbon  bisulphide  is  to  be  preferred. 

Metanitrophenylthioearbimide  is  also  formed  by  the  action  of 
glacial  acetic  acid  on  dinitrophenylthiocarbamide.  It  crystallises  in 
long  flexible  needles  melting  at  60*5°,  and  boiling  at  275 — 280°;  it  is 
soluble  in  alcohol,  ether,  benzene,  and  carbon  bisulphide.  Attempts 
to  reduce  the  u  nitro-group  ”  have  failed ;  the  alcoholic  solution  of 
this  compound  yields  nitraniline  when  treated  with  sulphuretted 
hydrogen. 

The  following  derivatives  of  metanitrophenylthioearbimide  have 
been  prepared  : — Metanitrophenylparatolylthiocatbamidei 

N02.C6H4.NH.CS.NH.C6H4Me, 

pale  yellow  needles  melting  at  173°,  and  sparingly  soluble  in  water, 
benzene,  and  ether,  easily  soluble  in  alcohol  and  glacial  acetic  acid. 
MetanitroplienylparaoxyphenylthioGarbamide , 

N02.C6H4.NH2CS.NH.C6H4.0H, 

crystallises  in  white  needles  melting  at  152°.  Metanitrophenylnrthowi- 
tr opar atolylthiocarh amide,  NO2.CdH4.XH.CS.hlH.C6H3Me.NO2  [1:2:  4], 
crystallises  in  yellow  needles  melting  at  188°.  P.  P.  B. 

Orthonitroparatolylthiocarbamide.  By  H.  Stecidemann  (Per., 
16,  2336—2338). — Neither  of  the  isomerides  of  metanitraniline  appear 
to  form  isomerides  of  metanitrophenylthiocarbamide  ;  and  of  its  homo- 
logues,  othonitroparatoluidine  alone  yields  a  thiocarbamide. 

Orfhonitroparatolylphenylthiocarbamide^Oo.M.eCsYLz.Nll.CS.NIIPhj 
is  obtained  by  acting  on  an  alcoholic  solution  of  orthonitropara- 
toluidine  with  phenylthiocarbimide  ;  it  melts  at  143°,  and  is  easily 
soluble  in  alcohol  and  glacial  acetic  acid.  It  is  isomeric  with  the 
nitrophenylparatolylthiocarbamide  melting  at  173°,  described  in  the 
preceding  Abstract. 

Orthonitroparatolylthiocarbimide ,  CSN.CeH3Me.NO2,  obtained  by 
boiling  the  solution  of  the  above  compound  in  acetic  anhydride  with 
water  ;  phenylthiocarbimide,  acetanilide,  and  nitro-acetotoluide  are 
amongst  the  products  of  this  reaction.  It  crystallises  in  broad 
needles,  which  melt  at  56 — 57°,  and  resemble  metanitrophenylthiocar- 
bimide  in  its  properties.  When  heated  with  water,  it  forms  hydric 
sulphide,  carbonic  anhydride,  and  dinitrodiparatolylthiocarbamid(,1 
CS.[NH.C6H2Me(N02)2]2,  which  is  also  obtained  by  acting  on  nitro- 
toluidine  with  nitrotolylthiocarbimide.  It  mtdts  at  207°,  is  soluble  in 
glacial  acetic  acid,  and  when  heated  with  acetic  anhydride  is  resolved 
into  orthonitroparatolylthiocarbimide  and  nitroacetoteluide. 

Orthovitroparatolylethylthiourethanei  EtO.CS.NH.CfiH3Me.NO2,  form¬ 
ed  by  slow  decomposition  of  the  alcoholic  solution  of  orthonitropara- 
tolylthiocarbimide,  melts  at  95  5°. 

Orthonitromonoparatolylthiocarbamide ,  NH2.CS.NHCf;H:,Me.N02,  ob¬ 
tained  by  dissolving  the  thiocarbimide  in  ammonia,  forms  a  citron- 
yellow  powder  melting  at  176°. 

y  2 
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Orthonitrodiparatolylthiocarbamide , 

N02.MeC6H3.NH.CS.NH.C6H4Me, 

formed  by  mixing  alcoholic  solution  of  paratoluidine  and  nitrofolyl- 
thiocarbimide,  crystallises  from  alcohol  in  needle-shaped  crystals 
melting  at  169°.  P.  P.  B. 

An  Isopicramie  Acid.  By  C.  W.  Dabney  (Amer.  Chem.  /.,  5, 
20 — 30). — oc-Benzoylamidosalicylic  acid ,  C6H3(NHBz)  (OH).COOH,  is 
obtained,  together  with  two  other  substances  not  yet  fully  investi¬ 
gated,  by  the  action  of  benzoic  chloride  on  a-metamidosalieylic  acid. 
It  forms  a  white  powder,  melts  at  252°,  is  readily  soluble  in  acetic 
acid,  sparingly  in  hot  water,  insoluble  in  chloroform,  benzene,  and 
light  petroleum.  The  barium  salt,  (CuH10O4N)2Ba  +  6H20,  forms 
small  colourless  needles  readily  soluble  in  water.  The  calcium  salt, 
(Ci4H10O4N)2Ca,  forms  little  blunt  needles  of  satiny  lustre.  The  nitra¬ 
tion  of  the  acid  was  accompanied  with  some  difficulty,  pure  nitric 
acid  acting  on  it  with  ungovernable  violence ;  finally,  by  dissolving 
the  substance  in  20—30  times  its  weight  of  acetic  acid,  adding  five 
drops  of  nitric  acid  to  each  100  c.c.  of  liquid,  and  heating  to  80°,  the 
nitration  was  effected.  The  resulting  compound  was,  however,  not 
the  nitro-acid  expected,  but  benzoylparamidodinitrophenol , 

CsH2(ISr02)2(NHBz).0H, 

small  quantities  of  benzoic  acid  and  picric  acid  being  also  formed. 
It  crystallises  in  glistening  yellow  plates,  gives  off  red  vapours  at 
150°,  and  then  melts  at  250°.  It  is  readily  soluble  in  glacial  acetic 
acid,  somewhat  less  in  alcohol,  benzene,  and  naphtha,  sparingly  soluble 
in  water.  It  acts  as  a  strong  acid,  forming  salts  which  crystallise 
well,  and  yield  deep  bluish-red  solutions.  The  potassium  salt, 

CaHa(NOa)a(NHB2).OK  +  H20, 

forms  light  red  needles  with  a  splendid  golden-yellow  lustre ;  the 
anhydrous  salt  is  of  a  dark  brick-red  colour.  The  barium  salt, 
(Ci3H8K?06)2Ba  +  3H20,  crystallises  in  slender  bright  red  needles. 
The  calcium  salt,  (CioH8N306)20a  +  4LH20,  crystallises  in  glistening 
yellowish-red  scales  or  plates.  The  lead  salt,  (Ci3H8]S~306).2Pb,  is  ob¬ 
tained  by  precipitation  as  a  dark  red  crystalline  mass.  When  heated 
with  moderately  dilute  hydrochloric  acid  at  130°  for  12  hours,  benzoyl- 
paramidodinitrophenol  is  resolved  into  benzoic  acid  and  diorthonitro - 
yaramidophenol  or  isopicramie  acid , 

C6H2(1SD2)o(NH2).OH  [OH :  NOa :  NH2 :  NOa  =  1 :  2 : 4 :  6]. 

This  crystallises  in  dai*k  brown  plates  or  needles,  melts  apparently 
with  some  decomposition  at  170°,  is  sparingly  soluble  in  cold  water, 
soluble  in  benzene  and  naphtha,  readily  soluble  in  hot  water  or  in 
alcohol ;  the  solutions  have  a  cherry-red  colour.  It  appears  to  com¬ 
bine  with  acids,  dissolving  in  them  to  form  yellow  solutions,  but  the 
compounds  so  formed  could  not  be  isolated.  It  unites  with  alkalis, 
forming  crystalline  salts,  whose  solutions  are  of  a  deep  bluish-red 
colour.  The  potassium  salt ,  C6H2(N02)2(NH2).0K,  crystallises  in 
bluish- black  needles,  and  is  very  soluble  in  water.  Both  acid  and 
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salts  explode  when  heated.  The  properties  of  isopicramic  acid  and  its 
derivatives  are  compared  with  those  of  picramic  acid  in  the  following 


table  : — 

Picramic  Acid  [OH  :  NH2  :  R02 
:  N02  =  1  :  2  :  4 :  6],  m.  p.  165°. — 
Crystallises  from  water  in  orange- 
red  needles,  from  chloroform  in 
blood-red  scales.  Soluble  in  alco¬ 
hol.  100  parts  water  at  22°  dis¬ 
solve  0T4  part  acid;  solubility  in 
hot  water  about  the  same.  Solu¬ 
tions  orange-red  in  colour. 

Potassium  Salt . — -Red  translu¬ 
cent  rhombic  tables. 

Benzoylpicramic  Acid ,  m.  p. 
220°. — Greenish  -  yellow  needles 
sparingly  soluble  in  alcohol. 


Isopicramic  Acid  [OH  :  HO* 
:  NH2  :  N02  —  1  :  2  :  4  :  6],  m.  p. 
170°. — Crystallises  in  bundles  of 
fine  brownish-yellow  needles,  hav¬ 
ing  a  golden  lustre  when  moist, 
very  readily  soluble  in  alcohol. 
100  parts  water  at  22°  dissolve 
0*082  of  acid  :  at  just  below  the 
boiling  point  0*812  part  of  acid. 
Solutions  bluish  red. 

Potassium  Salt.  — Bluish-black 
needles. 

Benzoylisopicramic  Acid ,  m.  p. 
250°. — Reddish  plates  of  golden 
lustre,:  soluble  in  alcohol. 

A.  J.  G. 


Note. — Another  isomeride  of  picramic  acid,  fi-dinitroamid,ophenol ,  of 
unknown  constitution,  has  been  prepared  by  Henriques  (Abstr.,  1883, 
328)  by  the  action  of  ammonia  on  the  trinitrophenols  from  c-dinitro- 
phenol.  It  crystallises  in  brilliant  red  needles,  melts  at  202°,  is 
nearly  insoluble  in  water,  sparingly  soluble  in  alcohol,  and  yields  a 
potassium  salt  crystallising  in  yellow  needles. — A.  J.  G. 


Triamidophenol.  By  E.  Bamberger  ( Ber .,  16,  2400 — 2403). — 
Triamidophenol  hydrochloride  was  prepared  by  reducing  picric  acid 
with  tin  and  hydrochloric  acid  and  precipitating  the  tin  from  the 
product  with  zinc.  The  hydrochloride  so  prepared  was  next  converted 
into  the  tri acetyl- triamidophenol,  CeH2(NHAc)3.OH,  by  heating  it  with 
acetic  anhydride  and  sodium  acetate.  This  compound  crystallises 
from  water  in  white  leaflets  melting  at  263°.  It  is  sparingly  soluble 
in  benzene  and  acetone,  but  more  easily  in  alcohol,  water,  or  glacial 
acetic  acid.  It  is  easily  soluble  in  alkalis  and  ammonia,  and  is  pre¬ 
cipitated  from  these  solutions  by  acids. 

It  was  next  attempted  to  nitrate  this  acetyl  compound,  with  the 
result,  however,  of  producing  the  quinone, 


c20h20n4o„ 


.C6H(OH)(RHAc),0. 

01‘  <'C6H(OH)(ISrHAc),0->’ 


which  is  also  produced  when  the  acetyl  compound  is  treated  with 
weak  oxidising  agents  such  as  dilute  nitric  acid  or  ferric  chloride. 
This  quinone  crystallises  from  glacial  acetic  acid  in  golden-yellow 
leaflets  melting  at  268°,  sparingly  soluble  in  alcohol  and  water. 

The  corresponding  quinol,  viz.,  tetracetamidodihydroxy  phenyl 
quinol,  [C6H(OH)i(NHAc)2]2,  is  obtained  by  treating  the  quinone 
suspended  in  water  with  hydrogen  sulphide.  It  crystallises  from 
alcohol  in  colourless  needles.  P.  P.  B. 
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Condensation  Products  of  Paranitrobenzyl  Alcohol.  By  A. 

Basler  (. Ber .,  16,  2714—2720). — The  nitrobenzyl  alcohol  used  in 
these  experiments  was  prepared  from  paranitrocinnamic  acid.  The 
best  results  are  obtained  by  dissolving  103*5  grams  of  methyl  nitro- 
cinnamate  in  1400  grams  of  sulphuric  acid,  and  gradually  adding 
135*5  grams  of  potassium  nitrate  to  the  solution,  which  must  be  kept 
at  a  temperature  between  60°  and  70°.  When  the  reaction  is  com¬ 
plete,  the  mixture  is  left  at  rest  for  six  hours,  and  afterwards  poured 
into  10  times  its  volume  of  ice  water.  The  precipitate  is  treated 
with  a  3  per  cent,  solution  of  sodium  carbonate,  washed,  and  re- 
crystallised  from  hot  water.  To  convert  the  nitrobenzaldehyde  into 
the  alcohol,  one  part  of  the  powdered  aldehyde  is  dissolved  in  5 — 6 
parts  of  15  per  cent,  soda  solution.  After  12  hours,  the  solid  pro¬ 
duct  is  dissolved  in  a  small  quantity  of  water  and  extracted  with 
ether.  The  alcohol  is  deposited  from  the  ethereal  solution  in  crystals 
melting  at  92°.  From  80  to  90  per  cent,  of  the  aldehyde  is  converted 
into  alcohol.  Nitrobenzyl  alcohol  was  also  prepared  from  the  ace¬ 
tate.  The  yield  is  about  75  per  cent,  of  the  theoretical. 

When  a  solution  of  nitrobenzyl  alcohol  in  benzene  is  treated  with 
strong  sulphuric  acid,  two  condensation  products  are  formed.  The  one, 
dinitrodibenzylbenzene  [CeH^NO^CB^^CeHi,  is  sparingly  soluble  in 
the  usual  solvents  with  the  exception  of  benzene,  in  which  it  is 
tolerably  soluble.  It  forms  needle-shaped  crystals  which  soften  at 
140°  and  melt  at  146°.  The  other,  para-mononitroMphenyhnetliane , 
CeH^NOo^CHaPh,  melting  at  31°,  is  freely  soluble  in  benzene,  ether, 
and  alcohol.  It  is  deposited  from  the  alcoholic  solution  in  prisms. 
Chromic  acid  converts  monodiphenylmethane,  in  acetic  acid  solution, 
into  para-mow onitrobenzophenone,  C6H4(N02)C0.Ph,  melting  at  138°. 
It  is  freely  soluble  in  benzene,  in  hot  water,  and  in  boiling  alcohol. 
On  reduction  with  tin  and  hydrochloric  acid,  mononitrodiphenylme- 
thane  is  converted  into  monamidodiphewylmethane.  This  base  forms 
white  crystals  melting  at  34°,  which  rapidly  change  on  exposure  to 
the  air.  The  sulphate,  hydrochloride,  and  zinc  chloride  are  crystal¬ 
line  salts.  By  means  of  the  diazo-reaction  it  can  be  converted  into 
para-monhydroxydiphenylmethane,  C6H4(OH).CH2Ph,  which  is  iden¬ 
tical  with  the  compound  Paterno  obtained  by  the  action  of  zinc-dust 
on  phenol  and  benzyl  chloride  (Ber.,  5,  288,  435  ;  15,  153). 

By  dissolving  para-mononitrodiphenylmethane  in  fuming  nitric  acid, 
a  dmitrodiplienylmetliane  is  obtained  which  melts  at  175°.  It  has  a 
musk-like  odour,  and  is  perhaps  identical  with  Doer’s  isodinitrodi- 
phenylmethane  (Pe?*.,  5,  795).  W.  C.  W. 

Action  of  Aromatic  Hydroxy- acids  on  Phenols.  By  A. 

Michael  ( Amer .  Chem.  J.,  5,  81 — 97). — -Phenol  and  salicylic  acid  do 
not  react  on  each  other  when  heated  either  in  open  vessels  or  sealed 
tubes,  but  on  addition  of  dehydrating  agents,  best  stannic  chloride,  a 
reaction  is  readily  effected,  the  products  being  paradihydroxybenzo- 
phenone  and  a  new  substance,  salicylphenol,  the  former  appearing  to 
owe  its  formation  to  parahydroxybenzoic  acid  contained  in  the  salicylic 
acid  used. 
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Salicylphenol ,  C6H4(0H).C0.C6H4.0H,  crystallises  from  hot  water 
or  alcohol  in  pale  yellow  plates,  from  benzene  in  pyramids  with 
symmetrically  truncated  end-faces.  It  melts  at  143 — 144°,  is  nearly 
insoluble  in  cold,  moderately  soluble  in  hot  water,  readily  soluble  in 
alcohol  and  benzene.  It  dissolves  readily  in  alkalis,  yielding  metallic 
derivatives.  The  sodium  compound,  Ci3H80(0Na)2,  forms  stellate 
groups  of  needles,  very  soluble  in  water  and  alcohol ;  the  silver  com¬ 
pound,  C13H80(0Ag)2  +  H>0,.  is  obtained  as  a  bright  yellow  pre¬ 
cipitate,  sparingly  soluble  in  water.  The  mercury  compound  forms 
reddish-yellow  needles,  the  ferric  salt  is  obtained  in  brown  fern-shaped 
crystals,  the  copper  salt  crystallises'  in  groups  of  greenish-yellow 
rhombic  plates,  the  lead  salt  was  obtained  as  an  amorphous  yellow 
precipitate  which  melts  in  boiling  water.  Diacetylsalicylphenol , 
Cl3H80(0£c)2,  prepared  by  heating  a  mixture  of  salicylphenol,  acetic 
anhydride,  and  sodium  acetate,  crystallises  in  long  concentrically 
grouped  white  needles,  melts  at  84 — 85°,  is  sparingly  soluble  in  cold, 
moderately  soluble  in  hot  water,  readily  soluble  in  hot  alcohol  or 
benzene.  From  its  formation  from  salicylic  acid,  one  hydroxyl-group 
in  salicylphenol  must  be  in  the  ortho-position  to  the  carbonyl-group, 
and  as  parahydroxybenzoic  acid  occurs  largely  amongst  the  products 
of  its  decomposition  by  fusion  with  sodium  or  potassium  hydroxides, 
it  is  most  probable  that  the  second  hydroxyl-group  is  in  the  para- 
position. 

Ortho-para-  dihydroxydiphenylcarhinol ,  C6H4  (OH).CH(OH).  CkH4  .OH, 
is  obtained  by  the  action  of  sodium-amalgam  on  an  alkaline  solution 
of  salicylphenol,  and  is  precipitated  on  saturating  the  liquid  with 
carbonic  anhydride,  as  a  white  amorphous  powder  which  could  not  be 
crystallised.  It  becomes  strongly  electric  on  rubbing,  is  insoluble  in 
cold,  sparingly  soluble  in  hot  water,  readily  soluble  in  cold  alcohol, 
the  solution,  on  evaporation,  yielding  an  oil  that  does  not  solidity  on 
standing.  It  dissolves  readily  in  alkalis,  yielding  metallic  derivatives. 
Like  the  corresponding  dipara-compound  ( Annalen ,  202,  132)  it 
gives  an  intense  violet-blue  coloration  when  heated  with  mineral 
acids. 

Salicylresorcinol ,  CsH4(OH).CO.C6H3(OH)2,  is  obtained  in  small 
quantity,  by  heating  a  mixture  of  salicylic  acid  and  resorcinol  at 
195 — 2o0°  for  15  hours.  It  crystallises  from  alcohol  in  glittering 
yellow  scales,  melts  at  133 — 134°,  and  resolidifies  at  116 — 117°  ;  it 
volatilises  slowly  in  a  current  of  steam.  It  is  insoluble  in  cold, 
sparingly  soluble  in  hot  water,  readily  soluble  in  alcohol,  benzene,  or 
in  alkalis.  Acetic  anhydride  converts  it  into  an  acetyl-derivative  ;  an 
oil  which  solidifies  partially  on  long  standing.  Reduction  with 
sodium-amalgam  gives  a  substance  resembling  the  dihydroxydiphenyl- 
carbinols.  In  presence  of  dehydrating  agents  (best  zinc  chloride)  the 
reaction  between  salicylic  acid  and  resorcinol  takes  rather  a  different 
course,  the  product  of  the  action  being  salicylresorcinol  ether , 

CeH4<p°>CeH3.OH. 

This  compound  crystallises  in  long  bright  yellow  needles,  melts  at 
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146 — 147°,  is  insoluble  in  cold,  sparingly  soluble  in  hot  water.  It  is 
also  formed  by  the  action  of  zinc  chloride  on  salicylresorcinol.  Fused 
with  alkalis,  it  yields  salicylic  acid  and,  resorcinol.  Its  metallic  deri¬ 
vatives  are  characterised  by  their  insolubility  in  water.  A  sodium 
compound,  Ci3H703Na,Na0H,  is  obtained  by  the  action  of  sodium 
methylate  on  the  ether.  It  crystallises  in  long  lemon-yellow  needles, 
and  on  long  washing  with  cold  water  is  completely  decomposed  into 
sodium  hydroxide  and  salicylresorcinol  ether.  A  mono-sodium- 
derivative  could  not  be  obtained  in  a  state  of  purity.  The  author  con¬ 
siders  it  very  probable  that  the  disodium-derivative  has  the  composition 

C6H4<  C(°yQH>C6H3.0Na, 


as  from  its  behaviour  with  water  it  must  be  regarded  as  a  derivative 
of  the  ether  and  not  of  salicylresorcinol.  Acetylsalicy [resorcinol 
CO 

ether ,  C6H4<^  q  ^>C6H3.05o,  crystallises  in  white  prismatic  needles, 


melts  at  167 — 168°,  is  sparingly  soluble  in  water,  readily  soluble  in 
hot  alcohol. 


Salicylorcinol  ether,  C6H4<^~^>C6H2Me.OH,  is  prepared  by  heat¬ 
ing  a  mixture  of  salicylic  acid,  orcinol,  and  zinc  chloride.  It  crystal¬ 
lises  in  straw-coloured  silky  needles,  melts  at  140°,  is  insoluble  in 
water,  soluble  in  hot  alcohol.  Fused  with  alkalis,  it  yields  salicylic 
acid  and  orcinol.  The  sodium  derivative,  Ci403H9lSh  +  l^HaO, 
crystallises  in  long  yellow  needles;, a  disodium-compound  could  not  be 
obtained.  Acetylsalicylorcinol  ether ,  >  C14H9O3SC,  crystallises  in  long 
needles,  and  melts  at  151 — 152°.  A.  J.  G. 


Conversion  of  Hydrocarbons  into  Aldehydes  by  the  Action 
of  Chromyl  Dichloride.  By  A.  Etakd  (Compt.  rend.,  97,  909 — 
911). — The  author  repeats,  in  reply  to  Paternh  and  Scichilone,  that 
pure  cumene  yields  cumaldehyde  when  the  compound  which  it  forms 
with  chromyl  dichloride  is  decomposed  by  water. 

When  a  10  per  cent,  solution  of  mesitylene  in  carbon  bisulphide  is 
mixed  with  a  similar  solution  of  chromyl  dichloride,  a  precipitate  is 
obtained  of  the  composition  C6H3Me2.CH(OCK}l2.OH)2,  and  when  this 
is  decomposed  by  water  it  yields  mesitylaldehyde  in  almost  theoretical 
quantity.  It  boils  at  220 — 222°,  and  oxidises  rapidly  on  exposure  to 
air,  yielding  mesitylenic  acid. 

Amyl- toluene,  boiling  at  213 — 218°,  when  treated  in  a  similar 
manner  at  45°,  yields  a  precipitate  of  the  composition 

C6H4Me.C5H9(OCrCl2.OH)2, 

and  when  this  is  decomposed  by  water,  a  mixture  of  two  isomeric 
aldehydes  of  the  composition  C^IIieO  is  obtained. 

Phenetoil,  in  the  same  manner,  yields  a  substance  C8H804 ;  ortko- 
cresol  yields  C7H603 ;  and  paracresol,  C14H10O3.  These  substances 
apparently  resemble  the  qninones  in  character.  They  dissolve  in 
alkalis,  but  are  insoluble  in  acids.  Styrolene  also  forms  a  definite 
compound  with  chromyl  dichloride,  but  it  has  not  yet  been  examined. 

C.  H.  B. 
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Action  of  Benzaldehyde  on  the  Mononitro- derivatives  of 
the  Paraffins.  By  B.  Priebs  ( Ber .,  16,2591). — When  nitrom ethane 
and  benzaldehyde  in  molecular  proportions  are  heated  with  zinc 
chloride  in  a  sealed  tube  at  160°,  phenylnitroethylene,  CHPh  !  CH.N02, 
melting-  at  56*5 — 57°,  is  produced:  Ph.COH  CH3.NO2  =  H>0  -j- 
CHPh  *.  CH.NO?.  In  the  same  way  nitroethane  and  benzaldehyde 
yield  a  phenylnitropropylene,  CHPh  !  (JMe.N02,  melting  at  64°. 

A.  K.  M. 

Ammonia-derivatives  of  Benzil.  (Preliminary  Notice.  )  By 
F.  R.  Japp  (Ber.,  16,  2636 — 2640). — According  to  Zincke  and  Henius, 
(Ber.,  16,  889)  the  compounds  imabenzil ,  benzilimide ,  and  benzilam , 
obtained  by  Laurent,  have  the  formulae  C40H32N2O4,  C42H32N2O4,  and 
C42H32N2O2  respectively.  The  author  refers  to  previous  communica¬ 
tions  (this  Journal,  Trans.,  1883,  p.  12,  and  Ber.,  15,  2413),  in  which 
he  has  shown  that  the  formula  of  azobenzil  (benzilam)  is  C2iH]5NO, 
and  not  C42H30lSr2O2,  as  Zinin  assumed  {Annalen,  34,  190).  Its  vapour- 
density  also  excludes  the  formula  proposed  by  Zincke  and  Henius. 
When  heated  with  concentrated  hydrochloric  acid  at  250°,  it  yields 
benzoic  acid,  ammonium  chloride,  and  a  resinous  mass,  If  oxidised 
by  chromic  mixture,  benzoic  acid  is  obtained  in  almost  the  theoretical 
amount  required  by  the  equation  C21H15NO  -j-  02  -b  3H20  = 
3C7H602  +  NH3,  showing  that  three  benzenyl  groups  must  be  present 
in  the  compound.  Moreover,  azobenzil  is  closely  analogous  in  its 
behaviour  to  benzenylamidophenanthrol,  the  constitution  of  which  is 
known.  These  facts  leave  little  doubt  as  to  the  correctness  of  the 
constitutional  formula  previously  assumed  by  the  author  (loc.  cit .). 
According  to  Zincke,  the  conversion  of  benzilimide  into  azobenzil  by 
cold  concentrated  sulphuric  acid,  consists  in  the  removal  of  oxygen, 
and  as  the  latter  does  not  appear  in  the  free  state  it  must  be  assumed 
to  oxidise  a  part  of  the  substance.  This,  however,  is  not  in  accordance 
with  the  fact  that  the  change  is  very  complete,  and  the  author  thinks 
it  far  more  probable  that  water  is  eliminated,  which  might  occur  in 
the  following  manner,  if  benzilimide  be  assumed  to  have  the  formula 
C2iH17N02,  thus  :  C21H17N02  —  H20  —  C21H15NO.  This  formula  also 
agrees  better  with  the  results  of  analysis  than  that  given  by  Zincke. 

PhC— 0 

The  constitution,  ||  yC(OH)Ph,  is  suggested,  according  to 

PhC.NH^ 

which  benzilimide  would  also  be  a  condensation-product  of  benzalde¬ 
hyde  and  benzil  with  ammonia.  The  author  agrees  with  Zincke  that 
imabenzil  has  the  formula  C42H32N2O4 ;  the  halved  formula  would 
require  that  half  the  benzil  taking  part  in  the  reaction  should  be 
decomposed,  but  the  yield  of  imabenzil  is  too  great  for  this.  More¬ 
over,  on  boiling  it  with  dilute  sulphuric  acid,  almost  exactly  the  same 
weight  of  benzil  is  obtained :  O40H32N2O4  -}-  2H20  =  3C14Hi0  02  + 
2NH3,  this  being  the  reverse  of  Zincke’s  method  of  forming  it.  Ima¬ 
benzil  contains  therefore  neither  benzoic  acid  nor  benzaldehyde 
radicals,  and  must  be  derived  from  3  mols.  of  benzil. 

A.  K.  M. 

Action  of  Nitriles  on  Benzil.  By  F.  R.  Japp  and  R.  0. 
Tresidder  (Ber.,  16,  2652 — 2654). — On  adding  acetaldehyde  and 
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benzonitrile  to  well  cooled  concentrated  sulphuric  acid,  Hepp  and 
Spiess  obtained  a  compound  of  the  formula  Ci«H16N202 ;  C2H40  -f 
2C7H5bT  +  H20  =  Ci6H16N202.  The  authors  find  that  a  similar  re¬ 
action  takes  place  with  benzil  and  propionitrile.  Finely  powdered 
benzil  is  suspended  in  four  times  its  weight  of  concentrated  sulphuric 
acid,  and  propionitril  gradually  added,  the  mixture  being  agitated 
and  cooled.  After  remaining  at  rest  for  some  hours,  it  is  poured 
into  water  and  the  white  product  washed  with  ether  and  crystallised 
from  boiling  alcohol.  It  forms  lustrous  colourless  needles  of  the 
formula  C2oH22N203,  melting  at  197° :  Ci4Hi0O2  -f  2CaH5N  +  II20  = 
C20H22N2O3.  On  boiling  it  with  dilute  sulphuric  acid,  it  yields  benzil, 
propionic  acid,  and  ammonia:  C2oH2oN203  -f  3H2(J  =  C]4H10O2  -f 
2C2H5.COOH  +  2NH3.  When  benzil.  and  benzonitril  are  treated  as 
above  described,  the  product  consists  of  two  compounds,  which  can  be 
separated  by  crystallisation  from  alcohol.  The  more  soluble  com¬ 
pound  forms  colourless  prisms  melting  at  168°,  which  crystallise  with 
half  a  molecule  of  alcohol,  2028H2.N203  -f  C2H60  Ci4H10O2  -f  2C7H5N 
+  H20  =  C2sH22N203.  The  second  substance,  C28H2iN03,  is  nearly  in¬ 
soluble  in  alcohol  and  in  most  of  the  usual  solvents,  but  can  be 
purified  by  crystallisation  from  boiling  benzene,  when  it  is  obtained  in 
microscopic  prisms  melting  at  225°..  Its  formation  probably  takes 
place  thus:  2C14H10O2  +  C7H5N  +  H20  =  C2BH2LN03  +  PhCOOH. 
When  it  is  heated  with  concentrated  hydrochloric  acid  at  150°,  it  is 
decomposed,  benzil,  benzoic  acid,  and  ammonia  being  formed,  pro¬ 
bably  according  to  the  equation  C2&H2lN03  +  2H20  =  C14H10O2  + 
C7H602  4-  C7H60  -f  NH3 ;  the  authors  did  not  succeed  in  confirming 
the  formation  of  benzaldehyde.  Acetic  anhydride,  at  ]  50°,  has  no 
action  on  the  substance.  A.  K.  M. 

Substituted  Benzoic  Acids,,  and  the  Nature  of  the  Hydro¬ 
gen  Atoms  in  Benzene.  Part  I.  By  H.  Hubnek  (. Annalen ,  222, 
67 — 115). — I.  Metanitrobenzoic  acid  melting  at  142°  is  prepared  by 
adding  finely”  powdered  benzoic  acid  to  nitric  acid  (sp.  gr.  1*5),  and 
then  boiling  for  24  hours.  It  is  separated  from  the  orthonitrobenzoic 
acid  simultaneously  formed,  by  means  of  the  sodium  salt,  which  is 
more  soluble  in  the  case  of  the  ortho-acid.  The  preparation  of 
dimetanitrobenzoic  acid  melting  at  205°,  by  the  action  of  a  mixture 
of  strong  sulphuric  and  fuming  nitric  acids  on  benzoic  acids,  has  been 
already  described  (Abstr.,  1878,  148).  The  same  acid  may  also  be 
obtained  from  the  above  metanitrobenzoic  acid  by  the  action  of  a 
mixture  of  strong  sulphuric  and  nitric  acids.  The  preparation  of 
the  same  dinitro-acid  from  paratoluidine  was  made  known  by 
W.  Staedel  (Abstr.,  1881,  724).  Paraorthonitrobenzoic  acid, 

C6H3(C00H)(N02)2  [1:2:  4], 

is  prepared  by  beating  paranitrobenzoic  acid  with  a  mixture  of 
equal  volumes  of  the  strongest  nitric  and  commercial  sulphuric 
acids  at  170°.  The  acid  is  purified  by  means  of  its  barium  and  lead 
salts:  it  melts  at  179°.  This  nitration  has  since  been  studied  by 
Claus  and  Halberstadt  (Abstr.,  1880,  647),  who  find  that  a  second 
dinitrobenzoic  acid  is  simultaneously  formed.  From  the  above  it 
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appears  that  the  N02-group  in  entering  into  mononitrobenzene-deriva¬ 
tives  principally  replaces  those  hydrogen  atoms  which  are  in  the 
meta-position,  irrespectively  of  anyoxatyl-,  methyl-,  or  amido-gronps, 
which  may  be  already  present  in  the  molecule. 

II.  The  preparation  of  metanitrometamidobenzoic  acid  melting  at 
208°  has  been  already  described  (Abstr.,  1878,  148).  Metamidoben- 
zoic  acid  is  prepared  by  passing  sulphuretted  hydrogen  through  an 
armnoniacal  solution  of  metadinitrobenzoic  acid  until  the  solution 
yields  no  precipitate  with  hydrochloric  acid.  The  acid  crystallises 
with  1  mol.  H>0,  and  melts  at  228°.  By  heating  the  dry  hydro¬ 
chloride  of  this  acid  with  barium  hydroxide,  dimetamidobenzene 
melting  at  60°  is  obtained.  This  shows  that  the  dinitrobenzoic  acid 
melting  at  204°,  which  is  the  chief  product  of  the  nitration  of  uiono- 
metanitrobenzoic  acid,  has  the  two  nitro-groups  in  the  meta-position 
relatively  to  each  other. 

The  nitramidobenzoic  acid  melting  at  208°  was  converted  by  means 
of  the  diazo-compound  into  metanitrobenzoic  acid  melting  at  142°, 
and  this  again,  by  means  of  tin  and  hydrochloric  acid,  into  metamido- 
benzoic  acid  melting  at  172'5°.  The  same  metanitramidobenzoic 
acid  melting  at  208°  was  converted  by  means  of  the  diazo-compound 
into  metanitrochlorobenzoio  acid  melting  at  147c  ;  then,  by  means  of 
zinc  and  hydrochloric  acid,  the  latter  was-  converted  into  metamido- 
chlorobenzoic  acid  melting  at  216°,  and  this  again,  through  the  diazo- 
compound,  into  metachlorobenzoic  acid  melting  at  153°.  Thus  both 
the  nitro-groups  in  the  dinitrobenzoic  acid  are  shown  to  be  in  the 
meta-position.  These  experiments  and  results  may  be  thus  briefly 
tabulated : — 


Dim  etanitrobenzoic 

acid. .  . . 

[1  : 
COOH 

3  : 
aN02 

5.3 

/9NO* 

Metranitramidobenzoic 

,,  .... 

COOH 

aN02 

/3NH, 

Metanitrobenzoic 

,,  .... 

COOH 

aN02 

H 

a-Metaehlorobenzoic 

,,  .... 

COOH 

*C1  ~ 

H 

M  etanitrochlorobenzoic 

1  )  •  •  •  •  « 

COOH 

«.no2 

/3C1 

Metamidochlorobenzoic 

,,  .... 

COOH 

SCI 

a/3-Metachlorobenzoic 

,,  .... 

COOH 

H 

£01 

III.  When  metachlorobenzoic  acid  is  acted  on  by  fuming  nitric 
acid,  two  nitrochlorobenzoic  acids  are  produced.  As  it  may  be 
assumed  that  the  nitric  acid  acts  in  the  same  way  as  on  metabromo- 
benzoic  acid,  the  two  acids  must  be  metachlororthonitrobenzoic  acids. 
The  two  acids  are  separated  by  repeatedly  boiling  them  with  small 
quantities  of  water  until  the  undissolved  portion  (a-metachloronitro- 
benzoic  acid  melting  at  235°)  no  longer  melts  under  water.  The 
solution  contains  the  y3-metachloronitrobenzoic  acid  melting  at  137°. 
The  properties,  both  of  the  acids  themselves  and  of  their  respective 
salts,  are  quite  distinct,  thus  demonstrating  that  in  monosub- 
stituted  benzenes  there  are  two  atoms  of  hydrogen  in  the  ortho¬ 
position. 

IV.  Hitherto  for  the  preparation  of  a-  and  /3-orthonitrometa- 
bromobenzoic  acid,  purified  bromobenzoic  acid  from  bromine  and 
benzoic  acid  has  been  employed  ( Ber .,  8,  558;  Abstr.,  1878,  148). 
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Owing  to  the  difficulty  of  separating  the  products  of  such  an  action  as 
that  of  bromine  on  benzoic  acid,  the  suspicion  might  arise  that  these 
isomeric  bromonitrobenzoic  acids  had  been  formed  from  different  bro- 
mobenzoic  acids.  In  order  to  obviate  this  objection,  pure  metanitro- 
benzoic  acid  was  converted  into  metamido-,  and  then  into  metabromo- 
benzoic  acid,  and  this  on  treatment  with  nitric  acid  yielded  the  a- and 
£horthonitrometabromobenzoic  acids  as  with  the  ordinary  bromoben- 
zoic  acid.  To  prepare  the  a-orthobromometabroniobenzoic  acid,  the 
above  a-orthonitro-acid  was  converted  into  the  diazo-compound,  or 


rather  into  the 


diazoimido-compound, 


COOH.C«H3Br.N  = 

/N,  as  it 

aOOH.C6H3Br.Nfr 


proved  to  be,  and  the  latter  into  the  dibromobenzoic  acid,  which  melts 
at  147°. 


To  prepare  the  metabromo-^-orthobromobenzoic  acid,  the  above 
/3-orthonitro-acid  was  first  converted  into  the  metabrorno-/!- or  thamido- 
benzoic  acid.  The  further  conversion  of  the  latter,  by  means  of  the 
diazo-compound,  into  dibromobenzoic  acid,  is  attended  with  much 
difficulty.  The  hydrobromide  of  , the  amido-acid  is  fmst  prepared, 
treated  with  nitrous  anhydride  in  the  cold,  and  finally  boiled.  The 
metabromo-/I-orthobromobenzoic  acid  melts  at  153°. 

The  two  isomeric  bromamidobenzoic  acids  were  also  converted 
into  amidobenzoic  acid  by  means  of  sodium-amalgam.  In  both 
cases,  the  same  amidobenzoic  acid  melting  at  144°,  and  identical  with 
anthranilic  acid  or  orthamidobenzoic  acid  was  obtained,  thus  confirm¬ 
ing  the  already  demonstrated  existence  of  two  ortho-hydrogen  atoms 
in  mono-substituted  benzene. 

That  the  existence  of  two  isomeric  metabromorthonitrobenzoic 
acids  depends  on  the  different  relationship  between  the  bromine-  and 
nitro-groups,  was  shown  by  converting  these  acids  into  dibromoben- 
zene.  The  /^-compound  was  found  to  yield  paradibromo-,  and  the 
a-compound  orthodibromobenzene,  thus  : — 


Metabrorno  -/3-orthoni  trobenzoic  acid . 

[COOH:  N02:  Br  =  1:2:5]. 

Metabrorno -3-o rthobromoben  zoic  acid. 

[COOH  :  Br  :  Br  =  1:2:5]. 

Paradib  romoben  z  en  e . 

[Br  :  Br  =  2  :  5]. 


Metabromo-a-orthonitrobenzoic  acid. 

[C00H:N02-:Br  =  1:2:3]. 

Metabromo-rt-ortliobromobenzoic  acid. 

[COOH  :  Br  :  Br  =  1:2:3], 

Orthodibromobenzene. 

[Br  :  Br  =  2  :  3]. 

P.  F.  F. 


Nitrohydroxypropylbenzoic  Acid  and  its  Derivatives.  By 

O.  Widmann  (Her.,  16,  2567 — 2575). — This  acid,  together  with  some 
of  its  derivatives,  have  been  already  described  by  the  author  (Abstr., 
1883,  330).  The  ammonium  salt ,  CiOH10NO5.NTl4  -f-  2H20,  forms 
lustrous  needles  extremely  soluble  in  water;  the  silver  salt , 

c10H10iro5Ag  +  lh2o, 

separates  from  a  warm  solution  in  needles,  and  from  a  cold  solution  in 
well-formed  prisms  or  rhombic  plates,  sparingly  soluble  in  cold,  more 
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readily  in  warm  water;  the  calcium  salt ,  (Ci0HioN05)2Ca,  crystallises 
in  sparingly  soluble  white  needles,  the  barium  salt,  (CioHioUCh^Ba  -f 
6H20,  in  highly  lustrous  needles,  1  part  of  the  latter  salt  (anhy¬ 
drous)  dissolving  in  11  parts  water  at  13°.  The  lead  salt , 

(C10H10NO5>Pb  +  5H20, 

forms  short  lustrous  prisms  very  sparingly  soluble  in  water,  and  the 
copper  salt ,  (Ci0H10NO5)2Cu  -+-  1^H20,  bluish-green  prismatic  or 
cubical  crystals,  also  very  sparingly  soluble  in  water,  although  readily 
in  alcohol,  from  which  it  crystallises  in  small  green  slender  needles. 
Nitroacetoxypropylbenzoic  acid ,  C6H3(N02)(CMe2.05x).C00H,  is  ob¬ 
tained  when  nitrohydroxypropylbenzoic  acid  is  heated  with  an  excess 
of  acetic  anhydride  in  sealed  tubes  at  100°,  the  solution  repeatedly 
evaporated  with  alcohol,  and  the  oily  product  crystallised  from  a  mix¬ 
ture  of  ether  with  a  little  alcohol.  It  forms  colourless  rhomboidal 
pyramids  melting  at  131 — 133°,  and  extremely  readily  soluble  in 
alcohol,  ether,  and  the  usual  solvents,  almost  insoluble  in  water. 

Salts  of  Nitropropenylbenzoic  Acid. — The  ammonium  salt  is  ex¬ 
tremely  soluble  in  water,  and  crystallises  at  ordinary  temperatures  in 
white  needles,  C10H8NO4.NH4 ;  the  silver  salt ,  C10H8NO4Ag,  forms 
clusters  of  white  needles,  or  on  rapidly  cooling  its  hot  solution,  slender 
white  feathery  needles,  very  sparingly  soluble  in  cold,  more  readily  in 
warm  water  ;  the  calcium  salt ,  (CioH8N04)2Ca  4-  2H20,  separates  in 
clusters  of  slender  white  needles,  very  sparingly  soluble  in  water;  the 
barium  salt ,  (Ci0H8NO4)2Ba  -j-  3^H20,  crystallises  in  small  white  con¬ 
centrically  grouped  needles,  very  sparingly  soluble  in  cold,  much  more 
readily  in  warm  water;  the  copper  salt ,  (C10H8NO4)2Cu  +  H20,  ob¬ 
tained  by  precipitating  the  ammonium  salt  with  copper  sulphate, 
forms  a  bluish-green  precipitate;  it  begins  to  decompose  above  100°, 
whilst  long  white  needles  sublime,  insoluble  in  water,  readily  soluble 
in  potash,  and  melting  at  about  150°.  Amidohydroxypropylbenzoic  acid, 
C6H3(NH>)(CMe2.OH).COOH,  is  prepared  by  dissolving  the  nitro- 
acid  (5  grams)  in  an  excess  of  ammonia,  and  gradually  adding  a  solu¬ 
tion  of  ferrous  sulphate  (40  grams).  The  mixture  is  supersaturated 
with  ammonia,  warmed  on  a  water-bath,  and  the  nearly  colourless 
filtrate  treated  with  acetic  acid  and  repeatedly  extracted  with  ether, 
from  which,  after  purification,  the  amido*acid  crystallises  in  colourless 
lustrous  prisms,  which  do  not  melt  at  270°.  It  is  almost  insoluble  in 
benzene,  readily  soluble  in  alcohol,  very  sparingly  in  ether,  and  mode¬ 
rately  soluble  in  water;  it  possesses  very  feeble  acid  as  well  as  basic 
properties ;  it  yields  amidopropenylbenzoic  acid  when  boiled  with 
hydrochloric  acid.  _ 

Acetamidohydroxypropylbenzoic  acid,  HAcH.CeBV CMe2.OH).COOH, 
is  obtained  by  the  action  of  acetic  anhydride  (1  mol.)  on  amido¬ 
hydroxypropylbenzoic  acid  (1  mol.),  the  two  substances  reacting 
violently  with  great  evolution  of  heat,  the  product  soon  solidifying  to 
a  hard  brittle  mass.  It  is  very  sparingly  soluble  in  boiling  alcohol, 
from  which  it  separates  as  a  white  crystalline  powder,  which  does  not 
melt  at  280°.  Amidopropenylbenzoic  acid,  NH2.C6H3(C3H5).COOH,  is 
prepared  from  the  corresponding  nitro- compound  by  reduction  with 
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ammonia  and  ferrous  sulphate.  It  crystallises  in  long  white  lustrous 
needles  melting  at  93 — 94°,  and  is  readily  soluble  in  ether,  alcohol, 
chloroform,  and  benzene,  sparingly  in  light  petroleum  and  in  water. 
It  may  also  be  obtained  by  boiling  amidohydroxypropylbenzoic  acid 
with  hydrochloric  acid.  On  evaporating  the  solution,  the  hydro¬ 
chloride  is  obtained,  and  may  be  decomposed  by  sodium  hydroxide, 
and  the  acid  separated  by  the  addition  of  acetic  acid.  The  hydro - 
chloride ,  COOH.CeH^CsHs^NH^Cl,  crystallises  in  long  colourless 
prisms,  very  readily  soluble  in  water,  and  yields  a  readily  soluble 
platinochloride.  The  acetate ,  COOH.C6H3(C3H5).NH2,AcOH,  crystal¬ 
lises  in  short  colourless  well-formed  prisms,  melting  at  about  160°, 
with  evolution  of  gas  and  formation  of  a  substance  of  very  high  melt¬ 
ing  point ;  this  behaviour  is  due  to  the  presence  of  water  of  crystal¬ 
lisation.  Considerable  evolution  of  heat  takes  place  when  acetic 
anhydride  (1  mol.)  acts  on  amidopropenylbenzoic  acid,  and  acetamido - 
propenylbenzoic  acid ,  NAcH.C6H3(C3H5).COOH,  is  formed.  It  crystal¬ 
lises  from  dilute  alcohol  in  white  flat  needles  melting  at  210—212°. 
If  an  excess  of  acetic  anhydride  is  used,  the  second  amido-hydrogen 
seems  to  be  replaced,  the  product  melting  at  215 — 216°.  Acetamido- 
propenylbenzoic  acid  is  sparingly  soluble  in  boiling  water,  from 
which  it  crystallises  in  long  needles ;  it  is  insoluble  in  cold,  but 
soluble  in  boiling  dilute  sulphuric  acid,  from  which  it  crystallises 
unchanged  ;  ifc  is  also  insoluble  in  cold  hydrochloric  acid,  and  on  boil¬ 
ing  dissolves  with  difficulty  and  with  partial  saponification  and  forma¬ 
tion  of  the  hydrochloride  of  a  new  compound  (see  p.  303) . 

A.  K.  M. 

Conversion  of  Active  Mandelic  Acid  into  Inactive.  By  J. 

Lewkowitsch  ( Ber .,  16,  2721 — 2722). — When  lsevomandelic  acid  is 
heated  at  160°  in  a  sealed  tube  for  30  hours,  it  is  converted  into 
benzaldehyde  and  inactive  mandelic  acid.  By  means  of  the  cincho¬ 
nine  salt,  the  inactive  acid  can  be  split  up  into  the  two  optically  active 
varieties.  When  paramandelic  acid  is  exposed  to  the  action  of 
schizomycetes,  the  dextromandelic  acid  is  decomposed,  but  the  laevo- 
acid  remains.  W.  C.  W. 

Dipyrogallopropionic  Acid.  By  C.  Bottinger  (Ber.,  16,  2404 
— 2412). — By  treating  pyroracemic  acid  and  pyrogallol  with  con¬ 
centrated  sulphuric  acid,  a  mixture  of  this  acid  and  its  anhydride  was 
obtained  from  which  the  former  was  separated  by  its  greater  solu¬ 
bility  in  water.  The  aqueous  solutions,  on  spontaneous  evaporation, 
leave  a  red  resinous  mass,  which  is  easily  soluble  in  glacial  acetic  acid, 
acetone,  and  alcohol.  It  is  decomposed  by  heat,  leaving  the  anhy¬ 
dride,  and  melts  at  162°.  The  composition  of  this  acid  is  expressed 
by  the  formula  Cl5Hu08.  Ifc  dissolves  in  ammonia  and  alkalis,  form¬ 
ing  blue  solutions,  in  which  barium  chloride,  calcium  chloride,  and 
copper  sulphate  produce  dark -blue  precipitates. 

Methyldipyrogallopropionate  is  obtained  by  heating  the  acid  with 
potash,  methyl  iodide,  and  methyl  alcohol  at  120°.  It  is  a  dark-brown 
powder  melting  below  100°. 

Dipyrogallopropionic  acid  with  acetic  anhydride,  yields  a  diacetyl- 
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derivative,  Ci5H10Ac2O7  ;  this  when  treated  with  bromine  yields  a 
pentabromo-derivative,  C15H,;Br5Ac207. 

Dipyrogallopropionic  acid  treated  with  bromine  in  glacial  acetic  acid 
solution,  yields  a  mixture  of  a  tribromo-  and  pentabromo-derivative. 

Anhydrodipyrogallopropionic  acid ,  C15H12O7,  is  obtained  by  heating 
the  acid  at  100°.  It  forms  a  reddish-brown  powder  soluble  in  hot 
water  and  dissolving  in  ammonia  to  a  violet-coloured  solution. 
When  heated  with  acetic  anhydride,  it  yields  a  diacetyl- derivative. 
Bromine  reacts  with  a  solution  in  glacial  acetic  acid  or  chloroform, 
forming  a  tribromo-  and  pentabromo-anhydropyrogallopropionic  acid. 

P.  P.  B. 

Properties  of  Ethylic  Phenylsulphonacetates.  By  A.  Michael 
and  A.M.  Comey  (Amer.  Chem.J .,  5, 116 — -119). — Ethylic  phenylsulphon- 
acetate ,  PhSOs.CH^.COOEt,  is  obtained  by  the  action  of  ethyl  chlor- 
acetate  on  an  alcoholic  solution  of  sodium  phenylsulphonate,  the 
mixture  being  heated  for  4—5  hours  on  the  water-bath,  the  alcohol 
distilled  off,  the  residue  extracted  with  water,  and  the  insoluble  oil 
allowed  to  stand  for  some  time,  when  it  crystallises,  and  is  purified 
by  crystallisation  from  alcohol.  Ethylic  phenylsulphonacetate  crystal¬ 
lises  in  clusters  of  long  prisms,  melts  at  45°,  is  insoluble  in  water, 
sparingly  soluble  in  cold,  soluble  in  hot  alcohol.  Boiled  with  alkalis, 
it  yields  the  metallic  salts,  which,  on  treatment  with  acids,  give  the 
free  acid. 

Sodium  has  little  action  on  the  ethyl  salt ;  sodium  ethylate,  on  the 
contrary,  readily  reacts,  a  mixture  of  the  substances  in  molecular 
proportion  dissolved  in  absolute  alcohol  soon  solidifying  to  a  mass  of 
white  needles  of  ethyl  sodium  phenylsulphonacetate, 

PhSO^CKNa.COOEt. 

This  is  sparingly  soluble  in  cold,  moderately  soluble  in  hot  alcohol, 
readily  soluble  in  water ;  on  .acidifying,  the  original  ether  is  precipi¬ 
tated. 

Ethylic  benzylphenylsulphon acetate,  PhS02.CH(CH2Ph).C00Et,  is 
prepared  by  the  action  of  benzyl  chloride  on  the  preceding  compound ; 
it  forms  short  white  prisms,  melts  at  95 — 96°,  is  insoluble  in  water, 
readily  soluble  in  hot  alcohol.  Heated  with  alcoholic  sodium  ethyl¬ 
ate,  it  yields  a  sodium  derivative  which  when  treated  with  benzyl 
chloride  gives  the  dibenzyl  derivative  melting  at  118°.  On  heating  the 
monobenzyl  derivative  with  excess  of  alcoholic  caustic  soda  in  a 
closed  tube  at  100°  for  several  hours,  it  yields  cinnamic  acid,  accord¬ 
ing  to  the  equation,  C6H5.CH2.CH(S02Ph).C00Et  -j-  2KOH  = 
C6H5.CH  :  CH.COOK  +  PhS02K  4-  EtOH  +  OH2. 

These  results  show  clearly  that  an  acid  radical  such  as  PhS02,  has 
as  decided  an  effect  as  an  actyl- group  in  rendering  the  hydrogen  of 
the  CH2-group  to  which  it  is  attached  sufficiently  negative  to  be 
replaceable  by  metals.  A.  J.  G*. 

Oxidation  of  Substitution-products  of  Aromatic  Hydro¬ 
carbons.  Experiments  with  Derivatives  of  Naphthalene.  By 
I.  Remsen  and  W.  J.  Comstock  (Amer.  Chem.J .,  5,  106 — 111). — The 
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lead  salts  of  a-  and  /3-naplithalenesul phonic  acids  were  treated  directly 
with  phosphorous  pentachloride  and  ammonia,  and  the  amides  so 
obtained  submitted  to  oxidation,  Satisfactory  results  were  obtained 
only  when  potassium  permanganate  was  employed  as  the  oxidising 
agent.  In  neutral  solution,  or  in  alkaline  solution  with  excess  of 
permanganate,  phthalic  acid  and  sulphophthalic  acid  are  obtained, 
whilst  in  alkaline  solution  with  the  permanganate  not  in  excess  of  the 
amount  theoretically  required,  sulphaminephthalic  acids  are  obtained, 
together  with  a  small  quantity  of  phthalic  acid. 

a- Sulphophthalic  acid  could  not  be  obtained  pure  in  the  free  state; 


/  /s°2  \  ■ 
the  barium  salt ,  I  C6B3/  ]  . 

\  \coo)f/a 


Ba3  +  8H20,  crystallises  in  aggre- 

(COO):  ' 

gates  of  small  clear  and  transparent  plates.  It  loses  7  mols.  H20 
below  150°.  It  is  sparingly  soluble  in  boiling  water.  The  hydrogen 

lead  salt ,  CoH3(COOH)<^QQ2^^>Pb  +  1|H20,  crystallises  in  small 


prisms. 

a-Sulphaminephthalic  acid  was  not  obtained  free.  Potassium 

a-anhydrosulphaminephthalate ,  C6H3(COOK)<^qq2^>NH  -f  H20, 

crystallises  in  needles,  is  soluble  in  alcohol  and  water,  insoluble  in 
ether.  Silver  sulphaminephthalate ,  CeH3(OOOH)  (S03NH2).C00Ag, 
forms  colourless  needles,  is  soluble  in  hot  water,  does  not  lose  in 
weight  at  180°,  but  appears  to  suffer  decomposition  when  heated 
much  at  that  temperature. 

Pipotassium  (3sulphophthalate ,  C6H3(S03K)  (CO  OK).  CO  OH  + 

2H20,  forms  small  prismatic  crystals,  readily  soluble  in  water,  nearly 
insoluble  in  alcohol.  Potassium  fi-sulphaminephthalate , 


C6H;1(S02HH.,)(C00K).C00H  +  2£H„0, 


crystallises  in  radiating  groups  of  silky  needles  of. a  light  straw  colour, 
and  is  readily  soluble  in 'water.  A.  J.  G. 


Aniluvitonic  Acid.  By  C.  Bottinger  ( Ber 16,  2357— 2359).— 
The  hydrochloride  of  this  acid  suspended  in  chloroform  and  treated 
with  bromine,  forms  a  red  oily  liquid  which,  after  being  crashed  w7ith 
chloroform  and  then  with  water,  forms  a  reddish-yellow  powder,  losing 
bromine  on  exposure  to  the  air.  This  same  oily  bromine  addition- 
product  is  obtained  by  heating  the  hydrochloride  with  bromine  in  sealed 
tubes  at  120°,  but  substitution-products  are  formed  at  the  same  time. 

Aniluvitonic  acid  hydrobromide  is  obtained  by  spontaneous  evapora¬ 
tion  of  its  aqueous  solutions  in  beautifully  iridescent  large  prismatic 
tabular  crystals,  containing  2  mols.  H20,  wdiilst  from  hot  saturated 
solutions  it  crystallises  in  long  spikes  containing  a  mol.  H20.  Its 
aqueous  solutions  when  not  too  dilute  give  a  yellow  precipitate  w*ith 
platinum  chloride.  When  the  hydrobromide  is  mixed  vnth  lime  and 
distilled,  it  yields  methylquinoline. 

When  the  hydrochloride  of  aniluvitonic  acid  is  heated  with  phthalic 
anhydride  and  zinc  chloride,  it  gives  a  brownish-yellow  colouring  matter 
of  a  basic  character,  the  hydrochloride  of  wThich  reacts  wdth  methyl 
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iodide,  yielding  a  brownish-red  powder,  which  crystallises  from  alcohol 
and  ether  in  yellow  needles,  and  is  probably  a  methylated  derivative 
of  aniluvitonic  acid.  P.  P.  B. 

Cymenesulphonic  Acids.  By  E.  Patern5  ( Ber .,  16,  2713). — 
A  reply  to  Claus  ( Ber .,  16,  1297). 

“  Oakbark  Tannic  Acid.”  By  C.  Bottinger  {Ber.,  16,  2710— 
2713). — In  reply  to  Etti  (Abstr.,  1883,  995),  the  author  maintains 
that  the  tannic  acid  contained  in  oakbark  must  have  the  composition 
Cl9H16Oio,  as  it  forms  a  bromine  substitution-product,  Ci9HuBr2Oio, 
which  yields  a  pentaeetic  derivative.  Strong  hydrochloric  acid  at 
200°  decomposes  the  dibromo-derivative  into  carbonic  acid,  water,  and 
the  compound  C3BH1BOi3,  from  which  a  tetrabrominated  derivative  was 
obtained.  The  tannic  acid  contains  1  ketone  oxygen-atom.  When 
dibromotannic  acid  is  acted  on  by  bromine,  4  hydrogen -atoms  are 
eliminated,  but  only  two  of  them  are  replaced  by  bromine,  and 
Ci9H10Br4Oio  is  produced.  This  body  also  yields  a  pentaeetic  deriva¬ 
tive. 

Phlobaphen  and  “oak-red”  have  the  composition  CssHaaOrr,  five  of 
the  hydrogen-atoms  being  replaceable  by  acetyl.  No  metbyl  chloride 
is  formed  when  the  compound  is  converted  into  CseH^On  by  the  action 
of  hydrochloric  acid  at  a  high  temperature.  Phlobaphen  yields  two 
bromine  derivatives,  C^HsoBreOn  sparingly  soluble  in  alcohol,  and 
CagHjeBrioOn  freely  soluble  in  alcohol.  Seven  hydrogen- atoms  in  the 
first  body  can  be  replaced  by  acetyl. 

Phlobaphen  does  not  contain  a  ketone  oxygen-atom.  It  is  reduced 
by  hydriodic  acid,  and  yields  ethers  when  treated  with  alcoholic 
iodides  and  potash.  On  oxidation  with  potassium  permanganate,  the 
ether  is  converted  into  carbonic,  oxalic,  and  acetic  acids,  and  a  solid 
compound  which  is  decomposed  by  hydrochloric  acid  at  190°  into  ethyl 
chloride  and  pyrogallol. 

From  these  facts,  the  author  concludes  that  the  tannic  acid  from 
oakbark  is  a  condensation-product  of  an  aldehyde,  C3H5.CO.CH2.CHO, 
with  tannin.  W.  C.  W. 


Diphenylparaxylylmethane  and  its  Products  of  Oxidation. 

By  W.  Hemilian  (Ber.,  16,  2360 — 2379). — Diphenylparaxylylmethane , 
CHPh2.C6H3Me?,  is  obtained  by  heating  together  benzhydrol,  para-' 
xylene,  and  phosphoric  anhydride.  It  is  a  solid,  crystallising  from 
ether  in  large  shining  transparent  prismatic  crystals,  which  melt  at 
92°,  and  are  easily  soluble  in  alcohol,  ether,  benzene,  and  glacial 
acetic  acid.  Like  triphenylme thane,  it  yields  colouring  matters 
similar  to  rosaniline,  by  successive  nitration,  oxidation,  and  reduction. 
On  careful  oxidation  with  chromic  mixture,  it  yields  a  resinous  mass, 
which  is  partly  soluble  in  concentrated  soda  solution;  the  residue, 
when  extracted  with  boiling  alcohol,  yields  methyldiphenylphthalide, 
the  first  homolognc  of  diphenylphthalide  described  by  Baeyer  (Abstr., 
1880,  650). 


Methyldiphenylphthalide. ,  PhjCK^1!3^6 


)>CO,  crystallises  from 
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alcohol  in  large  shining  prismatic  crystals,  is  sparingly  soluble  in 
cold,  more  easily  in  hot  alcohol.  It  melts  at  179°,  and  sublimes 
without  decomposition  at  360°. 

Tolyldiphenylmethanecarboxylic  acid ,  CPh2(OH).C6H5Me.COOH,  is 
obtained  by  first  heating  methyldiphenyiphthalide  with  alcoholic  soda, 
and  then  reducing  the  resulting  sodium  tolyldiphenylcarbinolortho- 
carboxylate,  CPh2(OH).C6H3Me.COOIIa,  with  zinc-dust;  the  solution 
so  obtained  is  decomposed  by  an  acid,  when  the  tolyldiphenylmethane¬ 
carboxylic  acid  separates  out  as  a  white  curdy  precipitate.  It  crys¬ 
tallises  from  a  mixture  of  alcohol  and  ether  in  large  transparent 
tables,  insoluble  in  water,  but  soluble  in  alcohol,  ether,  &c. ;  it  melts 
at  217°  and  distils  without  decomposition.  It  is  a  strong  monobasic 
acid,  forming  well-defined  salts,  which  are  mostly  insoluble  in  water, 
but  soluble  in  alcohol.  By  careful  oxidation,  it  is  easily  reconverted 
into  methyldiphenyiphthalide. 

/CPh_\ 

Methylphenylanthranol ,  C6H3Me<f  |  yCeLL,  is  obtained  by  the 

XC(OH  y 

action  of  concentrated  sulphuric  acid  on  tolyldiphenylmethane¬ 
carboxylic  acid,  a  formation  exactly  analogous  to  that  of  phenyl- 
anthranol  (Baeyer,  loc.  citi),  It  crystallises  from  alcohol  in  light 
yellow  shining  tables  which  melt  at  15G°.  It  is  soluble  in  ether,  hot 
alcohol,  and  glacial  acetic  acid,  insoluble  in  solutions  of  caustic  alkalis, 
and  of  the  carbonates  of  the  alkali  metals,  but  soluble  in  boiling 
alkalis. 

Methylphenyloxanthranol ,  C6H3Me  <  C6H4,  formed  by  oxi¬ 


dising  methylphenylanthranol  with  chromic  acid.  By  crystallisation 
first  from  glacial  acetic  acid,  and  then  from  alcohol,  it  is  obtained  in 
colourless  rhombic  tables  melting  at  195°,  and  soluble  in  alcohol,  ether, 
and  glacial  acetic  acid,  but  insoluble  in  caustic  alkalis.  Like  phenyl- 
oxanthranol  (Baeyer,  loc.  cit .),  it  dissolves  in  concentrated  sulphuric 
acid,  forming  a  purple  solution,  which  becomes  dark  violet  on 
warming.  By  reducing  agents,  it  is  converted  into  methylphenyl¬ 
anthranol. 

nph 

Methylphenylanthracene ,  C6H3Me<^g  ^>C6H4,  is  obtained  by  heat¬ 
ing  methylphenylanthranol  with  zinc-dust.  When  crystallised  from 
alcohol  or  glacial  acetic  acid,  it  forms  tufts  of  yellow  crystals  which 
melt  at  119°  ;  its  ethereal  and  alcoholic  solutions  exhibit  distinct 
greenish-blue  fluorescence.  It  forms  a  compound  with  picric  acid, 
and  when  treated  with  sulphuric  acid,  is  converted  into  a  soluble  sul- 
phonic  acid.  Chromic  acid  converts  it  into  the  oxanthranol. 

Tolyldiphenylmethane ,  CHPh2.C6H4Me,  is  formed  by  distilling  barium 
tolyldiphenylmethanecarboxylate  with  baryta.  It  crystallises  in 
long  thin  needles,  united  in  globular  masses,  melting  at  62°,  and 
volatile  without  decomposition  at  temperatures  above  360°.  It  is 
easily  soluble  in  alcohol,  ether,  benzene,  and  glacial  acetic  acid  ;  its 
solutions  exhibit  well-defined  blue  fluorescence,  which  is  observable 
in  the  crystals  also.  The  crystals  of  this  hydrocarbon  exhibit  the 
remarkable  property  of  giving  out  an  intensely  blue  light  when 
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rubbed.  In  its  chemical  behaviour  the  hydrocarbon  resembles 
triphenylmethane  and  diphenylparaxylylmethane.  On  oxidation 
with  chromic  mixture,  it  yields  a  triphenylearbinolcarboxylic  acid , 
CPh2(OH).C6H4.COOH,  melting  at  160 — 162°. 

This  hydrocarbon  is  the  third  known,  having  the  formula 

CHPh2.C6H4Me.. 


E.  and  0.  Fischer  obtained  one  containing  the  methyl-group,  sym¬ 
metrically  disposed  as  regards  the  methane  residue,  viz.,  in  the  posi¬ 
tion  [1:4]  (. Annctlen ,  194,  242).  A  second  one  has  also  been  obtained 
by  these  chemists  from  leucaniline;  it  melts  at  59 — 59*5°,  and  on 
oxidation  yields  a  carbinol  melting  at  150°.  In  this  hydrocarbon 
the  position  of  the  methyl-group  to  the  methane  residue  is  supposed 
to  be  the  un symmetrical  one,  viz.,  [1:3].  The  author  contends  that 
this  hydrocarbon  is  an  ortho-compound,  and  that  the  tolyldiphenyl- 
me thane  described  by  him  is  in  reality  the  meta-compound,  inasmuch 
as  the  acid  from  which  ft  is  formed  can  only  have  the  constitution 


[CHPh2  :  Me  r  COOH  =  1:3:6], 

and  consequently  the  tolyldiphenyl methane  formed  from  it  must 
have  the  constitutional  formula  [CHPh2 :  Me  =  1 :  3],  The  portion 
of  the  products  of  oxidation  of  methyldiphenylphthalide,  which  is 
soluble  in  soda,  contains  the  sodium  salts-  of  tolyldiphenylcarbinol- 
metacarboxylic  acid  and  triphenylmethaneanbydrocarboxylic  acid. 
Tolyldipheny  Ic ar bino Im etacarboxy lie  acid , 

CPh2(OH).C6H3Me.COOH, 


crystallises  from  hot  glacial  acetic  acid  in  small  leaflets ;  it  is  sparingly 
soluble  even  in  hot  alcohol  and  glacial  acetic  acid,  and  insoluble  in 
the  cold ;  it  melts  at  250 — 255°,  and  is  at  the  same  time  resolved  into 
water  and  a  yellow  non -crystalline  product.  It  forms  well-defined 
crystalline  salts,  most  of  which  are  insoluble  in  water.  Heated  with 
acetic  anhydride,  it  is  partially  converted  into  an  acetic  compound, 
C21Hn(J5)03. 


Triphenylmethaine-anhydrocarboxylic  acid ,  CPh2<^fi~^3^ CQOH)^qq^ 


is  obtained  from  the  mother-liquors  obtained  in  the  purification  of  the 
tolyldiphenylcarbinolmetacarboxylic  acid,  from  which  it  differs  by 
being  much  more  easily  soluble  in  alcohol  and  glacial  acetic  acid :  it 
crystallises  in  two  distinct  forms  from  its  solutions  in  the  latter 
solvent;  by  quickly  cooling  the  hot  saturated  solution,  it  is  obtained 
in  silky  needles,  and  by  slow  evaporation  in  transparent  tablets  ;  both 
forms  melt  at  244 — 246°,  and  distil  at  higher  temperatures  without 
decomposition.  It  is  a  monobasic  acid,  forming  salts  which  as  a  rule 
are  easily  soluble  in  water;  When  distilled  with  excess  of  caustic 
alkalis,  it  yields  benzophenone  and  benzene,  the  latter  being  a  secon¬ 
dary  product  of  the  decomposition  of  terephthalic  acid  and  benzoic 
acid.  This  decomposition  is  exactly  analogous  to  that  which  phenol- 
phthale’in  undergoes  under  similar  conditions. 

TriphenylmethanedicarhoxyKc  acid,  CHPh2.C6H3(COOH)2.  —  This 
acid  is  obtained  by  treating  the  solution  of  triphenylmethaneanhy- 
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drocarboxylie  acid  in  caustic  soda  with  zinc-dust,  and  filtering  from 
excess  of  zinc,  then  decomposing  the  solution  with  hydrochloric  acid. 
The  white  curdy  precipitate  so  obtained  is  next  crystallised  from 
glacial  acetic  acid,  when  it  forms  slender  needle-shaped  crystals 
melting  at  278 — 280°,  and  easily  soluble  in  alcohol,  ether,  and 
glacial  acetic  acid.  It  is  a  dibasic  acid,  forming  salts  which  are 
generally  soluble  in  water ;  the  silver  salt  is  insoluble  in  water  and 
alcohol.  When  distilled  with  an  excess  of  an  alkali,  it  yields  triphenyl- 
methane.  On  oxidation,  it  is  converted  into  triphenylmethane- 
anhydrocarboxylic  acid.  It  dissolves  in  cold  concentrated  sulphuric 
acid,  forming  a  greenish-yellow  solution,  which  on  warming  changes 
first  to  green,  then  indigo-blue,  violet,  and  finally  assumes  an  intense 
purple.  P.  P.  B. 

Carbonyldiphenyl  Oxide  and  Hydroxyphenylene  Ketone.  By 

R.  Richter  ( J .  pr.  Chem.  [2],  28,  273 — 309). — In  this  paper  a  more 
detailed  account  (Abstr.,  1882,  618)  is  given  of  the  ketones  obtained 
originally  by  Kolbe  and  Lautemann  '(Annalen,  115,  197)  by  the  action 
of  phosphorus  oxychloride  on  the  basic  and  neutral  sodium  salts  of 
salicylic  acid. 

Oarbonyldiphenyl  oxide ,  CC^CsH^O,  is  best  prepared  by  the 
action  of  phenyl  phosphate  on  sodium  salicylate  : 

Ph3P04  +-  3CGH4(OH}COO]Na  =  3C0(C6H4)20  +  hTa3P04  +  3H20. 

It  is  obtained  from  alcoholic  solution  in  white  crystals,  which  melt 
at  173 — 174°,  and  sublime  readily.  It  is  soluble  in  hot  alcohol, 
benzene,  and  chloroform,  less  soluble  in  cold  alcohol  and  ether,  and 
quite  insoluble  in  water.  This  ketone  is  also  formed  by  distilling 
phenyl  phosphate  with  sodium  rneta-  or  para- hydroxy  benzoate  (with 
phosphorus  oxychloride  the  reaction  is  quite  different)  ;  by  acting  on 
potassium  methyl  salicylate  with  phenyl  phosphate ;  by  distillation  of 
neutral  or  basic  sodium  salicylate  with  phosphorus  pentoxide ;  by  dry 
distillation  of  sodium  chloro- salicylate  ;  by  the  action  of  chlorosalicylic 
chloride  on  basic  sodium  salicylate,  CeHiCl.COCl-h  C6H4(ONa).COONa 
.=  ISTaCl  -1-  C02  -f  C0(C6H4)20;  and  lastly  by  the  action  of  phos¬ 
phorus  oxychloride  on  sodium  ortho-phenylbenzoate.  The  ketone 
character  of  the  compound  was  demonstrated  by  the  action  of 
hydriodic  acid  and  of  zinc-dust.;  and  also  by  fusion  with  potash,  when 
it  is  decomposed  into  salicylic  acid  and  phenol. 

Methylenediphenyl  oxide ,  0,  is  prepared  by  the  action 

of  hydriodic  acid  on  the  ketone,  and  forms  white  crystals,  soluble  in 
alcohol  and  ether,  sublimable,  and  melting  at  98*5°.  It  is  easily 
oxidised  again  to  .the  ketone  by  dilute  nitric  acid.  By  the  action  of 
phosphorus  pentachloride.  a  bibasic  acid  of  the  formula  (Cl3H90)P03 
is  formed,  crystallising  in  needles,  and  melting  at  255 — 260°.  The 
ammonium  and  silver  salts  were  prepared:;  the  latter  is  insoluble  in 
water.  Dilute  nitric  acid  decomposes  it  into  phosphoric  acid  and  the 
original  ketone.  Bromine  gives  a  substitution- product  with  methylene- 
diphenyl  oxide,  and  fuming  nitric  acid  a  dinitro-derivative  of  the 
ketone. 

Carbonyldihydroxy diphenyl,  CO(C6H4.OH)2,  is  formed  as  an  inter- 
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mediate  compound  on  fusing  carbonyldipbenyl  oxide  with  potash. 
With  strong  bases,  it  forms  salts  in  which  one  atom  of  hydrogen 
is  replaced  by  the  metal,  but  with  alcohol  and  acid  radicals,  at  high 
temperatures,  it  forms  compounds  in  which  two  hydrogen  atoms 
are  replaced.  The  author  has  prepared  the  barium  and  ammo¬ 
nium  salts,  and  also  a  mono-  and  a  dhmethyl  ether,  an  acetyl-com¬ 
pound,  013H303Ac>,  and  a  benzoyl  compound.  In  his  opinion  this 
substance  is  not  am  acid  containing  the  group  COOH,  as  Merz  and 
Werth  have  supposed  ( Per .,  14,  192),  since  no  ether  could  be 
obtained  by  long  action  of  hydrochloric  acid  on  the  substance  dissolved 
in  absolute  alcohol,  and  from  the  nature  of  the  above-mentioned  salts 


and  ether,  the  two  hydroxyls  are  not  of  the  same  kind,  but  are  similar 
in  character  to  those  in  the  glycols.  Dilute  nitric  acid  converts 
this  substance  into  the  original  ketone.  On  heating  it  with  fuming 
hydriodic  acid  and  amorphous  phosphorus,  methylenediphenyl  oxide 
is  first  formed  by  reduction,  and  finally  the  phosphoric  acid  compound, 
Oi3H9O.PO(OH)2.  It  differs  from  the  ketone  in  being  completely  de¬ 
composed  by  fuming  hydrochloric  acid  at  200°  into  phenol  and 
carbonic  anhydride.  By  reduction  with  sodium-amalgamr  a  crystalline 
substance,  C26Hi803,  is  formed.  Since  acetic  anhydride  decomposes 
it  into  the  ketone  and  methylenediphenyl  oxide;  its  formula  may  be 

,  ,  (C12H80)"CO 

represented  as 

By  oxidation  with  chromic  acid  in  glacial  acetic  acid  or  by  perman¬ 
ganate  of  potash,  the  ketone  is  slowly  but  completely  decomposed.  It 
forms  a  dibromo-substitution  product  with  bromine,  and  with  nitric 
acid,  a-carbonyldinitrodiphenyl  oxide,  melting  at  145 — 150°,  and 
/3-carbonyldinitrodiphenyl  oxide,  melting  at  260'\ 


C  H  /OR) 

Hydroxydiphenylene  ketone,  CO<^  6  q  jp  __f>- — This  ketone  is 


formed  by  the  action  of  phosphorus  oxychloride  on  neutral  sodium 
salicylate,  and  differs  in  being  easily  soluble  in  alcohol,  ether,  and 
alkaline  carbonates.  It  forms  colourless  needles  melting  at  91°.  It  can 
also  be  obtained  by  the  action  of  phosphorus  oxychloride  on  methyl 
or  ethyl  salicylate.  By  treating  a  mixture  of  basic  sodium  salicylate 
and  ethyl  salicylate  with  phosphorus  oxychloride,  a  mixture  of  the 
two  ketones  is  obtained.  Distilled  over  red-hot  calcium  oxide,  it  is 


decomposed  into  diphenylene  oxide  and  diphenyl  ketone.  Over  red- 
hot  zinc-dust,  it  yields  a  substance  smelling  of  diphenyl,  soluble  in 
caustic  soda  and  reprecipitated  by  acids,  and  crystallising  in  beautiful 
colourless  plates.  The  melting  point  of  this  substance  is  51°  ; 
diphenyl,  melting  at  71°,  was  also  obtained.  This  ketone  is  nob 
reduced  by  zinc  or  sulphuric  acid,  or  by  fuming  hydriodic  acid  and 
phosphorus.  Chromic  acid  completely  oxidises  it.  The  author  has 
prepared  a  mono-  and  a  di-nitro- derivative,  also  a  disulpho-  and  a 


monobromo-substitution  compound. 

Action  of  Phosphorus  Oxychloride  on  Neutral  Potassium  Salicylate 
omd  Sodium  Meta -  and  Para-hydroxybenzoates. — The  action  on  potas¬ 
sium  salicylate  is  the  same  as  on  the  sodium  salt.  Sodium  meta- 
hydroxybenzoate  gives  a  yellow  crystalline  acid,  melting  and  decom¬ 
posing  at  285°.  The  para-salt  gives  a  chlorinated  sublimable  or 
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crystalline  compound,  melting  and  distilling  at  105°.  These  reactions 
will  form  the  subject  of  future  research. 

Amongst  the  products  of  the  action  of  phenyl  phosphate  on  sodium 
salicylate  were  found  phenylbenzoic  acid  melting  at  110 — 111°, 
diphenyloxide  melting  at  27 — 28°,  and  a  substance,  which  the  author 
supposes  may  be  phenylene  oxide  (C6H40).  A.  B. 

Unsymmetrical  Tetraphenylethane.  By  R.  Anschutz  ( Ber 
16,  2377 — 2379). — By  the  action  of  aluminium  chloride  on  a  solution 
of  stilbene  bromide  in  benzene,  a  tetraphenyle thane  is  formed, 
which  as  found  to  be  identical  with  that  obtained  from  unsymmetrical 
tetrabro methane,  benzene,  and  aluminium  chloride  (Ber.,  16,  1435), 
and  also  with  that  obtained  by  the  reduction  of  /3-benzopinacoline. 
The  formation  of  this  compound  by  these  three  reactions  is  repre¬ 
sented  by  the  following  equations : — 

CH2Br.CBr3  +  4C6H6  =  CH2Ph  +  CPh3  +  4HBr. 
CPh3.COPh  +  2H2  =  CPh3.CH2Ph  +  H20. 

CHPhBr.CHPhBr  +  2C6H6  =  CPh3.CH2Ph  +  2HBr. 

The  formation  of  an  unsymmetrical  tetraphenylethane  from 
symmetrical  stilbene  bromide  is  apparently  due  to  an  intermolecular 
change  taking  place  in  the  stilbene  bromide,  and  brought  about  by 
the  action  of  the  aluminium  chloride  on  this  substance. 

P.  P.  B. 

Bromine-derivatives  of  /3-Naphtholazobenzene.  By  L.  Mar- 

Gary  ( Gazzetta ,  13,  438 — 440). — The  author  prepared  /J-naphtholazo- 
benzene  by  the  action  of  diazobenzene  chloride  on  an  alkaline  solution 
of  /3-naphthol,  whereby  a  brown  crystalline  mass  was  formed,  having 
a  green  metallic  reflex,  and  after  a  few  hours  the  whole  of  the  colour¬ 
ing  matter  separated  at  the  surface  of  the  liquid.  /3-Naphtholazoben- 
zene  forms  red-brown  needle-shaped  crystals,  soluble  in  acetic  acid, 
light  petroleum,  alcohol,  and  benzene,  and  melting  at  125 — 126°, 
differing  thereby  from  Typke’s  a-maphtholazobenzene  (Ber.,  1877, 
p.  1550),  one  modification  of  which  melts  at  166°,  and  the  other  at 
175°. 

With  the  view  of  determining  whether  the  action  of  bromine  on 
/i-naphtbolazobenzene  gives  rise  to  a  monobrominated  derivative,  and 
whether  the  substitution  takes  place  in  the  benzene-  or  in  the  naphthol- 
group,  the  author  treated  that  compound  dissolved  in  acetic  acid  with 
bromine  in  the  proportion  required  to  form  a  monobromo-derivative, 
whereupon  a  brown  crystalline  mass  separated,  which  after  two  crys¬ 
tallisations  from  alcohol  yielded  orange-red  silky  needles  melting  at 
160 — 161°,  and  having  the  composition  C6H4BrN  I  NCioH6.OH  or 
C6H6N  1  NCioH5BnOH.  In  this  respect  /3-naphtholazobenzene  differs 
from  the  a  compound,  which,  according  to  Typke,  does  not  yield  a 
monobromo-derivative  when  similarly  treated. 

This  being  established,  the  position  of  the  bromine  in  the  molecule 
maybe  determined  by  subjecting  the  monobromo-compound  to  Nietzki’s 
reaction  for  the  preparation  of  the  amidonaphthols  :  for  if  the  bro¬ 
mine  replaces  an  atom  of  hydrogen  in  the  naphthol-group,  the  product 
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will  be  a  bromamidonaphthol,  whereas  if  the  substitution  takes  place 
in  the  benzene-group,  the  result  will  be  the  formation  of  bromaniiines. 
Experiment  showed  that  the  reaction  took  place  in  the  manner  last 
mentioned,  the  products  being  parabromaniline  and  amidonaphthol, 
the  presence  of  which  latter  was  demonstrated  by  converting  it, 
according  to  Liebermann  and  Jacobsen’s  method,  into  naphthaqui- 
none.  As  a  confirmation  of  this  result,  the  author  diazotised  para¬ 
bromaniline,  and  treated  /3-naphthol  with  the  product,  obtaining 
thereby  a  body  agreeing  in  crystalline  form  and  melting  point  with 
the  above-described  product  formed  by  direct  bromination. 

H.  W 

Products  of  the  Decomposition  of  Santonous  Acid.  By  S. 

Cannizzaro  ( Gazzetta ,  13,  38*5 — 395). — This  acid  heated  in  a  stream 
of  carbonic  anhydride  at  330 — 320°,  gives  off  a  few  gas-bubbles,  and 
yields  a  liquid  distillate  together  with  a  crystalline  substance  satu¬ 
rated  with  oil,  which  condenses  in  the  neck  of  the  retort.  At  360°  a 
fresh  portion  of  liquid  acid  is  obtained,  together  with  a  crystalline 
matter  and  a  considerable  quantity  of  viscid  yellowish  oil ;  and  on  con¬ 
tinuing  the  heating  at  a  temperature  above  360°  till  nothing  is  left 
but  a  small  carbonaceous  residue,  an  oil  distils  over  similar  to  that 
above  mentioned,  and  bubbles  of  combustible  gas  are  given  off. 

The  portion  which  distils  up  to  360°  contains  water,  santonous  acid, 
propionic  acid,  dimethylnaphthol  dihydride,  C12H14O,  dimethylnaph¬ 
thol,  C12H12O,  and  an  oil  resolvable  by  potash  into  propionic  acid  and 
dimethylnaphthol  dihydride,  consisting  therefore  of  the  propionic 
ether  of  the  latter.  The  portions  which  distil  above  360°  consist 
chiefly  of  this  ether,  together  with  a  small  quantity  of  dimethylnaph- 
thalene,  Ci2Hi2.  The  residue  left  in  the  retort  when  the  heat  has  not 
been  raised  above  300°,  and  has  been  discontinued  after  water,  san¬ 
tonous  acid,  and  traces  of  other  products  have  passed  over,  is  an 
anhydride  of  santonous  acid,  which  solidifies  to  a  transparent  brittle 
resin  not  perceptibly  soluble  in  alcohol  or  ether  :  it  dissolves,  however, 
when  heated  for  some  time  with  alcoholic  potash,  and  on  evaporating 
the  alcohol  and  replacing  it  by  water,  an  alkaline  solution  is  obtained, 
from  which  carbonic  acid  does  not  separate  any  phenol,  and  hydro¬ 
chloric  acid  throws  down  santonous  acid.  This  acid  is  also  found  in 
the  residue  left  after  heating  to  360°.  If  the  temperature  has  been 
raised  from  that  point  to  400°,  the  residue  consists  of  a  mixture  of 
C12H12O  and  Ci2H140  ;  but  if  it  has  been  raised  above  400°,  the 
residue  is  small  in  quantity,  and  does  not  contain  any  determinable 
product. 

The  formation  of  these  products  appears  to  take  place  as  follows  : 
1.  Part  of  the  santonous  acid  Ci6H2o03,  is  resolved  into  water  and  the 
anhydride  Ci5H1802.  2.  A  small  portion  of  the  santonous  acid  is 

carried  over  unaltered  by  the  aqueous  vapour,  and  another  portion  is 
split  up  into  propionic  acid  and  dimethylnaphthol  dihydride,  C15H20O3  = 
03H602  +  Cj2H140.  3.  When  all  the  water  that  can  form  has  been 

given  off,  the  anhydride,  015Hi802,  is  transformed  by  the  action  of 
heat  into  the  propionic  ether  of  dimethylnaphthol  dihydride, 

c12h13o.c3h5o. 
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4.  The  dimethylnaphthol  which  is  formed  in  variable  quantity,  and 
the  small  quantity  of  dimethylnaphthalene  obtained  towards  the  end 
of  the  process,  are  secondary  products  of  the  decomposition  of  the 
methylnaphthol  dihydride. 

Dimethylnaphthol  dihydride,  CI2H140  =  H2,CioH5Me2.OH,  is  pre¬ 
pared  by  decomposing  its  propionic  ether  with  alcoholic  potash, 
evaporating  the  alcohol,  saturating  with  carbonic  anhydride,  and  dis¬ 
tilling  in  a  current  of  steam.  When  purified  by  solution  in  alcohol 
and  precipitation  with  water,  it  crystallises  on  cooling  in  very  slender 
silky  needles,  which  after  two  or  three  recrystallisations  melt  con¬ 
stantly  at  113°.  It  is  very  soluble  in  ether,  alcohol,  benzene,  and 
petroleum,  especially  when  hot,  nearly  insoluble  in  cold  water.  It  is 
volatile,  and  distils  unaltered  with  vapour  of  water.  When  treated 
with  phosphorus  pentasulphide,  it  gives  up  1  mol.  H20,  and  is  con¬ 
verted  into  dimethylnaphthalene,  Ci2H12,  identical  with  that  which  is 
obtained  from  dimethylnaphthol,  and  therefore  analogous  in  constitu¬ 
tion  to  Glaser’s  dibromonaphthalene  melting  at  81u.  When  heated 
with  sulphur  in  a  test-tube,  it  is  partly  decomposed,  with  evolution  of 
hydrogen  sulphide  and  formation  of  dimethylnaphthol,  CioH5Me2.OH, 
melting  at  134°. 

The  results  above  described,  and  those  previously  observed  by 
Cannizzaro  and  Carnelutti  (Abstr.,  1883,  77),  may  be  explained  by 
regarding  santonous  acid  as  a  tetra- substituted  derivative  of  naph¬ 
thalene  tetrahydride,  H4Ci0H8,  represented  by  the  formula 

H4,C10H4Me2(OH).CH2.CH2.COOH, 

which  is  that  of  a  tetrahydride  of  dimethylhydroxynaphthylpropionic 
acid.  On  heating  it,  two  out  of  the  four  additive  hydrogen-atoms  are 
detached,  and  employed  in  separating  the  propionic  acid  residue,  the 
products  thereby  formed  being  dimethylnaphthol  dihydride  and  pro¬ 
pionic  acid,  thus — 

H„C10H4Me2(OH).CH2.CH2.COOH  =  H2,C10H4Me2(OH)H  + 

CH3.CH0.COOH. 


The  resinous  substance  formed  by  elimination  of  a  molecule  of 
water  from  santonous  acid  may  be  regarded  as  an  inner  anhydride, 
in  which  the  propionic  residue,  having  lost  its  acid  hydroxyl,  has 
attached  itself  to  the  phenolic  oxygen,  as  in  the  phenolic  ethers,  a 
change  which  may  be  represented  by  the  following  equation : — 

H4,C10H4Me2(OH).CH2.CHo.COOH  =  H20  + 

-O.CO-. 
CH2.CHo^ 


H4,C10H4Me2< 


When  this  anhydride  is-  heated,  two  out  of  the  four  additive 
hydrogen-atoms  may  be  supposed  to  separate  the  propionic  residue 
from  the  naphtholic  nucleus,  leaving  it  attached  by  the  oxygen  as  an 
acid  radicle,  and  thereby  forming  the  propionic  ether  of  dimethyl¬ 
naphthol  dihydride,  CH3.CH2.COO.Ci0H4Me2,H2.  H.  W. 


Derivatives  of  Phenanthraquinone.  By  J.  Strasburger  ( Ber 
16,  2346 — 2348). — Mononitrophenanthraquinone,  obtained  by  nitra- 
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ting  phenanthraquinone  (Anschutz  and  Schultz,  Ber .,  9,  1404),  yields 
on  nitration  a  dinitrophenanthraquinone,  which  is  converted  by 
oxidising  agents  into  the  a-dinitrophenic  acid  melting  at  253°,  and  in 
which  Schultz  has  shown  that  both  nitro-groups  occupy  the  para-posi¬ 
tion  ( Annalen ,  196,  29).  Hence  mononitrophenanthraquinone  must 

CO 

have  the  constitutional  formula  C6H4<^qq^>C6H3.N02  [4], 
Paramononitrodiphenic  acid, 

C 0 OH . C6H4. C6H3(N02) . C 0 OH  [2  :  1  :  4  :  2], 


is  obtained  by  oxidising  the  above  mononitrophenanthraquinone.  It 
forms  yellow  prismatic  needles  melting  at  217°.  On  reduction  with 
tin  and  hydrochloric  acid,  it  yields  an  amido-derivative  ;  the  hydro¬ 
chloride  of  this,  when  distilled  with  lime,  yields  para-amidojluorene , 


C6H4 


nh.,.cgh/' 

melting  at  123°. 


^CH2,  which  crystallises  from  alcohol  in  pale-brown  needles 


P.  P.  B. 


Hydrocyanides  of  the  Diketones,  and  their  Saponification. 

(Preliminary  Notice.)  By  F.  R.  Japp  and  N.  H.  J.  Miller  {Ber.,  16, 
2416 — 2418). — When  benzil  hydrocyanide,  prepared  according  to 
Zinin’s  method,  is  treated  with  hydrochloric  acid  gas,  it  yields  a 
substance  crystallising  from  benzene  in  pale  yellow  needles  melting 
at  196°,  and  having  the  formula  C16H12N20,  also  an  acid  containing* 
nitrogen,  which  crystallises  from  water  in  prisms  melting  at  185°. 

Phenanthraquinone  Hydrocyanide ,  Ci4H802(HCN)2. — Phenanthraqui¬ 
none  is  treated  with  aqueous  hydrocyanic  acid  (30  per  cent.  HCN), 
and  the  solution  filtered  from  unaltered  phenanthraquinone.  The 
new  compound  separates  in  blender  needles  which  easily  decompose 
when  moist.  It  is  freed  from  phenanthraquinone  by  washing  with 
chloroform,  and  then  dried  over  concentrated  sulphuric  acid.  When 
saponified  with  hydrochloric  acid,  it  yields  a  compound  crystallising 
from  benzene  in  colourless  silky  needles,  which  melt  at  241°,  and  have 
the  composition  Ci6HnNCL  At  the  same  time  an  acid  of  the  formula 
Ci6H13NOo  is  formed;  this  melts  at  183°,  and  its  constitution  is  pro¬ 
bably — 

C6H4.C.COOH 

I  I! 

C6H4.C'.CH2.NH2 

The  compound  Ci6HuNO  is  probably  the  laetame  or  lactime  of  this 
acid.  P.  P.  B. 


Anthracene-carboxylic  Acid  from  Methylanthraquinone. 

By  E.  Bornstein  {Ber.,  16,  2609 — 2613). — One  part  of  the  crude 
methylanthraquinone  (Abstr.,  1883,  70)  crystallised  from  alcohol  is 
mixed  with  concentrated  sulphuric  acid  (6  parts),  water  (1  part) 
added,  and  then  powdered  potassium  dicbromate  (2^  parts)  in  small 
quantities  at  a  time.  The  mass  must  be  continually  stirred  during 
the  reaction,  which  is  very  violent,  and  after  all  the  chromate  has 
been  introduced  the  product  is  heated  for  some  time  at  about  110 — 
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120°,  water  being  added  if  necessary.  When  cold,  the  product  is 
washed,  boiled  with  dilute  ammonia  until  the  ammoniacal  odour  dis¬ 
appears  and  the  filtrate  acidulated,  when  the  anthraquinonecarboxylic 
acid  is  precipitated.  The  residue  insoluble  in  ammonia  is  a  mixture 
of  anthraquinone  and  methylanthraquinone.  The  anthraquinone- 
carboxylic  acid  is  warmed  with  an  excess  of  dilute  ammonia  and 
twice  its  weight  of  zinc-dust  gradually  added ;  the  filtrate  is  dark 
yellow  by  transmitted  light,  and  exhibits  a  strong  blue  fluorescence. 
On  the  addition  of  a  mineral  acid,  anthracenecarboxylic  acid  is 
thrown  down  as  a  voluminous  yellow  precipitate  ;  it  is  sparingly 
soluble  in  cold,  more  readily  in  hot  alcohol,  the  solution  showing  an 
intense  blue  fluorescence.  It  crystallises  from  alcohol  in  small  yellow 
scales,  soluble  in  glacial  acetic  acid,  sparingly  in  chloroform,  and 
almost  insoluble  in  benzene  and  carbon  bisulphide  ;  it  melts  at  about 
280°,  and  sublimes,  forming  small  scales  and  needles.  The  alkali  salts 
are  readily  soluble  in  water,  the  barium  salt  almost  insoluble.  The 
ethyl  derivative  crystallises  in  white  scales  melting  at  134 — 135°, 
showing  that  the  acid  is  identical  with  the  anthracenecarboxylic  acid 
obtained  by  Liebermann  and  Bischof  (Abstr.,  1880,  399),  in  which 
the  carboxyl-group  has  the  same  position  as  the  hydroxyl-group  in 
Jiydroxyanthraquinone.  The  chloride ,  C15H90C1,  forms  a  yellow  solu¬ 
tion  with  benzene,  showing  an  intense  green  fluorescence,  and  yielding 
the  chloride  in  nodules  on  evaporation;  it  also  dissolves  readily  in 
chloroform,  carbon  bisulphide,  ether  and  alcohol,  and  is  readily  de¬ 
composed  by  boiling  with  water.  The  amide ,  CuHnN’O,  crystallises 
from  glacial  acetic  acid  in  lustrous  pale  yellow  scales,  insoluble  in 
water,  benzene,  carbon  bisulphide,  and  chloroform  ;  it  is  sparingly 
soluble  in  alcohol,  from  which  it  crystallises  in  slender  yellow  needles, 
melting  at  293 — 295°.  Its  solutions  show  a  blue  fluorescence.  By 
the  action  of  sodium-amalgam  or  of  hydriodic  acid  and  amorphous 
phosphorus  on  the  acid,  hydro -derivatives  are  obtained.  When  an 
alcoholic  solution  of  the  acid  is  warmed  with  sodium- amalgam,  and 
acetic  acid  added  from  time  to  time  to  diminish  the  alkalinity,  the 
solution  becomes  gradually  decolorised.  The  dihydro-  and  tetrahydro- 
anthracenecarboxylic  acids  obtained  are  separated  by  crystallisation 
from  alcohol,  the  former,  C15H12O2,  separating  first  in  star-like  groups 
of  colourless  scales  readily  soluble  in  the  ordinary  solvents  ;  it  shows 
a  faint  blue  fluorescence  both  in  solution  and  when  dry  ;  its  alkali 
salts  are  readily  soluble,  those  of  the  alkaline  earths  and  heavy  metals 
sparingly  soluble ;  it  melts  at  203°.  Tetrahydro anthracenecarboxylic 
acid ,  Ci5Hu02,  is  more  readily  soluble  in  alcohol  than  the  last-men¬ 
tioned  acid,  and  crystallises  in  colourless  lustrous  rhombic  plates 
melting  at  164 — 165°,  and  showing  no  fluorescence.  By  the  action  of 
hydriodic  acid  (sp.  gr.  1*7)  and  amorphous  phosphorus  at  220 — 230°, 
a  mixed  product  is  formed,  and  on  fractionally  crystallising  it  from 
alcohol,  hexhydroanthracenecarboxylic  acid ,  Ci5H1602,  is  obtained  melt¬ 
ing  at  232u ;  it  crystallises  from  benzene,  chloroform,  and  carbon 
bisulphide  in  slender  colourless  needles,  and  from  alcohol  in  nodules  ; 
in  solution,  it  shows  a  faint  blue  fluorescence.  The  more  soluble 
fractions  melt  between  150°  and  200°,  and  appear  to  contain  the  tetra- 
liydro-acid.  A.  K.  M. 
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Phellandrium  Aquatlcum.  By  L.  Pesci  ( Gazzetta ,  13,  496). — 
This  plant  yields  an  essential  oil,  about  80  per  cent,  of  which  consists 
of  a  terpene  ( Phellanthrene )  boiling  at  103 — 104°  under  a  pressure  of 
80  mm.,  and  at  171 — 172°  under  766  mm.  Sp.  gr.  0*8558  at  10°. 
Refractive  index  for  D  =  1*481.  Rotatory  power  [a]D  =  —  16*74. 
The  author  has  not  succeeded  in  obtaining  pure  hydrochlorides. 
Phellanthrene  heated  at  140 — 150°  in  sealed  tubes  is  converted  into  a 
transparent  neutral  solid  substance,  soluble  in  ether,  insoluble  in 
alcohol,  melting'  at  86°,  isomeric  with  the  liquid,  but  differing  from  it 
in  having  a  strong  dextrorotatory  power.  H.  W. 

Carvol.  By  A.  Beyer  (Arch.  Pharm.  [3],  21,  283 — 288). — Glad¬ 
stone  has  shown  that  the  carvol  obtained  from  dill-oil  agrees  in  its  prin¬ 
cipal  physical  properties  with  the  carvol  from  caraway  oil.  Fliickiger 
found  that  the  carvol  obtained  from  German  mint-oil,  Mentha  crispa , 
differed  from  the  carvol  from  the  other  two  sources  in  being  strongly 
laevorotatory.  The  author  has  re-examined  the  carvol  obtained  from 
these  three  oils.  To  obtain  it,  the  crude  oils  were  distilled,  the 
portion  of  the  caraway  oil  distilling  at  223°,  those  of  the  German 
mint-oil  at  215 — 230°,  and  200 — 215°  being  employed.  The  crude 
dill-oil  was  used  without  distillation.  The  hydrogen  sulphide  com¬ 
pounds,  (C16Hl40)2,SH2,  were  first  obtained  in  the  crystalline  state 
and  recrystallised  from  a  mixture  of  three  parts  of  chloroform  and  one 
of  alcohol.  The  yield  from  caraway  oil  was  8  per  cent.,  that  from 
dill-oil  40  per  cent.,  whilst  the  first  fraction  of  the  mint-oil  yielded  50 
per  cent.,  the  second  fraction  30  per  cent.  All  the  hydrogen  sulphide 
compounds  melted  at  187°.  The  specific  rotatory  power  [a]D  at  20°  of 
the  compound  from  caraway  oil  was  +  5*53,  from  dill-oil  +  5*44,  from 
mint-oil  —  5*55.  No  crystallographic  difference  in  the  compounds 
could  be  detected.  By  the  action  of  hydrogen  sulphide  on  an  alcoholic 
solution,  all  the  three  compounds  were  converted  into  the  amorphous 
thiocarvol  (CioH^S);*, SH2.  The  carvol  obtained  from  all  the  hydrogen 
sulphide  compounds  agreed  in  boiling  point  and  density;  and  the 
specific  rotatory  power  of  carvol  from  caraway-oil  and  dill*  oil  was 
nearly  the  same,  being  dextrorotatory ;  the  carvol  from  mint-oil, 
however,  was  laevorotatory  ([a]D  =  —  62*46  at  2°). 

The  carvol  from  mint-oil  was  distilled  from  metaphosphoric  acid, 
the  resulting  carvacrol  dissolved  in  potash  solution,  filtered,  decom¬ 
posed  with  sulphuric  acid,  and  the  carvacrol,  CI0HuO,  was  dried  over 
calcium  chloride.  It  solidified  at  —  20°  to  a  crystalline  mass.  The 
boiling  point  was  230—231°  ;  sp.  gr.  at  4°  0*975,  specific  rotatory 
power  0.  The  crystalline  barium  salt  of  carvacrolsulphonic  acid  was 
also  prepared.  It  was  thus  shown  that  the  carvacrol  from  lsevo- 
rotatory  carvol  is  identical  with  the  carvacrol  from  dextrorotatory 
carvol.  A  small  quantity  of  a  hydrocarbon  boiling  at  168 — 171°  was 
obtained  from  the  mint-oil.  It  was  laevorotatory,  and  appeared  to  be 
a  terpene.  W.  R.  D. 

Cinchocerotin.  By  A.  Helms  (Arch.  Pharm .  [3],  21,  279—283). 
This  substance  was  exhibited  by  its  producer,  Kerner,  at  the  exhibi¬ 
tions  at  Paris  in  1858  and  at  London  in  1862.  It  had  been  deposited 
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in  copper  tubes  through  which  hot  alcohol  was  passed  after  having 
exhausted  a  mixture  of  calcium  hydroxide  and  South  American 
calisaya  bark.  The  brown  mass  yielded  two  different  substances 
when  treated  with  alcohol,  the  first  and  larger  constituent  was  a 
white  crystalline  body,  for  which  the  author  proposes  to  retain  the 
name  cinchocerotin ,  the  second  a  light  yellow  substance  of  which  only 
a  small  quantity  was  obtained.  The  first  constituent  is  represented 
by  the  formula  C27H4802,  and  melts  at  130°,  It  is  dissolved  by  the 
ordinary  solvents,  and  when  oxidised  with  chromic  mixture,  yields 
butyric  and  acetic  acids,  together  with  an  acid  which  was  obtained  in 
crystals  melting  at  7’2°.  This  the  author  proposes  to  call  cinchocero- 
tic  acid ,  C10H2o02-  Cinchocerotin  is  not  attacked  by  alkalis,  and  is 
probably  allied  to  betulin  and  cerin  in  constitution.  The  second  con¬ 
stituent  of  the  crude  mass  is  decomposed  at  230°  without  melting, 
and  when  heated  with  glacial  acetic  acid  forms  a  crystalline  acid 
melting  at  54°,  which  is  easily  soluble  in  alcohol,  etherT  and  light 
petroleum.  It  forms  sparingly  soluble  metallic  salts.  A  further 
examination  of  this  constituent  was  not  possible  owing  to  the  small 
yield.  W.  R.  D. 

Piscidin,  the  Active  Principle  of  Jamaica  Dogwood.  By  E. 

Hart  (Amer.  Ghem.  5,  39 — 40). — Fluid  extract  of  Jamaica  dog¬ 

wood  was  mixed  with  lime,  left  at  rest  for  half  an  hour  in  a 
warm  place,  filtered,  and  water  added  to  the  filtrate  from  which,  after 
2 — 3  days,  crystals  of  piscidin  separate.  After  purification,  it  is  ob¬ 
tained  in  nearly  colourless  microscopic  crystals  of  the  formula  0290^0^, 
and  melting  at  192°  (uncorr.).  It  is^  insoluble  in  water,  slightly 
soluble  in  ether  or  cold  alcoholr  much  more  soluble  in  boiling  alcohol, 
readily  in  benzene  and  chloroform.  It  dissolves  in  strong  hydro¬ 
chloric  acid,  and  is  reprecipitated  by  water  apparently  unchanged. 
It  does  not  seem  to  be  a  glucoside,  and  gives  no  precipitate  with  lead 
acetate.  The  alcoholic  solution  is  neutral  in  reaction.  A.  J.  G. 

Action  of  Nitric  Acid  on  Teucrin.  By  A.  Oglialoro  ( Gazzetta , 
13,  498). — In  his  memoir  on  Teucrium  fructicans  (Abstr,  1879,  728), 
the  author  showed  that  teucrin,  the  glucoside  of  this  plant,  when 
treated  with  dilute  nitric  acid,  is  converted  into  a  monobasic  acid, 
C8H802,  melting  at  180°.  Further  experiments  on  this  acid  and  its 
derivatives  have  shown  that  it  is  identical  with  anisic  acid. 

H.  W. 

Saponin  from  “  Saponaria  officinalis.”  By  C.  Schiaparelli 
(Gazzetta,  13,  422 — 430). — The  analyses  hitherto  made  of  saponin 
obtained  from  different  plants  are  not  very  concordant,  the  results 
varying  indeed  from  47*52  per  cent.  C  and  7*16  H  (Overbeck)  to 
52*63  C  and  7*48  H  (Rochleder  and  Schwarz).  Moreover  the  experi¬ 
ments  of  the  last-named  chemist  lead  to  the  conclusion  that  the 
carbohydrate  obtained  in  the  first  instance  from  saponin  by  decom¬ 
position  with  acids,  is  not  grape-sugar,  but  a  body  convertible  into 
that  sugar  by  the  further  action  of  acids, — and  consequently  that 
saponin  is  not  a  glucoside  but  an  amyloid.  To  throw  further  light  on 
this  matter,  the  author  has  endeavoured  to  determine  whether  the 
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products  extracted  from  different  plants  and  included  under  the 
name  of  saponin,  are  really  identical,  and  in  the  present  paper  he 
describes  the  results  obtained  with  saponin  from  Saponaria  officinalis. 

The  root  of  this  plant,  dried  and  coarsely  pounded,  was  boiled 
for  three  days  in  a  reflux  apparatus  with  alcohol  of  90° ;  after  which 
the  boiling  alcoholic  decoction  was  separated  and  left  for  some  days 
in  a  cool  place,  whereupon  the  sides  of  the  vessel  became  coated 
with  a  copious  yellow  flocculent  deposit  which,  when  freed  from 
colouring  matter  by  treatment  with  a  warm  mixture  of  alcohol  and 
ether,  consisted  of  saponin,  still  however  very  impure.  Treatment 
with  alcohol  and  animal  charcoal  still  left  it  contaminated  with  about 
8  per  cent,  of  mineral  matter.  It  was  therefore  dissolved  in  the 
smallest  possible  quantity  of  water;  the  cold  solution  was  precipitated 
with  saturated  baryta- water ;  the  resulting  barium  saponate,  after 
washing  with  baryta- wa/ter,  was  suspended  in  water  and  decomposed 
by  a  current  of  carbonic  anhydride,  then  heated  to  the  boiling  point, 
and  filtered ;  the  filtrate  evaporated  to  a  syrup  at  a  gentle  heat  was 
precipitated  with  alcohol ;  and  the  still  yellowish  saponin  was  further 
purified  with  alcohol  of  90  per  cent.  The  substance  thus  obtained 
still  contained  barium  salts,  to  remove  which  it  was  dissolved  in  water 
and  treated  with  dilute  sulphuric  acid,  added  drop  by  drop ;  and  the 
filtered  liquid,  after  concentration  at  a  gentle  heat,  was  precipitated 
with  alcohol  and  ether,  these  operations  being  repeated  a  second  and 
a  third  time,  and  the  product  finally  purified  with  boiling  alcohol  of 
90  per  cent,  in  quantity  not  sufficient  to  dissolve  it  completely.  The 
alcoholic  solution  evaporated  in  a  vacuum  left  perfectly  white  flocks 
of  pure  saponin,  which  were  washed  with  ether  and  dried  over  sul¬ 
phuric  acid. 

Saponin  thus  prepared  gave,  as  the  mean  result  of  five  analyses, 
52*65  per  cent,  carbon  and  7* 36  hydrogen,  agreeing  nearly  with  the 
formula  C32H540i8,  which  requires  52  86  C  and  7*44  H.  Saponin  from 
Gypsophila  was  found  by  Rochleder  to  contain  52*65  carbon  and  7*34 
hydrogen. 

Pure  saponin  is  a  very  white  amorphous  in-odorous  powder,  which 
excites  sneezing  when  inhaled  by  the  nostrils  ;  it  has  a  pungent  dis¬ 
agreeable  taste,  and  is  poisonous;  dissolves  very  freely  in  water,  but 
is  insoluble  in  ether,  benzene,  and  chloroform,  and  only  slightly  soluble 
in  alcohol.  Heated  on  platinum- foil,  it  decomposes,  emitting  an  odour 
of  burnt  sugar,  and  leaving  a  porous  residue  difficult  to  burn.  Saponin 
is  laevogyrate.,  like  most  giucosides  ;  specific  rotatory  power  [«]D  = 
—  7  30  :  it  is  the  least  optically  active  of  all  known  giucosides. 

Saponin,  as  already  observed,  is  remarkable  for  the  power  of  its 
aqueous  solution  to  dissolve  salts  which  are  insoluble  in  water.  When 
its  aqueous  solution,  mixed  with  lead  aeetate,  is  precipitated  by 
hydrogen  sulphide  and  filtered,  the  liquid  which  passes  through  is 
black  from  dissolved  lead  sulphide,  which  may  he  precipitated  from  it 
by  adding  a  small  quantity  of  alcohol.  A  boiling  aqueous  solution  of 
saponin  dissolves  barium  carbonate  (up  to  10  per  cent.),  which  maybe 
precipitated  by  sulphuric  acid ;  nevertheless  barium  sulphate  is  slightly 
soluble  in  aqueous  saponin.  This  property  of  dissolving  salts  throvrs 
great  difficulty,  as  already  observed,  in  the  way  of  purifying  saponin. 
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This  substance  likewise  dissolves  gases,  and  incloses  them  mechani¬ 
cally.  A  dilute  aqueous  solution  of  saponin  forms  on  agitation  a  very 
persistent  froth. 

An  aqueous  solution  of  saponin  mixed  with  hydroxide  of  potassium, 
barium,  or  strontium,  yields  precipitates  of  the  corresponding  com¬ 
pounds.  The  barium  compound  has  the  composition — 

Q32H53O  i8.Ba.  C32H52018.Ba. 

Products  of  Decomposition  of  Saponin. — An  aqueous  solution  of 
saponin  was  heated  on  a  water-bath  with  dilate  sulphuric  or  hydro¬ 
chloric  acid,  the  liquid  being  filtered  after  two  hours,  in  order  to 
remove  the  fiocculent  substance  which  separated,  and  thereby  prevent 
its  further  decomposition  by  the  acid  ;  the  filtered  solution  was  then 
again  boiled,  the  new  precipitate  separated,  and  these  operations 
were  repeated  a  third  time.  The  three  precipitates  thus  obtained 
agreed  very  closely  in  composition,  giving  as  the  mean  result  of  their 
analysis,  60*65  per  cent,  carbon  and  8*22  hydrogen,  numbers  agreeing 
nearly  with  the  formula  C40H66Oi8,  which  requires  61*06  carbon,  8*38 
hydrogen,  and  3*56  oxygen.  The  decomposition  of  saponin  by  dilute 
acids  may  therefore  be  represented  by  the  equation — 

2C32H54O18  +  3H2O  =  C40H66O15  d*  4C6Hl205 

The  compound  C^HeqOis  is  called  by  the  author  sap  one  tin,  to  dis¬ 
tinguish  it  from  the  sapogenin  of  Rochleder  and  others,  which  was  not 
of  constant  composition.  Saponetin  is  a  whitish  microcrystalline 
substance,  insoluble  in  water,  alcohol,  and  ether. 

The  glucose  formed  by  the  action  of  dilute  acids  on  saponin  is 
dextrogyrate,  its  specific  rotatory  power  being  [a]D  =  -f-  52*48.  It  is 
fermentable,  has  a  saccharine  taste,  and  has  not  yet  been  crystallised, 
its  solution,  after  concentration  to  a  syrup,  having  remained  for  six 
months  without  giving  any  sign  of  crystallisation.  Further  experi¬ 
ments  are  however  required  to  determine  whether  it  is  a  peculiar  sugar 
distinct  from  dextrose,  or  whether  the  difference  between  its  optical 
rotatory  power  and  that  of  the  latter  is  due  to  some  other  cause. 

H.  W. 

New  Synthesis  of  Quinoline-derivatives.  I.  By  L.  Knorr 
( Ber 16,  2593 — 2596). — By  the  action  of  ethyl  acetoacetate  on  aniline, 
Oppenheim  ( Ber .,  9,  1098)  obtained  diphenylcarbamide,  alcohol,  and 
acetone.  Different  results  are  obtained  on  modifying  the  conditions  of 
the  experiment.  At  the  ordinary  temperature  a  layer  of  water  sepa¬ 
rates  after  some  days,  whilst  a  heavy  oil  is  formed  which  appears  to 
be  the  condensation-product  PhN  I  CMe.CH2.COOEt.  Aniline  and 
ethyl  acetoacetate  react  more  readily  when  the  mixture  is  heated 
nearly  to  the  boiling  point.  When  the  mass  becomes  dark  yellow 
the  reaction  should  be  interrupted ;  the  product  is  then  treated  with 
concentrated  sulphuric  acid,  diluted  with  water,  and  alkali  added, 
when  hydroxymethylquinoline ,  Ci0H9ON  (m.  p.  222°),  is  precipitated. 
The  author  explains  its  formation  thus  : — 
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PhNH2  +  COMe.CH2.COOEt  -  H20  =  PhN  :  CMe.CHo.COOEt ; 
PhN  :  CMe.CH2.COOEt  +  H20  =  PhN  !  CMe.CHo.COOH  +  Et.OH ; 

N:CMe 

PhN :  cMe.CH2.c00H  -  h2o  =.  c6h4<  \ch. 

xC(OH)^ 

If  the  reaction  be  conducted  in  a  sealed  tube  at  120°,  a  substance  of 
tbe  formula  C10HnNO2  (m.  p.  81°)  can  be  isolated,  and  is  probably 
anilacetoacetic  acid,  PhN  !  CMe.CH2.COOH ;  it  yields  hydroxy¬ 
methyl  quinoline  when  treated  with  sulphuric  acid.  Hydroxymethyl  - 
quinoline  is  sparingly  soluble  in  water,  more  readily  in  hot  alcohol, 
insoluble  in  ether ;  it  has  both  basic  and  acid  properties,  but  is  pre¬ 
cipitated  by  carbonic  anhydride  from  alkaline  solutions  ;  it  forms  a 
crystalline  sodium  salt,  hydrochloride,  sulphate,  and  platinochloride. 
When  distilled  with  zinc-dust,  it  yields  a-methylquinoline,  and  may 
therefore  be  designated  7-hydroxy-a-methylquinoline. 

A.  K.  M. 

Condensation-products  of  Methylated  Quinolines  and  Pyri- 
dines.  By  E.  Jacobsen  and  C.  L.  Beimer  ( Ber .,  16,  2602 — 2608). — 
It  has  been  shown  by  the  authors  (Abstr.,  1883,  922)  that  a  yellow  dye, 
C18HuN02,  is  formed  by  the  action  of  phthalic  anhydride  on  quin- 
aldine,  or  on  crude  coal-tar  quinoline,  and  that  similar  dyes  are  also 
yielded  by  the  homologues  of  quinaldine  and  by  pyridine.  Further 
investigation  shows  that  the  substance  obtained  from  pyridine  is  due 
to  the  presence  of  picoline,  and  that  pure  pyridine,  like  pure  quino¬ 
line,  is  not  acted  on  by  phthalic  anhydride.  They  conclude  that 
Traub’s  quinophthalone  (Ber.,  16,  297)  is  also  most  probably  derived 
from  a  methylquinoline,  and  that  it  is  either  identical  or  isomeric 
with  quinoline-yellow,  Ci8HnN02.  Paramethylquinophthalone , 
Ci9Hi3N02,  is  obtained  by  heating  paramethylquinaldine  with  phthalic 
anhydride  and  zinc  chloride  at  200°,  boiling  the  melt  with  hydro¬ 
chloric  acid  and  crystallising  from  alcohol ;  it  forms  long  gold- 
coloured  needles  melting  at  203°,  and  resembling  quinoline-yellow. 
It  is  insoluble  in  water,  sparingly  soluble  in  alcohol,  readily  in  glacial 
acetic  and  concentrated  sulphuric  acids ;  it  dyes  silk  and  wool 
almost  exactly  like  quinoline-yellow.  The  paramethylquinaldine  can 
be  obtained  from  paratoluidine  and  aldehyde  by  Doebner  and  Miller’s 
method,  and  purified  by  fractional  distillation  and  by  means  of  the 
sparingly  soluble  chromate  (CtiH11N)2,H2Cr207.  It  melts  at  55°  and 
boils  at  259 — 261°.  When  coal-tar  pyridine  is  heated  with  phthalic 
anhydride  and  zinc  chloride  at  200°,  and  the  product  treated  with  hot 
dilute  hydrochloric  acid,  the  greater  portion  (containing  unaltered 
pyridine)  dissolves,  whilst  the  residue,  after  crystallisation  from 
glacial  acetic  acid  and  from  alcohol,  yields  bright  yellow  silky  scales 
of  pyrophthalone  melting  above  260°  with  partial  decomposition.  It 
is  almost  insoluble  in  water,  sparingly  soluble  in  alcohol,  readily  in 
glacial  acetic  acid.  Its  formula,  C14H9N02,  indicates  its  derivation 
from  picoline  present  in  the  pyridine,  thus :  C6H7N  -}-  CgF^Cb  = 
Ci4H9N02  +  H20,  and  experiment  proves  that  it  cannot  be  obtained 
from  perfectly  pure  pyridine,  whilst  coal-tar  picoline  gives  an 
abundant  yield.  A  second  substance,  apparently  of  the  same  com- 
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position  ns  pyrophfchalone,  is  also  formed  ;  it  is,  however,  more  readily 
soluble  in  alcohol,  and  crystallises  from  glacial  acetic  acid  in  slender 
orange-red  needles,  melting  below  200°  ;  it  seems  probable  therefore 
that  two  different  picolines  exist  in  coal-tar.  Both  of  these  phtha- 
lones  from  picoline  dye  silk  and  wool  yellow,  but  much  fainter  than 
quinoline-yellow. 

The  fact  that  only  methylated  pyridines  and  quinolines  react  with 
phthalic  acid  indicates  that  it  is  the  hydrogen  of  the  methyl-group 
which  becomes  substituted,  and  not  that  of  the  pyridine  nucleus  as 
was  previously  assumed.  In  this  oase  quinoline-yellow  will  have  the 
formula  C9H6N.CH  !  C202  *  C6H4.  This  view  is  supported  by  the 
behaviour  of  the  phthalones  on  oxidation  ;  for  if  the  substitution 
took  place  in  the  pyridine  nueleus,  pyridineearboxylic  acids  (or 
quinolinecarboxylic  acids)  would  be  expected  to  result  from  the  de¬ 
composition  of  the  phthalyl-group.  On  heating  quinoline-yellow  with 
nitric  acid  (sp.  gr.  1‘2),  phthalic  acid  is  produced,  together  with 
resinous  substances,  and  a  second  acid  containing  nitrogen  ;  this  latter 
acid  is  sparingly  soluble  in  water,  very  readily  in  mineral  acids.  A 
substance  of  similar  properties  is  obtained  when  a  mixture  of  chromic 
and  sulphuric  acids  is  employed,  the  product  in  this  case,  however, 
contains  no  phthalic  acid.  On  neutralising  with  barium  hydroxide 
and  evaporating  the  filtrate,  a  sparingly  soluble  barium  salt  is  obtained 
yielding  an  acid  which  crystallises  in  colourless  needles  melting  at 
157°.  It  dissolves  very  readily  in  hot,  less  so  in  oold  water,  and  very 
readily  in  mineral  acids ;  it  forms  a  platinochloride,  crystallising  in 
yellowish-red  prisms,  and  when  heated  with  lime  emits  an  odour 
resembling  that  of  quinoline.  It  is  probably  a  new  quinolinemono- 
carboxylic  acid.  Pyrophthalone  is  also  very  readily  oxidised  by  nitric 
acid,  yielding  phthalic  acid  and  an  acid  containing  nitrogen,  which 
however  has  not  yet  been  examined. 

When  quinaldine  (1  mol.)  is  heated  with  benealdehyde  (1  mol.) 
and  zine  chloride  at  160 — 170°,  the  product  dissolved  in  hot  con¬ 
centrated  hydrochloric  acid,  and  poured  into  water,  the  hydrochloride 
of  a  solid  base  ( benzylidenequinaldine )  is  precipitated  in  yellowish 
needles.  The  free  base,  CnHuN,  is  insoluble  in  water,  sparingly 
soluble  in  cold,  readily  in  boiling  alcohol,  from  which  it  crystallises  in 
colourless  lustrous  needles  melting  at  99 — 100°.  At  a  higher  tempera¬ 
ture,  it  sublimes  without  decomposition,  its  vapour  having  an  odour 
resembling  that  of  quinoline.  Its  formation  takes  place  thus  : — 
C;oH9N  +  CtHgO  —  C17H13N  +  H20.  Its  salts  are  sparingly  soluble 
in  cold  water;  the  acid  chromate,  Ci7Hl3N,HoCr207  -f  2^H20,  forms 
slender  reddish-yellow  needles  sparingly  soluble  even  in  boiling  water. 
The  same  base  is  produced  by  the  action  of  benzal  chloride  on  quinal¬ 
dine  iu  the  presence  of  zinc  chloride.  Benzylidenequinaldine  can  be 
readily  oxidised,  nitric  acid  (sp.  gr.  1’4)  yielding  a  mixture  of  several 
acids,  from  which  paranitrobenzoic  acid  could  be  isolated.  When 
oxidised  with  chromic  and  sulphuric  acids,  benzoic  acid  is  formed. 
Picoline  also  yields  a  condensation-product  with  benzaldehyde  analo¬ 
gous  to  that  obtained  from  quinaldine,  wbihst  pure  pyridine  is  not 
attacked.  It  is  probable  therefore  that  in  these  reactions  the  substi¬ 
tution  also  takes  place  in  the  methyl-group,  and  that  benzyildene- 
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quinaldine  lias  the  constitution  C9H6N.CH  !  CHPh.  Benzylidene- 
quinaldine  is  identical  with  the  base  obtained  by  Wallach  and  Wiisten 
(Abstr.,  1883,  1097).  A.  K  M. 

Preparation  of  Quinaldine  on  the  Large  Scale.  By  G. 

Schultz  ( Ber 16,  2600 — 2601). — When  aldehyde  is  added  to  an 
aqueous  solution  of  aniline  hydrochloride,  and  the  two  are  allowed  to 
react  in  the  cold,  the  hydrochloride  of  a  solid  base  is  produced,  and 
on  melting  this,  either  alone,  or  better,  with  zinc  chloride,  it  is  con¬ 
verted  into  quinaldine.  When  paraldehyde,  acetal,  aldol,  and  similar 
substances  are  employed  in  place  of  the  aldehyde,  and  other  primary 
aromatic  bases  in  the  place  of  aniline,  compounds  are  obtained 
which  yield  bases  analogous  to  quinaldine  when  melted  with  zinc 
chloride.  From  the  product  of  the  action  of  free  aniline  on  aldehyde 
a  solid  base  has  been  isolated,  apparently  identical  with  the  above. 
By  boiling  with  hydrochloric  acid  both  are  decomposed  (although 
not  readily)  into  aniline  and  aldehyde,  and  then  converted  into  quin¬ 
aldine.  The  composition  of  these  bases  appears  to  be  far  from  constant, 
and  to  vary  with  the  relative  proportions  of  the  components.  From 
paraldehyde  and  aniline  hydrochloride,  a  base  was  obtained  which, 
after  solution  in  benzene  and  precipitation  with  alcohol,  had  the  com¬ 
position  Oi8H2oN2,  whilst  a  base  obtained  in  another  way  had  the 
formula  CuHi6N2,  agreeing  with  Schiff’s  ethylidenediphenamine. 

A.  K.  M. 

Sparteine.  (Preliminary  Notice.)  By  O.  Bernheimer  ( Gazzetta , 
13,  451 — 454). — This  base,  Ci5H26N2,  was  first  obtained  from  Spartium 
scoparium  by  Stenhouse  in  1881,  who  determined  its  composition,  and 
was  afterwards  examined  by  Mills,  who  showed  that  it  is  a  tertiary 
diamine.  The  sparteine  examined  by  the  author  was  prepared  from 
Spartium  scoparium  by  a  slight  modification  of  Stenhouse’s  method  ; 
it  distilled  to  the  last  drop  at  180 — 181°  under  a  pressure  of  20  mm. 
Its  solution  in  alcohol  at  96°  has  a  specific  rotatory  power  [a]D  = 
—  146  for  a  concentration  of  23*88  at  26°.  It  bears  a  heat  of  200° 
without  alteration,  but  becomes  partially  carbonised  at  higher  tem¬ 
peratures  ;  is  not  decomposed  by  heating  in  sealed  tubes  with  hydro¬ 
chloric  acid.  Bromine  acts  strongly  on  sparteine  at  ordinary  tempera¬ 
tures,  even  when  it  is  largely  diluted  with  ether,  forming  an  undefined 
resinous  mass. 

On  gradually  adding  3  parts  iodine  dissolved  in  ether  to  an  etheric 
solution  of  1  part  sparteine,  the  iodine  is  decolorised,  and  a  black  pre¬ 
cipitate  is  formed,  which  when  separated,  washed  with  ether  to  remove 
free  iodine,  and  dissolved  in  boiling  alcohol,  separates  on  cooling  in 
beautiful  green  needles,  having  the  composition  Ci5H26N2Ia.  This 
compound  is  insoluble  in  cold  water  and  alcohol,  but  dissolves  readily 
in  those  liquids  when  heated  ;  it  is  insoluble  in  ether,  permanent  in 
the  air,  and  yields  free  sparteine  when  heated  with  potash. 

Sparteine  (as  sulphate)  oxidised  with  potassium  permanganate 
yields  a  small  quantity  of  a  volatile  acid,  having  the  odour  of  the 
fatty  acids,  together  with  a  non-volatile  acid  having  the  composition 
of  a  pyridinemonocarboxylic  acid ,  C5H4N.COOH;  and  on  distilling  a 
salt  of  this  acid  with  lime,  a  volatile  base  is  obtained  having  all  the 
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properties  of  pyridine.  The  author  intends  to  continue  his  experi¬ 
ments  as  soon  as  he  is  in  possession  of  a  larger  quantity  of  material. 

H.  W. 

Hydrocyanides  of  Organic  Bases.  By  A.  Claus  and  E.  A. 
Merck  ( Ber .,  16,  2737 — $748). — Aniline,  toluidine,  quinine,  cinchoni- 
dine,  and  strychnine,  dissolve  in  aqueous  hydrocyanic  acid.  An 
excess  of  acid  renders  the  solution  very  unstable.  The  salts  have  not 
been  isolated,  as  they  are  decomposed  by  evaporation  in  a  vacuum. 
Although  the  bases  are  completely  withdrawn  from  these  liquids  by 
ether,  the  solutions  are  not  mere  mechanical  mixtures,  since  they 
yield  double  cyanides  with  mercuric  cyanide ;  e.g.,  when  mercuric 
cyanide  is  added  to  a  solution  of  aniline  hydrocyanide,  white  tabular 
crystals,  NH2Ph,HCN  -f  Hg(CN)2,  are  deposited,  which  dissolve  in 
water,  alcohol,  and  ether. 

When  mercuric  cyanide  is  added  to  tetramethylammonium  iodide, 
two  salts  are  formed,  viz.,  a  white  salt  of  the  composition 

NMe4I,Hg(CN)3, 

freely  soluble  in  water,  and  a  yellow  salt,  NMe4.CN,HgICN,  sparingly 
soluble  in  water.  The  white  salt  slowly  changes  into  the  yellow 
isomeride  at  the  ordinary  temperature,  more  rapidly  at  200°. 

Tetramethylammonium  cyanide,  NMe4.CN,  prepared  by  the  action  of 
barium  cyanide  on  tetramethylammonium  iodide,  has  been  described 
by  C.  Thompson  (this  vol.,  p.  286),  The  clear  crystals  of  the  salt 
become  opaque  at  150°,  decrepitate  at  $15°,  and  melt  at  295°.  The 
salt  can  be  volatilised  at  225 — 230°  without  melting.  With  mercuric 
cyanide  it  forms  a  double  salt,  NMe4.CN,Hg(CN)2,  crystallising  in 
prisms  melting  at  275°.  The  corresponding  silver  salt, 

NMe4.CN,AgCN, 

has  been  described  by  Thompson.  Tetramethylammonium  cyanide 
dissolves  cobalt  cyanide  and  ferrous  cyanide,  forming  tetramethyl¬ 
ammonium  cobalticyanide  and  ferrocyanide  respectively.  The  latter 
compound  has  been  described  by  Barth  (Ber.,  8,  1484).  The  former 
crystallises  in  yellow  plates,  and  resembles  the  potassium  cobalti¬ 
cyanide  in  its  properties. 

Cinchonidine  ethylcyanide ,  CigH^fS^OjEtCN,  prepared  by  the  action 
of  barium  cyanide  on  cinchonidine  ethylsulphate,  forms  white  crystal¬ 
line  needles,  which  are  decomposed  by  carbonic  acid,  and  rapidly 
absorb  moisture  from  the  air.  It  is  soluble  in  water  but  insoluble  in 
ether  and  chloroform.  The  crystals  melt  with  decomposition  at  140°. 
Quinine  ethylcnanide,  C2oH24N202,EtCN,  crystallises  in  needles  soluble 
in  alcohol.  The  crystals  melt  at  90°  and  begin  to  decompose  at  95°. 
Strychnine  ethylcyanide ,  C2iH22^202,EtCN,  is  less  hygroscopic  and 
more  stable  than  the  quinine  and  cinchonidine  compounds.  It  dissolves 
freely  in  water,  but  is  less  soluble  in  alcohol.  W.  C.  W. 

Caffeine  Methhydroxide.  By  E.  Schmidt  (Ber.,  16,  2587 — 
2588). — In  the  hopes  of  obtaining  an  insight  into  the  constitution  of 
caffeine,  the  author  submitted  caffeine  methhydroxide  to  the  action  of 
hydrochloric  acid.  He  previously  showed  (Abstr.,  1883,  872  and  873) 
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that  caffeine  and  theobromine  yield  the  same  decomposition-products 
when  treated  in  this  way,  but  the  reaction  threw  no  light  on  the  con¬ 
stitution  of  these  substances.  Caffeine  methhydroxide, 

C8H10H4O2,MeOH  -f-  H20, 

is  readily  obtained  by  the  action  of  moist  silver  oxide  on  caffeine 
methiodide  ( loc .  cit.).  When  it  is  dissolved  in  faming  hydrochloric 
acid,  and  left  for  14 — 20  days  to  evaporate  spontaneously,  amalic  acid 
separates,  with  simultaneous  formation  of  methylamine  and  formic 
acid,  the  production  of  amalic  acid  being,  however,  due  to  a  secondary 
decomposition  of  the  dimethyldialuric  acid  first  formed.  A  consider¬ 
able  portion  of  the  caffeine  methhydroxide  is  also  converted  into 
caffeine  methylchloride,  C8H,0H4O2,MeCl,  whilst  a  smaller  portion 
gives  rise  to  secondary  reactions. 

Caffeine  methhydroxide  suffers  no  appreciable  change  on  continued 
heating  above  its  melting  point  (137 — 138°),  but  is  completely  decom¬ 
posed  when  submitted  to  dry  distillation  in  a  current  of  hydrogen,  caf¬ 
feine  being  produced.  Water  decomposes  it  at  about  200°,  with  formation 
of  carbonic  anhydride  and  methylamine.  With  a  solution  of  bromine  in 
chloroform,  it  yields  a  readily  decomposible  addition-compound  which 
is  decomposed  by  water  into  hydrobromic  acid,  methylamine,  choles- 
trophane,  and  allocaffeine.  This  last  substance  is  probably  metliyl- 
apocaffe'ine,  since  it  is  decomposed  into  carbonic  anhydride  and 
methylcaffuric  acid  when  boiled  with  water.  By  the  action  of  hydro¬ 
chloric  acid  and  potassium  chlorate,  caffeine  methhydroxide  yields 
dimethylalloxan,  allocaffeine,  amalic  acid,  cholestrophane,  and  methyl¬ 
amine  ;  with  chromic  mixture  it  yields  carbonic  anhydride,  formic 
acid,  cholestrophane,  and  methylamine.  Kitric  acid  (sp.  gr.  1’4) 
decomposes  it  at  ordinary  temperatures,  with  violent  evolution  of 
carbonic  anhydride  and  formation  of  methylamine  and  cholestrophane. 
Baryta-water  also  decomposes  it  in  the  cold.  A.  K.  M. 

Quinine  Phenol sulphonate.  By  P.  Giurleo  {Arch.  Pliarm.  [3 J , 
21,  298). — This  salt  can  be  obtained  by  dissolving  quinine  in  phenol- 
sul phonic  acid  and  by  decomposing  solutions  of  lead  or  barium 
phenolsulphonates  with  a  solution  of  quinine  sulphate.  The  salt, 
which  crystallises  with  difficulty,  contains  52  per  cent,  of  quinine, 
20  per  cent,  of  phenolsulphonic  acid,  and  28  per  cent,  of  water. 

W.  R.  D. 

Berberine.  By  E.  Schmidt  ( Ber .,  16,  2589). — The  formula  of  this 
body,  according  to  Fleitmann,  is  C42H36]Nr2Os,  according  to  Kemp, 
C42H34N2O7,  according  to  Stas,  C44H3gK,O10,  according  to  Henry, 
CttHaaNsCho,  and  according  to  Serriusand  Hlasiwetz,  C20H17NO4,4-^H2O. 
From  numerous  analyses  of  the  free  base,  the  hydrochloride,  nitrate, 
and  sulphate,  the  author  assigns  to  it  the  formula  C2oH17N04,4H20. 
Analyses  of  Hlasiwetz  and  Gil  m’s  hydroberberine  ( Annalen ,  Snppl.,  2, 
191),  its  hydrochloride  and  nitrate  confirm  their  formula,  C20H2iNO4. 
From  its  behaviour  with  ethyl  iodide,  hydroberberine  must  be  a  tertiary 
base.  Berberine  is  converted  into  berberine  hydriodide  by  treatment 

2  a  2 
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with  ethyl  iodide.  The  hydroxide  obtained  from  hydroberberine 
eth iodide  forms  colourless  needles  melting  at  165°  ;  it  yields  crystalline 
salts  with  hydrochloric,  nitric,  and  sulphuric  acids,  and  with  platinic 
chloride.  On  oxidising  berberine  with  alkaline  permanganate,  a  bibasic 
acid,  CioHio06  +  2H20,  melting  at  165°,  is  obtained  apparently  identical 
with  hemipinic  acid.  A.  K.  M. 

Derivatives  of  Berberine.  By  O.  Bernheimer  ( Gazzetta ,  13, 
342 — 347). — When  berberine  is  heated  in  a  retort  with  five  times  its 
weight  of  potassium  hydroxide,  it  blackens,  intumesces,  and  gives  off 
ammonia,  together  with  a  small  quantity  of  an  oily  liquid  which,  on 
examination,  was  found  to  be  quinoline.  From  the  residue  in  the 
retort,  two  acids  were  isolated,  which  were  found  to  have  all  the 
properties  ascribed  to  them  by  Hlasiwetz  and  Gilm  ;  the  author  is  at 
present  engaged  in  studying  their  constitution. 

When  hydroberberine  is  heated  with  methyl  iodide  at  100°  in  a 
closed  tube,  a  yellow  crystalline  mass  is  obtained,  which  may  be  puri¬ 
fied  by  repeated  crystallisation  from  boiling  methyl  alcohol.  It  crys¬ 
tallises  in  the  trimetric  system  :  a  :  b  :  c  =  1*10332  :  1  :  1*78880. 
Observed  forms,  001,  111,  113;  combinations,  001,  111,  113;  cleavage 
perfect,  001.  The  hydroberberine  methiodide ,  C2oH2iN04,MeI,  is  spar¬ 
ingly  soluble  in  water  or  alcohol  in  the  cold,  but  readily  when  heated. 
When  the  iodide  suspended  in  water  is  treated  with  silver  oxide,  it 
yields  the  corresponding  hydroxide,  which  may  be  obtained  in  crys¬ 
talline  crusts,  C2oH2iN04,MeHO  -f-  H20,  on  evaporating  the  solution. 
It  is  strongly  basic,  and  liberates  ammonia  from  ammonium  chloride. 
It  dissolves  in  cold  alcohol,  but  is  insoluble  in  ether.  On  adding 
hydrochloric  acid  to  its  aqueous  solution,  the  chloride  is  precipitated 
as  a  crystalline  powder.  The  platinochloride  crystallises  in  beautiful 
lustrous  plates,  soluble  in  boiling  alcohol.  When  heated  in  a  sealed 
tube  at  150°,  the  hydroxide  is  decomposed,  with  elimination  of  methyl 
alcohol.  From  these  results,  the  author  infers  that  hydroberberine, 
like  berberine  itself,  is  a  tertiary  base. 

When  berberine  is  heated  with  methyl  iodide  and  methyl  alcohol, 
it  yields  a  methiodide,  C^HnNO^Mel,  in  stellate  groups  of  slender 
needles.  On  treating  this  with  silver  oxide,  the  corresponding 
hydroxide  is  obtained,  very  similar  in  its  properties  to  the  hydrober¬ 
berine  compound.  The  platinochloride  is  a  yellow  powder. 

Fleitmann  ( Annalen ,  59,  176)  in  his  paper  on  berberine  mentions 
the  formation  of  the  hydrochloride  of  a  base  containing  sulphur.  The 
author,  following  Fleitmann’s  directions,  added  yellow  ammonium 
sulphide  to  a  solution  of  berberine  hydrochloride,  collected  the  red 
precipitate,  dissolved  it  in  warm  water,  and  added  hydrochloric  acid ; 
hydrogen  sulphide  was  evolved,  and  on  examining  the  solution  it  was 
found  to  contain  berberine  hydrochloride,  but  no  trace  of.  sulphuretted 
base.  The  red  precipitate  mentioned  above  is  probably  a  persulphide 
of  berberine. 

On  treating  hydroberberine  with  iodine,  both  in  chloroform  solution, 
a  brownish  precipitate  is  obtained  consisting  of  berberine  hydriodide, 
02nH17N04,HI.  It  is  easily  purified  by  crystallisation  from  dilute 
alcohol.  C.  E.  G. 
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Alkaloids  of  Angustura  Bark.  By  Koerner  and  C.  Bohringer 
( Gazzetta ,  13,  363 — 367). — In  this  preliminary  notice  the  authors, 
after  some  historical  details  as  to  the  introduction  of  the  bark,  state 
that  it  contains  aromatic  substances  and  several  alkaloids,  the  amount 
of  the  latter  varying  in  different  specimens  from  0‘8  to  1  percent.  The 
alkaloids  are  mostly  in  the  free  state,  and  may  be  extracted  directly 
from  the  bark  by  means  of  ether.  After  the  ethereal  extract  has  been 
washed  with  dilute  potash  solution,  the  addition  of  oxalic  acid  or 
dilute  sulphuric  acid  gives  a  yellow  crystalline  precipitate  of  the 
corresponding  salt  of  one  of  the  alkaloids,  cusparine ,  whilst  other 
alkaloidal  salts  remain  in  solution. 

The  precipitated  cusparine  salt  is  moderately  soluble  in  boiling 
alcohol,  and,  on  cooling,  crystallises  out  in  slender  needles  of  a 
magnificent  greenish-yellow  ;  this  colour  is  not  removed  by  repeated 
crystallisation,  or  by  treatment  with  animal  charcoal,  and  other  salts 
of  the  alkaloid,  obtained  from  the  yellow  precipitate  by  decomposition, 
are  also  intensely  yellow.  If,  however,  the  free  cusparine,  Ci9H17N03, 
obtained  from  these  coloured  salts,  is  crystallised  several  times  from 
light  petroleum,  and  then  reconverted  into  the  salt,  this  is  found  to  be 
colourless.  The  author  has  been  unable  to  ascertain  the  cause  of  this 
yellow  coloration.  The  alkaloid  crystallises  from  light  petroleum  in 
tufts  of  slender  needles  melting  at  92° ;  it  is  moderately  soluble  in 
ether,  more  readily  in  alcohol.  The  sulphate,  oxalate,  and  hydro¬ 
chloride  of  the  base  are  but  sparingly  soluble  in  water ;  the  acetate  is 
much  more  soluble,  but  the  solution  is  decomposed  if  largely  diluted ; 
the  tartrate  dissolves  readily.  The  platinochloride  was  obtained  as  an 
orange-yellow  crystalline  precipitate. 

When  treated  with  potassium  hydroxide,  cusparine  splits  up,  yield¬ 
ing  a  new  alkaloid  and  the  potassium  salt  of  an  acid  which  seems  to 
be  an  aromatic  derivative ;  the  acid  is  sparingly  soluble  and  crystal¬ 
lises  readily.  The  alkaloid  crystallises  from  alcohol,  in  which  it  is 
very  sparingly  soluble,  in  minute,  very  brilliant,  colourless  needles  ; 
it  decomposes  at  250°  without  melting.  An  attempt  to  decompose 
the  cusparine  in  a  similar  manner  by  the  action  of  hydrochloric  acid 
failed,  as  it  began  to  carbonise  even  at  100°. 

In  the  mother-liquors  from  which  the  cusparine  was  originally 
precipitated  as  sulphate  or  oxalate,  another  alkaloid  is  found,  to  which 
the  authors  have  given  the  name  of  galipeine ,  C2oH2ihr03.  The  free  base 
crystallises  from  light  petroleum  in  white  needles  melting  at  115’5°. 
It  may  be  obtained  in  well-formed  transparent  prisms  from  its  solu¬ 
tion  in  ether  or  alcohol.  All  the  salts  of  this  alkaloid  are  more 
soluble  than  those  of  cusparine  ;  several  of  them  are  of  a  magnificent 
greenish-yellow  like  uranium  salts.  The  sulphate  crystallises  in 
large  prisms  with  7  mols.  HoO,  which  it  loses  in  part  on  exposure  to 
the  air;  it  melts  at  15°,  and  at  100°  undergoes  decomposition,  yield¬ 
ing  the  sulphate  of  another  alkaloid  and  a  crystalline  nitrogenous 
substance  which  melts  at  196°.  The  platinochloride  crystallises  in 
prisms  with  a  triangular  base. 

Besides  cusparine  and  gallipeine,  the  authors  have  found  another 
alkaloid  which  melts  at  180°,  and  is  very  sparingly  soluble  in  ether. 
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It  crystallises  from  alcohol  and  furnishes  salts,  the  solutions  of  which 
have  a  blue  fluorescence. 

The  property  these  alkaloids  have  of  being1  transformed  into  other 
alkaloids  with  simultaneous  formation  of  acids,  is  interesting,  and 
may  throw  some  light  on  the  constitution  of  vegetable  alkaloids  in 
general.  C.  E .  G. 

Ptomaines.  By  A.  Soldaini  ( Gazzetta ,  13,  325). — In  order  to 
obviate  the  difficulties  usually  met  with  in  the  extraction  and  purifi¬ 
cation  of  ptomaines,  the  author  digests  the  putrid  viscera  with  alco¬ 
hol  acidified  with  oxalic  acid  ;  the  solution  is  distilled  down  to  remove 
alcohol,  taken  up  with  water,  and  the  acid  solution  agitated  with 
bisulphide  of  carbon  and  with  ether.  It  is  then  rendered  alkaline  by 
lime,  and  the  bases  are  removed  by  ether,  chloroform,  &c.  The  various 
extracts  are  purified  by  fractional  distillation  in  a  current  of  hydro¬ 
gen.  The  author  describes  the  ptomaines  as  colourless  liquids,  easily 
alterable  in  contact  with  air,  and  all  more  or  less  soluble  in  water: 
some  are  soluble  in  ether,  others  in  chloroform.  They  have  a 
pleasant  odour,  and  the  higher  the  boiling  point  the  stronger  the 
basic  properties.  It  is  not  known  as  yet  whether  these  compounds 
are  amides,  amines,  or  true  alkaloids.  C.  E.  G. 

The  so-called  Ptomaines  in  Relation  to  Toxicological 
Researches.  By  F.  Marino-Zcco  ( Gazzetta ,  13,  431 — 433).— The 
author’s  experiments  were  made  on  a  variety  of  fresh  animal  sub¬ 
stances,  viz.,  white  and  yolk  of  egg,  brains,  lungs,  heart,  liver,  spleen, 
and  blood,  several  methods  being  employed,  with  strict  attention  to 
all  the  conditions  indicated  by  their  respective  authors.  The  result 
of  these  experiments  was  the  extraction  of  a  base  which  exhibited  all 
the  usual  reactions  of  the  alkaloids,  but  had  the  constitution  of  an 
ammonium  hydroxide,  and  in  those  cases  in  which  an  aurochloride 
could  be  prepared  and  analysed,  was  found  to  be  identical  in  compo¬ 
sition  with  neurine.  In  one  instance  traces  were  also  found  of  the 
so-called  “animal  quinine. ” 

To  determine  the  origin  of  this  neurine,  the  author  applied  the 
methods  above  mentioned  to  the  lecithins  (prepared  by  Strecker’s 
method  from  egg-yolk),  and  found  that  these  substances  behave  in 
the  same  manner  as,  for  example,  a  mass  of  brain,  egg,  lungs,  &c. 
On  applying  the  same  method  to  the  albumin  remaining  after  com¬ 
plete  extraction  of  the  lecithins,  the  result  was  purely  negative. 
Hence  it  is  clear  that  the  so-called  ptomaines  obtained  in  the  extrac¬ 
tion  of  fresh  animal  substances,  originate,  not  as  is  generally  supposed, 
from  sudden  alterations  of  the  proteids,  but  from  the  splitting  up  of 
the  lecithins  under  the  influence  of  acids  or  alkalis. 

As  neurine  hydrochloride  is  not  decomposed  by  sodium  bicarbonate, 
the  author  was  able  to  determine  the  toxicological  question  in  cases 
of  the  extraction  of  alkaloids  from  substances  in  which  putrefaction 
has  not  yet  commenced.  The  hydrochlorides  of  the  alkaloid  and  of 
the  so-called  ptomaines,  simultaneously  extracted,  are  dissolved  in 
water,  and  the  liquid,  rendered  alkaline  with  sodium  bicarbonate,  is 
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agitated  with  the  solvent.  The  ne urine  then  remains  dissolved  in  the 
water  as  hydrochloride,  and  the  alkaloid  may  then  be  extracted  alonp. 
This  has  been  demonstrated  by  all  the  experiments  made  as  above 
described,  and  by  others  on  yolk  of  egg  mixed  with  strychnine. 

H.  W. 

Selmi’s  Ptomaines.  By  F.  Marino-Zuco  ( Gazzetta ,  13,  441— 
451).— In  this  paper,  the  author  describes  a  number  of  experiments, 
chemical  and  physiological,  tending  to  establish  the  conclusion  indi¬ 
cated  in  the  preceding  preliminary  notice,  as  to  the  identity  of  these 
bases  with  neurine.  The  most  characteristic  chemical  reactions 
observed  in  both  cases  are  : 

With  Phosphoric  acid :  slight  brown  coloration  on  heating. 

,,  Platinic  chloride  :  no  precipitate,  but  deposition  of  yellowish 
crystals  after  a  short  time. 

„  Mercuric  chloride  :  white  precipitate. 

,,  Auric  chloride  :  yellowish  precipitate,  and  after  a  short  time, 
reduction  of  metallic  gold. 

„  Iodised  potassium  iodide :  red- brown  precipitate,  which,  how¬ 
ever,  soon  redissolves.  H.  W. 

Compounds  of  Silver  with  Albuminoids.  By  0.  Loew 
Per .,  16,  2707 — 2709). — On  warming  silver  albuminate  with  excess  of 
an  ammoniacal  solution  of  silver  nitrate,  a  reddish-brown  precipitate 
of  variable  composition  is  deposited.  It  is  purified  by  solution  in 
dilute  ammonia  and  reprecipitation  with  dilute  sulphnric  acid.  It  is 
insoluble  in  water  and  alcohol,  but  dissolves  in  alkalis  and  in  dilute 
sulphuric  acid.  The  ratio  of  C  to  N  in  the  compound  is  the  same  as 
it  is  in  peptone.  When  the  compound  is  digested  with  baryta-water 
or  hydrochloric  acid,  metallic  silver  is  deposited,  and  a  substance 
resembling  peptone  remains  in  solution.  The  silver  is  not  precipitated 
from  an  ammoniacal  solution  of  the  compound  by  sulphuretted 
hydrogen  at  the  ordinary  temperature.  In  many  respects  this  red- 
brown  compound  resembles  the  substance  obtained  by  the  action  of  a 
dilute  ammoniacal  solution  of  silver  on  the  albumin  in  the  living  cells 
of  the  alga,  Spirogyra.  The  latter  compound,  however,  is  insoluble  in 
dilute  sulphuric  acid,  and  is  not  even  decomposed  by  sulphuretted 
hydrogen  iu  warm  solutions. 

A  compound  containing  as  much  as  82’4  per  cent,  of  silver  was 
obtained  by  adding  potash  to  the  ammoniacal  solution  of  silver  nitrate 
and  albumin.  It  is  a  silver-grey  powder,  insoluble  in  water  and  in 
dilute  acids.  It  dissolves  in  ammonia,  yielding  a  deep  orange- 
coloured  solution. 

The  author  regards  these  substances  as  compounds  of  varying 
quantities  of  molecular  silver  with  partially  oxidised  silver  albumi¬ 
nate.  w.  c.  w. 

Permanence  of  Carbonic  Oxide  Haemaglobin.  By  E. 

Salfgld  (Arch.  Pharm.  [3],  21,  289). — The  absorption-spectrum  of 
this  compound  was  obtained  from  venous  blood  14  days  after  death, 
and  again  after  the  lapse  of  one  month.  The  blood  was  treated  with 
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ammonium  sulphide,  to  reduce  oxy-hsemaglobin,  before  examination. 
After  two  months,  the  absorption-spectrum  of  carbonic  oxide  haema- 
globin  was  not  observed.  W.  B.  D. 

Gelatin  Peptone.  By  P.  Tatarinoff  ( Compt .  rend.,  97,  713 — 
714). — Pure  gelatin  is  digested  with  artificial  gastric  juice  at  40°,  and 
when  solution  is  complete,  the  liquid  is  saturated  with  calcium 
carbonate,  boiled,  filtered,  concentrated,  and  precipitated  by  alcohol. 
After  24  hours,  the  precipitate  is  dissolved  in  cold  water,  filtered  and 
dialysed  after  addition  of  a  few  drops  of  hydrochloric  acid.  The 
purified  solution  thus  obtained  is  concentrated,  and  the  peptone  pre¬ 
cipitated  by  alcohol.  It  has  the  composition  : — - 


c. 

H. 

N. 

I . 

.  . .  50-00 

7-26 

17*57 

II . 

. . .  49*53 

7-00 

17*69 

These  numbers  show  that  gelatin  undergoes  no  great  alteration 
under  the  influence  of  gastric  juice,  but  appears  to  combine  with  the 
elements  of  water,  like  the  albuminoids.  The  same  bodv  is  obtained 
by  the  prolonged  digestion  of  gelatin  at-  a  somewhat  higher  tempera¬ 
ture  with  somewhat  stronger  hydrochloric  acid  and  without  any 
pepsin.  C.  H.  B. 
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Physiological  Chemistry. 


Influence  of  Air  somewhat  deficient  in  Oxygen  on  Animals. 

By  C.  Kempner  ( Bied .  Centr .,  1883,  565). — The  author  finds  that  the 
amount,  of  oxygen  used  up  by  mammals  diminishes  when  breathing 
such  air:  in  the  case  of  birds,  however,  there  is  either  no  diminution 
in  the  amount  of  oxygen  absorbed,  or  not  to  the  same  extent.  The 
latter  have  the  faculty  of  compensating  for  the  poorer  air  by  increasing 
the  activity  of  their  respiratory  organs.  J.  T. 

Nutrition  of  the  Dog.  By  Guimaraes  ( Compt .  rend.,  97,  645 — 
646). — Dogs  fed,  under  ordinary  conditions,  on  fresh  lean  beef  con¬ 
sumed  on  an  average  one-tenth  to  one-sixteenth  of  their  weight  per 
day ;  others,  to  which  a  strong  infusion  of  coffee  was  given,  consumed 
from  one-ninth  to  one-eighth  their  weight ;  whilst  others,  which  were 
kept  at  a  temperature  of  10 — 12°,  consumed  from  one-twelfth  to  one- 
ninth  their  weight.  Dogs  fed  on  fat  pork  and  tapioca  ate  only  about 
one-sixtieth  of  their  weight,  and  rapidly  fell  off  in  condition.  Others 
wrere  fed  on  a  mixed  diet,  consisting  of  a  limited  amount  of  lean  beef 
writh  a  large  amount  of  pork  fat.  They  consumed  all  the  lean  beef 
(180 — 250  grams  per  diem)  but  only  a  part  of  the  fat,  and  they 
gradually  fell  off  in  condition,  the  total  daily  consumption  being  from 
one  twenty-fourth  to  one  twenty-second  part  of  their  weight,  about 
half  of  this  being  carbohydrates.  The  results  were  but  slightly 
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affected  "by  tlie  size  of  the  animals  ;  the  small  dogs  generally  con¬ 
sumed  a  slightly  higher  proportion  of  food  than  the  large  dogs.  The 
fasces  amounted  to  5 — 6  grams  per  diem  per  kilogram  of  body-weight 
for  dogs  under  normal  conditions,  and  6 — 7  grams  per  kilogram  for 
dogs  to  which  coffee  had  been  given,  or  which  had  been  kept  at  a  low 
temperature.  This  is  less  than  8  per  cent,  of  the  weight  of  food  con¬ 
sumed.  The  total  of  weight  of  the  animals  did  not  sensibly  vary 
from  day  to  day.  C.  H.  B. 

Physiological  Functions  of  Maltose.  By  E.  Bourquelot 
( Compt .  rend.y  97,  1000 — 1003). — A  2  per  cent,  solution  of  maltose  is 
not  affected,  even  after  24  hours  at  15°  or  38°,  by  saliva  or  diastase  which 
has  been  previously  filtered  -  through  Klebs  and  Tiegel’s  apparatus. 
The  same  result  is  obtained  in  an  atmosphere  of  carbonic  anhydride. 
Maltose  is  also  unaffected  by  a  mixture  of  saliva  or  diastase  with  the 
invertin  of  the  intestinal  juice,  and  by  artificial  gastric  juice,  or 
natural  pancreatic  juice.  In  the  latter  case,  small  quantities  of  glucose 
are  formed  after  about  10  hours,  but  this  is  due  to  the  action  of 
bacteria,  which  cannot  be  entirely  excluded,  since  the  pancreatic  juice 
cannot  be  filtered. 

Maltose  and  saccharose,  mixed  with  an  unfiltered  solution  of 
intestinal  juice  and  kept  at  38°  for  several  hours,  are  partially  or  com¬ 
pletely  split  up,  but  if  the  intestinal  juice  has  been  filtered  through 
Kleb’s  apparatus,  no  change  takes  place  in  either  case. 

A  1  per  cent,  solution  of  maltose  is  not  affected  by  a  0’2  per  cent, 
solution  of  hydrochloric  acid  at  38°,  nor  by  a  solution  of  lactic  acid 
of  equivalent  strength.  A  solution  of  saccharose  of  the  same  strength 
is  rapidly  inverted  by  hydrochloric  acid,  and  33  per  cent,  is  inverted 
in  36  hours  by  lactic  acid.  A  similar  solution  of  maltose  is  not 
affected  by  carbonic  anhydride  at  the  ordinary  pressure  and  at  the 
temperature  of  the  body,  but  3*2  per  cent,  of  the  saccharose  is  inverted 
in  five  days  under  the  same  conditions. 

In  all  probability,  if  saccharose  is  inverted  in  the  small  intestine, 
the  active  agents  are  hydrochloric  and  lactic  acids,  and  if  small  quan¬ 
tities  of  saccharose  find  their  way  unaltered  into  the  blood,  the 
carbonic  anhydride  with  which  the  latter  is  always  charged  is  pro¬ 
bably  sufficient  to  cause  inversion.  Maltose,  on  the  other  hand,  is  not 
inverted  except  in  the  intestine,  and  the  inversion  is  due  either  to  a 
zymase,  which  differs  from  the  invertin  of  yeast  and  will  not  pass 
through  porous  earthenware,  or  to  bacteria. 

These  results  do  not  decide  whether  maltose  is  or  is  not  directly 
assimilated.  C.  H.  B. 

Formation  of  Fat  in  the  Animal  Organism.  By  N.  Tschir- 
winsky  ( Landw .  VersurJis.-Stat,,  29,  317 — 352). — This  investigation 
was  begun  when  the  function  of  carbohydrates  in  the  system  was  still 
an  open  question,  and  with  the  object  of  determining  their  influence 
on  the  formation  of  fat  in  the  organism.  The  experiments  were  made 
with  two  pairs  of  young  pigs,  each  pair  coming  from  one  litter,  and 
carefully  selected,  after  undergoing  the  same  treatment,  so  as  to  be  as 
near  as  possible  of  the  same  condition.  At  the  beginningof  the  series 
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of  experiments  one  of  each  pair  was  killed,  and  the  quantity  of  fat 
and  albumin  present  determined.  Of  the  remaining  two,  one  was  fed 
with  barley  alone,  and  the  other  with  barley  and  varying  proportions 
of  starch  and  sugar.  The  greatest  care  was  taken  in  the  daily  analyses 
and  weighing  of  the  food,  and  the  troughs  were  so  made  and  fitted 
as  to  prevent  waste.  Three  times  during  each  series  of  experiments 
the  digestive  coefficient  was  determined.  The  experiment  lasted  over 
12  days,  during  the  last  six  of  which  the  excrements  were  carefully 
collected  and  analysed. 

The  first  pair  of  pigs,  Nos.  1  and  2,  were  fed  for  some  days  on  barley- 
meal,  and  then  No.  1  was  killed,  cut  up,  and  analysed.  No.  2  was 
fed  for  four  months  on  barleymeal  of  three  sorts,  and  weighed  regularly. 
Three  determinations  of  the  digestive  coefficient  of  the  meal  were  made 
with  the  following  results  ; — 


A. 

B. 

c. 

Barley. 

| 

Percentage 

contained. 

Percentage 
of  this 
digested. 

:  ] 

Percentage 

contained. 

Percentage 
of  this 
digested. 

Percentage 

contained. 

Percentage 
of  this 
digested. 

Albumin . . 
Fat . 

14*44 

1*60 

82*94 

61*73 

1 

11 *62  ! 
1*21  i 

77-94 

46-03 

10-87 

1-51 

75  -47 
68-49 

With  the  aid  of  the  above  figures,  the  total  amounts  of  albumin  and 
fat  digested  during  the  whole  time  of  the  experiments  were  calculated. 
At  the  end  of  four  months,  the  animal  was  killed,  cut  up,  and  after 
well  mixing,  samples  of  the  various  parts  were  analysed. 

The  second  pair  were  treated,  at  first,  as  above,  then.  No.  3  was 
killed,  and  No.  4  fed  for  four  months ;  barley  alone  was  given  at  first, 
and  then  a  mixture  of  barley  with  gradually  increasing  proportions  of 
starch  and  sugar,  almost  equal  quantities  of  the  former  two  being 
given  towards  the  end.  Three  experiments  were  also  made  to  deter¬ 
mine  the  digestive  coefficients  of  the  barley,  and  a  considerable  depre¬ 
ciation  was  observed  as  the  quantity  of  starch  increased,  the  numbers 
in  the  last  experiment  being  albumin  55*4  and  fat  17’5  per  cent., 
assuming  the  whole  of  the  starch  and  sugar  to  have  been  digested. 
At  the  end  of  four  months  No.  4  was  killed. 

Analyses  of  the  carcases  of  the  four  animals  gave  the  following 
results  in  grams  : — 

No.  1.  No.  2.  No.  3.  No.  4. 

Fat .  957  9264  1009  6439 

Albumin  . .  687  2516  1478  2671 

No.  2  had  therefore  gained  during  the  experiment  8576  grams  fat 
and  1559  albumin,  whilst  the  quantities  digested  had  been  only 
655  grams  fat  and  7493  albumin :  allowing  that  the  excess  of  albumin 
had  all  been  converted  into  fat,  this  still  leaves  a  very  large  quantity 
of  fat  gained  to  be  accounted  for.  In  the  case  of  pig  No.  4  the 
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same  fact  was  also  observed  :  and  even  admitting  the  very  improbable 
contingency  that  the  whole  of  the  albumin  given  had  been  digested, 
there  was  still  a  considerable  margin  left,  showing  that  the  fat  must 
have  also  been  derived  from  other  sources.  That  the  carbohydrates 
therefore  participate  in  the  formation  of  fat  in  the  organism  is  a 
necessary  inference  from  the  above  experiments.  J.  K.  C. 

Effect  of  Exhausted  Beetroot  Pulp  on  Cows’  Milk.  By 

A.  Andouard  and  V.  Dezaunay  ( Compt .  rend.,  97,  809 — 811). — It  is 
generally  believed  that  beetroot  pulp  from  which  the  sugar  has  been 
extracted  by  diffusion,  constitutes  a  valuable  food  for  cattle.  Experi¬ 
ments  made  by  the  authors  show  that  when  a  cow  is  fed  with  pulp 
which  has  been  kept  in  silos,  the  yield  of  milk  increases  by  nearly  32 
per  cent,  of  its  original  amount;  the  proportion  of  casein  and  inorganic 
suits  is  not  sensibly  affected,  but  the  proportion  of  fat  increases  by 
12*4  per  cent.,  and  that  of  sugar  by  23*64  per  cent,  of  its  original 
amount.  The  milk,  however,  has  a  less  agreeable  taste,  and  shows  a 
decided  tendency  to  acid  fermentation.  Moreover,  it  was  found  to  be 
unsuitable  for  the  nourishment  of  infants. 

This  alteration  in  the  character  of  the  milk  is  most  probably  due  to 
the  acids  in  the  exhausted  pulp.  The  pulp  used  in  these  experiments 
contained  an  amount  of  organic  acid  equivalent  to  1*08  per  cent,  of 
acetic  acid,  and  consequently  a  cow  consuming  50  kilos,  of  pulp  per 
day  (an  average  quantity)  would  absorb  540  grams  of  acetic  acid  and 
its  homologues.  0.  H.  B. 

Partially  Oxidised  Sulphur  in  Urine.  By  R.  Lupine  and  0. 
Guerin  ( Compt .  rend.,  97,  1074 — 1076). — The  incompletely  oxidised 
sulphur  in  urine  cannot  all  be  oxidised  by  chlorine  or  bromine ;  it  is 
completely  oxidised  only  by  fusion  with  potassium  nitrate  and  hydr¬ 
oxide.  The  unoxidised  sulphur  may  therefore  be  divided  into  two 
portions,  sulphur  easily  oxidised ,  and  sulphur  difficult  to  oxidise.  The 
sulphur  derived  from  the  bile  is  included  in  the  latter  portion,  as 
might  have  been  expected  from  the  known  stability  of  taurine  and 
its  derivatives.  This  conclusion  was  confirmed  by  a  number  of  experi¬ 
ments  with  dogs,  in  which  the  amount  of  bile  reabsorbed  was  in¬ 
creased,  the  result  being  that  the  amount  of  sulphur  difficult  to 
oxidise  in  the  urine  was  also  increased.  Some  of  the  sulphur  difficult 
to  oxidise  is,  however,  derived  from  some  source  other  than  the  bile. 
A  dog  with  a  complete  biliary  fistula  was  kept  sometimes  on  soup  diet 
(bread  and  fat),  sometimes  on  a  diet  of  horseflesh.  In  the  first  case, 
the  sulphur  oxidised  with  difficulty  was  30  per  cent,  of  the  total  sul¬ 
phur  ;  in  the  second  case,  it  was  23  per  cent.  If  the  amount  of 
nitrogen  in  the  urine  is  taken  as  100,  then  the  sulphur  oxidised  with 
difficulty  was  equal  to  1*8  in  the  first  case,  and  0*8  in  the  second. 
Numerous  experiments  show  that  the  urine  contains  a  large  propor¬ 
tion  of  sulphur  difficult  to  oxidise,  in  many  pathological  conditions  in 
which  there  is  no  reason  to  suppose  that  the  amount  of  bile  reabsorbed 
is  in  any  way  increased.  C.  H.  B. 
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Hydrocyanic  Acid  from  Animals.  By  M.  Weber  (Bied.  Centr ., 
1883,  565). — It  lias  been  shown  chemically  by  G.  Geldensteeden  that 
certain  Fontaria  possess  glands  capable  of  secreting  free  hydrocyanic 
acid.  J.  T. 

Stony  Concretions  in  Animals.  By  F.  Schuberg  (Bied.  Centr., 
1883,  565). — The  author  confirms  the  view  that  the  introduction  of 
foreign  matter  induces  the  formation  of  intestinal  stones.  He  gives 
analyses  of  three  stones:  (1)  given  by  Abeles,  (2)  from  the  Procesus 
vermiformis  of  a  man,  and  (3)  from  the  Intestinum  rectum  of  a  boy  : — 


a.) 

(2.) 

(3.) 

W  ater  . 

22-0 

573 

— 

Ammonia-magnesium  phosphate 

— 

24-4 

63*9 

Calcium  phosphate  . 

60-5 

67 

23*8 

Magnesium  phosphate . 

4-3 

— 

— 

Calcium  carbonate  . 

— 

— 

4-6 

Calcium  sulphate . 

11 

1-3 

07 

Alcohol -ether  extract  . 

03 

0-8 

0*8 

Other  organic  matter  . 

11*3 

9-2 

6*0 

Stones  from  plant- eating  animals  often  contain  calcium 

carbonate. 

J.  T. 

Connection  between  Chemical  Constitution  and  Physiolo¬ 
gical  Action.  By  T.  L.  Brunton  and  J.  T.  Cash  ( Proc .  Boy.  Soc .,  35, 
324 — 328). — This  paper  contains  a  series  of  investigations  on  the 
physiological  action  of  the  salts  of  ammonium,  the  amines,  the  alkali 
metals,  and  the  alkaline  earths. 

All  the  ammonium  salts  affect  the  spinal  cord,  motor  nerves,  and 
muscles,  and  tend  ultimately  to  poison  these  structures,  but  the  course 
varies  with  the  salt  employed.  Ammonium  bromide,  and  the  sulphate, 
phosphate,  and  iodide  to  a  less  degree,  cause  coagulation  of  the 
stroma  of  the  red  blood-corpuscles.  The  amines  and  their  salts  affect 
the  spinal  cord,  motor  nerves,  and  muscles,  and  their  action  differs 
most  markedly  from  that  of  the  ammonium  salts  ;  the  former  cause 
tetanus,  the  latter  motor  paralysis.  The  irritability  of  the  muscle  is 
increased  by  the  hydrochlorides,  but  their  contractile  power  is  less 
affected  by  them,  more  than  by  the  sulphates,  and  most  by  the  hv dr- 
iodides.  Of  the  salts  of  methyl-,  ethyl-,  and  amyl-ammonium,  the 
primary  are  more  active  than  either  the  secondary  or  tertiary,  but  the 
tetrasubstituted  compounds  are  the  most  active. 

The  chlorides  of  the  alkali-metals  differ  from  ammonia  in  having 
very  little  tendency  to  stimulate  the  spinal  cord  *,  the  chief  symptom 
of  poisoning  produced  by  them  is  increasing  torpor.  The  contractile 
power  of  muscles  is  increased  by  rubidium,  potassium,  and  caesium, 
unaffected  by  sodium,  and  invariably  diminished  by  lithium. 

The  alkaline  earths,  as  regards  their  action  on  the  nervous  system, 
may  be  divided  into  two  groups  :  («).  beryllium,  calcium,  barium  and 
strontium  ;  (fr),  yttrium,  didymium,  erbium  and  lanthanum.  Group  a 
has  a  tendency  to  increase  reflex  action,  group  b  to  paralyse  motor 
centres.  The  contractile  power  of  muscles  is  increased  by  barium. 
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erbium,  and  lanthanum,  diminished  by  yttrium  and  calcium.  Con¬ 
traction  is  increased  by  barium,  calcium,  yttrium,  and  beryllium ; 
that  produced  by  barium  is  enormous,  resembling  the  effect  of 
veratria. 

The  alteration  effected  on  muscle  by  one  substance  may  be  neutra¬ 
lised,  but  not  increased,  by  another  substance  having  a  similar  action. 
Potassium  shortens  the  lengthened  curves  of  barium,  calcium,  stron¬ 
tium,  and  lithium;  the  veratria-like  curve  of  barium  is  counteracted 
by  almost  all  the  substances,  producing  a  shorter  curve  than  itself. 

Some  relations  are  pointed  out  between  the  atomic  weights  of 
antagonising  elements,  but  the  data  are  too  limited  to  admit  of  any 
generalisation. 

By  alternate  application  of  acids  and  alkalis,  the  muscles  of  a  frog 
describe  on  a  slowly  revolving  cylinder  curves  resembling  those 
described  by  the  normal  contraction  of  a  muscle  on  stimulation. 

The  lethal  activity  on  frogs  of  the  chlorides  of  the  metals  of  the 
alkali  and  alkaline  salt-group  was  also  the  subject  of  investigation ; 
potassium  chloride  is  the  most,  and  calcium  chloride  the  least  power¬ 
ful.  v.  h.  y. 

Cholera.  By  R.  De  Luna  ( Compt .  rend.,  97,  633). — The  cause  of 
cholera  always  exists  in  the  air,  and  is  transmitted  by  persons  and 
things.  It  acts  exclusively  through  the  organs  of  respiration,  and  in¬ 
cubation  generally  takes  place  when  the  individual  is  in  a  passive 
condition,  and  particularly  during  sleep.  The  microbe  or  ferment 
acts  especially  on  the  blood  corpuscles  and  prevents  hematosis,  pro¬ 
ducing  a  kind  of  gradual  asphyxia.  According  to  the  experience  of 
the  author  and  of  Spanish  physicians,  the  only  means  of  saving  in¬ 
fected  patients  in  the  stage  of  chills  is  the  careful  inhalation  of  oxides 
of  nitrogen  mixed  with  air.  The  effect  is  very  rapid,  two  or  three 
inhalations  being  sufficient  to  place  the  patient  out  of  danger  in  a  few 
hours.  As  a  precaution  against  the  disease,  rooms,  vessels,  Ac., 
should  be  fumigated  with  the  nitrogen  oxides  twice  a  day — on  retiring 
and  after  rising.  C.  H.  B. 

Distribution  of  Arsenic  in  a  Human  Body.  By  R.  EL  Chit¬ 
tenden  (Amer.  Chem.  J.,  5,  8 — 14). — In  a  case  of  suspected  poisoning 
by  arsenic,  the  internal  organs  were  removed  and  analysed  soon  after 
death  ;  about  six  months  later  the  body  was  exhumed,  and  about  one 
half  of  the  entire  muscle  and  bony  tissue  removed  for  further  examina¬ 
tion  in  order  to  ascertain  the  distribution  and  entire  amount  of  arsenic 
in  the  body. 

Such  of  the  internal  organs  as  had  been  placed  in  alcohol  were 
ground  to  a  thick  paste  with  the  alcohol  in  a  mortar  and  weighed 
portions  then  taken  for  analysis.  The  muscle  and  bony  tissues  were 
dissolved  in  nitric  acid  at  a  gentle  heat,  and  portions  of  this  liquid 
then  used  for  the  determinations. 

The  arsenic  was  estimated  by  the  process  previously  described  by 
the  author  (Abstr.,  1881,  648).  The  figures  given  are  those  calcu¬ 
lated  on  the  entire  organs,  Ac.,  from  the  (generally  duplicate)  results 
so  obtained : — 
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Stomach  and  oesophagus  . .  . 

Liver  . 

Intestines  . 

Kidneys . 

Heart . 

Lungs  and  spleen . 

Brain . 

Trachea,  larynx,  and  tongue 
Diaphragm . 


Grain  As3Oa. 

0*158 

0*218 

0-314 

0-029 

0*112 

0-1719 

0-075 

0-081 

0-010 


Left  arm  (weight,  43^  oz.) .  0*094 

Right  leg,  except  thigh  bone  (weight,  164  oz.)  ....  0*118 

Thigh  bone  (weight,  7\  oz.)  .  — 

Transverse  section  of  body  at  pelvis,  including  pelvic 

bones  (weight,  143^  oz.) . .  0*186 

Muscle  from  breast  (weight,  18^  oz.)  .  0*098 

Muscle  from  back  (weight,  24  oz.) .  0*356 


The  entire  body  would  therefore  contain  about  3*1  grains  of  As2Oa. 
In  the  author’s  opinion  there  is  a  marked  difference  in  the  distribu¬ 
tion  of  arsenic  in  the  muscular  tissue  according  to  whether  the  poison 
has  been  administered  in  a  single  dose,  when  the  distribution  is  very 
irregular,  or  in  long-continued  small  doses,  when  the  regular  distri¬ 
bution  of  the  arsenic  is  verv  noticeable.  A.  J.  G. 

•/ 


Colorado  Beetle.  By  J.  D.  Forbes  (Arch.  Pharm.  [3],  21,  314). 
— The  author  has  examined  the  Colorado  beetle,  Doryphorci  decemli- 
neata ,  for  a  vesicating  substance.  No  distinct  evidence  of  such  a  con¬ 
stituent  could  be  obtained  when  the  live  beetles  were  crushed  in  a 
mortar,  extracted  with  various  solvents,  and  the  residues  from  the 
latter  examined.  After  killing  the  beetles  with  ether,  drying,  powder¬ 
ing,  and  exhausting  with  chloroform,  a  dark  oil  was  obtained  by  the 
chloroform  extract  which  had  marked  vesicating  properties. 

W.  R.  D. 
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Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Reduction  of  Nitrates  by  Ferments.  By  A.  Springer  (Amer. 
Chem.  4,  452 — 453). — According  to  the  author,  the  roots  of  plants 
are  covered  with  small  organisms  which  reduce  nitrates,  with  evolu¬ 
tion  of  nitric  oxide.  This  ferment  closely  resembles  the  butyric  fer¬ 
ment,  and  is  probably  identical  with  the  Microzyma  cretcv  of  Bechamp  ; 
it  is  composed  of  small  cylindrical  rods  rounded  at  the  extremities, 
generally  isolated,  but  sometimes  joined  two  by  two.  They  move 
rapidly  with  a  wriggling  motion,  and  often  bend  their  bodies  until 
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they  form  a  perfect  circle.  Another  ferment  or  modification  is  some¬ 
what  smaller,  and  spins  round  its  smaller  diameter  as  an  axis.  Phenol 
has  no  appreciable  action  on  the  new  ferment.  Similar  results  have 
been  obtained  since  the  author  first  announced  his  results,  by  Gavon 
and  Dupetit  (Abstr.,  1883,  229),  and  Deherain  and  Maquenne  (ibid., 
230).  A.  J.  G. 

Fermentation  of  Cane-Sugar  in  Contact  with  Arable  Soil. 

By  P.  P.  DlmfSRAiN  and  Maquenne  (Compt.  rend.,  97,  803 — 8()5). — 
When  cane-sugar  is  mixed  with  arable  soil,  chalk,  and  water,  and  the 
mixture  kept  at  35 — 40°  for  a  considerable  time,  the  whole  of  the 
sugar  disappears.  The  gas  which  is  given  off  at  first  is  almost  pure 
hydrogen,  but  as  fermentation  proceeds  the  proportion  of  carbonic 
anhydride  becomes  greater  and  greater.  The  other  products  of  the 
fermentation  are  small  quantities  of  ethyl  alcohol,  and  still  smaller 
quantities  of  higher  alcohols  of  the  same  series;  acetic  and  butyric 
acids,  together  equal  in  amount  to  about  half  the  weight  of  the  sugar, 
and  a  smaller  quantity  of  propionic  acid,  but  no  acid  higher  than 
butyric.  These  facts  show  that  the  ferment  existing  in  arable  soil 
belongs  to  the  class  of  butyric  ferments.  C.  H.  B. 

Comparative  Poisonous  Action  of  Metals  on  Bacteria. 

By  C.  Richet  (Compt.  rend.,  97,  1004 — 1006). — The  liquid  employed 
was  a  mixture  of  900  grams  sea- water,  100  grains  neutralised  urine, 
and  1  gram  commercial  peptone,  and  the  particular  metal  was  added 
in  gradually  increasing  quantity  in  the  form  of  chloride  until  no 
bacteria  were  developed  after  48  hours  at  16— -20°.  In  the  following 
table  column  A  gives  the  minimum  quantity  of  each  metal  per  litre 
which  will  prevent  the  development  of  bacteria  after  48  hours,  and 
column  B  gives  the  minimum  quantity  of  each  metal  per  litre  which 
will  kill  marine  fishes  in  48  hours. 


A.  B. 


Mercury  (Hg*)  .... 

0-0055 

gram. 

0-00029 

gram. 

Zinc . 

0*026 

>5 

0-0084 

55 

Cadmium . 

0*040 

55 

0017 

55 

Copper  (Cu")  .... 

0*062 

55 

0*0033 

55 

Nickel  . 

0*018 

55 

0*125 

55 

Iron  (Fef,/)  . 

0*24 

55 

0*014 

55 

Barium . 

3*35 

55 

078 

55 

Lithium  . 

6*9 

55 

0*30 

55 

Magnesium . 

7*2 

55 

1*50 

55 

Manganese  . 

7*7 

55 

0*30 

55 

Ammonium . 

18-7 

55 

0*064 

5  5 

Calcium  . 

30*0 

55 

2*40 

55 

Sodium . 

43*0 

55 

24*00 

55 

Potassium . 

58*0 

55 

0*10 

55 

The  amount  of  each  metal  which  will  kill  fish  is  always  much  less 
than  that  required  to  prevent  the  development  of  bacteria.  The 
marked  poisonous  action  of  ammonium,  lithium,  and  potassium  on 
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fish  and  all  animals  is  in  striking  contrast  to  the  slight  effect  which 
these  metals  exert  on  plants  and  bacteria.  Poisons  may  be  divided 
into  two  classes,  viz.,  general  poisons,  of  which  mercury  is  the  most 
perfect,  which  even  in  small  quantities  have  a  deleterious  action  on 
both  plants  and  animals ;  and  special  poisons,  such  as  potassium  and 
ammonium  salts  and  the  alkaloids,  which  are  injurious  only  to 
animals,  and  exert  little  or  no  poisonous  action  on  plants.  The 
difference  is  probably  due  to  the  fact  that  poisons  of  the  second  class 
act  only  on  nerve  cells,  whereas  those  of  the  first  class  act  on  all  cells. 
Possibly  the  action  of  ammonium  and  potassium  salts  may  serve  to 
distinguish  between  plants  and  animals  in  the  lower  forms  of  life. 

C.  H.  B. 

Distribution  of  Water  in  Heliotropieally  inclined  Parts  of 
Plants.  By  A.  Thade  ( Bied .  Gentry  1883,  568).* — Kraus  has  found, 
amongst  other  results,  that  in  positive  heliotropieally  inclined  organs, 
the  shady  side  contains  more  water  than  the  light  side.  The  author 
found  from  12  experiments  a  difference  of  0*004  per  cent.  only. 
Normal  growing  plants  similarly  examined  gave  a  difference  of  0T15 
per  cent,  as  the  average  of  six  experiments.  The  author  shows  that 
different  ways  of  treating  the  plant  give  considerable  differences  in 
the  amount  of  water  found.  J.  T. 

Plants  from  Seeds  of  Various  Sizes.  By  Hellriegel  (Bied. 
Centr .,  1883,  530 — 542). — The  magnitude  and  development  of  the 
embryo,  and  the  reserve  stock  of  nutriment  in  seed,  may  be  assumed 
to  be  closely  related  to  the  size  of  the  seed  in  cases  where  the  latter 
has  not  a  complicated  envelope. 

Influence  of  the  Absolute  Weight  of  Seeds. — Grains  of  barley  having 
a  sp.  gr.  between  1*19  and  1*2  were  divided  into  four  groups,  accord¬ 
ing  to  weight,  and  sown.  The  development  of  the  heavier  seeds  pro¬ 
ceeded  more  quickly  at  first,  but  in  course  of  time  the  weight  of  the 
plants  produced  became  nearly  equal. 

Influence  of  Specific  Gravity.' — Experiments  with  barley  seeds  of 
varying  sp.  gr.  showed  that  differences  in  this  respect  produced  no 
difference  in  the  plant. 

Influence  of  Relative  Ripeness. — Bye  seeds  reaped  at  five  different 
stages  of  growth  were  used  for  experiment.  I.  Cut  when  grain  and 
straw  were  still  green,  the  former  very  small,  with  clear  watery  sap. 
II.  Straw  still  green,  grain  strongly  grown,  sap  milky.  III.  Straw 
becoming  yellow,  grain  full  size  but  still  green,  and  very  soft. 
IV.  Straw  yellow  and  tolerably  dry,  grain  hard,  no  sap  (said  to  be 
yellow-ripe).  V.  Straw  and  grain  dry,  the  latter  easily  removable 
(said  to  be  over-ripe  or  dead-ripe).  Each  group  was  divided  into  four 
classes  : — a.  The  seeds  were  carefully  separated  from  the  plant — after¬ 
ripening  thus  prevented,  b.  The  ears  were  cut  off  and  bundled — re¬ 
stricted  after-ripening,  c.  Stalks  cut  some  inches  above  the  ground 
as  in  ordinary  reaping,  d.  The  whole  plant  was  taken  up  and  placed 
in  distilled  water,  the  most  favourable  condition  for  after-ripening. 
The  seeds  were  sown  partly  in  vessels  and  partly  in  the  open  ground. 
The  soil  consisted  of  rich  garden  mould  and  poor  sandy  ground.  The 
following  results  were  obtained  : — In  poor  soil,  the  unripe  seeds  were 
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exceedingly  backward;  part  did  not  germinate,  and  part  remained 
weakly  all  through  life.  In  rich  soil,  however,  the  backwardness  was 
much  less  marked,  and  was  mostly  shown  by  the  non-germination  of 
some  of  the  seeds ;  the  plants,  although  weak  at  first,  became  com¬ 
pletely  developed.  The  after-ripening  of  the  seed,  when  left  for  a 
time  in  contact  with  the  remaining  parts  of  the  plant,  has  a  decidedly 
favourable  influence  on  the  germinating  power  of  the  seed,  but  much 
less  in  increasing  the  producing  power  of  the  resulting  plant. 

Experiments  with  potatoes  showed  that  large  potatoes  give  the  best 
yield,  which  is  opposed  to  common  practice,  where  moderate  sized 
ones  are  chosen.  The  sp.  gr.  of  the  potato  appears  to  have  no  influ¬ 
ence  on  the  yield.  J.  T. 

Mineral  Constituents  of  the  Seeds  of  Forest  Trees.  By  R. 

Hornberger  ( Landw .  Versuchs.-Stat .,  29,  281 — 289). — 'The  author 
has  analysed  the  ash  of  seeds  of  elm,  ash,  hornbeam,  maple,  birch,  pine, 
and  larch.  The  seeds  were  obtained  from  dealers,  having  been 
gathered  in  the  most  various  localities,  and  representing  therefore  an 
average  material.  They  were  incinerated,  and  the  ash  constituents 
determined  according  to  well-known  methods.  The  following  results 
were  obtained :  — 


In  100  parts  ash 


per 

cent 

K20. 

. 

Na20. 

CaO. 

MgO. 

Fe203. 

Mn304. 

so3. 

Si02. 

Elm . 

9*30 

32*29 

6*27 

3*24 

0‘32 

11  *22 

4*86 

13  *94 

Ash . 

4  *24 

44*18 

0*85 

21  *77 

6-57 

0*89 

0  09 

15*21 

9*06 

1*29 

Hornbeam 

2  *4° 

25  *15 

0*92 

35  *62 

7*82 

5*69 

2  *64 

14*28 

3*93 

5*05 

Maple  .... 

6*79 

37  *37 

0*84 

5*82 

2  *94 

2*49 

14*16 

5-27 

6*18 

Birch  .... 

4*20 

1  *38 

23*77 

8*91 

2*73 

10*89 

4*80 

8*94 

Pine . 

4*28 

1*63 

14*22 

2*10 

2*05 

37*77 

4*45 

16  *00 

1  ,arch  .... 

■ 

34  ‘68 

1*25 

2*41 

12*81 

1*83 

34  15 

4  09 

5  *88 

The  most  striking  feature  in  the  above  table  is  the  great  difference 
in  the  lime  contained  in  the  seeds  of  the  pine  series  and  in  those  of 
the  other  trees.  Whilst  the  former  contain  less  than  2\  per  cent.,  the 
latter  contain  from  20  to  35  per  cent,  of  lime ;  on  the  other  hand,  the 
pine  seeds  are  very  much  richer  in  magnesia  and  phosphoric  acid. 
The  large  quantity  of  silica  in  the  seeds  of  the  pine  and  elm  seems  to 
stand  in  some  connection  with  the  fact  noticed  by  previous  observers 
that  the  woods  of  these  trees  take  up  large  quantities  of  silica 

J.  K.  C. 

Constituents  of  the  Larch  Fungus.  By  E.  Jahns  (Arch. 
Pharm.  [3],  21,  260 — 271). — Although  the  larch  agaric  (Polyp  or  us 
officinalis)  has  been  investigated  by  more  than  one  chemist,  con¬ 
flicting  statements  concerning  its  constituents  still  exist.  The  author, 
with  the  view  of  clearing  up  the  question,  has  re-investigated  this 
VOL.  xlvi.  2  o 
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plant.  By  extraction  with  hot  strong  alcohol  it  yielded  about  18  per 
cent,  of  a  crystalline  acid  melting  at  about  ]39°,  and  easily  soluble  in 
alcohol,  glacial  acetic  acid,  and  turpentine,  less  soluble  in  ether,  and 
nearly  insoluble  in  chloroform,  benzene,  and  cold  water.  The  acid 
is  dibasic,  forming  normal  salts  with  the  alkali  metals,  which  are 
easily  soluble  in  water,  and  acid  salts  which  are  only  slightly  soluble  : 
with  the  majority  of  the  metals,  it  forms  insoluble  salts,  which  are 
precipitated  in  the  amorphous  state  from  aqueous  solutions.  Analysis 
showed  that  agaricic  acid  was  a  homologne  of  malic  acid,  represented 
by  the  formula  C]6H3o05,H20.  On  oxidation  with  nitric  acid,  it  is  con¬ 
verted  into  succinic  and  butyric  acids.  The  principal  salts  are 
described  in  the  paper.  This  acid  is  identical  with  the  “  agaricic 
acid  ”  of  Fleury,  the  “  laricin  ”  of  Martius ;  and  the  substances  named 
by  Schoonbroodt  “agaricin”  and  “  pseudo-wax  ”  by  Trommsdorif,  are 
probably  the  same  acid  in  an  impure  state.  The  original  alcoholic 
extract  of  the  fungus  also  yields  a  substance  which  crystallises  in 
needles  from  a  solution  in  absolute  alcohol.  It  is  insoluble  in 
water,  and  nearly  so  in  ether,  chloroform,  and  cold  alcohol,  but 
dissolves  in  potash  solution.  It  melts  at  about  272°,  and  sublimes 
in  white  needles.  This  substance,  which  is  probably  an  alcohol, 
exists  to  the  extent  of  about  5  per  cent,  in  the  plant.  The  alcoholic 
mother-liquors  from  this  substance  contain  a  white  amorphous  body, 
which  is  deposited  in  a  colloidal  form  from  its  solution  in  chloroform. 
It  appears  to  be  an  acid,  and  occurs  to  the  extent  of  about  4  per  cent, 
in  the  fungus.  Finally  a  red  amorphous  resin  was  obtained  from  the 
original  alcoholic  extract,  in  which  it  was  very  soluble.  This  is  the 
bitter  purgative  constituent  of  the  fungus,  and  is  present  to  the  extent 
of  about  30  per  cent.  W.  R.  L). 

Paraguay  Tea.  By  A.  W.  Selljn  {Arch.  Pharm.  [3],  21,  292).— 
This  substance,  which  is  also  known  as  mate ,  is  yielded  by  the  Ilex 
paraguay  ensis,  which  grows  in  the  highlands  of  Southern  Brazil,  the 
Argentine  Republic,  and  Paraguay.  The  leaves  are  gathered  in  the 
spring,  dried  at  a  low  temperature,  and  packed.  An  infusion  of  it  is 
drunk  by  the  South  Americans  in  the  place  of  tea.  W.  R.  D. 

Glycogen  in  Plants.  By  Errera  {Biel.  Centr .,  1883,  355).— Gly¬ 
cogen  has  been  detected  in  Ascomycetes  pilobolus,  Ac.,  and  also  in  plants 
of  a  higher  order,  as  Solatium ,  Linum ,  Ac.  A  compound  analogous  to 
dextrin  is  found  in  Solanum  and  Agaricus ,  but  not  in  Peziza  or  Lemanea. 
Glycogen  may  as  a  rule  be  readily  detected  in  plants  by  the  micro¬ 
chemical  method,  when  it  exhibits  all  the  properties  possessed  by  this 
compound  as  obtained  from  the  animals.  E.  W.  P. 

Minjak-Lagam  Balsam.  By  G.  Haussner  (Arch.  Pharm.  [3], 
21,  241 — 256). — Minjak-Lagam,  a  balsam  resembling  copaiba,  but 
the  botanical  origin  of  which  is  unknown,  has  been  chemically 
examined  by  the  author.  On  distillation  with  water,  it  yielded  one- 
third  of  its  weight  of  an  essential  oil  of  sp.  gr.  0  928  at  15°,  and 
similar  to  the  essential  oil  yielded  by  copaiba  and  gurgun  balsams.  The 
analysis  and  vapour-density  determination  correspond  with  the  formula 
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C20H32,  and  ifc  yields  a  crystalline  hydrochloride,  C20H32,4HC1,  melting  at 
114°.  The  resin  remaining  in  the  retort  after  the  distillation  of 
the  oil,  contained  an  amorphous  acid  which  formed  un crystal lisable 
salts  with  many  of  the  metals.  The  copper  salt,  on  analysis,  gave 
figures  pointing  to  the  formula  C7H12O3C11.  The  resin  when  fused 
with  potash,  heated  with  acid  and  ether-  in  the  usual  way,  and  the 
extract  distilled  with  water,  yields  butyric  acid,  whilst  a  substance 
remains  in  the  solution  which  appears  to  be  an  acid  derived  from 
benzene,  as  it  gives  a  violet  colour  with  ferric  chloride.  Minjak- 
Lagam  balsam  therefore  resembles  gurgun  balsam  in  many  of  its 
characters,  and  probably  has  a  similar  botanical  origin,  namely,  a 
species  of  Dipterocarpus.  It  appears  to  differ  from  this  balsam  in 
yielding  an  uncry stallisable  resin  acid  which  has  a  lower  molecular 
weight  than  the  resin  acid  of  gurgun.  It  is  probably  further  distin¬ 
guished  by  the  fact  that  its  resin  yields  an  aromatic  acid  as  well  as 
butyric  acid  when  fused  with  potassium  hydroxide..  W.  R.  D. 

Phylloxera.  By  T.  Tozzetti  and  others  (Bied.  Gentry  1883,  547 — 
551). — According  to  Henneguy  this  pest  has  considerably  increased  in 
the  vineyards  in  the  district  of  Beziers,  where  carbon  bisulphide  has 
not  been  employed.  P.  Mouillefert  states  that  potassium  thiocarbo- 
nate  is  being  applied  to  the  vineyards  of  Medoc  and  the  south  of 
France.  Culeron  has  applied  the  same  substance  for-  more  than  five 
years  with  good  results,  and  has  made  many  comparative  experiments 
on  the  subject.  He  recommends  the  application  to  be  made  from 
October  to  April.  J.  T. 

Indian  Wheat.  By  Balland  ( CompL  rend ,,  97,  805). — Indian 
wheat  contains  a  relatively  considerable  quantity  of  seeds  of  legumi - 
nosce  and  some  other  plants.  Wheat  shipped  at  Bombay  was  found  to 
contain  seeds  of  Vicia  per egrina  ;■  Gicer- arietinum C.  arietinum,  var. 
nigrum ;  Ervum  uniflornm ;  Gaj,anus  indicus  ;  Acacia  lubeck ;  Tama- 
r indus  indica ;  Cassia  (?),-  Rhynchosiw  (?)  ;■  Gitrullus  vulgaris  ;  Bid - 
nus  communis ;  Liniens  usitatissimwm.  C.  H.  B. 

Maize  as  Pood  for  Horses.  By  Gers&dorff  (Bied.  Gentr .,  1883, 
566). — 7’5  to  9  kilos,  per  bead  per  day,  mixed  with  chaff  and  followed 
by  good  bay,  kept  the  animals  in  as  good  condition  as  10  kilos,  oats. 

J.  T. 

Fermenting  Maize  for  Milch  Cows.  (Bied.  Gentr.,  1883,  567.) 
— The  cows  were  previously  fed  on  mangel-wurzel ;  gradually  this 
was  diminished  to  one-half,  and  re-placed  by  maize  fermented  in  pits. 
The  amount  of  milk  and  butter  obtained  remained  the  same ;  but 
the  latter  was  somewhat  whiter  than  before.  There  was  no  apparent 
change  in  the  bulk  of  the  animal.  J.  T. 

Palm-oil  Residue  as  Fodder.  By  Marcker  (Bied.  Centr.,  1883, 
566). — The  author  gives  three  analyses  of  palm-kernel -meal,  (1)  after 
being  stored  three  weeks  ;  (2)  nine  months;  and  (3)  quite  fresh:  — 
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a.) 

(2.) 

(3.) 

Water  . 

9T6 

9- 75 

9*43 

Ash  . 

5-68 

3*93 

3*56 

Protein . 

12*31 

15*13 

15*31 

Cellulose . . 

23*27 

25-27 

21*20 

Nitrogenous  matter  (extractive). 

44^91 

41-23 

43-4G 

Fat  .  . . . . 

4'67 

4*56 

7-04 

The  author  combats  tbe  view  that  this  is  not  a  good  milk-fodder, 
and  asserts  that  the  most  important  constituents  for  milk  production 
are  the  nitrogenous  substances  and  not  the  fat.  J.  T. 


Earth-nut  Cake.  By  Holdeeleiss  (Bled.  Centr 1883,  526 — 
528). — This  cattle  food  having  given  unsatisfactory  results  of  late, 
although  numerous  analyses  show  40  to  50  per  cent,  protein,  and 
several  per  cent,  albumin,  with  other  food  constituents  normal,  it 
was  microscopically  examined,  and  in  many  cases  was  found  to  con¬ 
tain  quantities  of  fungus  spores.  48  to  60  hours  after  moistening 
with  very  little  water,  the  meal  becomes  covered  with  a  yellow  coat¬ 
ing  of  an  Aspergillus,  similar  to  Aspergillus  flavus.  This  fungus  is  of 
special  interest,  as  in  Japan  it  induces  the  fermentation  and  forma¬ 
tion  of  sugar  in  rice.  In  the  presence  of  more  moisture,  a  black 
Aspergillus  appears  in  colonies,  also  a  thick  covering  of  mucor-like 
fungi.  These  fungi  cause  changes  in  the  meal,  primarily  a  disap¬ 
pearance  of  albumin.  Enormous  quantities  of  bacteria  were  observed 
in  many  samples.  J.  T. 

Composition  of  Beetroot.  By  Pagnoul  ( Bied .  Centr,,  1883, 
570). — The  author  gives  analyses  of  beetroot — (1)  grown  in  soil 
excessively  manured  with  stable  dung,  and  (2)  grown  in  soil  ordinarily 
manured  with  an  artificial  manure  containing  Chili  nitre  : — 


<1.)  (2.) 


Weight  of  the  root. ....... 

820  g. 

492  g. 

Sugar . 

13*51  p.  c. 

4*42  p.  c. 

Alkalis . 

0-40  „ 

1-07  „ 

Nitrate . 

0-04  „ 

0-73  „ 

Salt,  per  100  sugar . 

2-27  „ 

24*12  „ 

Nitrate  ,,  ........ 

0-31  „ 

16-47  „ 

J.  T. 

Sugar  Beet.  Bv  G.  Marek  {Bied.  Centr.,  1883,  543 — 547).— The 
author  took  varieties  richest  in  sugar  to  ascertain  the  connection,  if 
any,  between  the  absolute  and  sp.  gr.  of  portions,  and  the  yield  in 
sugar.  Generally  the  sp.  gr.  of  the  whole  root  is  less  than  that  of 
parts  of  the  root.  Of  the  parts  of  the  root,  the  point  is  the  heaviest, 
next  the  middle  part  or  body,  then  a  side  piece  of  the  body,  and  lastly 
the  head.  Ths  author  is  of  opinion  that  weighing  the  whole  root 
gives  better  results  than  judging  by  appearances  ;  and  that  weighing 
various  portions  of  the  root  is  advisable  in  selecting  for  seeding ;  for 
this  purpose  a  portion  from  the  side  of  middle  part  is  most  suitable 
to  weigh,  in  order  to  separate  light  from  heavy  roots.  The  sap  from 
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the  various  portions  gave  over  all  a  higher  sp.  gr.  than  the  root  itself. 
Sap  from  the  middle  portion  was  the  heaviest ;  then  followed  the 
root,  and  last  the  top.  Sap  from  a  number  of  roots  generally  gives 
higher  rotation  with  a  higher  sp.  gr.,  but  this  is  not  invariable.  Of 
the  parts  of  the  same  root,  sap  from  the  middle  part  gave  the  highest 
rotation,  next  from  the  side  piece  of  the  middle  ;  then  point*  and  lastly 
that  of  the  head.  Beets  with  rosette-like  arrangement  of  leaves  were 
found  to  be  richer  than  those  with  a  more  vertical  arrangement.  The 
author  shows  that  the  so-called  “  aufschussruben”  as  compared  with 
normal  plants  have  a  lighter  sap,  less  sugar,  and  lighter  root,  with  a 
greater  weight  of  leaves  and  head.  When  the  seed-shoots  of  such 
plants  are  removed  beforehand,  the  roots  become  still  poorer  in 
sugar,  and  richer  in  salts  and  cellulose.  The  increased  amount  of 
cellulose  interferes  prejudicially  with  the  extraction  of  the  sugar. 

J.  T. 

Soil  Temperature  in  Relation  to  the  Air  Temperature.  By 

W.  Hossfeld  ( [Bied .  Gentr ,,  1883,  562). — Observations,  made  daily 
during  the  first  six  months  of  this  year,  showed  that  in  a  clay  soil  at 
Kranichfeld  the  temperature  increased  from  the  surface  downwards 
to  a  depth  of  2  meters  until  March  12  ;  after  this  the  temperature 
diminished  from  the  surface  downwards.  The  observations  were  made 
at  8  A. ii.  J.  T. 

Irrigation  as  Preventive  of  Injury  from  Frost.  By  T.  v. 

Neergard  (Bied.  Gentr .,  1883,  561).* — The  injurious  action  of  night 
frcst  on  grass,  &c.,  in  spring  can  be  prevented  by  covering  the 
meadows  with  4 — 6  cm.  of  water ;  this  practice  should  be  continued 
until  the  end  of  May,  until  the  frost  has  entirely  disappeared. 

J.  T. 

Nitric  Acid  in  Soils  and  Subsoils  at  Rothamsted.  By  Sir  J. 

B.  La wes,  J.  H.  Gilbert,  and  R.  Warington  (Jour.  Roy.  Agri.  Soc ., 
1883,  331). — The  unmanured  and  uncropped  soils  of  the  three  drain¬ 
ages  have  yielded  drainage  waters  containing  on  an  average  of  six 
years  402  lbs.  of  nitric  nitrogen  per  acre.  This  amount  must  be 
below  the  annual  produce  of  good  soil.  Nitric  acid  was  determined  in 
many  soils :  the  samples  were  taken  by  driving  a  rectangular  iron 
tube,  6  inches  square  and  9  inches  deep,  into  the  ground,  removing 
the  contents  as  a  sample,  and  again  driving  the  tube  down  to  obtain 
samples  of  the  succeeding  depths  :  the  soils  were  at  once  broken  up 
and  dried  at  55°.  The  nitric  acid  was  determined  by  a  modification 
of  Schloesing’s  method  (Trans.,  1882,  345 — 351).  The  immediate 
drying  of  the  soil  is  indispensable,  otherwise  the  results  are  too  high. 

Fallow  Soils. — Three  soils  in  fair  condition,  cultivated  as  bare  fallow, 
contained  at  the  end  of  summer  56*5 — 59’9  lbs.  of  nitric  nitrogen  per 
acre  to  a  depth  of  27  inches.  Estimating  as  far  as  possible  the  pre¬ 
ceding  loss  of  nitrate  by  drainage,  it  would  appear  that  about  80  lbs. 
of  nitric  nitrogen  per  acre  were  produced  during  the  season  (15 
months)  of  fallow.  Land  in  poor  condition  contained  much  less 
nitrate.  When  the  preceding  summer  had  been  dry,  the  nitrate  was 
chiefly  near  the  surface. 
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Soils  growing  Cereal  Crops. — Where  no  excess  of  nitrogenous 
manure  is  employed,  very  small  quantities  of  nitrate  are  found  in  the 
soil  during  summer,  owing  to  assimilation  by  the  crop.  If  rain  occurs 
after  harvest,  and  especially  if  the  land  is  ploughed,  considerable 
formation  of  nitrate  takes  place.  Nitrate  continues  to  be  present 
through  the  winter,  notwithstanding  loss  by  drainage,  slow  production 
being  always  in  progress.  In  late  spring  or  early  summer,  the  nitrate 
again  disappears  if  the  land  is  under  crop. 

Determinations  of  nitric  acid  were  made  in  the  soils  of  the  experi¬ 
mental  wheat  field,  taken  October,  1881.  Much  rain  had  fallen  since 
harvest,  and  the  land  had  been  ploughed ;  conditions  were  thus 
favourable  to  nitrification.  Plots  permanently  unmanured  contained 
15*0 — 17*9  lbs.  of  nitric  nitrogen  per  acre  to  a  depth  of  27  inches. 
Plots  receiving  ash-constituents  alone,  21*2  to  24*3  lbs.  Plots 
receiving  ash-constituents,  with  400  lbs.  of  ammonium  salts  or 
550  lbs.  nitrate  of  sodium  the  preceding  spring,  contained  24' 6 — 
39*8  lbs.  Plots  with  the  above-mentioned  nitrogenous  manure  alone, 
28*3 — 54*1  lbs.  With  1700  lbs.  of  rape  cake,  34*2  lbs.  With  14 
tons  of  farmyard  manure^  52*2  lbs.  The  last  two  manures  were  applied 
the  preceding  autumn.  On  plots  receiving  no  nitrogenous  manure,  or 
not  excessive  quantities  of  ammonia  or  nitrate,  the  nitrate  found  was 
due  to  nitrification  of  crop  and  weed  residues  and  of  the  humic 
matters  of  the  soil;  the  quantity  of  nitrate  generally  bore  a  distinct 
relation  to  the  quantity  of  the  preceding  crops.  Where  an  excess  of 
nitrate  of  sodium  had  been  applied,  a  considerable  residue  of  the  manure 
was  found  in  the  subsoil.  Where  rape  cake  or  farmyard  manure  was 
used,  the  nitrate  was  partly  derived  from  the  nitrification  of  residues 
of  manure.  The  nitrogen  of  permanently  unmanured  soil  nitrifies 
*with  more  difficulty  than  the  nitrogen  of  soil  which  has  yielded  large 
crops,  or  than  nitrogenous  residues  of  rape  cake  or  farmyard  manure. 

The  soils  of  the  experimental  barley  field  were  sampled  in  March, 
1882,  to  the  depth  of  27  inches.  The  permanently  unmanured  land 
contained  15*7  lbs.  of  nitric  nitrogen  per  acre.  That  receiving  ash- 
constituents  alone,  a  mean  of  20*1  lbs.  That  receiving  200  lbs. 
ammonium  salts,  or  :275  lbs.  nitrate  of  sodium,  with  or  without  ash- 
constituents,  a  mean  of  23*3  lbs.  Plots  receiving  1000  lbs.  rape  cake, 
with  or  without  ash-constituents,  a  mean  of  30*1  lbs.  The  plot 
receiving  14  tons  farmyard  manure,  44*1  lbs.  The  washing  of  the 
autumn  and  winter  rains  had  tended  to  equalise  the  amounts  of 
nitrate.  The  influence  of  crop  residues  is  not  so  marked  as  in  the 
wheat  field,  barley  leaving  a  smaller  residue  in  the  soil  than  wheat. 

Soils  growing  Leguminous  Crops. — The  nitrate  in  soils  that  have 
grown  beans  or  clover  is  much  smaller  than  that  found  in  similar 
uncropped  soils.  Although  leguminous  crops  thus  assimilate  nitric 
nitrogen,  the  total  quantity  of  nitrogen  found  in  such  crops  often 
greatly  exceeds  the  quantity  of  nitric  nitrogen  at  present  recognised 
as  occurring  in  soils.  We  must  thus  apparently  assume  for  legu¬ 
minous  crops  a  further  source  of  nitrogen ;  in  the  case  of  cereal 
crops,  the  nitric  nitrogen  of  the  soil  appears  to  furnish  an  adequate 
supply. 

Pew  determinations  of  nitric  nitrogen  have  yet  been  made  for 
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depths  below  27  inches;  in  most  cases  only  small  quantities  wex*e 
found.  It  is  a  question  whether  the  nitrates  in  a  clay  subsoil  are  not 
destroyed  by  reduction.  R.  W. 

Yield  of  Crops  under  Steam  Cultivation.  By  M.  Marckek 
( Bied ..  Gentr.y  1883,  508 — 511). — Experience  with  Fowler’s  steam 
ploughs  during  the  period  1872 — 80  leads  to  the  following  con¬ 
clusions  : — 

Against  hail,  frost,  rust,  and  the  depredations  of  animals,  &c.,  it 
has  no  advantage  over  animal  cultivation;  but  in  very  wet  or  very 
dry  seasons  it  greatly  reduces  the  injurious  results  of  such  abnormal 
weather.  In  dry  weather,  the  plants  can  more  readily  get  deeper  in 
search  of  moisture,  whilst  in  wet  seasons  the  excess  water  more 
readily  drains  away  into  the  subsoil.  Another  essential  advantage  is 
the  immediate  destruction  of  weeds.  Further,  the  after  cultivation  of 
the  crop  is  facilitated.  From  figures  given  the  wheat  crops  averaged 
19*4  per  cent,  better;  barley,  32*1  per  cent.;  oats,  1*2  per  cent.; 
maize,  12*5  per  cent.,  and  beet,  26*8  per  cent.  The  wheat  crops  com¬ 
pared  were  six  years  before  and  six  after  the  introduction  of  steam 
cultivation,  the  other  crops  were  nine  years  before  and  nine  after. 

J.  T. 

Coexistence  of  Ammonium  Carbonate  and  Potassium  Sul¬ 
phate  in  Guano.  By  E.  Chevreul  ( Compt .  rend.,  97,  786 — 787). — 
Guano  not  unfrequently  contains  compact  homogeneous  moist  snow- 
white  masses  consisting  of  ammonium  subcarbonate,  associated  with 
potassium  sulphate  and  water.  C.  H.  B. 

The  Guano  of  Cape  Vert.  By  A.  Andouard  (Compt.  rend.,  97, 
858 — 859). — The  guano  is  mixed  with  a  considerable  quantity  of 
stones.  When  these  are  removed  it  has  the  composition  : — 


Moisture . 15*21 

Organic  nitrogen  . 0*28 

Nitrogen  as  ammonia  .  0*04 

Organic  matter .  10*63 

Phosphoric  acid .  11*37 

Lime,  magnesia,  and  ferric  oxide  .  20*49 

Salts  soluble  in  water  .  0*92 

Silica  and  silicates . 41*06 


100*00 

C.  H.  B. 

Nitrogen  in  Bone-meal.  By  Wagner  (Bied,  Centr.,  1883, 
563).— Commercial  bone-meal  contains  1  to  4  per  cent,  of  nitrogen, 
on  an  average  3*2  per  cent.  This  variation  in  amount  depends  on 
the  previous  treatment  to  which  the  bone  has  been  subjected  for  the 
extraction  of  its  fat.  Hence  it  is  advisable  to  extract  the  fat  by 
means  of  solvents  such  as  petroleum.  Bones  so  treated  contained 
4-|  to  5  per  cent,  of  nitrogen,  and  consequently  have  an  increased 
value.  J.  T. 


360 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Weathering  of  Bone  Manure.  By  J.  Konig  (Bied.  Centr .,  1883, 
562). — Steamed  bone-meal  mixed  with  stable  dung  spread  on  a  field 
in  the  spring  of  1883  had  quite  disappeared  at  the  present  time, 
whilst  in  another  case  raw  fragments  of  bone  can  be  found  which 
was  applied  along  with  stable  dung  from  twro  to  four  years  ago.  Such 
bone  fragments  washed  and  analysed  gave,  after  two,  three,  and  four 
years  on  the  soil  respectively — of  nitrogen,  1*1,  0*7,  and  0*4  per  cent, 
respectively;  of  phosphoric  acid,  10*1,  0*7,  and  0*3  per  cent,  respec¬ 
tively;  and  of  calcium  carbonate,  41*2,  49*1,  and  42*7  respectively. 
Hence  raw  bone  takes  at  least  four  years  to  weather  completely. 

J.  T. 

Influence  of  Superphosphates  on  the  Quality  of  the  Yield. 

By  F.  F arsky  ( Bied .  Centr.,  1883,  511 — 512).- — The  author  had 
opportunity  during  some  manure  experiments  of  comparing  the 
effects  of  Chili  nitre  and  superphosphate  on  buckwheat.  His  results 
show  (1)  that  superphosphate  induces  early  maturity  in  the  plant, 
and  (2)  that  it  also  increases  the  absolute  and  relative  weight  of  the 
seeds.  Further  Chili  nitre  retards  the  harvest,  and  in  no  instance 
produces  heavier  seeds.  J.  T. 

Phosphate  from  the  Rata  Island.  (Bied.  Centr.,  1883,  562.) — 
The  material  has  been  repeatedly  analysed  in  England ;  it  contains  : — 


H20 . 

Organic  matter  (and 
comb.  H20)  . .  .  * 

P-A . 

OaO  . 

FeA . 

A1A . 

MgO . 

Na-0 . 

ta2G . 

SOa . 

co2 . 

Insol.  (silicate) . . .  . . 


The  insoluble  (in  nitric  acid)  residue  of  No.  4  gave  1*11  per  cent. 
Ti02,  1*97  of  Si02,  1  of  A1A,  and  3*78  of  Fe203.  Also  in  the  same 
sample  traces  of  ammonia  were  found.  J.  T. 

Compost  Manure.  By  A.  Mayer  (Bied.  Centr.,  1883,  564). — 
Amsterdam  compost  manure  is  richer  in  phosphoric  acid  and  nitrogen 
than  in  former  years. 


Analyst. 


1. 

2. 

3. 

4. 

5. 

A.  Yoelcker. 

W.  A.  Carry. 

E.  Redwood. 

At  the  Mint. 

2-63 

1  11 *20 

8*23 

10*92 

10*00 

7*53 

28*18 

J 

32*36 

27*60 

28  03 

26*50 

30  ‘45 

26*88 

37*63 

32  *08 

30*60 

10  *85 

|  21-10 

f  9*43 

7*42 

9*56 

11  *99 

\  .  10*08 

9*44 

11*22 

1*73 

— 

■ — 

— 

— 

— 

— 

— 

0*51 

trace 

j  1*37 

0*25 

— 

— 

— 

trace 

1*35 

1  *26 

1  *84 

3  *30 

3*25 

5*04 

6*40 

5*19 

7*86 

7*50 

100  *00 

100 ‘00 

100  *00 

100*00 

100*00 
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Organic 

matter. 

Nitrogen. 

| 

Ash. 

Phosphoric 

acid. 

Potash. 

Water. 

Amsterdam,  Jan.  16, 
1882  . 

17*0 

0*7 

21*5 

0-7 

0-4 

61*5 

Amsterdam,  Jan.  11, 
1880  . 

11*8 

0*3 

42  *2 

0-3 

0*4 

46-0 

G-roningen  compost  .. . 

13-7 

0-8 

22  -7 

0-6 

2-2 

63  -6 

J.  T. 


Effect  of  Potassium  and  Sodium  Nitrates  on  the  Growth  of 
Potatoes.  By  P.  P.  D^h^rain  ( Compt .  rend.,  97,  998 — 1000). — Two 
pieces  of  land  were  sown  with  potatoes ;  one  was  manured  with 
potassium  nitrate,  and  the  other  with  an  equal  quantity  of  sodium 
nitrate,  the  quantity  applied  being  equivalent  to  400  kilos,  per  hectare. 
In  both  cases  the  average  yield  was  the  same,  viz.,  805  grams  per 
root,  a  yield  considerably  in  excess  of  that  obtained  under  ordinary 
conditions.  The  influence  of  the  nitrates  is  very  considerable,  but 
the  nature  of  the  base  does  not  seem  to  affect  the  results.  The 
potatoes  manured  with  sodium  nitrate,  or  with  other  salts  of  sodium, 
contain  only  potassium  and  no  sodium.  It  would  appear  therefore 
that  the  sodium  salts  applied  as  manure  decompose  the  potassium 
compounds  in  the  soil  with  formation  of  potassium  salts,  which  are 
absorbed  by  the  plant. 

Haricot  beans  were  watered  with  solutions  of  sodium  chloride  of 
gradually  increasing  concentration  until  the  plant  died.  The  ash 
contained  11 '3  per  cent,  of  chlorine,  whereas  the  ash  of  similar  beans 
gfrown  in  the  same  soil  without  addition  of  sodium  chloride  contained 
only  0*53 — 0*49  per  cent,  of  chlorine.  Notwithstanding  the  large 
excess  of  chlorine,  the  ash  contained  no  sodium,  from  which  it  appears 
that  the  plant  was  killed  by  abnormal  absorption  of  potassium 
chloride. 

Since  sodium  nitrate  is  cheaper,  and  contains  a  higher  proportion 
of  nitrogen  than  the  potassium  salt,  the  latter  can  only  be  used  with 
advantage  in  the  case  of  soils  which  are  poor  in  potassium  compounds. 

C.  H.  B. 

Manuring  Experiments  in  Posen  in  1882.  By  E.  Wildt  (Bled. 
Gentr.,  1883,  516 — 520). — Experiments  made  in  1881  with  a  liberal 
application  of  phosphoric  acid  and  nitrogen  gave  negative  results  only, 
probably  owing  to  a  lack  of  potash  in  the  soil.  The  present  experi¬ 
ments  were  generally  a  repetition  of  the  previous  ones,  with  the  addi¬ 
tion  of  potash.  The  experiments  were  made  on  five  different  estates. 
The  nitrogen  was  added  as  ammonium  sulphate,  potash  as  potassium 
chloride,  the  soluble  phosphoric  acid  as  Curasao  superphosphate,  the 
phosphoric  acid  soluble  in  citric  acid  as  precipitated  calcium  phosphate, 
and  reverted  phosphoric  acid  as  phosphorite  superphosphate,  half  of 
whose  acid  was  soluble  in  water,  and  the  other  half  reverted. 

I.  Soil,  slightly  loamy  sand  10  inches  deep  ;  subsoil  lighter,  and  below 
siliceous  sand.  Crop,  potatoes  ;  previous  crop,  rye,  with  stall  manure. 
Nitrogen  was  given  in  every  case,  along  with  soluble  phosphoric  acid 
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alone  in  one  case,  with  potash  alone  in  the  second  case,  and  with 
potash  and  the  various  phosphates  in  all  other  cases.  In  all  plots  in 
this  group,  the  yield  was  considerably  increased,  but  an  economical 
result  was  obtained  only  when  potash  and  soluble  phosphoric  acid 
were  added  together ;  the  phosphoric  acid  must  be  present  in  suffi¬ 
cient  quantity,  or  the  increased  yield  will  be  that  solely  due  to  the 
potash.  The  amount  of  starch  in  the  potatoes  was  considerably 
reduced  by  the  chlorine  in  the  potassium  salt.  The  phosphoric  acid 
soluble  in  citric  acid  gave  only  a  small  increase  ;  but  it  may  be  ex¬ 
pected  to  influence  the  following  crop,  as  another  experiment  shows : 
thus,  parcels  manured  the  previous  year  were  cropped  again  without 
manure.  Nitrogen  alone  gave  no  increase,  whilst  all  the  phosphate 
manures  gave  increased  yields,  and  those  most  backward  the  first  year 
did  best  in  the  second  year. 

II.  Soil,  sandy  loam,  4  inches  deep;  subsoil,  loam;  previous  crop, 
wheat,  manured  with  superphosphate ;  experimental  crop,  potatoes. 
The  nitrogen  added  showed  no  effect  on  the  crop,  on  the  contrary,  the 
phosphoric  acid,  and  still  more  the  potash,  afforded  good  results;  but 
10  kilos,  per  morgen  of  soluble  phosphoric  acid  gave  no  better  result 
than  5  kilos. ;  the  action  of  the  reverted  acid  is  not  perceptible,  and 
the  result  of  the  acid  soluble  in  citric  acid  is  said  to  be  inexplicable, 
because  the  yield  is  the  same  as  with  soluble  acid. 

III.  Soil,  sandy  loam,  1  foot  deep;  subsoil,  loamy  marl.  From 
1874  to  1880  lucerne  was  grown;  after  that  summer  wheat  without 
manure.  The  experimental  crop  was  barley.  All  the  manures  gave 
only  a  slight  increase,  and  in  no  case  do  they  appear  to  be  eco¬ 
nomically  useful.  No  conclusion  can  be  drawn  as  to  the  action  of  the 
various  forms  of  phosphoric  acid,  the  increased  yield  is  so  small. 

IV.  Sandy  soil;  subsoil  sandy,  below  clay  marl.  Barley  was  sown. 
The  potash  gave  no  results ;  the  phosphoric  acid  acted  slightly,  and 
only  the  nitrogen  produced  any  marked  effect,  and  this  was  only 
economically  successful  when  the  increased  yield  of  straw  was 
considered. 

Y.  Soil,  clayey  sand,  8  inches  thick  ;  subsoil  mixed  with  marl. 
Before  the  experiment  no  artificial  manure  had  ever  been  applied,  but 
only  a  little  stable  manure.  The  previous  crop  was  wheat ;  the 
experimental  crop  was  oats.  Whilst  potash  and  phosphoric  acid  did 
not  increase  the  yield,  the  action  of  the  nitrogen  was  somewhat 
considerable,  indeed  taking  into  account  the  straw,  a  not  inconsider¬ 
able  profit  was  obtained.  J.  T, 

Manuring  Experiments  on  Tobacco.  By  J.  Nesslek  ( Landw . 
Versuchs.- Stat.,  29,  309 — 312). — The  chief  object  of  this  investigation 
was  to  study  the  effect  on  the  combustibility  of  tobacco  produced  by 
various  kinds  of  manure,  such  as  chloride,  sulphate  and  nitrate  of 
potassium,  superphosphate,  stable  dung,  Ac.  To  this  end  the  dried 
leaves  were  ignited,  and  the  time  during  which  they  continued  to 
glow  noted  down.  Potassium  nitrate  and  sulphate  were  found  to 
increase  the  burning  properties  of  the  tobacco,  whilst  potassium 
chloride  produced  the  opposite  effect.  The  experimental  results, 
however,  exhibit  great  inequalities,  partly  due,  no  doubt,  to  the  fact 
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that  the  soils  were  in  various  states  of  cultivation  in  the  previous 
year.  Phosphoric  acid,  however,  seems  to  be  not  at  all  an  essential 
constituent  of  the  manure.  It  is  recommended  to  grow  a  crop  of 
swedes  or  beetroot  on  the  land,  using  a  potash  manure,  and  then  to 
follow  with  tobacco,  when  Chili  saltpetre  might  be  employed. 

J.  K.  C. 

Manuring  of  Marshy  Land.  By  H.  J.  Caksten  (Bled.  Centr 
1883,  564).  —  Limed  and  unlimed  portions,  manured  with  raw 
Peruvian  guano,  gave  similar  yields,  showing  that  lime  was  practi¬ 
cally  without  effect.  Amother  portion  of  new  land,  treated  five  years 
successively  with  guano,  and  sown  with  oats,  gave  a  yield  increasing 
from  36  hi  per  ha  in  the  first  year  to  55  hi  per  ha  in  the  fifth  year. 
From  this  it  would  appear  that  such  land  can  be  converted  into 
profitable  arable  land  by  the  addition  of  artificial  manure  alone,  with¬ 
out  stable  or  town  manure.  J.  T. 
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Use  of  Ammonium  Thiosulphate  instead  of  Sulphuretted 
Hydrogen  in  Qualitative  Analysis.  By  A.  Orlowski  ( Zeits . 
Anal.  Okem .,  22,  357 — 366). — Barium,  strontium,  and  lead  are  pre¬ 
cipitated  as  sulphates  by  adding  ammonium  thiosulphate  to  their 
neutral  or  slightly  acid  solutions.  The  filtrate  is  acidulated  with 
hydrochloric  acid,  heated  to  boiling,  and  thiosulphate  added  until  no 
further  precipitation  of  sulphur  takes  place.  The  precipitate  may 
contain  the  sulphides  of  arsenic,  antimony,  tin,  platinum,  gold,  silver, 
copper,  mercury,  bismuth,  and  cadmium.  These  metals  are  separated 
from  each  other  in  the  ordinary  way.  To  the  filtrate  ammonium 
chloride,  ammonia,  and  ammonium  sulphide  are  added,  precipitating 
the  metals  of  Group  III,  besides  the  sulphide  of  cadmium,  which  may 
not  have  been  completely  separated  with  the  previous  group.  The 
cadmium  is  separated  from  zinc  and  manganese  by  adding  sodium 
thiosulphate  in  excess  to  the  neutral  or  feebly  acid  solution,  and  then 
boiling.  A  yellowish-brown  precipitate  is  formed,  to  which,  when 
cool,  hydrochloric  acid  is  added  until  the  evolution  of  chlorine  ceases. 
The  precipitate  now  consists  of  hydrated  manganese  peroxide  only  ; 
it  is  collected,  and  caustic  soda  in  excess  is  added  to  the  filtrate,  the 
cadmium  is  thereby  precipitated,  whilst  the  zinc  remains  in  solution. 

P.  F.  F. 

An  Indicator  showing  the  Neutral  Point  in  Alkalimetry  and 
Acidimetry.  By  A.  Gawalowske  {Zeits.  Anal.  Ghem .,  22,  397). — By 
mixing  alcoholic  solutions  of  phenolphthalei'n  and  dimethylanili ne¬ 
orange  (methyl- orange)  an  indicator  is  obtained,  which  turns  deep- 
red  in  an  alkaline  and  rose-red  in  an  acid  solution,  whilst  in  a  neutral 
solution  it  is  pale  lemon-yellow.  P.  F.  F. 
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A  new  Fractioning  Apparatus.  By  C.  Winssinger  (. Ber .,  16, 

2640 — 2645). — This  apparatus,  which  combines  both  the  cooling  and 
washing  methods,  yields  extremely  good  results.  It  cannot  be 
succinctly  and  clearly  described  without  the  diagram. 

A.  K.  M. 

A  new  Form  of  Hot  Filtering  Funnel  and  an  Apparatus  for 
Obtaining  Sublimates.  By  R.  Richter  (/.  pr .  Chem.  [2],  28, 
309 — 310). — By  coiling  a  thin  lead  tube  round  an  ordinary  funnel, 
and  passing  steam  through  it,  the  filtration  of  substances,  even  spar¬ 
ingly  soluble  in  hot  alcohol,  is  readily  accomplished.  By  placing  a 
coil  of  lead  piping,  through  which  cold  water  is  passed,  on  the  upper 
watch-glass  of  a  pair  used  for  sublimation,  the  author  found  it 
possible  to  obtain  with  great  ease  crystalline  needles  of  substances 
melting  at  26°.  A.  B. 

Determination  of  the  Quantities  of  Gases  Dissolved  in 
Watery  Liquids.  By  A,  Loxgi  ( Gazzetta ,  13r  479 — 481). — The 
author  makes  use  of  the  apparatus  described  in  his  paper  “  On  the 
Estimation  of  Nitrous  and  Nitric  Acids  ”  (p.  366  of  this  volume). 

H.  W. 

A  new  Method  of  Determining  Nitrogen  in  Organic  Sub¬ 
stances.  By  J.  Kjeldahl  ( Zeits .  Anal .  Chem .,  22,  366 — 382). — 
The  dried  substance  is  digested  in  a  flask  for  several  hours  with  a 
large  excess  of  concentrated  sulphuric  acid,  at  a  temperature  approach¬ 
ing  the  boiling  point  of  the  acid.  Some  fuming  sulphuric  acid  or  a 
little  phosphoric  anhydride  may,  with  advantage,  be  added  to  combine 
with  any  trace  of  water  that  may  be  present.  In  this  manner  the 
greater  part  of  the  organic  nitrogen  is  converted  into  ammonia,  and 
this  conversion  is  completed  by  oxidation  with  potassium  permanga¬ 
nate,  which  is  added  cautiously  as  a  fine  powder  in  very  small  quanti¬ 
ties  at  a  time.  The  addition  of  permanganate  is  continued  until  the 
solution  becomes  green,  showing  that  an  excess  has  been  employed. 
When  cold,  the  liquid  is  diluted  with  water,  rendered  alkaline  with  a 
strong  solution  of  caustic  soda,  and  then  distilled  into  a  receiver  con¬ 
taining  a  measured  quantity  of  standard  acid.  The  author  has 
obtained  satisfactory  results  with  nitrogenous  organic  substances  of 
the  most  varied  character.  P.  F.  F. 

Estimation  of  Nitrogen  in  Nitro-,  Azo-,  and  Diazo-com- 
pounds.  By  A.  Goldberg  (Ber.,  16,  2546 — 2556). — Several  unsuc¬ 
cessful  attempts  have  been  made  by  chemists  to  estimate  the  nitrogen 
in  nitrates  by  Will  and  Varrentrapp’s  method,  by  adding  a  reducing 
agent  to  the  soda-lime.  In  the  author's  experiments  stannous  sulphide 
was  employed  ;  a  mixture  of  this  with  soda-lime  yielding  hydrogen 
when  heated.  The  results  obtained  are  too  low;  the  addition  of  sul¬ 
phur  produces  somewhat  better  results,  but  even  then  the  percentage 
of  nitrogen  is  generally  1 — 1*5  too  low.  This  mixture  (100  parts 
soda-lime,  100  parts  stannous  sulphide,  and  20  parts  sulphur)  yields 
however  satisfactory  results  with  nitro-  and  azo-compounds.  To 
charge  the  tube,  a  layer  (5  cm.)  of  coarsely-powdered  soda-lime  is 
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first  introduced,  then  a  layer  (15 — 20  cm.)  of  the  mixture  through 
which  the  substance  is  distributed  in  the  usual  way  by  means  of  a 
wire,  then  another  layer  (5 — 10  cm.)  of  the  mixture  alone,  and  finally 
coarsely  powdered  soda-lime.  The  ammonia  is  absorbed  by  means  of 
dilute  sulphuric  acid,  and  titrated  with  baryta- water.  In  the  case  of 
the  azo-compounds  the  method  is  more  troublesome  than  in  that  of 
nitro-compounds,  owing  to  the  chemical  indifference  of  the  former 
class  of  substances  and  to  the  readiness  with  which  they  sublime  ; 
the  difficulty  is  overcome, .  however,  by  employing  a  longer  tube. 
When  moderately  stable,  diazo-compounds,  such  as  diazosalicylic  acid 
and  paradiazobenzenesulphonic  acid,  are  treated  as  above,  they  yield 
either  no  ammonia,  or  at  most  a  very  small  percentage. 

A.  K.  M. 

Detection  of  Nitric  Acid  in  presence  of  other  Acids  capable 
of  Interfering  with  its  Reactions.  By  A.  Longi  ( Gazzetta ,  13. 

468 — 469). — In  testing  for  nitric  acid  in  solutions  containing  ammo- 
niacal  salts,  together  with  chlorates,  bromates,  iodates,  chromates, 
and  other  oxidising  salts,  an  error  may  arise  from  the  conversion  of 
part  of  the  ammonia  iuto  nitric  acid  by  the  oxidising  action  of  those 
salts,  whence  it  may  appear  that  nitric  acid  was  present  in  a  solution 
which  previously  contained  none.  This  source  of  error  may,  however, 
be  avoided  by  treating  the  solution  with  sulphurous  acid  before 
heating  it,  the  bromates,  chlorates,  &c.,  being  thereby  reduced  to 
bromides,  chlorides,  &c.,  while  the  nitric  acid  remains  either  as  such, 
or  in  the  form  of  a  sulphuroso-nitric  compound  in  which  the  nitric 
acid  may  be  detected  by  the  ordinary  tests.  Bromine  and  iodine,  if 
present,  may  be  eliminated  by  G.  Yortmann’s  method  (Ber.,  13,  2024). 
Lead  dioxide  does  not  oxidise  ammoniacal  salts  in  a  solution  con¬ 
taining  acetic  acid.  H.  W. 

Paratoluidine  Sulphate  as  a  Test  for  Nitric  Acid.  By  A. 

Longi  ( Gazzetta ,  13,  465 — -468). — If  to  a  liquid  containing  nitrates  a 
few  drops  of  p-toluidme  sulphate  be  added,  and  then  a  quantity  of 
ordinary  sulphuric  acid  equal  in  volume  to  the  nitrate  solution,  and 
in  such  a  manner  that  the  liquids  shall  form  two  distinct  layers,  a 
deep  red  coloration  will  appear  at  the  surface  of  separation,  changing 
after  some  time  to  a  dark  yellow.  In  solutions  of  chlorates,  bromates, 
iodates,  chromates,  and  permanganates,  the  same  reagent  produces  a 
blue  coloration  of  such  intensity  as  completely  to  mask  the  red  colour 
produced  with  nitrates,  even  when  the  quantity  of  either  of  the  salts 
just  mentioned  is  very  small  in  comparison  with  that  of  the  nitrate. 
Aniline  sulphate  does  not  produce  any  coloration  with  nitrates,  but  a 
mixture  of  the  sulphates  of  aniline  and  p-toluidine  (crude  aniline  oil) 
produces  a  deeper  red  colour  than  the  toluidine  alone. 

This  test  for  nitrates  is  less  delicate  than  that  which  is  afforded  by 
brucine  or  by  diphenylamine,  the  former  of  which  produces  a  red 
colour  in  solutions  containing  only  1  part  of  nitric  acid  in  256,000  parts 
of  liquid,  the  latter  a  blue  colour,  sensitive  to  1  part  in  two  millions  ; 
but  the  toluidine  test  has  the  advantage  of  not  giving  the  same  colour 
with  chlorates,  bromates,  &c.,  or  with  nitrites,  with  which  it  develops 
a  yellow  coloration  gradually  passing  into  red.  H.  W. 
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Volumetric  Estimation  of  Nitric  Acid.  By  A.  Longi  (Gazzetta, 
13,  482 — 485). — The  blue  colour  produced  by  diphenvlamine  in  a 
solution  of  nitric  acid  is  destroyed  by  stannous  salts,  and  this  reaction 
may  be  made  available  for  the  volumetric  estimation  of  nitric  acid. 
The  salt  employed  is  Marignac’s  sta.nnoso-stannic  sulphate,  and  its 
reaction  with  nitric  acid  may  be  represented  by  the  equation  4SnS04 
4-  4H2S04  4-  2HN03  =  4Sn(S04)2  4-  5H20  +  N20,  showing  that 
4  mols.  of  the  stannous  salt  are  required  for  the  decomposition  of 
2  mols.  nitric  acid,  or  2  mols.  SnS04  for  1  mol.  HN03.*  The  method 
is  especially  applicable  to  the  estimation  of  small  quantities  of  nitric 
acid.  H.  W. 

Estimation  of  Nitrous  and  Nitric  Acids,  separately  or  to¬ 
gether.  By  A.  Longi  ( Gazzetta ,  13,  469 — 479). — For  the  estimation  of 
nitrous  acid,  the  author  makes  use  of  the  well-known  reaction  with 
urea  and  acetic  acid.  Nitrates  are  first  reduced  to  nitrites  with 
hydrochloric  acid  and  arsenious  acid.  The  paper  contains  a  descrip¬ 
tion  of  the  apparatus  employed,  and  tables  of  analytical  results. 

H.  W. 

Estimation  of  Iodine  in  presence  of  Chlorine  and  Bromine 
by  means  of  Ferric  Sulphate.  By  A.  Gavazzi  ( Gazzetta ,  13, 
327;  and  454 — 455). — Dnflos’  process  for  determining  the  amount  of 
iodine  in  iodides  by  boiling  them  with  ferric  chloride  and  condensing 
the  vapours  in  a  concentrated  solution  of  potassium  iodide  is  not 
applicable  when  bromides  are  present,  as  bromine  passes  over  along 
with  the  iodine.  If,  however,  ferric  sulphate  be  substituted  for  the 
chloride,  this  difficulty  is  obviated,  the  iodine  alone  being  volatilised  ; 
but  the  sulphate  should  be  heated  to  a  little  below  redness  to  remove 
free  acid,  and  it  is  as  well  to  add  a  little  ferrous  sulphate  to  increase 
the  solubility  of  the  ferric  salt.  This  reaction  can  be  employed  in 
testing  commercial  potassium  iodide  for  chlorine,  as  all  the  chlorine 
remains  in  the  retort  quite  free  from  iodine.  The  method  is  also 
useful  for  detecting  traces  of  iodine  in  mixtures  containing  large 
quantities  of  chlorine  and  bromine;  and  may  be  used,  moreover,  for 
preparing  pure  iodine.  C.  E.  G. 

Assay  of  Commercial  Potassium  Iodide.  By  W.  Lenz 
( Zeits .  Anal.  Chew. .,  22,  391 — 393). — The  author  has  investigated 
the  method  of  assaying  potassium  iodide  by  means  of  a  standard  solu¬ 
tion  of  mercuric  chloride.  He  finds  that  the  results  are  inaccurate, 
the  end-point  of  the  reaction  being  greatly  influenced  by  temperature. 

P.  F,  F. 

A  new  Microchemieai  Test  for  Sodium.  By  A.  Streng 
(Jahrb.  f.  Min.,  1883,  2,  Bef.,  365). — The  author  proposes  to  employ 
uranium  acetate  as  a  test  for  sodium  ;  by  its  action  on  any  sodium 
solution,  crystals  of  uranium  sodium  acetate  are  formed,  which  are 
but  sparingly  soluble  in  water.  They  appear  in  the  form  of  tetra- 

*  In  the  original  paper  it  is  said  that  4  mols.  of  the  stannous  salt  are  required  io 
decompose  1  mol.  nitric  acid  ;  but  this  is  clearly  inconsistent  with  the  equation  above 
given. 
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iiedra,  and  these  minute  yellow  crystals  cannot  be  mistaken  for  the 
rhombic  crystals  of  uranium  acetate,  which  separate  out  as  the  solu¬ 
tion  dries,  on  account  of  their  action  on  polarised  light.  The  reaction 
is  very  sharp,  as  the  double  salt  contains  a  very  low  percentage  of 
soda  (6*6  per  cent*.).  R.  H.  B. 

Detection  and  Estimation  of  Zinc  and  Lead  in  Presence  of 

Iron.  By  A.  Deros  ( Compt .  rend .,  97,  1068 — 1070). — Zinc. — The 
hydrochloric  acid  solution  of  1  gram  of  the  substance  is  poured 
gradually,  with  agitation,  into  an  excess  of  ammonia,  and  when  cold 
the  mixture  is  electrolysed  in  a  platinum  capsule  which  acts  as  the 
positive  electrode,  the  negative  electrode  consisting  of  a  platinum 
spatula  or  a  coil  of  platinum  wire.  The  current  employed  should  give 
300 — 400  c.c.  of  detonating  gas  per  hour.  Care  must  be  taken  to  keep 
the  liquid  ammoniacal,  and  after  three  or  four  hours  the  negative 
electrode  is  withdrawn,  carefully  washed,  and  then  treated  with  a  few 
drops  of  dilute  sulphuric  acid,  which  dissolves  the  greyish  deposit. 
The  solution  is  evaporated  to  dryness  in  a  platinum  dish  with  addition 
of  a  few  drops  of  cobalt  solution  and  strongly  heated ;  a  green 
residue  shows  the  presence  of  zinc. 

In  order  to  estimate  the  zinc,  the  solution  of  1  gram  of  the  sub¬ 
stance  is  treated  as  just  described,  the  negative  electrode  consisting 
of  a  sheet  of  platinum  3  cm.  broad  and  4 — 5  em.  long.  After  12  hours 
the  zinc  will  be  completely  precipitated,  which  can  be  proved  by 
placing  a  new  electrode  in  the  liquid.  The  negative  electrode  is 
rapidly  washed  by  immersing  it  in  water,  care  being  taken  not  to 
detach  any  of  the  somewhat  loosely  adhering  deposit,  and  is  then 
immersed  in  a  solution  of  potash  or  soda  of  8°  or  10°  B.,  which  dis¬ 
solves  only  the  zinc.  The  alkaline  solution  is  again  electrolysed,  the 
zinc  being  deposited  as  a  firmly  adherent  crust  on  a  weighed  platinum 
cone.  The  deposit  is  washed  successively  with  water,  alcohol,  and 
ether,  and  dried  at  90 — 100°.  It  is  advisable  to  wash  with  water 
before  interrupting  the  current. 

Lend. — 1  gram  of  the  finely  powdered  substance  is  placed  in  a 
conical  flask  with  3  or  4  grams  of  pure  cadmium,  and  very  gently 
warmed  with  dilute  hydrochloric  acid.  When  the  solution  is  com¬ 
plete,  and  no  bubbles  of  gas  are  given  off  from  the  cadmium,  the  lead 
is  completely  precipitated.  The  liquor  is  carefully  decanted  off,  and 
the  residue  washed  several  times  by  decantation.  5  or  6  c.c.  of  nitric 
acid  are  then  added,  and  the  solution  of  lead  and  cadmium  is  trans¬ 
ferred  to  a  crucible  which  acts  as  the  negative  electrode,  the  positive 
electrode  being  a  weighed  platinum  cone.  Bather  less  battery  power 
is  required  than  in  the  case  of  zinc,  and  in  four  or  five  hours  the  lead 
is  completely  precipitated  on  the  positive  electrode  in  the  form  of 
peroxide,  which  is  washed  with  water,  dried,  and  weighed.  This 
process  will  detect  0*0005  gram  of  lead  in  1  gram  of  substance. 

C.  H.  B. 

Volumetric  Estimation  of  Iron  by  means  of  Sodium  Thio¬ 
sulphate  and  Salicylate.  By  G.  Bruel  (Compt.  rend.,  97,  954 — 
955). — It  is  well  known  that  when  solutions  of  ferric  salts  are  mixed 
with  sodium  salicylate  a  deep  violet  colour  is  produced.  If  sodium 
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thiosulphate  is  now  added  to  the  slightly  acidified  solution,  the  iron 
is  converted  into  a  double  ferrous  sodium  thiosulphate,  and  the  colour 
is  discharged.  To  estimate  iron  by  means  of  this  reaction,  dissolve 
1  gram  of  pure  iron  in  20  c.c.  of  hydrochloric  acid,  with  addition  of 
potassium  chlorate,  boil  until  all  chlorine  is  expelled,  and  then  dilute 
to  1  litre.  Prepare  also  a  solution  of  sodium  thiosulphate  containing 
1  gram  per  litre.  Take  30  c.c.  of  the  ferric  solution,  dilute  with  four 
times  the  volume  of  water,  heat  to  boiling,  and  add  0T  gram  of 
sodium  salicylate.  Then  add  the  thiosulphate  solution  drop  by  drop 
from  a  burette,  until  the  liquid  has  only  an  almost  inappreoiable  rose 
tint.  Having  thus  standarised  the  thiosulphate,  the  total  amount  of 
iron  in  a  salt  or  mineral,  or  the  relative  proportions  of  ferrous  and 
ferric  iron  in  any  substance,  may  be  determined  in  a  similar  manner. 
In  the  latter  case  the  ferric  iron  is  determined  in  1  part  of  the  solu¬ 
tion  after  acidifying  with  hydrochloric  acid,  and  the  total  iron  is 
estimated  after  boiling  with  potassium  chlorate  and  hydrochloric 
acid.  C.  H.  B. 

Detection  of  Manganese  in  Presence  of  Zinc,  and  of  Bismuth 
in  Presence  of  Lead,  by  Electrolysis.  By  A.  Guyard  ( Gompt . 
rend.,  97,  673 — 674). — Calamine,  zinc  slag,  &c.,  is  treated  with  dilute 
snlphuric  acid,  the  solution  allowed  to  clarify  by  standing,  and  then 
electrolysed,  the  negative  electrode  being  of  copper  or  brass,  and  the 
positive  electrode  of  platinum.  In  a  short  time  the  liquid  round  the 
positive  electrode  is  coloured  violet  by  permanganic  acid.  In  testing 
metallic  zinc,  the  latter  is  fused  in  contact  with  air,  and  the  scum  of 
oxides  which  forms  is  treated  as  above. 

When  a  concentrated  solution  of  pure  zinc  sulphate  is  electrolysed, 
the  negative  electrode  being  platinum,  and  the  positive  electrode  a 
sheet  of  commercial  lead,  the  lead  becomes  gradually  covered  with  a 
layer  of  lead  dioxide,  and  any  bismuth  or  copper  present  in  the  lead 
is  deposited  with  the  zinc  on  the  negative  electrode.  On  treating  the 
latter  with  dilute  sulphuric  acid,  the  zinc  is  dissolved  and  the  copper 
and  bismuth  are  left  undissolved,  and  may  be  separated  by  the  usual 
methods.  C.  H.  B. 

Detection  of  Arsenic.  By  E.  Reichardt  (Arch.  Pharm.  [3],  21, 
271 — 279). — After  noticing  the  occurrence  of  arsenic  in  different  pig¬ 
ments,  &c.,  and  the  legal  prohibition  of  the  use  of  arsenical  compounds 
for  colouring  papers,  foods,  &c.,  the  author  describes  Fleck’s  modifica¬ 
tion  of  Marsh’s  test,  which  has  been  recommended  for  the  detection 
of  small  quantities  of  arsenic.  While  admitting  the  improvement  in 
this  modification,  the  author  does  not  recommend  Marsh’s  test  for 
general  use,  but  prefers,  as  simpler  and  safer,  to  pass  the  arsenic 
hydride  through  a  solution  of  silver  nitrate,  which  has  been  rendered 
strongly  acid  with  pure  nitric  acid.  In  this  way  the  tenth  of  a  mil- 
lio-ram  of  arsenious  oxide  can  be  detected.  Marsh’s  test,  in  which  an 
arsenic  mirror  is  obtained,  cannot  be  quantitatively  applied,  but  this 
process  can  be  at  once  qualitatively  and  quantitatively  used.  After 
precipitation  has  ceased,  bromine  is  added  to  the  silver  solution,  and 
the  arsenic  precipitated  as  magnesium  ammonium  arsenate. 
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For  further  particulars  concerning  this  method  see  Abstr.,  1881, 
195.  W.  B,.  D. 

Determination  of  Organic  Matter  in  Water.  By  A.  R.  Leeds 
(Phil.  Mag.  [5],  169,  13). — In  this  paper  is  described  a  process  for 
the  determination  of  organic  matter  in  potable  water,  based  upon  the 
readiness  with  which  metallic  silver  is  separated  from  solutions 
of  its  salts  by  organic  matter.  The  details  of  the  process  are  as 
follow : — To  250  c.c.  of  the  water  to  be  examined,  100  c.c.  of  deci- 
normal  silver  nitrate  solution  are  added,  and  the  mixture  allowed  to 
stand  for  about  two  days,  when  the  solution  will  have  become  clear, 
the  entire  precipitate  collecting  at  the  bottom.  This  precipitate  is 
washed  first  with  ammonia,  to  get  rid  of  the  chloride,  and  then  dis¬ 
solved  in  nitric  acid,  the  amount  of  silver  being  subsequently  deter¬ 
mined  by  Pisani’s  process.  On  comparison  of  this  with  the  perman¬ 
ganate  process,  it  was  found  that  sometimes  the  former,  sometimes 
the  latter,  gave  the  higher  result ;  the  general  inference  was  deduced 
from  the  results  that,  whilst  a  solution  of  potassium  permanganate 
was  reduced  to  a  greater  or  less  extent  by  most  organic  substances 
soluble  in  water,  the  silver  nitrate  is  the  more  readily  reduced  by 
easily  decomposing  organic  compounds,  akin  in  their  nature  to 
sewage.  Y.  H.  Y. 

Prothistological  Examination  of  Potable  Waters.  By  L. 

Maggi  ( Gazzetta ,  13,  323). — Cartes  has  proposed  the  use  of  a  solution 
of  osmic  acid  (1*5  :  100)  to  detect  the  presence  of  so-called  microbes 
in  potable  waters :  1  part  of  the  solution  added  to  30  or  40  of  water 
kills  the  organisms,  which  then  settle  to  the  bottom  of  the  vessel,  and 
can  be  detected  by  microscopic  examination  of  the  deposit.  The 
author,  on  the  supposition  that  they  were  killed  and  rendered  invisible 
from  induration  produced  by  the  action  of  the  osmic  acid,  tried  other 
reagents,  and  obtained  satisfactory  results  with  a  solution  of  palladium 
chloride  (1  :  800),  and  also  with  hsematoxylin,  methyl- violet,  magenta, 
and  Lyons  blue.  C.  E.  G. 

Petroleum  Testing.  By  F.  Beilstein  ( Zeits .  Anal.  Chem.,  22, 
309 — 316). — The  author  has  examined  the  methods  of  determining 
the  flashing  point  devised  by  Abel,  Engler,  and  others.  These 
methods  yield  concordant  results  only  when  the  apparatus  used  is  of 
precisely  the  same  dimensions.  The  method  least  open  to  this  objec¬ 
tion  is  that  devised  by  L.  Liebermann  (Abstr.,  1882,  1326)  and 
developed  by  Stoddard  (Abstr.,  1883,  517).  The  author  finds  that 
with  Stoddard’s  apparatus  the  results  are  concordant,  even  when  the 
dimensions  are  different,  provided  the  length  of  the  tube  is  five,  six, 
or  seven  times  its  breadth.  The  author,  by  employing  a  slightly 
modified  form  of  Stoddard’s  apparatus,  obtained  results  agreeing 
within  0‘ 2 5°,  thus  securing  greater  accuracy  than  with  any  previously 
known  method  of  testing.  The  author  further  points  out  the  greater 
importance  of  testing  petroleum  by  distillation,  which  not  only  deter¬ 
mines  whether  the  oil  is  safe  or  not,  but  also  shows  its  fitness  or  unfit¬ 
ness  for  lighting  purposes.  By  distillation,  petroleum  may  be  broken 
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up  into  three  fractions:  light  oil,  boiling  under  150°;  burning  oil 
(kerosene),  boiling  at  150 — 270°  ;  heavy  oil,  boiling  above  270°.  The 
author  considers  that  good  mineral  oil  for  lamps  should  contain  less 
than  5  per  cent,  of  light,  and  not  more  than  15  per  cent,  of  heavy  oil. 
A  higher  percentage  of  heavy  oil  in  American  is  much  more  objec¬ 
tionable  than  in  Russian  petroleum,  as  in  the  latter  the  heavy  oil  is 
more  readily  raised  by  the  wick.  Thus,  a  Russian  petroleum,  with 
20  per  cent,  of  heavy  oil,  was  found  to  be  well  adapted  for  lamps.  If 
lamps  were  constructed  with  the  summit  of  the  wick  nearer  the  sur¬ 
face  of  the  oil,  it  would  be  possible  to  consume  petroleum  with  con¬ 
siderably  higher  proportions  of  heavy  oil ;  the  price  would  thereby 
be  reduced,  the  safety  increased,  and  as  the  author  asserts,  the 
American  oil  displaced  from  the  European  market  by  the  Russian. 

P.  F.  F. 

Action  of  Iodine  Pentabromide  on  Essential  Oils.  By  M. 

Forney  (Arch.  Pharm.  [3],  21,  311). — The  action  of  iodine  penta¬ 
bromide  on  the  principal  essential  oils  was  examined  in  reference  to 
the  colour  which  is  produced  with  the  pure  oils  alone  ;  also  when  mixed 
with  25  per  cent,  of  turpentine  oil,  and  when  dissolved  in  25  per  cent, 
of  alcohol  (95  per  cent.).  The  results  are  recorded  in  a  table. 

W.  R.  D. 

Alcohol  in  the  Brain  in  Cases  of  Inebriation.  By  H.  F. 

KuiiPER  ( Zeits .  Anal .  Chem 22,  347 — 357). — The  author  describes 
the  detection  of  alcohol  in  the  stomach,  brain,  and  liver  of  two  persons 
supposed  to  have  died  in  a  state  of  inebriation.  P.  F.  F. 

Detection  of  Bordeaux  Red  in  Wine.  By  C.  Thomas  (Arch. 
Pharm.  [3],  21,  304 — 305). — The  colouring  matter  is  absorbed  from 
the  wdne  by  silk,  which  is  washed  with  cold  water,  and  then  heated 
with  boiling  water,  when  the  artificial  colouring  matter  is  dissolved, 
but  the  natural  colouring  matter  remains  on  the  silk.  In  the  red 
liquid  so  obtained,  sulphuric  acid  develops  a  violet  colour,  and  ammonia 
a  chestnut-brown.  In  the  estimation  of  the  potassium  sulphate  by 
precipitation  as  barium  sulphate,  the  Bordeaux  red  is  carried  down 
with  the  precipitate  to  which  it  remains  attached.  When  this  pre¬ 
cipitate  is  ignited,  an  aromatic  odour  resembling  naphthalene  and  nitro¬ 
benzene  is  noticed.  W.  R.  D. 

Estimation  of  Glucose.  By  P.  Lagrange  ( Compt .  rend.,  97, 
857 — 858). — The  precipitate  formed  on  adding  lead  acetate  to  a 
solution  of  sugar,  carries  down  with  it  a  considerable  proportion  of 
the  glucose.  An  accurate  determination  of  this  substance  cannot 
therefore  be  made  in  the  filtrate  from  the  lead  acetate  precipitate, 
but  must  be  made  in  the  original  liquid.  C.  H.  B. 

Starch  Varieties  detected  by  the  Swelling  Process.  By  W. 

H.  Symons  ( Bied .  Gentr .,  1883,  571). — The  author  proposes  to  use 
instead  of  definite  temperatures,  alkaline  solutions  of  definite  strength. 
The  most  suitable  are  caustic  soda  solutions  of  0*5 — 1*5  per  cent, 
strength  ;  1  gram  of  the  starch  is  repeatedly  stirred  up  with  1  c.c.  of 
the  particular  soda  solution,  and  after  ten  minutes  examined  under 
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the  microscope.  It  is  then  found  that  with  one  solution  very  few 
granules  are  swollen ;  with  a  stronger  solution,  the  greater  part  are 
swollen ;  and  with  a  more  concentrated  still,  all  are  swollen.  The 
following  table  gives  the  results  for  various  starches  : — 


Order  of 
magnitude 
of  the 
granules. 

Few  granules 
swollen 
with 

Greater  num¬ 
ber  of 
granules 
swollen  with 

All  granules 
swollen 
with 

Potato . . 

2 

P.c.  NaHO. 
0*6 

P.c.  NaHO. 
0-7 

P.c.  NaHO. 
0*8 

Oat . 

8 

0*6 

0*8 

1*0 

Natal . 

4 

0*7 

0*8 

1*0 

Tous-le-Mois . 

1 

0*7 

0*9 

1*0 

Wheat . 

5 

0*7 

0*9 

1*0 

Bermuda . 

4 

0*8 

0*9 

1*1 

Sago . 

3 

0*8 

0*9 

1*1 

Maize  . . . 

6 

0*8 

1*0 

U 

Cassava  . 

7 

0*8 

1*0 

i*i 

St.  Yineent . 

4 

0*9 

1*0 

1*2 

Rice  . . . . . 

9 

1*0 

1*0 

1*3 

J.  T. 


Detection  of  Hydrocyanic  Acid.  By  C.  Brame  (Arch.  Pharm. 
[3],  21,  307). — The  author  has  noticed  that  hydrocyanic  acid  precipi¬ 
tates  albumin  from  solution,  and  this  occurs  when  the  vapour  of 
hydrocyanic  acid  is  passed  into  a  solution  of  albumin.  For  the  detecr 
tion  of  the  acid  in  toxicology  where  owing  to  decomposition  it  cannot 
be  directly  recognised,  the  author  proposes  to  detect  the  ammonium 
formate  in  the  liquid  after  evaporation  over  sulphuric  acid  in  a 
vacuum.  W.  B.  D. 

Pyroligneous  Acid.  By  G.  Vulpius  (Arch.  Pharm.  [3],  21,  256— 
260), — The  author  proposes  to  test  the  strength  of  the  rectified  pyro¬ 
ligneous  acid,  which  is  official  in  the  German  Pharmacopoeia,  not 
only  with  regard  to  the  amount  of  acetic  acid  which  it  contains,  but 
also  in  reference  to  the  empyreumatic  bodies  present,  The  first  is 
accomplished  in  the  ordinary  way  with  a  standard  solution  of  sodium 
hydroxide,  using  phenoi-phthale'in  as  indicator.  The  author  esti¬ 
mates  the  empyreumatic  constituent  with  a  standard  solution  of 
potassium  permanganate ;  10  grams  of  the  acid  are  diluted  to 
400  c.c.  with  water,  acidulated  with  hydrochloric  acid,  and  titrated 
until  the  colour  of  the  potassium  permanganate  is  permanent  after 
one  minute.  A  rectified  pyroligneous  acid  should  not  contain  less 
than  6iper  cent,  of  acetic  acid,  and  should  decolorise  at  least  ten  times 
its  volume  of  the  standard  solution  of  potassium  permanganate  recog¬ 
nised  by  the  German  Pharmacopoeia.  It  should  also  become  sensibly 
darker  in  colour  when  exposed  to  sunlight.  W.  R.  D. 

Trustworthiness  of  Berthelot  and  Fleurieur’s  Method  for 
the  Estimation  of  Tartaric  Acid.  By  P.  Ferrari  ( Landw * 
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Versuchs.-Stat 29,  353 — 354). — According  to  Amthor,  this  method 
does  not  answer  for  plastered  wines,  as  these  contain  acid  potassium 
sulphate,  which  on  addition  of  alcohol  and  ether,  is  in  part  thrown  down 
and  then  titrated  as  cream  of  tartar.  The  author,  however,  proceeds 
to  show  that  this  is  not  the  case  ;  when  a  solution  of  acid  potassium 
sulphate  is  treated  with  a  mixture  of  alcohol  and  ether,  neutral 
potassium  sulphate  is  thrown  down,  and  sulphuric  acid  is  left  in  solu¬ 
tion,  a  result  which  does  not  vitiate  the  figures  obtained  by  the  above 
method.  J.  K.  C. 

Potassium  Tartrate  in  Plastered  Wine  and  Estimation  of 
Tartaric  Acid.  By  P.  Pichard  (. Bied .  Centr.,  1883,  559).— The 
diminution  in  the  amount  of  potassium  tartrate  contained  in  wine 
which  has  been  treated  with  gypsum  in  the  cask,  is  ascribed  by  the 
author  to  the  fact  that  the  former  salt  is  not  in  a  position  to  saturate  a 
solution  containing  a  certain  amount  of  potassium  sulphate.  The 
precipitation  of  potassium  bitartrate  by  potassium  sulphate  is 
employed  by  the  author  to  quickly  estimate  the  former  salt  in  wines. 
Free  tartaric  acid  hinders  the  estimation  through  forming  bisulphate 
with  simultaneous  separation  of  bitartrate.  The  method  is  also  not 
applicable  to  plastered  wine,  which  always  contains  free  tartaric  acid, 
but  good  results  are  obtained  with  unplastered  common  wines,  which 
but  rarely  contain  any  free  tartaric  acid.  Malic,  benzoic,  and  other 
acids  usually  found  in  wines  do  not  influence  the  result.  J.  T. 


Detection  of  Salicylic  Acid  in  Dietetic  Substances.  (Arch, 
Pharm.  [3],  21,  296.) — Salicylic  acid  may  be  detected  in  liquids  by 
diluting  with  water  and  distilling ;  the  distillate  is  then  tested  with 
ferric  chloride.  When  only  a  small  quantity  of  salicylic  acid  is  present, 
the  first  fraction  of  the  distillate  contains  no  salicylic  acid,  subsequent 
fractions  easily  give  the  reaction.  In  this  way,  0*005  per  cent,  of  the 
acid  can  readily  be  detected.  Salicylic  acid  does  not  distil  with  the 
water  if  alcohol  or  tannic  acid  is  present ;  in  the  latter  case  the  liquid 
should  be  acidulated  with  dilute  sulphuric  acid  before  distillation. 
Salicylic  acid  in  butter  is  detected  by  distilling  with  water  and  testing 
as  above.  When  the  volume  of  the  distillate  is  large,  it  is  made 
alkaline  with  ammonia  evaporated  to  dryness,  and  the  residue  tested 
with  ferric  chloride.  The  ferric  chloride  reaction  is  not  obtained  in 


presence  of  free  acids,  alkalis,  or  large  quantities  of  salts. 


W.  R.  D. 


Volumetric  Method  for  the  Estimation  of  Pat  in  Milk.  By 

L.  Liebermann  (Zeits.  Anal.  Chem .,  22,  383 — 390). — 50  c.c.  of  the 
milk  are  placed  in  a  glass  cylinder  and  treated  with  5  c.c.  of  a  solu¬ 
tion  of  potassium  hydroxide  (sp.  gr.  1*2);  50  c.c.  of  washed  ether  are 
then  added  and  the  contents  of  the  cylinder  well  shaken  for  two 
minutes.  The  liquid  is  allowed  to  separate,  and  then  20  c.c.  of  the 
ethereal  layer  are  taken  out  with  a  pipette  and  placed  in  a  small 
flask  (about  50  c.c.),  the  capacity  of  which  is  accurately  known.  The 
ether  is  evaporated  on  a  water-bath,  and  the  flask  is  then  heated  for 
15  minutes  to  100 — 105°,  care  being  taken  to  avoid  any  bubbles  form¬ 
ing  in  the  melted  butter.  The  flask  is  plunged  into  water  at  the  atmo- 
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spheric  temperature,  causing  the  butter  to  solidify  on  the  bottom  of 
the  flask,  which  is  now  nearly  filled  with  a  measured  quantity  of 
water  from  a  burette,  and  then  exactly  filled  by  delivering  the  water 
from  a  small  graduated  pipette.  The  difference  between  the  volume 
of  water  required  and  the  capacity  of  the  flask  indicates  the  volume 
of  butter  in  20  c.c.  of  the  milk.  On  multiplying  by  5,  the  percentage 
of  fat  by  volume  is  obtained,  and  by  means  of  a  table  the  corre¬ 
sponding  percentage  by  weight  can  be  ascertained.  The  results 
agree  very  closely  with  those  obtained  by  the  ordinary  gravimetric 
methods.  P.  F.  F. 

Separation  of  Morphine  in  Toxicology.  By  E.  Scheibe 
{Arch.  Pharm.  [3],  21,  290). — The  author  recommends  the  following 
process  for  the  separation  of  morphine  from  organic  matter.  The 
solid  residue  is  extracted  repeatedly  with  acidulated  water,  filtered, 
evaporated  to  a  syrup  at  100°,  and  then  extracted  with  four  or  five 
times  its  volume  of  alcohol  (90  per  cent.),  and  again  filtered.  The 
alcoholic  liquid  is  distilled,  the  residue  in  the  retort  filtered,  and  the 
filtrate  successively  extracted  with  amyl  alcohol  until  colouring 
matter  ceases  to  be  removed.  The  acid  liquid  is  warmed  to  50°  or 
60°,  mixed  with  an  equal  volume  of  amyl  alcohol,  rendered  alkaline 
with  ammonia,  and  agitated ;  the  amyl  alcohol  is  separated,  and  the 
alkaline  liquid  again  extracted  with  amyl  alcohol.  The  two  quantities 
of  amyl  alcohol  are  mixed,  then  distilled,  and  the  residue  extracted 
by  acidulated  water  with  the  aid  of  a  gentle  heat.  After  filtering, 
the  acid  filtrate,  which  should  be  again  extracted  with  amyl  alcohol, 
is  mixed  with  10  parts  of  anhydrous  ether  and  1  part  of  alcohol,  and 
made  alkaline  with  ammonia.  After  agitation,  the  ether-alcohol  is 
run  off,  and  the  liquid  several  times  extracted  with  more  of  the  mix¬ 
ture.  The  morphine  is  obtained  free  from  colouring  matter  on 
evaporating  the  ether-alcohol  solution.  W.  R.  D. 

Determination  of  Ammonia  in  Vegetable  Juices  and  Ex¬ 
tracts.  By  E.  Bosshakd  ( Zeits .  Anal.  Chem 22,  329 — 347). — The 
results  obtained,  both  by  SchlosingV  method  of  treatment  with  lime- 
water  in  the  cold  and  that  of  distillation  with  magnesia,  are  too  high 
if  asparagine  or  glutamine  are  present,  the  latter  being  by  far  the  more 
objectionable  of  the  two.  Tolerably  accurate  but  somewhat  low  re¬ 
sults  may  be  obtained,,  however,  if  these  amides  are  first  precipitated 
with  mercuric  nitrater  and  the  filtrate,  after  removal  of  the  excess  of 
mercury  by  sulphuretted  hydrogen,  is  distilled  with  magnesia.  Satis¬ 
factory  results  are  also  obtained  by  acidulating  the  vegetable  extract 
with  hydrochloric  or  sulphuric  acid,  and  then  precipitating  the 
ammonia  with  phosphotungstic  acid.  The  precipitate  is  filtered  after 
two  hours,  washed  with  more  of  the  phosphotungstic  acid  solution, 
then  dissolved  in  hot  water,  and  distilled  with  magnesia. 

P.  F.  F. 

Detection  of  Asparagine  and  Glutamine  in  Vegetable  Juices 
and  Extracts.  By  E.  8ohulze  {Zeits.  Anal.  Chem.,  22,  325 — 
328). — The  author  has  previously  shown  that  glutamine,  an  amide  of 
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glutamic  acid,  is  present  in  beetroot  juice  and  in  the  sprouts  of  gourds 
(this  Journal,  1877,  i,  104,  and  ii,  324),  and  also  that  this  glutamine 
is  a  homologue  of  asparagine  (Abstr.,  1883,  658).  It  may  not  unnatu¬ 
rally  be  inferred,  therefore,  that  glutamine  is  as  widely  distributed  in 
the  vegetable  kingdom  as  asparagine.  The  two  amides  may  be  detected 
by  precipitation  with  mercuric  nitrate.  The  juice  or  extract  is  pre¬ 
cipitated  first  with  basic  lead  acetate  and  then  with  mercuric  nitrate. 
If  either  of  the  amides  is  present,  the  mercuric  precipitate  when 
decomposed  with  sulphuretted  hydrogen  yields  a  solution  which 
evolves  ammonia  when  heated  with  caustic  alkalis,  and  dissolves 
cupric  hydrate  to  a  deep  blue  solution.  Allantom  would  also  be  pre¬ 
cipitated  with  mercuric  nitrate,  but  would  not  give  the  reaction  with 
cupric  hydrate,  and  it  is  also  easily  distinguished  by  being  precipi¬ 
tated  with  silver  nitrate  and  ammonia.  In  order  to  prove  the  presence 
of  asparagine  and  glutamine  in  the  solution  obtained  as  above,  it  is 
necessary  to  isolate  them  or  their  products  of  decomposition,  aspartic 
and  glutamic  acids.  By  neutralising  the  solution  with  ammonia  and 
evaporating  to  a  small  bulk,  the  asparagine  is  readily  obtained  in  the 
crystalline  form,  and  afterwards  by  boiling  the  solution  with  hydro¬ 
chloric  acid,  the  glutamine  is  converted  into  glutamic  acid,  of 
which  the  lead  salt  may  be  prepared  by  adding  basic  lead  acetate, 
filtering,  and  after  concentrating  the  filtrate,  precipitating  the  lead  salt 
by  alcohol.  *  P.  F.  F. 

Analysis  of  Flour.  By  Balland  (Comp,  rend.,  97,  496—497). — 
The  quantity  of  gluten  obtained  from  the  same  flour  varies  with  the 
mode  of  operation,  and  especially  with  the  degree  of  hydration  of  the 
gluten  and  the  amount  of  washing.  The  proportion  of  water  of  hydra¬ 
tion  is  higher  in  gluten  from  soft  wheat  than  in  that  from  hard 
wheat,  and  in  gluten  from  fresh  paste  than  in  that  from  paste  which 
has  stood  for  two  hours ;  it  is  also  higher  in  gluten  from  old  flour. 
Sodium  chloride,  ammonium  acetate,  potassium  carbonate,  glycerol, 
and  certain  other  substances,  have  the  power  of  dehydrating  gluten, 
which  loses  weight  and  becomes  hard :  in  contact  with  a  large 
quantity  of  water,  however,  the  gluten  reabsorbs  water,  and  regains 
its  original  weight  and  properties.  On  prolonged  washing,  gluten 
loses  weight,  the  loss  being  greater  with  gluten  from  soft  wheat  than 
with  that  from  hard  wheat,  with  gluten  from  paste,  which  has  stood 
two  hours  than  with  that  from  fresh  paste,  and  with  gluten  from  old 
flour  than  with  that  from  new  flour.  Gluten  from  new  flour,  if  placed 
in  water  for  24  hours  and  then  washed,  loses  about  10  per  cent.,  whilst 
gluten  from  old  flour  loses  more  than  20  per  cent,  under  the  same 
conditions. 

In  order  to  estimate  gluten,  50  grams  of  flour  are  made  into  a  paste 
with  20  to  25  grams  of  water,  and  allowed  to  stand  25  minutes.  The 
paste  is  then  divided  into  two  equal  portions,  from  one  of  which  the 
gluten  is  extracted  immediately,  whilst  the  other  is  allowed  to  stand 
an  hour.  As  soon  as  the  wash- water  is  clear,  the  gluten  is  tightly 
squeezed  and  weighed.  It  is  then  washed  for  five  minutes  more,  and 
again  weighed.  Four  numbers  are  thus  obtained,  and  the  mean  of 
these  is  taken  as  the  amount  of  gluten  present.  C.  H.  B. 
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Chloroform-water  and  Ether  in  Dialysis.  By  H.  Struve 
(Bied.  Centr .,  1883,  569). — The  author  remarks  on  the  defects  of 
parchment-paper,  and  recommends  bladder.  Substances  containing 
animal  or  vegetable  albumin  are  apt  to  decompose  during  the  long 
time  usually  required  for  dialysis.  To  prevent  this  decomposition,  the 
author  proposes  chloroform-water  for  the  outer  liquid,  which,  on 
account  of  its  powerful  antiseptic  properties,  hinders  decomposition. 
In  long  operations,  it  is  also  advisable  to  place  some  chloroform-water 
directly  with  the  substance  under  treatment.  The  author  also  recom¬ 
mends  ether  as  the  outer  fluid  with  bladder  as  diaphragm.  Fresh  bruised 
malt  so  treated  gave  sugar  and  diastase.  Beer-yeast  similarly  treated 
gave  a  solution  with  strong  inverted  rotative  power,  due  to  sugar ;  it 
contained  also  leucine,  tyrosine,  phosphoglyceric  acid,  albumin,  and 
peptone.  The  residue  within  the  bladder  consisted  of  a  thick  pap, 
containing  white  round  bodies  which  on  analysis  proved  to  be  pure 
tyrosine.  The  yeast  dried  at  100°  had  the  following  composition  :  — 


Albumin . . . 

_  1-29 

Invertin . . 

. . . .  419 

Extractive  matter . 

....  51*12 

Yeast  residue. . . 

. . . .  42*02 

Ether  residue. . . 

1*38 

The  ether  residue  remained  as  crystalline  needles,  which  were  not 
cholesterin.  J.  T. 

Estimation  of  Chloroform  in  the  Blood  of  an  Anaesthetised 
Animal.  By  Gr^hant  and  Quinquaud  ( Oompt .  rend.,  97,  753 — 755). 
— 96  c.c.  of  blood  are  taken  from  an  artery  or  vein  out  of  contact 
with  the  air,  and  are  distilled  in  a  vacuum.  Gases  are  given  off  at 
45°,  and  liquid  passes  over  at  63°.  Almost  all  the  chloroform  is 
given  off  with  the  gases,  and  is  removed  from  the  latter  by  agitating 
four  or  five  times  with  successive  quantities  of  water  out  of  contact 
with  the  air.  The  wash  water  and  the  distillate  are  mixed,  and  the 
volume  carefully  noted ;  18*7  c.c,  of  the  mixed  liquid  is  heated  in  a 
sealed  tube  at  100°  with  1  c.c.  of  Barreswil’s  cupro-potassium  solu¬ 
tion,  the  air  having  been  expelled  by  a  current  of  carbonic  anhydride. 
A  similar  blank  experiment  is  made  with  the  cupro-potassium  solu¬ 
tion  and  distilled  water,  since  the  latter  sometimes  exerts  a  reducing 
action.  If  the  1  c.c.  of  cupro-potassium  solution  is  not  completely 
reduced,  a  second  experiment  is  made  with  18' 7  c.c.  of  the  liquid  and 
less  than  1  c.c.  of  the  copper  solution,  and  if  necessary  the  experiment 
is  repeated  until  the  amount  of  the  cupro-potassium  solution,  which 
is  just  reduced  by  the  18’ 7  c.c.  of  the  liquid  to  be  examined,  is  ascer¬ 
tained. 

The  cupro-potassium  solution  is  standardised  by  means  of  a  solution 
of  0*5  c.c.  of  chloroform  in  2800  c.c.  of  distilled  water. 

A  number  of  experiments  show  that  the  blood  of  an  anaesthetised 
animal  contains  1  gram  of  chloroform  in  1800 — 2181  c.c.  of  blood,  or 
about  1  gram  of  chloroform  in  2000  c.c.  of  blood.  Other  experiments 
prove  that  the  amount  of  chloroform  necessary  to  produce  insensi¬ 
bility  is  only  very  slightly  smaller  than  that  which  causes  death. 

C.  H.  B. 
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Detection  of  Blood  Stains  on  Washed  Clothes.  By  C. 

HussON  ( Gom/pt .  rend.,  97,  955—956). — When  the  microscope  and 
spectroscope  have  failed  to  detect  haemoglobin  or  haematin,  it  is  not 
advisable  to  rely  on  the  detection  of  fibrin,  as  this  process  is  liable  to 
many  serious  errors.  It  may  be  useful,  however,  to  ascertain  whether 
special  pains  have  been  taken  to  wash  the  suspected  spots.  If  this 
is  the  case,  those  parts  of  the  fabric  will  in  all  probability  retain  a 
small  quantity  of  soap,  and  the  object  of  the  examination  is  to  detect 
this  substance.  A  small  portion  of  the  suspected  cloth  is  heated  with 
water  on  a  watch-glass  at  40°  for  about  two  hours,  care  being  taken 
to  replace  the  evaporated  water.  The  cloth  is  then  squeezed,  and  the 
liquid  evaporated  drop  by  drop  on  a  glass  slip,  and  the  residue 
moistened  with  a  drop  of  a  1  per  cent,  solution  of  potassium  iodide  or 
chloride.  The  same  piece  of  fabric  is  treated  on  the  watch-glass  with 
a  small  quantity  of  acetic  acid,  and  the  solution  is  carefully  evaporated 
on  the  first  residue  on  the  glass  slip.  A  cover-glass  is  now  placed 
over  the  residue,  and  glacial  acetic  acid  is  introduced  between  it  and 
the  slip,  and  then  heated  to  boiling.  If  haamatin  is  present,  crystals 
of  the  hydrochloride  will  be  seen.  If  soap  is  present,  yellow  oily 
drops  of  oleic  acid,  and  characteristic  needles  of  margaric  acid  will  be 
visible.  These  needles  are  frequently  more  or  less  contorted,  and  if 
the  amount  of  soap  is  considerable,  they  aggregate,  sometimes  form¬ 
ing  fibrous  bundles,  which  closely  resemble  fibrin  in  appearance.  It 
is  mainly  for  this  reason  that  filaments  of  fibrin  alone,  without  any 
hsematin,  cannot  be  regarded  as  proof  of  the  presence  of  blood. 

If  there  is  sufficient  cloth,  another  portion  is  boiled  with  water, 
filtered,  and  the  solution  evaporated  to  dryness  and  ignited  in  a 
platinum  dish.  The  residue  is  moistened  with  water  and  tested  for 
alkali  with  litmus-paper.  C.  H.  B. 

Separation  of  Wheat  Meal  from  Rye  Meal.  By  Kjarske 
(Arch.  Pharm.  [3],  21,  292). — The  meals  are  first  treated  with  very 
dilute  potash  solution  and  allowed  to  stand  for  24  hours.  The  liquid 
is  then  decanted,  the  meals  shaken  with  water  and  allowed  to  stand 
for  some  time.  The  largest  starch  granules  are  formed  at  the  bottom 
of  the  vessel,  above  them  a  layer  of  husks  and  small  starch  granules, 
and  above  these  the  smallest  starch  granules.  The  starch  is  removed 
and  the  husks  are  submitted  to  further  examination.  W.  R.  D. 

Chemical  Properties  of  the  Violet  Colouring  Matter  in 
Ergot  and  its  Detection  in  Flour.  By  R.  Palm  (ZeiU-  Anal . 
Chem .,  22,  319 — 323). — The  assumption  that  the  violet  colouring 
matter  in  ergot  is  combined  with  alkaline  earths  is  erroneous,  because 
both  aqueous  and  alcoholic  ammonia  completely  extract  this  colonring 
matter  from  ergot,  and  from  such  ammoniacal  solutions,  the  colouring 
matter  is  wholly  reprecipitated  by  solutions  of  alkaline  earths.  The 
colouring  matter  is  insoluble  in  absolute  alcohol  and  ether,  but  solu¬ 
ble  in  water  and  in  spirit  of  20 — 50  per  cent.  It  gives  a  slate-blue 
precipitate  with  lead  acetate,  which  becomes  rose-red  on  adding  con¬ 
centrated  sulphuric  acid.  Small  proportions  of  ergot  may  be  detected 
in  flour  in  the  following  manner: — The  thoroughly  dried  flour  is 
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digested  at  30 — 40°  with  10 — 15  times  its  weight  of  alcohol  (35 — 40 
per  cent.  Tralles.),  to  which  a  few  drops  of  ammonia  have  been 
added.  The  filtered  extract  is  then  completely  precipitated  with  basic 
lead  acetate,  collected,  and,  after  being  well  pressed,  digested  at  a 
gentle  heat  with  a  cold  saturated  solution  of  borax.  In  the  presence  of 
ergot,  the  borax  solution  assumes  a  characteristic  violet  colour ;  and 
on  adding  concentrated  sulphuric  acid,  the  colouring  matter  is  pre¬ 
cipitated  in  violet  flocks.  In  this  manner,  0*05  per  cent,  of  ergot  can 
be  detected  in  flour.  In  order  to  detect  ergot  in  bread,  the  latter  is 
dried,  pulverised,  and  gently  heated  for  5 — 10  minutes  with  10 — 15 
times  its  weight  of  alcohol  (40  per  cent.).  The  solution  after  being 
filtered  through  charcoal  is  evaporated  nearly  to  dryness  on  the 
water-bath,  and  the  residue  again  extracted  with  alcohol  (40  per 
cent.).  The  extract  is  again  filtered  through  charcoal  and  then  com¬ 
pletely  precipitated  with  normal  or  basic  lead  acetate.  The  quantity 
of  precipitate  serves  as  an  indication  of  the  proportion  of  ergot  in  the 
bread.  Ordinary  ergot  yields  on  an  average  8  per  cent,  of  such  a 
precipitate.  By  this  process  the  author  could  not  detect  less  than 
1  per  cent,  of  ergot  with  certainty.  P.  P.  P. 

Estimation  of  Copaiba  Balsam.  By  H.  Hager  {Arch.  Pharm. 
[3],  21,  289). — The  Maracaibo  balsam,  which  is  official  in  Germany, 
should  yield  a  clear  solution  when  mixed  with  1^  volumes  of  alcohol 
of  90  per  cent.  Turbidity  may  indicate  the  presence  of  resin  oil, 
colophony,  gurgun  balsam,  or  fixed  oil.  If  the  solution  remains  clear, 
it  should  be  further  diluted  with  about  1  volume  of  alcohol.  This 
liquid  should  be  very  turbid ;  if  it  is  only  slightly  so,  castor-oil  or 
turpentine-oil  is  present.  Sassafras-oil  cannot  be  detected  in  this 
way.  W.  R.  D. 
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Gases  Occluded  by  Coke.  By  F.  H.  Storer  and  D.  S.  Lewis 
(Amer.  Chem,  4,  409 — 426). — The  only  satisfactory  method  of 
obtaining  the  gases  occluded  by  porous  substances  is  by  heating  in 
the  vacuum  produced  by  means  of  a  Sprengel  pump.  Reichardt’s 
method  ( Jahresb .,  1866,  53)  does  not  yield  good  results,  and  in  par¬ 
ticular  appears  to  extract  the  occluded  nitrogen  with  much  greater 
readiness  than  the  carbonic  anhydride,  the  figures  for  the  latter 
always  showing  an  enormous  deficiency  in  comparison  with  those 
obtained  by  means  of  the  Sprengel  pump.  It  was  found,  in  general, 
to  be  impossible  to  get  rid  of  all  the  entangled  air  which  clung  to  the 
coke,  either  by  immersion  in  water  or  by  subjection  to  a  current  of 
nitrogen.  Numerous  analyses  are  given.  The  figures  quoted  below 
give  the  results  of  heating  at  200°  in  a  vacuum,  after  previous  treat¬ 
ment  with  a  current  of  pure  nitrogen  and  exhaustion  at  the  ordinary 
temperature. 


378 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


A.  Air-dried  coke  from  dwelling  house.  B.  Air- dried  coke  from 
store  house.  C.  Old  coke  from  a  heap  that  had  been  exposed  to  the 
weather  for  three  years  or  more. 


A. 

B. 

C. 

Carbonic  anhydride  . 

. . .  51-46 

74-51 

60-78 

Oxygen . 

. . .  4-06 

0*42 

1*10 

Carbon  monoxide . 

0*59 

1-21 

— 

"Nitrogen  (by  difference) . 

. . .  43*89 

23*86 

A,  J.  G. 

Glacialin.  By  Besana  {Arch.  Pharm.  [3],  21,  296). — This  sub¬ 
stance,  which  is  used  as  an  antiseptic,  consists  of  18  parts  of  boric 
acid,  9  parts  of  borax,  9  parts  of  sugar,  and  6  parts  of  glycerol. 
Another  antiseptic  called  Glacialin- salt  is  entirely  boric  acid, 

W.  B,  D. 

Extraction  of  Perfumes  and  Essential  Oils.  By  L.  Naudin 
(Pharm.  Journ.  [3],  14,  44 — 48). — This  paper  contains  an  account  of 
the  various  processes  which  have  been  proposed  for  the  extraction  of 
perfumes  and  essential  oils  from  plants,  and  the  disadvantages  which 
accompany  their  use.  The  author  describes  in  detail  a  process  which 
he  has  successfully  applied  for  the  isolation  of  perfumes  in  a  great 
state  of  purity.  The  plants,  Ac.,  are  extracted  in  a  vacuum  by 
solvents  of  very  low  boiling  point,  such  as  butane,  pentane,  methyl  and 
ethyl  chlorides,  and  light  petroleum,  without  the  aid  of  heat.  A 
diagram  of  the  apparatus  employed  is  given  in  the  paper.  The  per¬ 
fumes  obtained  in  this  way  are  not  contaminated  by  any  foreign 
odour,  and  are  not  liable  to  spontaneous  alteration,  because  they  are  not 
associated  with  other  constituents  of  the  plants  which  in  decomposing 
destroy  the  characteristic  odour. 

By  the  use  of  a  mixture  of  butane  and  pentane,  the  author  has 
been  able  to  obtain  the  distinctive  odour  from  roasted  coffee,  and  also 
from  different  kinds  of  tea,  toasted  bread,  human  skin,  Ac.  The  time 
of  day  at  which  a  flower  is  collected  has  an  appreciable  influence  on 
the  perfume  which  is  subsequently  obtained  :  thus,  the  pink  only 
yields  its  perfume  when  collected  two  or  three  hours  after  exposure 
to  sunKght,  and  false  aoacia  gives  a  different  perfume  when  gathered 
in  the  morning,  midday,  or  evening.  The  author  considers  that  in 
many  essential  oils  the  hydrocarbon  is  not  the  source  of  the  perfume, 
neither  is  the  fat  of  many  aromatic  fatty  oils,  but  that  these  sub¬ 
stances  hold  in  solution  a  minute  quantity  of  some  highly  odorous 
compound  which  has  not  yet  been  isolated.  W.  B,  D. 

Formic  Acid  in  Rum.  By  E.  List  (Arch.  Pharm.  [3],  21,  290). 
— The  author  has  tested  different  specimens  of  rum  by  neutralising 
with  soda,  evaporating  to  dryness,  dissolving  the  residue  in  water, 
and  then  distilling  under  diminished  pressure,  after  acidifying  with 
dilute  sulphuric  acid.  The  distillate  powerfully  reduced  silver  nitrate 
solution,  from  which  it  is  inferred  that  formic  acid  was  present  in  the 
rum,  having  been  produced  during  the  fermentation  of  the  cane-sugar 
molasses.  W.  B.  D. 
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Colour  Mordants  for  Wood.  ( Dingl .  polyt.  J .,  249,  143.) — 
Godeffroy  criticises  the  erroneous  statements  found  in  books  con¬ 
cerning  wood  mordants,  and  recommends  the  following  process  for 
obtaining  a  red  colour  on  wood  : — A  solution  of  potassium  thiocyanate 
is  prepared  and  the  wood  immersed  therein,  after  which  it  is  dried 
and  painted  with  a  solution  of  a  ferric  salt.  Potassium  ferrocyanide 
and  cupric  sulphate  or  uranium  acetate  give  brown  tints.  D.  B. 

Novelties  in  Calico  Printing.  (Dingl.  polyt.  249,  35--37.) 
— In  the  Bulletin  de  Rouen ,  1882,  57 7,  Blondel  discusses  the  use  of 
bismuth  sulphide  in  calico  printing.  Haquet’s  patents  for  the  appli¬ 
cation  of  this  substance  in  dyeing  hair  are  published  in  the  Moniteur 
Scientifique  (September,  1882).  On  account  of  its  high  price,  bismuth 
is  of  but  little  use  in  dyeing  and  printing.  Haquet’s  solution  is 
colourless ;  the  bleached  cotton  steeped  therein  and  subsequently 
dried  at  25°  to  30°  gradually  developes  a  light  chestnut- brown  colour, 
which,  when  steamed,  changes  to  chocolate  brown.  By  treating  the 
steamed  fabric  with  a  weak  solution  of  sodium  thiosulphate,  a  still 
darker  shade  is  produced.  These  colours  resist  extreme  soaping. 
Haquet  uses  the  following  mixture  : — 100  parts  bismuth,  280  nitric 
acid,  75  tartaric  acid,  0*06  ammonia,  and  75  sodium  thiosulphate. 

Balanche  prepares  a  manganese  brown  in  the  following  manner  : — 
He  found  that  by  mixing  a  solution  of  potassium  dichromate  with 
manganous  chloride,  no  precipitate  is  obtained ;  whilst  by  substituting 
the  normal  salt  for  the  dichromate  a  copious  precipitate  is  formed. 
Based  on  this  reaction,  a  printing  colour  was  prepared,  which  consists 
of  a  mixture  of  potassium  dichromate,  manganous  chloride,  and 
sodium  acetate.  On  warming  the  solution,  the  sodium  acetate  suffers 
decomposition,  the  dichromate  is  neutralised,  and  the  above-mentioned 
precipitate  formed  on  the  fibre.  The  following  proportions  are  used  : — 
180  grams  of  potassium  dichromate,  850  water,  150  wheaten  starch, 
210  manganous  chloride,  and  210  sodium  acetate  solution  (16°  B). 
After  steaming,  a  dark-brown  colour  is  obtained,  which  resists  soaps 
and  does  not  attack  the  fibre.  D.  B. 

Incombustible  Paper  and  Colours*  By  G.  Meyer  (Chem. 
News ,  48,  164). — Samples  of  the  author’s  incombustible  paper,  printed 
with  his  incombustible  colours,  were  submitted  to  the  heat  of  a  muffle 
furnace  and  to  an  air-gas  burner ;  the  colours  retained  their  brilliancy, 
and  the  paper  its  flexibility,  suffering  but  a  slight  alteration  of  tex¬ 
ture.  D.  A.  L. 

Preparation  of  Waterproof  Materials*  (Dingl.  polyt.  /.,  249, 
143.) — Hitherto  it  has  been  the  practice  to  pass  the  tissues  after 
treatment  with  linseed  oil  or  similar  oils  over  press  cylinders.  York 
proposes  to  use  scraping  knives,  the  result  being  the  removal  of  all 
superfluous  oil,  without,  however,  expressing  the  oil  within  the  pores 
of  the  tissues.  D.  B. 

Preparation  of  Artificial  Stone.  (Dingl.  polyt.  249,  142.) — 
For  rendering  stone  impervious  to  water,  Michelet  and  Tescher  pro- 


380 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


pose  to  treat  artificially  dried  or  burnt  stone,  consisting  of  caustic 
lime  and  clay,  with  tar,  asphalte,  or  similar  substances,  according  to 
the  process  described  by  Berkel  for  obtaining  hard  and  weatherproof 
stone. 

For  the  preparation  of  blocks  for  artificial  stone  and  stucco, 
Poestges  mixes  gypsum  with  sand  and  lime  slaked  with  alum  water, 
and  moistens  the  dry  powder  with  glue  solution  and  acetic  acid.  No 
sand  is  used  when  the  blocks  are  employed  for  stucco.  The  latter  can 
be  painted  with  oil  colours.  When  these  are  not  to  be  used,  a  coating, 
obtained  by  mixing  concrete  mortar  with  dilute  acetic  acid,  is  laid  on. 
For  colouring  walls  evenly,  the  paint  is  made  up  with  dilute  acetic 
acid  and  sulphuric  acid,  which  causes  the  colour  to  penetrate  more 
deeply. 

Arnold  recommends  to  prepare  bricks  filled  with  coal-ash  in  the 
following  manner : — The  plastic  clay  is  formed  into  the  shape  of  a 
box,  into  the  interior  of  which  a  measured  quantity  of  ash  is  intro¬ 
duced,  and  the  whole  covered  with  a  layer  of  clay.  A  few  air-holes 
are  made  into  the  bricks,  so  that  on  heating  the  unburnt  parts  of  the 
coal-ash  burn  away. 

For  the  preparation  of  artificial  grindstone,  flooring  slabs,  &c., 
Simon  and  Petit  fuse  together  a  mixture  of  asphalt,  sulphur,  and 
gumlac,  and  add  a  certain  amount  of  mineral  powder.  The  mass  is 
then  formed  into  blocks  by  subjecting  it  to  hydraulic  pressure. 

Borchert  presses  plastic  letters  and  numbers  out  of  tripoli  mixed 
with  borax  and  alum,  after  which  the  letters  are  boiled  in  linseed 
varnish  and  dried. 

For  the  purpose  of  manufacturing  porous  grindstones  of  porcelain, 
according  to  Buchholz  and  Neddermann,  cork  cuttings  are  dried 
thoroughly  and  ground.  They  are  then  soaked  in  water,  which 
causes  them  to  swell  strongly,  and  mixed  with  the  porcelain  clay.  As 
it  dries,  the  cork  shrivels  up,  so  that  on  burning  irregularly  formed 
pores  are  left  which  impart  to  the  stone  a  good  grinding  surface. 

D.  B. 

Refining  of  Shellac.  By  E.  L.  AndIss  (Arch.  Pharm.  [3],  21, 
291). — The  crude  shellac  is  refined  in  the  following  way  : — 1-|  kilos,  of 
soda  are  dissolved  in  45  litres  of  water  contained  in  a  small  boiler  or 
kettle;  5  kilos,  of  the  crude  shellac  are  added  in  small  quantities  at  a 
time.  This  turbid  solution  has  the  characteristic  odour  of  shellac 
and  a  violet-red  colour.  The  liquid  is  boiled  for  a  few  minutes,  and, 
while  hot,  a  wooden  air-tight  cover  is  cemented  on  the  vessel.  When 
the  liquid  is  quite  cold,  the  cover  is  removed,  and  the  thin  cake  of  fat 
which  is  found  on  the  surface  is  separated.  The  solution  is  filtered 
through  linen,  the  clear  filtrate  slowly  decomposed  with  dilute  sul¬ 
phuric  acid,  and  the  resulting  shellac  washed  with  water  until  no  acid 
reaction  remains.  The  washed  resin  is  now  pressed  and  melted  in 
boiling  water,  when  it  can  be  shaped  with  the  fingers.  This  shellac 
is  cooled  in  water  containing  glycerol,  and,  when  hard,  is  dried.  The 
refined  shellac  forms  yellowish- white  glistening  tufts  or  bars  which, 
when  dry,  are  yellowish-brown ;  it  should  entirely  dissolve  in  alcohol. 

W.  E.  D. 
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Absorption  Spectrum  of  Blood  in  the  Violet  and  Ultra¬ 
violet.  By  J.  L.  Soeet  ( Compt .  rend 97,  1269 — 1270). — With  a 
layer  of  10  mm.  of  a  0*1  per  cent,  solution  of  blood,  the  absorption 
band  in  the  violet  is  very  distinct,  and  occupies  about  half  the  interval 
between  G  and  H,  its  centre  being  at  h.  The  ultra-violet  rays  are 
not  absorbed.  With  a  0*166  per  cent,  solution  the  band  fills  the  entire 
space  between  G  and  H,  and  the  region  beyond  H  is  darkened ;  and 
with  a  0*25  per  cent,  solution  the  band  extends  beyond  both  G  and  H, 
and  there  is  considerable  absorption  in  the  ultra-violet.  The  band  in 
the  violet  extends  asffar  as  the  magnesium  line  X  =  383;  there  is  a 
maximum  of  transparence  at  Cd  9,  then  a  band  at  Cd  12,  probably 
due  to  bsemaglobin,  a  maximum  of  transparence  at  the  magnesium 
line  X  =  309;  then  another  band,  evidently  due  to  serum,  at  Cd  17, 
and  another  maximum  of  transparence  at  Cd  18,  beyond  which  the 
absorption  gradually  increases  to  the  end  of  the  spectrum.  The 
numerical  results,  however,  vary  considerably  with  different  samples 
of  blood. 

When  blood  is  treated  with  carbonic  oxide,  the  band  in  the  violet  is 
slightly  displaced  towards  the  more  refrangible  end,  and  there  is  less 
absorption  in  the  ultra-violet  than  with  a  solution  of  oxygenated  blood 
of  the  same  strength.  In  the  ultra-violet  the  magnesium  line  X  = 
383  undergoes  less  absorption,  and  the  succeeding  band  is  also  slightly 
displaced  towards  the  more  refrangible  end.  C.  H.  B. 

Crossed  Dispersion  of  several  Rhombic  Substances.  By  G. 

Wyrouboff  ( Jahrb .  /.  Min .,  1884,  1,  Ref.,  4 — 6). — From  the  optical 
examination  of  a  large  number  of  rhombic  bodies,  the  author  found 
in  (K,NH4)C406  +  4H20  and  in  the  sodium  ammonium  sulphate 
and  chromate,  (!Na,NH4)S04  +  2H20  and  (Na,NH4)Cr04  4*  2H20, 
optical  anomalies  similar  to  those  observed  by  Des-Cloizeaux  and 
Mallard  {Jahrb.  f.  Min.,  1883,  1,  358)  in  prehnite,  which  he  explains 
in  the  same  way,  although  pseudo-symmetrical  axes  for  these  salts 
could  not  be  fully  established.  B.  H.  B. 

Chemical  Action  of  Light :  Decomposition  of  Oxalic  Acid  by 
Ferric  Chloride.  By  G.  Lemoine  {Compt.  rend.,  97,  1208 — 1212). — 
Solutions  of  ferric  chloride  and  oxalic  acid  containing  a  gram-molecule 
of  the  respective  substances  per  litre  were  mixed  in  different  proportions 
and  exposed  to  light  under  comparable  conditions,  the  carbonic  anhy¬ 
dride  which  was  given  off  being  collected  over  glycerol  and  measured. 
Decomposition  takes  place  in  accordance  with  the  equation  Fe2Cl6  4 
H2C204  =  2FeCl2  ■+■  2HC1  4  2C02  (Marchand ;  Jodin).  The  rate  at 
which  decomposition  takes  place  depends  on  the  intensity  of  the  light. 
For  a  given  intensity,  it  is  at  first  almost  uniform,  but  when  about  half 
the  total  quantity  of  carbonic  anhydride  has  been  given  off,  the  rate 
of  decomposition  gradually  diminishes.  The  greater  the  volume  of 

vol.  XLvr.  2  d 


382 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


the  liquid,  the  longer  of  course  is  the  time  before  decomposition 
slackens.  When  the  two  solutions  are  separately  exposed  to  light  for 
several  hours  and  then  mixed,  decomposition  takes  place  more  rapidly 
than  if  the  solutions  had  not  been  previously  insolated.  Other  condi¬ 
tions  being  equal,  dilution  with  water  increases  the  rate  of  change, 
an  effect  which  may  be  due  either  to  the  partial  decomposition  of  the 
ferric  chloride  by  the  water,  or  to  a  diminution  in  the  absorptive 
effect  of  the  ferric  chloride  due  to  dilution.  When  ferric  chloride  is 
in  excess,  less  gas  is  given  off  than  when  the  two  substances  are 
present  in  equivalent  proportions;  a  similar  effect  is  produced  by 
adding  ferrous  chloride  to  the  mixed  solution.  An  excess  of  oxalic 
acid  exerts  an  effect  similar  to  that  produced  by  dilution. 

Water  exerts  little  or  no  absorptive  effect  on  the  waves  which 
bring  about  the  reaction,  but  a  screen  of  ferric  chloride  solution 
almost  entirely  prevents  the  decomposition.  C.  H.  B. 

Electrochemical  Energy  of  Light.  By  F.  Geiyeau x  (Compt. 
rend.,  97,  1123 — 1125). — The  author  has  investigated  the  effect  of 
variations  in  the  different  conditions  on  the  electromotive  force 
developed  by  the  action  of  light.  His  results  will  be  published  subse¬ 
quently.  C.  H.  B. 

Position  of  Amalgams  of  Zinc  and  Cadmium  in  Electro¬ 
potential  Series.  By  W.  L.  Robb  (Wied.  Ann.,  20,  798 — 8L4). — 
^The  researches  of  Poggendorff  have  established  that  the  amalgams  of 
Viinc,  tin,  and  lead  in  a  sulphuric  acid  cell  are  electropositive  to  the 
non-amalgamed  metal.  On  the  other  hand,  the  amalgams  of  iron  and 
cadmium  under  the  same  conditions  are  electronegative  to  the  pure 
metal.  Henrici,  on  further  study  of  this  phenomenon,  was  led  to 
attribute  it  to  some  secondary  reaction. 

This  memoir  contains  a  detailed  account  of  some  experiments  on 
the  electric  relation  between  zinc  or  cadmium,  and  their  respective 
amalgams,  when  introduced  into  dilute  acids  or  solutions  of  salts  of 
these  metals.  The  E.M.F.  set  up  was  measured  by  Du  Bois-Reymond’s 
modification  of  Poggendorff’s  compensation  method,  a  Daniell’s  cell 
being  used  as  the  constant.  Chemically  pure  zinc  was  obtained  by  an 
electrolytic  deposition  on  a  stick  of  wax,  which  was  ‘subsequently 
removed.  The  zinc  sulphate  into  which  the  plates  of  pure  and 
amal gamed  metal  was  introduced  was  kept  neutral  by  the  presence  of 
zinc  carbonate.  The  results  of  the  experiments  show  that  amalgamated 
and  pure  zinc,  in  zinc  sulphate  solution,  only  give  a  difference  of 
potential  equal  to  yoVo  Daniell,  and  if  the  solution  be  kept  perfectly 
neutral,  this  difference  becomes  infinitesimally  small.  But  amal¬ 
gamated  zinc  is  electropositive  to  the  pure  metal  when  immersed  in 
dilute  acids,  although  this  result  is  principally  to  be  attributed  to  the 
formation  of  the  salt  of  the  metal  on  the  surface  of  I  he  zinc  plate. 

In  the  case  of  cadmium  the  amalgamated  metal  is  electro-negative  to 
the  pure  metal  in  cadmium  sulphate  solution;  the  difference  of  poten¬ 
tial,  immediately  after  the  amalgamation,  is  about  0  05  Daniell,  but  it 
diminishes  with  the  time  of  contact,  until  a  certain  limit  is  reached. 

V.  H.  Y. 
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Difference  of  Potential  of  the  Electric  Layers  of  Two 
Liquids  which  are  in  Contact.  By  E.  Bichat  and  B,.  Blondlot 
( Compt .  rend.,  97,  1293 — 1295).— The  authors  determine  the  elec¬ 
trical  differences  between  two  liquids,  by  determining  the  difference 
between  each  of  them  and  a  standard  liquid  consisting  of  a  solution 
of  1  part  of  sodium  sulphate  in  24  parts  of  water.  The  electrical 
differences  between  liquids  are  much  more  constant  than  those 
between  two  metals,  or  between  a  metal  and  a  liquid.  This  is  proba¬ 
bly  due  to  the  fact  that  liquids  do  not,  like  solids,  retain  modifications 
of  structure  caused  by  external  forces.  It  would  seem  that  the  differ¬ 
ences  between  two  liquids  are  not  affected  by  variations  of  tempera¬ 
ture  much  greater  than  those  which  take  place  in  an  ordinary 
laboratory.  C.  H.  B. 

Electrochemical  Researches  on  Nitrogen.  By  G.  S.  Johnson 
( Chem .  News ,  48,  253 — 257  and  264 — 268). — The  author  confirms 
the  results  of  Thenard  and  of  Berthelot  as  to  the  formation  of 
ammonium  nitrite  by  the  action  of  the  silent  discharge  on  nitrogen  gas 
in  presence  of  aqueous  vapour.  He  is  of  opinion  that  to  render  the 
nitrogen  active ,  the  gas  must  be  perfectly  dry  and  the  electricity  of  high 
tension.  The  author  has  tried  various  experiments  with  nitrogen  and 
hydrogen;  with  nitrogen,  hydrogen,  and  oxygen;  and  with  hydrogen 
and  air  in  the  Grove’s  gas  battery.  The  effect  of  the  silent  discharge 
on  tubes  of  nitrogen  in  the  gas  battery  circuit  has  also  been  studied, 
when  the  nitrogen  is  found  to  combine  completely  with  hydrogen  in 
proportion  of  1  vol.  to  3  vols.  These  results  and  others  in  which 
currents  were  observed  between  nitrogenised  and  hydrogenised 
platinised  plates,  the  nitrogen  in  the  platinised  plates  existing  appa¬ 
rently  in  an  electronegative  condition,  are  brought  forward  by  the 
author  as  evidence  of  the  duality  of  nitrogen.  Other  conclusions 
arrived  at  are  that  nitrogen  and  hydrogen  can  generate  currents  in 
Grove’s  gas  battery  which  are  inversely  proportional  to  the  internal 
resistance.  The  hydrogen  always  contracts,  but  if  the  external  resist¬ 
ance  is  great,  and  the  internal  small,  the  volume  of  the  nitrogen 
increases,  but  there  is  no  combination  between  the  nitrogen  and 
hydrogen.  When  the  internal  and  external  resistance  is  reduced  to 
a  minimum,  combination  takes  place,  and  the  hydrogen  contracts 
much  more  rapidly  than  the  nitrogen  expands.  Ammonia  has  been 
found  in  the  acid  over  which  air  and  hydrogen,  and  nitrogen  and 
hydrogen  have  been  observed  to  contract.  D.  A.  L. 

Production  of  very  Low  Temperatures.  By  L.  Cailletel 
(Conipt,  rend.,  97,  1115 — 1117). — The  production  of  low  temperatures 
b y  allowing  a  jet  of  liquid  ethylene  to  play  upon  the  object  to  be 
cooled,  necessitates  the  use  of  large  quantities  of  liquid  ethylene,  and 
can  only  be  carried  on  discontinuously.  The  author  has  therefore 
constructed  an  apparatus  by  means  of  which  very  low  temperatures 
can  be  maintained  for  any  length  of  time,  the  same  ethylene  being 
used  over  and  over  again.  It  consists  of  a  copper  tube  bent  in  the 
form  of  a  helix,  and  enclosed  in  a  steel  cylinder,  beyond  which  the 
ends  of  the  tube  project.  Two  tubes  communicate  wfith  the  inside  of 
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the  cylinder  and  are  attached  to  it  by  screw-nuts.  One  of  these  tubes 
is  connected  with  the  exhaust  valve  of  the  author’s  pump,  by  means 
of  which  an  almost  perfect  vacuum  can  be  obtained  ;  the  other  is  con¬ 
nected  with  a  reservoir  containing  liquid  ethylene  condensed  by  the 
pump  and  cooled  by  means  of  methyl  chloride.  The  liquid  ethylene 
issues  from  the  second  tube  through  a  stopcock  of  special  construc¬ 
tion,  expands  into  the  vacuum,  and  is  removed  through  the  first  tube 
to  the  pump,  by  which  it  is  again  condensed  and  sent  back  through 
the  apparatus.  The  substance  to  be  cooled  is  contained  in  the  copper 
helix  enclosed  in  the  cylinder.  By  means  of  this  apparatus  the 
author  hopes  to  obtain  large  quantities  of  liquid  oxygen,  and  then 
to  use  this  liquid  oxygen  for  the  condensation  of  hydrogen. 

C.  H.  B. 

Heats  of  Formation  of  Lead  Oxychlorides  and  Oxybromides. 

By  Gr.  Andr^  ( Gompt .  rend .,  97,  1302 — 1303). — The  oxychlorides 
and  oxybromides  were  obtained  by  precipitating  a  solution  of  the 
haloid  salt  with  the  requisite  amount  of  potassium  hydroxide.  The 
precipitates  were  completely  dried,  and  then  treated  in  a  calorimeter 
with  hydrochloric  acid  saturated  with  lead  chloride,  or  hydrobromic 
acid  saturated  with  lead  bromide,  as  the  case  might  be.  The  results 
were  as  follows  : — 
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The  addition  of  each  equivalent  of  lead  oxide  develops  approxi¬ 
mately  2  cals.  C.  H.  B. 

Melting  Points  of  Nitrates.  By  E.  Maumen^  (Gompt.  rend .,  97, 
1215 — 1218.  See  also  this  vol.,  p.  3). — Barium  nitrate  is  decomposed 
when  heated  alone,  but  it  can  be  fused  with  sodium  nitrate  without 
undergoing  decomposition.  If  the  two  salts  are  mixed  in  equivalent 
proportions,  there  is  no  considerable  reduction  of  the  melting  point, 
but  when  they  are  present  in  equal  proportions  the  mixture  solidifies 
at  322 — 288°,  whereas  the  calculated  melting  point  is  374°,  that  of 
barium  nitrate  being  assumed  to  be  450°. 

Lead  nitrate  can  also  be  fused  with  an  equal  weight  of  sodium 
nitrate  without  undergoing  decomposition,  the  fused  mass  forming  a 
very  transparent  liquid.  This  mixture  solidifies  at  282°,  the  calculated 
melting  point  being  374°,  that  of  lead  nitrate  being  taken  as  450°. 
A  mixture  of  equal  weights  of  lead,  sodium,  and  potassium  nitrates 
melts  to  a  liquid  which  is  not  so  transparent  as  the  mixture  of  lead 
and  sodium  nitrate  only.  It  solidifies  at  259°,  the  calculated  melting 
point  being  358°. 

Ammonium  nitrate  when  heated  alone  melts  at  153°,  and  solidifies 
at  135°;  it  begins  to  decompose  at  212°  under  a  pressure  of  760  mm 
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If,  however,  a  mixture  of  sodium  and  potassium  nitrates  in  equal  or 
equivalent  proportions  is  fused  and  a  quantity  of  ammonium  nitrate 
equal  to  that  of  either  of  the  other  nitrates  is  thrown  into  it,  the 
ammonium  nitrate  melts  without  decomposition,  and  the  mixture 
forms  a  limpid,  very  transparent  liquid,  which  deposits  crystals  at 
144°,  but  appears  to  have  a  definite  melting  point  at  136 — 137°,  the 
calculated  melting  point  being  259°.  Even  when  the  quantity  of 
ammonium  nitrate  is  equal  to  that  of  the  other  two  salts  together, 
fusion  still  takes  place  readily,  and  the  mixture  has  a  very  definite 
melting  point  at  122°,  the  calculated  temperature  being  233°.  If 
equal  weights  of  sodium  and  ammonium  nitrates  are  finely  powdered 
and  intimately  mixed,  and  thrown  in  small  quantities  at  a  time  into  a 
heated  crucible,  the  mixture  melts  to  an  almost  transparent  liquid 
without  any  decomposition  or  evolution  of  any  vapours  of  the  ammo¬ 
nium  salt.  The  liquid  deposits  -crystals  at  135°,  but  appears  to  have 
a  definite  melting  point  at  114*5°,  the  calculated  temperature  being 
225*5°.  This  mixture  may  be  used  as  a  bath  for  temperatures  about 
120 — 125°  ;  vapours  of  ammonium  nitrate  are  not  given  off  below 
200°.  A  mixture  of  equal  weights  of  potassium  and  ammonium 
nitrates  does  not  melt  quite  so  readily.  If  the  salts  are  not  very 
finely  powdered,  there  is  a  loss  of  5 — 10  per  cent,  of  ammonium 
nitrate.  This  mixture  melts  at  about  230°,  the  calculated  tempera¬ 
ture  being  240°. 

Manganese  nitrate  is  easily  decomposed  when  heated  alone,  but  can 
be  fused  without  decomposition  in  a  mixture  of  sodium  and  ammo¬ 
nium  nitrates.  The  mixture  of  the  three  salts  may  be  heated  to  140° 
without  any  manganese  dioxide  being  formed.  The  fused  mass  cools 
to  76°  without  completely  solidifying,  and  if  the  manganese  nitrate 
is  perfectly  dry,  it  remains  liquid  even  at  15°. 

Strontium  nitrate  can  in  a  similar  manner  be  fused  with  its  own 
weight  of  a  mixture  of  sodium  and  potassium  nitrates  without  altera¬ 
tion.  The  fused  mixture  solidifies  between  295°  and  214°.  In  the 
process  of  fusion,  a  small  quantity  of  oxygen  is  given  off,  but  no 
nitrogen  oxides  are  evolved,  and  the  weight  of  the  salts  is  not 
diminished. 

It  is  evident  that  oil-baths  can  be  conveniently  replaced  by  mixtures 
of  alkaline  and  other  nitrates.  C.  H.  B. 

Note  by  Abstractor . — Veley  (Trans.,  1883,  p.  374)  gives  the  melting 
point  of  ammonium  nitrate  as  159°,  and  the  point  at  which  decompo¬ 
sition  begins  as  186°. — C.  H.  B. 

Pressure  of  Mercury  Vapour  at  Ordinary  Temperatures. 

By  H.  McLeod  ( Ghem .  News ,  48,  251). — The  vapour- tension  of 
mercury  at  20°  C.  is  given  by  Hagen  (Ann.  Phys.  Ghem.  [2],  16, 
610)  as  0*021  mm.,  by  Hertz  ( ibid .,  17,  193)  as  0*0013,  and  now 
by  the  author  as  0*00574  mm.  In  one  of  the  author’s  experiments,  a 
glass  tube,  14  mm.  diameter,  filled  with  freshly  distilled  mercury,  was 
suspended  in  a  flask,  1*9  litre  capacity,  which  was  covered  with  a 
greased  glass  plate,  and  exposed  to  the  ordinary  temperature  for  nine 
days.  A  small  quantity  of  boiling  nitric  acid  was  then  poured  in, 
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which  after  some  time  was  neutralised  with  ammonia,  acidified  with 
hydrochloric  acid,  and  treated  with  hydrogen  sulphide.  The  brown 
coloration  thus  produced  was  compared  with  a  standard,  from  which 
the  mercury  vapour  present  in  the  flask  was  assumed  to  be  0*00009 
gram.  In  another  experiment  a  tube  of  24  mm.  diameter  was  em¬ 
ployed,  and  after  exposure  for  a  month,  the  mercury  found  was 
0*00012  gram;  which  calculated  out  gives  the  above  tension  (0*00574 
mm.).  D.  A.  L. 

Molecular  Volume  of  Liquid  Substances.  By  B.  Schiff 
( Annalen ,  220,  278 — 334). — In  a  previous  paper  (Abstr.,  1883, 1044), 
the  author  gave  the  results  of  the  determinations  of  the  molecular 
volumes  of  a  number  of  liquids.  The  present  communication  is  chiefly 
taken  up  with  the  discussion  of  the  conclusions  to  be  drawn  from  these 
results. 

In  the  first  place,  the  author  calls  attention  to  the  considerable 
differences  between  his  observed  numbers  and  those  calculated  by 
Kopp,  and  points  out  that  these  differences  are  due  to  the  fact  that 
when  Kopp  published  his  researches,  little  was  known  of  the  isomerism 
of  chemical  bodies  and  of  its  influence  on  their  physical  properties. 
Kopp’s  atomic  constants  were  therefore  the  means  of  his  various  ex¬ 
perimental  numbers,  whereas  the  author  now  shows  that  although 
the  atomic  volumes  of  the  elements  are  constant  for  similarly  con¬ 
stituted  compounds  (t.e.,  members  of  a  homologous  series,  &c.),  those  of 
multivalent  elements  vary  when  the  mode  of  combination  differs  (i.e., 
between  isomeric  compounds,  and  series,  &c.). 

In  his  comparison  of  results,  the  author  uses  the  terms  normal  and 
secondary,  with  the  usual  meaning  in  the  fatty  series,  but  in  the 
aromatic,  he  calls  those  bodies  normal  which  contain  only  one  side 
chain,  secondary  those  with  two  side  chains,  &c.  In  the  fatty  series, 
the  normal  hydrocarbons — which  have  a  higher  boiling  point — show 
a  smaller  density  and  higher  molecular  volume  than  the  corresponding 
secondary  compounds.  In  the  aromatic  series,  the  normal  hydrocar¬ 
bons — with  a  lower  boiling  point — show  a  greater  density  and  smaller 
molecular  volume  than  the  secondary.  The  author  therefore  con¬ 
cludes  that  to  get  satisfactory  results,  normal  compounds  of  the  fatty 
series  must  be  compared  with  secondary  aromatic  bodies  and  secondary 
fatty  bodies  with  normal  aromatic.  Acting  on  this  plan,  the  vol. 
C2  =  vol.  H4  in  comparable  bodies.  As  the  result  of  a  comparison  of 
alkyl  salts  of  the  fatty  acids,  the  author  concludes  that  “  The  mole¬ 
cular  volumes  of  isomeric  and  analogously  constituted  ethers  are 
greater  the  smaller  the  number  of  carbon-atoms  in  the  acid-radical, 

;  nd  the  greater  that  number  is  in  the  alcohol-radical.”  This  result 
combined  with  Linnemann’s  similar  deduction  in  regard  to  boiling 
points,  may  be  expressed  as  follows  : — “  Of  isomeric  bodies  composed 
of  carbon  and  hydrogen,  or  of  carbon,  hydrogen,  and  oxygen,  the  one 
possessing  the  highest  boiling  point  has  also  the  greatest  molecular 
volume.” 

On  comparing  the  three  compounds — 
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1.  Diisobutyl,  C8Hi8 .  Vol.  =  184*5 

2.  Caprylene,  CSH16  .  Vol.  =  177*22 

3.  Ethyl-benzene,  C8H10  ....  Vol.  =  138*95, 

we  have  between  1  and  2  a  difference  of  2H,  between  1  and  3  of  8H. 
The  difference  in  vol.  between  1  and  3  is  45*55  for  8H,  and  if  the 
difference  were  regular,  the  vol.  of  2  should  be  173*12  or  4*08  less 
than  found.  Similarly  with  the  three  compounds — 

1.  Normal  hexane,  C6Hh  ....  Vol.  =  139*7 

2.  Diallyl,  C6H10 .  Vol.  =  125*82 

3.  Benzene,  C6H6  .  Vol.  =  95*94 


the  observed  vol.  of  2  is  8*00  greater  than  the  number  as  calculated 
from  1  and  3  should  be.  But  in  the  first  instance  (caprylene)  we 
have  one  double-linking,  in  the  second  (diallyl)  two ,  and  in  all  other 
similar  cases  the  presence  of  a  double-linking  always  raises  the  mole¬ 
cular  volume  about  4.  From  these  results  the  author  is  led  to  believe 
that  the  so-called  double-linking:  in  unsaturated  and  in  aromatic 
compounds  cannot  be  of  a  similar  nature.  He  is  inclined  to  consider 
this  fact  as  an  argument  against  Kekule’s  formula  for  benzene,  and  in 


favour  of  the  formula 


From  the  fact  that  the  unsaturated  compounds  occupy  a  larger 
relative  molecular  volume  than  the  saturated,  he  contends  with 
Briihl  that  the  linking  in  the  former  case  is  not  so  much  a  double 
as  a  looser  linking  than  that  in  the  latter,  and  that  ethylene  for 
instance  would  be  more  accurately  represented  by  the  formula 

CH2 - CH2  than  by  the  formula  CH2  !  CH2.  The  same  is  the  case 

with  oxygen.  When  oxygen  is  linked  to  one  atom  of  carbon  only 
(in  aldehydes,  &c.),  it  has  a  much  larger  molecular  volume  than  when 
it  is  linked  to  two  carbon-atoms  or  one  carbon-  and  one  hydrogen- 
atom;  and  he  therefore  supports  the  formulas  CH3 — CH O 


CH 

and  I  3  for  acetaldehyde  and  acetic  acid  respectively.  The 

HO— 0 - 0 


actual  value  of  C  seems  to  vary  between  8  and  13,  of  0  between  5*6 
and  19.  Hydrogen  has  a  constant  volume  5*6. 

In  conclusion,  the  author  gives  the  following  as  a  very  brief  sum¬ 
mary  of  the  most  important  results  of  his  work  : — 

1.  The  specific  volumes  of  carbon  and  oxygen  are  variable,  their 
variation  depending  on  that  of  the  linking  of  the  atoms. 

2.  The  presence  of  a  so-called  double-linking  always  increases  the 
molecular  volume.  This  increase  is  4  units  for  each  double-linking. 

3.  The  benzene-ring  cannot  contain  any  so-called  double-linkings. 

4.  There  are  no  double-linkings.  Where  thev  have  hitherto  been 
thought  to  exist,  the  linking  is  looser  than  in  other  cases  ;  or  in  other 
words,  a  greater  space  exists  between  two  atoms  thus  said  to  be 
doubly-linked,  than  in  the  normal  state. 

The  following  additional  experimental  results  have  been  obtained 
since  the  last  communication  : — 
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Ether,  Et20  .  106 ’24 

Propyl  formate,  H.COOPr .  108*73 

Isobutyl  propionate,  Et.COOBiP3 ....  173*54 

Methyl  butyrate,  Pr.COOMe .  126*35 

Methyl  isobutyrate,  Pr^COOMe  ....  126*43 

Propyl  butyrate,  PrCOOPr  .  173*85 

Propyl  isobutyrate,  Pr^COOPr .  174*20 

Isobutyl  butyrate,  PrCOOBu^ .  197*66 

Isobutyl  isobutyrate,  Pr^COOBu^. .  . .  198*20 

Methyl  valerate,  BuCOOMe .  148*32 

Ethyl  valerate,  BuCOOEt .  172*99 

Propyl  valerate,  BuCOOPr  .  196*82 

L.  T.  T. 


Dissociation  of  Ammonium  Carbonate  in  Presence  of  an 
Excess  of  one  of  its  Elements.  By  Isambert  ( Compt .  rend.,  97, 
1212 — 1215). — The  author  has  determined  the  tensions  of  mixtures  of 
ammonium  carbamate  with  varying  proportions  of  carbonic  anhydride 
or  ammonia  at  temperatures  ranging  between  34°  and  52*6°,  and 
finds  a  close  agreement  between  the  observed  pressures  and  those 
calculated  from  the  known  excess  of  carbonic  anhydride  or  ammonia 
on  the  assumption  that  the  ammonium  carbonate  decomposes  at  the 
moment  of  volatilisation  (compare  Abstr.,  1882,  269).  C.  H.  B. 
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Inorganic  Chemistry. 


Specific  Gravity  of  Liquid  Oxygen.  By  S.  v.  Wroblewski 
(  Wied.  Ann.,  20,  860 — 870). — Dumas,  on  the  occasion  of  the  lique¬ 
faction  of  oxygen  by  Pictet,  recalled  his  supposition  that  the  sp.  gr. 
of  liquid  oxygen  was  unity  ;  for  on  theoretical  considerations  oxygen 
and  sulphur  must  possess  equal  atomic  volumes,  and  therefore  their 
sp,  grs.  in  the  liquid  state  will  be  in  the  ratio  1  :  2. 

Pictet  deduced  from  his  experiments  the  values  ‘9883  and  ‘9787, 
but  Offret  subsequently  pointed  out  errors  in  the  calculation  which 
would  reduce  the  value  to  ‘84.  However,  much  confidence  cannot  be 
placed  in  this  value,  for  Pictet  had  assumed  that  Gay-Lussac’s  law 
held  good  between  the  wide  limits  of  temperature  4-  485  and  —130  ; 
moreover,  it  would  be  difficult,  under  the  conditions  of  the  experiment, 
precisely  to  fix  the  temperature  of  the  liquefying  tube,  and  the  exact; 
volume  filled  by  the  liquefied  gas. 

In  order  to  re- determine  the  value  for  the  sp.  gr.  of  liquid  oxygen, 
the  author  has  made  use  of  his  apparatus,  which  has  been  described 
at  length  in  a  former  memoir.  The  method  is  as  follows  : — The  capil¬ 
lary  tube  of  the  apparatus  is  filled  up  to  a  certain  mark  with  oxygen, 
condensed  at  — 130°. 

Then  the  quantity  of  oxygen  taken  +  q^  (1)  in  which 

formula  v1  and  di  are  the  volume  and  density  of  the  liquid  oxygen, 
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and  q  the  quantity  remaining  gaseous.  If  then  the  tube  be  filled  up 
to  the  same  mark  with  carbonic  anhydride  or  nitrous  oxide  liquefied 
at  0°,  then  Q2  =  v2d2  +  q2  (2). 

If  equation  (1)  be  divided  by  (2)  and  all  referred  to  then 

j  _  a  ^Qi  .  ^Qi  —  q i Q2 

»1  —  TT  ~r  - pr -  ; 


but  for  practical  purposes  the  latter  fraction  may  be  neglected,  so 
that 


di  =  d 


^Qi 

viQ2' 


The  mean  value  of  twelve  concordant  experiments  was  found  to  be 
*899  at  a  temperature  of  — 130°  C  (this  vol.,  p.  14),  and  the  pressure 
of  liquefaction.  But  Dumas  in  answer  has  suggested  that  the 
liquefied  gas  has  a  large  coefficient  of  expansion,  and  if  it  were 
possible  to  cool  the  oxygen  still  further,  the  value  of  its  sp.  gr.  would 
more  nearly  approximate  unity.  Further  criticisms  of  Pictet  are  also 
met  and  discussed.  V.  H.  V. 


Solidification  of  Superfused  Sulphur.  By  D.  Gernez  ( Compt . 
rend.,  97,  1298 — 1301 ;  1366— 1369  ;  and  1433— 1435).— Octohedral 
sulphur,  crystallised  from  carbon  bisulphide,  was  dried  at  95°  for  24 
hours,  placed  in  a  graduated  U-tube  not  more  than  2  mm.  in  diameter, 
heated  to  fusion  at  a  constant  temperature  T,  during  a  time  C ;  then 
immersed  in  a  bath  at  a  temperature  t  below  the  melting  point  of 
sulphur.  It  remains  in  a  superfused  condition,  and  after  the  expira¬ 
tion  of  a  time  a  crystal  of  prismatic  or  octohedral  sulphur,  as  the 
case  might  be,  was  dropped  down  the  U-tube.  As  soon  as  the  crystal 
touches  the  surface  of  the  liquid,  the  latter  begins  to  solidify,  and  the 
time,  S,  required  for  solidification  to  extend  through  a  constant  dis¬ 
tance  (10  mm.)  in  the  limb  of  the  tube  was  observed. 

For  constant  values  of  T,  C,  t ,  and  W ,  the  time  required  for  solidi¬ 
fication  is  proportional  to  the  distance  through  which  solidification 
extends,  in  other  words,  S  is  a  constant.  Other  conditions  being 
equal,  S  depends  on  t ,  and  is  greater  the  nearer  t  approaches  the 
melting  point  of  sulphur.  The  value  of  S  also  depends  on  the  values 
of  T,  C,  and  C'  respectively.  The  higher  the  value  of  C,  i.e,,  the 
longer  the  time  during  which  the  sulphur  is  kept  in  a  state  of  fusion 
at  the  temperature  T,  the  higher  is  the  value  of  S.  In  one  experiment 
S  increased  8’5  times  when  C  was  increased  seven  times,  and  in 
another  S  increased  11*58  times  when  tlf  was  increased  twelve  times. 
It  follows  that  S  is  very  nearly  proportional  to  C.  Variations  in  S 
caused  by  variations  in  C',  the  time  during  which  the  sulphur  re¬ 
mains  superfused,  are  very  small  when  T  is  but  slightly  higher  than 
the  melting  point  of  sulphur,  but  become  very  considerable  when  T 
exceeds  170°.  In  one  series  of  experiments  when  T  =  219°,  ®  =  5 


minutes,  t  —  101°,  the  following  values  were  obtained : — 

.  0  hr.  15  mins.  3  hr.  15  mins.  4  hr.  45  rains. 

S  .  23*04  seconds.  9*12  seconds.  7*70  seconds. 


390 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


beyond  which  the  value  of  S  remained  sensibly  constant.  Other 
conditions  being*  the  same,  the  time  of  solidification  depends  on  the 
initial  temperature  T.  When  %  =  5  minutes,  t  =  100*3°,  and  C'  = 
15  minutes,  the  values  of  S  for  certain  values  of  T  are  as  follows: — 

T=  129*5°  139-0°  142*5°  154-5°  160*5°  164-5°  167*5°  173*5°. 

S  =  0-50"  0*59"  0-70"  1*93"  5-70"  10-61"  18-08"  25*59" 

T-177°  181°  189°  204°  219°  243°  274°  350°  440°. 

8  =  24-98"  21-65"  21-41"  21*66"  21*43"  19*41'  18*07"  17-0"  16-06". 

There  is  a  sudden  alteration  in  the  value  of  S  when  T  passes  from 
167*5C  to  173*5°.*  At  this  last  temperature,  S  attains  a  maximum, 
and  beyond  this  point  it  very  slowly  diminishes  as  T  approaches  the 
boiling  point  of  sulphur. 

These  values  all  refer  to  octohedral  sulphur  which  is  fused  for  the 
first  time.  If  the  process  of  fusion  and  solidification  in  prisms  is 
repeated  several  times,  the  value  of  S  increases,  and  after  eight  suc¬ 
cessive  operations  it  becomes  more  than  twelve  times  its  original 
amount.  In  other  words,  the  superfused  liquid  yields  prisms  more 
slowly  when  it  has  been  formed  by  the  fusion  of  prismatic  sulphur 
that  when  it  has  been  formed  by  the  fusion  of  octohedral  sulphur, 
and  the  time  of  solidification  is  longer  the  more  frequently  the  sulphur 
has  been  solidified  in  the  prismatic  form.  If,  however,  the  sulphur  is 
allowed  to  cool  for  some  time  between  each  successive  operation,  this 
effect  is  much  less  marked,  and  if  the  interval  extends  to  several 
days,  the  values  of  S  obtained  at  each  operation  are  sensibly  the 
same. 

All  these  variations  in  the  time  of  solidification  of  the  prisms  are 
evidently  connected  with  changes  in  the  specific  heat  of  the  liquid 
sulphur  and  in  the  heat  of  solidification  of  the  prisms.  The  liquid 
sulphur  at  a  constant  temperature  undergoes  some  modification,  which 
depends  on  the  duration  of  the  action  of  heat,  and  it  is  evident  that 
when  the  temperature  of  the  sulphur  is  raised,  the  sulphur  undergoes 
alterations  which  require  time  for  their  completion,  and  which  do  not 
disappear  entirely  until  some  time  after  the  liquid  has  been  brought 
to  its  original  condition.  It  would  seem  as  if  the  liquid  in  the  first 
Pb  ase  of  the  operation  absorbed  heat,  which  it  only  partially  gives  up 
in  the  second  phase. 

Solidification  of  Octohedral  Sulphur. — The  octohedral  crystal 
dropped  into  the  superfused  sulphur  must  be  very  small,  since  the 
cooling  effect  produced  by  a  large  crystal  results  in  the  formation  of 
prisms.  In  every  case,  the  solidification  of  the  sulphur  in  octohedra 
is  very  much  slower  than  its  solidification  in  prisms.  The  time  of 
solidification  (S)  varies  with  T,  C,  t ,  and  C'  as  in  the  case  of  the 
formation  of  prisms.  The  effect  of  variations  in  %'  is  very  small,  but 
variations  in  C  and  T  produce  a  much  greater  effect  than  in  the  first 
case.  The  value  of  S  attains  its  maximum,  274  minutes,  when  T  = 
188°,  but  beyond  this  point  it  decreases  more  rapidly  than  in  the  case 
of  the  prismatic  form. 

*  Note  by  Abstractor. — Between  167*5°  and  173*5°  the  difference  is  7’51  seconds 
for  6°,  whereas  between  164*5°  and  167*5°  it  is  7*47  seconds  for  only  3°. — C.  H.  B. 
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It  is  noticeable  that  in  tbe  case  of  both  the  octohedral  and  prismatic 
varieties,  the  sulphur,  at  about  17(J°,  experiences  an  alteration  which 
persists  whilst  superfusion  continues,  but  that  if  the  initial  tempera¬ 
ture  is  much  higher  than  170°,  although  the  sulphur  has  to  cool  down 
through  this  point,  it  solidifies  almost  as  rapidly  as  if  it  had  only 
been  heated  slightly  above  the  melting  point. 

When  the  process  of  fusion  and  solidification  in  octoliedra  is  re¬ 
peated  several  times,  the  value  of  S  increases,  and  after  three  succes¬ 
sive  operations  becomes  nearly  twice  its  original  amount,  but  beyond 
this  point  it  remains  sensibly  constant,  whilst  in  the  case  of  the 
prismatic  form  successive  fusions  continually  diminish  the  tendency 
to  solidify. 

Octohedral  sulphur  is  repeatedly  fused  in  a  U-tube  and  caused  to 
solidify  in  octohedra  until  it  attains  the  condition  of  equilibrium 
represented  by  a  constant  value  of  S.  It  is  then  brought  into  a  state 
of  superfusion,  and  the  liquid  in  one  limb  is  caused  to  solidify  in 
octohedra ;  that  in  the  other  in  prisms.  The  tube  is  then  heated  for 
five  minutes  at  129’5°,  kept  in  superfusion  at  100*5°  for  eight  minutes, 
and  then  the  sulphur  in  both  limbs  is  caused  to  solidify  in  octo¬ 
hedra,  and  this  experiment  is  repeated  three  times.  In  one  case,  the 
successive  values  of  S  in  the  limb  which  had  always  remained  in  the 
octohedral  condition  wTere  2  mins.  20  secs.,  2  mins.  20  secs.,  and 
2  mins.  13  secs.,  whilst  the  corresponding  values  in  the  limb  which 
had  been  once  solidified  in  prisms  were  7  mins.  22  secs.,  2  mins. 
40  secs.,  and  2  mins.  20  secs.  It  is  evident  that  sulphur  which  has 
once  been  converted  into  the  prismatic  form  yields  oclohedra  much 
less  readily  than  sulphur  which  has  always  retained  the  octohedral 
form,  and  it  requires  several  successive  fusions  and  solidifications  to 
bring  it  into  the  condition  of  equilibrium  previously  mentioned.  This 
effect  is  still  more  marked  if  the  sulphur  has  been  solidified  in  prisms 
several  times.  With  respect  to  the  octohedra,  the  prisms  play  a  part 
opposite  to  that  which  the  former  play  with  respect  to  the  prisms,  since 
the  formation  of  the  prisms  is  most  rapid  in  the  liquid  formed  by  the 
fusion  of  octohedra. 

The  stable  condition  into  which  the  octohedral  variety  is  brought 
by  successive  fusions  and  solidifications  persists  for  a  longtime,  whilst 
the  prismatic  form  after  similar  treatment,  gradually  returns  to  its 
original  condition.  This  is  explained  by  the  fact  that  the  prismatic 
sulphur  gradually  devitrifies  and  passes  into  the  octohedral  variety. 

The  phenomena  accompanying  the  solidification  of  sulphur  are 
much  more  complicated  than  in  the  case  of  phosphorus,  the  difference 
being  probably  due  to  the  fact  that  amorphous  phosphorus  is  insoluble 
in  the  fused  ordinary  variety,  whereas  the  different  modifications  of 
sulphur  remain  mixed  together  in  the  fused  substance.  It  is  im¬ 
portant  to  note  that  170w,  the  temperature  which  produces  the 
maximum  value  of  S,  is  the  temperature  which,  according  to  Ber¬ 
th  elot,  produces  the  maximum  quantity  of  sulphur  insoluble  in  carbon 
bisulphide.  C.  H.  B. 

Red  Sulphur  of  Japan,  By  E.  Divers  and  T.  Shimidzu  (Ghem. 
News ,  48,  284). — There  is  an  orange-red  variety  of  sulphur  found 
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apparently  in  all  the  deposits  of  volcanic  sulphur  in  Japan.  It  is 
known  in  the  native  vocabulary  by  a  name  equivalent  to  “massive- 
red-sulphur;”  a  specimen  contained  : — * 

Earthy  Sulphur 

Te.  Se.  As.  Mo.  matter.  (by  diff.) 

0*17  0*06  0*01  trace  trace  9976  =  100*00. 

When  treated  with  carbon  bisulphide,  the  arsenic  remains  behind  as 
sulphide.  The  yellow  sulphur  usually  associated  with  the  red  some¬ 
times  contains  traces  of  tellurium  and  selenium.  The  two  sulphurs 
are  strikingly  different  in  colour.  D.  A.  L. 

Lead-chamber  Deposit  from  Japanese  Sulphuric  Acid.  By 

E.  Divers  and  M.  Shimos^  ( Ghem .  News ,  48,  283).— -The  interest  of 
the  present  paper  is  derived  from  the  fact  that  volcanic  sulphur 
only  is  employed  in  the  Japanese  works.  The  deposit  examined  came 
from  the  lead  chambers  as  a  mud;  it  settled  down  to  a  yellow  super¬ 
natant  liquid  and  a  grey-red  deposit,  with  many  bright-yellow  particles; 
this  sediment,  on  elutriation,  sorted  itself  into  lead  sulphate  at  the 
bottom,  particles  of  ash  and  particles  of  sulphur  next,  and  red  particles 
of  impure  selenium  at  the  top.  The  liquor  was  impure  H2S04, 
sp.  gr.  1*15,  and  contained  ferric  sulphate  and  0*37  gram  tellurium 
and  0*15  gram  selenium  per  litre.  The  sediment  drained  on  a  filter 
and  sun-dried  contained  : — 

Se.  Te.  S  (free).  As.  Hg  (free).  Cu.  Mo, 

10*5  1*2  6*5  doubtful  0*016  trace  trace 

H20,H2S,  organic  matter, 

PbS04.  Ash.  and  tSejj(S04)3  [very  little]. 

29*5  24*5  27*8  ==  100*016 

The  proportions  of  the  selenium  and  tellurium  in  the  acid  liquor  and 
sediment  are  reversed,  which  is  due  to  the  moist  finely  divided  tellu¬ 
rium,  particularly  in  presence  of  acid,  oxidising  more  rapidly  than 
selenium.  The  mercury  could  be  extracted  with  nitric  acid,  but  not 
with  potassium  cyanide  solution  ;  it  was  therefore  considered  to  be 
uncombined.  Many  samples  of  sulphur  have  been  examined  for 
mercury,  but  this  metal  has  never  been  detected.  This  is  probably 
the  first  time  molybdenum  has  been  found  in  a  lead-chamber  deposit ; 
it  was  also  detected  in  the  burner-ash.  On  distilling  the  sediment, 
water,  sulphurous  anhydride,  impure  sulphur,  selenium,  tellurium, 
and  selenious  oxide  passed  over,  whilst  crystalline  galena  was  found 
among  the  other  fixed  matters  in  the  retort.  The  authors  have  man}" 
gallons  of  the  mud  ;  it  is  therefore  an  average  and  not  a  special 
sample.  D.  A.  L. 

Preparation  of  Oxychloride  of  Phosphorus  from  Phosphates. 

By  A.  Oglialoro  ( Gazzetta ,  13,  328). — The  author  points  out  that 
Biban’s  method  of  preparing  phosphorus  oxychloride  by  passing 
chlorine  and  carbonic  oxide  over  heated  tri calcium  phosphate  (Abstr., 
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1883,  287)  was  described  five  years  ago  by  Paterno  ( Gazzetta ,  8, 
233).  C.  E.  G. 

Reduction  of  Metallic  Solutions  by  means  of  Gases,  <fcc.  By 

G.  Gore  ( Chem .  News ,  48,  295). — -A  mixture  of  carbonic  oxide  and 
carbonic  anhydride  gases,  passed  slowly  through  various  liquids,  had 
the  following  effects.  Palladium  dichloride  is  rapidly  decolorised, 
and  all  the  metal  is  precipitated  as  a  black  powder.  Platinum  tetra¬ 
chloride  is  slowly  decomposed,  and  yields  a  small  amount  of  a  yellow 
precipitate  in  two  or  three  days.  In  potassium  iridium  chloride  the 
iridium  is  precipitated  after  some  time.  Lime-water  contained  in  a 
leaden  vessel  becomes  coated  with  a  film  of  red  oxide  of  lead.  Silver 
nitrate,  mercuric  chloride,  lead  nitrate,  ferric  chloride,  manganous 
chloride,  potassium  permanganate,  chromic  acid,  and  vanadic  com¬ 
pounds  showed  no  signs  of  reduction.  A  mixture  of  hydrogen  and 
carbonic  anhydride,  also  pure  hydrogen,  reduced  a  dilute  solution  of 
palladium  dichloride  when  exposed  to  it,  the  palladium  being  pre¬ 
cipitated  in  24  hours.  The  following  solutions  were  kept  in  contact 
with  coal-gas :  they  each  had  a  platinum  wire  immersed  in  them,  and 
were  in  a  dark  place.  In  palladic  chloride,  the  metal  is  speedily 
reduced,  and  the  liquid  becomes  colourless  in  a  few  days.  Gold 
chloride  is  also  reduced,  and  in  the  course  of  a  few  days  bright  films 
of  the  metal  float  on  the  surface  and  then  sink;  the  liquid  is  not 
wholly  decomposed  in  three  weeks.  Solid  gold  chloride  is  also 
gradually  reduced  to  metal.  Platinic  chloride  only  slightly  decom¬ 
poses  in  ten  weeks.  With  silver  nitrate,  the  decomposition  starts  in  a 
few  hours,  but  is  not  complete  in  seven  weeks.  Copper  sulphate  and 
ferric  sulphate  are  not  reduced.  A  gaseous  mixture  containing 
acetylene  rapidly  decomposed  palladic  chloride ;  gold  chloride  less 
quickly  ;  platinic  chloride  but  slightly,  and  potassium  iridium  chloride 
not  at  all.  Palladic  chloride,  gold  chloride,  and  platinic  chloride  are 
reduced,  more  or  less  rapidly,  by  amylene,  petroleum,  benzene, 
naphtha,  light  petroleum,  mesitylene,  and  other  similar  liquids. 
Bright  metallic  films  are  formed  between  the  liquids  by  light  petro¬ 
leum  with  palladic  chloride,  and  by  amylene  with  gold  chloride. 
Paraffin  and  naphthalene  reduce  gold  chloride,  but  not  palladic 
chloride,  whilst  ozokerite  acts  on  neither.  Gold  chloride  is  also 
reduced  by  the  chlorides  C2C12,  C2C14,  C2C16,  and  CC14.  Benzene  de¬ 
colorises  a  solution  of  potassium  iridium  chloride  in  two  days,  whilst 
amylene  produces  no  visible  effect  in  that  time.  Amylene  slowly 
precipitates  mercuric  chloride  solution,  acts  rapidly  on  permanganate, 
but  does  not  alter  cupric  chloride,  ferric  chloride,  chromic  acid,  or  its 
potassium  salt.  Benzene  reduces  permanganate,  but  not  ferric 
chloride.  Naphtha,  &c.,  produces  only  a  slight  change  in  solutions  of 
telluric,  antimonious,  or  bismuth  chloride.  It  is  suggested  that  metals, 
found  in  the  earth  as  such,  may  owe  their  origin  to  contact  with 
hydrocarbons  derived  from  organic  mineral  substances. 

D.  A.  L. 

Behaviour  of  Silver  Chloride,  Bromide,  and  Iodide  with 
Bromine  and  Iodine.  By  P.  Julius  ( Chem .  News ,  48,  284). — By 
passing  dry  air  saturated  with  bromine  over  silver  iodide  kept  in  a 
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state  of  fusion,  the  iodide  is  easily  and  completely  converted  into 
bromide  after  10  minutes.  In  the  same  manner  silver  chloride  can  be 
converted  into  bromide  in  1  or  2  hours.  Further  experiments  prove 
that  both  chlorine  and  bromine  may  be  expelled  from  their  silver  com¬ 
pounds  by  means  of  iodine  vapour,  although  6  to  10  hours  are  required 
to  effect  this  change  with  the  chloride.  Hence  any  halogen,  if  sup¬ 
plied  in  excess,  can  expel  any  other  halogen  from  its  combination  with 
silver ;  at  least  as  far  as  chlorine,  bromine,  and  iodine  are  concerned. 

D.  A.  L. 

Recovery  of  Barium  and  Strontium  Compounds.  By  F. 

Muck  (Dingl.  polyt.  250,  91). — For  the  separation  of  barium  and 
strontium  from  mixtures  of  their  chlorides  and  the  chlorides  of 
sodium,  calcium,  magnesium,  &c.,  the  concentrated  liquor  is  treated 
with  a  hot  saturated  solution  of  salt.  Thus  all  the  chlorides,  with  the 
exception  of  the  sodium  chloride  contained  in  the  mother-liquor,  are 
dissolved.  The  salt  solution  is  used  over  and  over  again  until  it  is 
sufficiently  saturated,  when  on  cooling  a  mixture  of  barium  and  stron¬ 
tium  chlorides  crystallises  out.  By  treating  a  cold  saturated  solution 
of  these  chlorides  with  twice  the  volume  of  hydrochloric  acid,  barium 
chloride  is  precipitated.  D.  B. 

Cadmium  Iodide.  By  F.  W.  Clarke  and  E.  A.  Kebler  ( Chem . 
News ,  48,  297 — 298). — The  suggestion  that  the  series  of  elements  are 
developed  progressively  like  series  of  compounds,  such  as  hydro¬ 
carbons,  is  as  yet  supported  only  by  the  periodic  law.  Another 
support  is  now  put  forward  under  the  form  of  isomerism,  for  the 
higher  we  go  in  a  series  of  hydrocarbons  the  more  frequent  are  the 
cases  of  isomerism;  and  so  it  is  shown,  that  the  chlorides  and  bromides 
are  less  prone  to  form  isomerides  than  the  iodides.  The  authors  now 
bring  forward  a  new  example  of  allotropy  of  iodides  in  the  form  of 
cadmium  iodide.  By  heating  together  equivalent  quantities  of  cad¬ 
mium  and  iodine  in  a  sealed  tube  exhausted  of  air,  or  by  digesting 
these  elements  under  water,  or  by  treating  cadmium  carbonate  with 
hydriodic  acid,  or  by  dissolving  together  equivalent  quantities  of 
cadmium  sulphate  and  potassium  iodide,  evaporating  to  dryness,  ex¬ 
tracting  with  alcohol  and  crystallising,  a  cadmium  iodide,  Cdl2,  is 
obtained,  which  is  white,  and  undergoes  no  change  at  any  temperature 
below  250°,  and  has  a  sp.  gr.  5*644.  By  dissolving  cadmium  car¬ 
bonate  in  hydriodic  acid  and  decolorising  by  cadmium  clippings,  or  by 
dissolving  cadmium  in  hydriodic  acid,  a  brownish  Cdl2,  sp.  gr.  4*626, 
is  obtained,  which,  when  heated  at  50°,  loses  weight,  and  is  gradually 
transformed  into  the  other  variety. 

Unsuccessful  attempts  were  made  to  prepare  cadmium-lead,  and 
cadmium-thallium  iodides.  Mercuric  iodide  dissolves  freely  in  hot 
solutions  of  cadmium  iodide,  and  the  mother-liquor  from  the  first  crop 
of  crystals  (mercuric  iodide),  on  standing,  deposits  golden  laminae, 
which  can  be  recrystallised  from  alcohol.  They  are  anhydrous,  and  a 
partial  analysis  points  to  the  formula  CdI2j3HgI2.  There  was  not 
sufficient  substance  for  further  investigation.  The  authors  have  pre¬ 
pared  zinc  iodide  from  its  elements,  and  found  sp.  gr.  4*666  (Bodeker 
found  4*696).  They  are  now  working  on  stannic  iodide,  and  have  found 
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two  modifications,  one  darker  and  less  soluble  in  benzene  than  the 
other.  T).  A.  L. 

Atomic  Weight  of  Aluminium.  By  H.  Baubigny  ( Compt .  rend ., 
97,  1369 — 1371). — The  sulphates  of  the  sesquioxides  are  perfectly 
stable  at  440°,  and  some  of  them,  aluminium  and  chromium  sulphates, 
for  example,  obstinately  retain  traces  of  free  sulphuric  acid  even  at 
this  temperature. 

Ammonia-alum  was  repeatedly  crystallised,  calcined  until  com¬ 
pletely  decomposed,  the  residue  washed  with  water  to  remove  traces 
of  alkalis,  calcined  to  remove  organic  matter,  and  dissolved  in  dilute 
sulphuric  acid.  The  aluminium  sulphate  was  twice  crystallised,  and 
then  dried  at  440°  for  a  long  time.  Even  when  repeatedly  powdered 
and  heated  at  this  temperature  in  a  vacuum  in  presence  of  fused 
potash,  the  last  traces  of  free  acid  are  not  expelled.  If,  however,  the 
dried  salt  is  dissolved  in  water  and  precipitated  by  alcohol  and  then 
carefully  dried,  it  is  obtained  free  from  any  excess  of  acid.  The  sul¬ 
phate  is  then  carefully  converted  into  oxide  by  ignition.  The  mean 
result  was  A1  =  27*016  if  S  =  32,  and  A1  =  27*064  if  S  =  32*074. 
Mallet  found  A1  =s  27*02.  C.  H.  B. 

Atomic  Weight  of  Titanium.  By  T.  E.  Thorpe  ( Chem .  News, 
48,  251). — After  some  remarks  on  the  slight  experimental  basis  on 
which  the  greater  proportion  of  the  accepted  values  of  the  atomic 
w  eights  depend,  the  author  draws  attention  to  the  element  in  question. 
Its  atomic  weight  was  found  by  Rose  to  be  48*13  and  49*58,  by  Pierre 
50*25 ;  whilst  Mendelejeff  has  adopted  48.  In  the  present  paper  the 
author  reports  the  results  of  his  deduction  of  the  atomic  weight  of 
titanium  from  analyses  of  the  tetrachloride.  Three  independent 
values  have  been  obtained  based  on  the  ratios  : — (1.)  TiCl4  :  4Ag. 
(2.)  TiCh  :  4AgCl.  (3.)  TiCl4  :  Ti02.  Value  (1)  was  obtained  by 
decomposing  weighed  quantities  of  the- tetrachloride  with  water,  and 
precipitating  the  chlorine  with  silver  by  Stas’s  modification  of  Gray- 
Lussac’s  method,  the  mean  of  8  experiments  giving  Ti  (H  =  1)  =  48*02 1 . 
Value  (2)  by  treating  weighed  quantities  of  the  tetrachloride,  decom¬ 
posed  with  water,  with  excess  of  silver  nitrate,  &c.f  the  mean  of 
5  experiments  giving  Ti(H  =  1)  =  48*018.  Value  (3)  by  decomposing 
the  tetrachloride  with  water,  evaporating  the  solution  to  dryness  and 
strongly  heating  the  resulting  oxide,  &c.,  gave  Ti  (H  =  1)  —  47*970. 
The  mean  of  these  three  values  is  48*003.  But  if  the  value  of  Ti  is 
calculated  more  accurately  from  the  aggregate  weights  of  the  tetra¬ 
chloride,  silver,  silver  chloride,  and  titanium  oxide  respectively,  48  014 
is  obtained  for  value  (1),  48*016  for  (2),  and  47*969  for  (3),  and  the 
mean  is  48*000.  Prom  these  observations,  it  would  appear  that  the 
atomic  weight  of  titanium  is  a  simple  multiple  of  that  of  hydrogen. 
The  author  is  making  similar  observations  with  the  tetrabromide  and 
dioxide.  D.  A.  L. 

Vanadates  and  Phosphates  of  the  Alkali-metals.  By  C. 

Ramm  els  berg  (Wied.  Ann.,  2P,  928 — 948). — 1 This  paper  contains  an 
account  of  the  methods  of  preparation  of  the  various  vanadates  of  the 
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alkali-metals.  The  results  obtained  are  compared  with  those  of 
Norblad,  whose  original  memoir  was  published  in  Upsala,  and  thus 
has  not  been  widely  disseminated. 

With  the  alkali-metals,  vanadic  acid  forms  a  series  of  salts  repre¬ 
sented  by  the  following  formulae,  in  which  M  is  a  monatomic  metal : — 


M'8v209. 

M'3V04,  Orthovanadate. 

M4V207,  Pyro vanadate. 

M'V03,  Meta  vanadate. 

M2V4On,  Tetravanadate. 

MV308  Hex  van  date. 

Others  of  intermediate  composition  have  also  been  isolated,  such  as 
some  of  the  ammonium  compounds  described  at  length  in  this  memoir. 
(NH4)4Vi0O2710  -h  H30,  obtained  by  adding  acetic  acid  to  an  aqueous 
solution  of  the  neutral  salts  until  a  permanent  red  coloration  is  pro¬ 
duced,  forms  red  crystals  belonging  to  the  quadratic  system,  and  con¬ 
sisting  of  two  prisms  with  a  regular  octohedron.  (NH4)3V70i9  4  2H20, 
obtained  from  the  above  acetic  acid  solution,  is  a  sparingly  soluble 
golden  amorphous  salt. 

Potassium  pyrovanadate ,  K4V307,  crystallises  out  when  an  alkaline 
solution  of  the  ortho  vanadate  is  concentrated  to  a  small  bulk.  On 
adding  acetic  acid  to  the  mother-liquor  from  this  salt,  and  evaporating 
the  solution,  delicate  crystals  of  a  salt  of  the  composition  KioVgO^ 
4  7H20  separate  out.  Similarly  on  the  addition  of  acetic  acid  to  a 
solution  of  the  metavanadate,  a  brownish-red  crystalline  precipitate, 
K4V6017  4  2H 30,  is  produced ;  but  in  the  case  of  the  ortho-salt,  thero 
is  formed  a  red  compound  of  composition  K2V40n,  crystallising  in 
rhombic  prisms. 

Sodium  pyrovanadate ,  Na4V307,  described  also  by  Roscoe  and 
Norblad,  crystallises  in  tablets  belonging  to  the  hexagonal  system, 
optically  uniaxial,  and  giving  well-defined  interference  bands.  ?On  the 
addition  of  acetic  acid  to  a  solution  of  this  salt,  a  deep  red  coloration 
is  produced,  and  on  evaporation  large  red  dodecahedral  crystals  of  the 
composition  Na4V60n  4  16H20  separate  out.  These  quickly  efflo¬ 
resce  in  the  air,  to  form  a  brighter  coloured  powder. 

Lithium  orthovanadate ,  Li3V04,  obtained  by  heating  3  mols.  of 
lithium  carbonate  and  1  mol.  vanadic  acid,  is  a-  golden  powder,  inso¬ 
luble  in  water;  if  lithium  nitrate  is  substituted,  there  is  produced 
lithium  pyrovanadate,  Li4N307  4  7H30,  which  forms  white  ill-defined 
crystals.  On  the  addition  of  a  trace  of  nitric  acid  to  the  ortho¬ 
vanadate,  white  crystals  are  produced  of  a  salt,  Li6V40i3  4  15H30, 
sparingly  soluble  in  water.  If  1  mol.  lithium  carbonate  and  1  mol. 
vanadic  acid  are  melted  together  and  the  fusion  dissolved  in  water, 
there  separates  from  the  solution  the  golden  crystalline  meta vanadate, 
LiV03  4  2H20,  moderately  soluble  in  water.  If  acetic  acid  be  added 
to  a  solution  of  this  salt,  a  red  coloration  is  produced  from  the  forma¬ 
tion  of  a  compound  LiioVi2035  4-  30H2O.  From  the  orthovanadate,  on 
acidification,  a  salt,  Li6V8023  4  12H20,  is  produced,  crystallising  in  red 
dodecahedra. 


Basic  vanadates 

Neutral  . 

Acid . 


INORGANIC  CHEMISTRY. 


397 


A  brief  description  of  other  salts,  Li4V60n  +  15H20,  Li6V8Cbs  4- 
12H20,  LigYsOu  4-  12H20,  is  also  given. 

In  the  course  of  the  preparation  of  the  lithium  salts  from  the  car¬ 
bonate  and  vanadic  acid,  the  formation  of  a  black  insoluble  residue 
was  observed.  This  dissolves  in  dilnte  acids,  and  is  reprecipitated  by 
ammonia;  it  consists  of  an  oxide,  V4O9,  briefly  described  by  Berzelius, 
but  not  further  investigated. 

If  a  solution  of  sodium  pyrophosphate  be  acidified  with  acetic  acid 
and  then  evaporated,  large  transparent  crystals  of  sodium  dihydrogen 
pyrophosphate  separate  out. 

On  prolonged  heating  of  thallium  dihydrogen  orthophosphate, 
thallium  dihydrogen  pyrophosphate,  H2TJ2F207,  is  produced,  which 
forms  a  readily  soluble  crystalline  mass  ;  its  solution  gives  a  white  pre¬ 
cipitate  with  silver  nitrate.  Y.  H.  V. 

Chromic  Hydrogen  Selenite.  By  C.  Taquet  ( Gompt .  rend ,  97, 
1435).  —  Chromic  hydrogen  selenite  is  obtained  by  the  regulated 
action  of  nitric  acid  on  the  normal  selenite.  It  forms  irregular  plates, 
smaller  and  of  a  deeper  green  colour  than  those  of  the  corresponding 
iron  compound.  It  is  almost  insoluble  in  water,  but  is  soluble  in 
acids.  When  heated  it  decomposes,  at  first  into  normal  selenite  and 
selenious  acid,  and  finally  into  chromium  sesquioxide  and  selenious 
acid.  C.  H.  B. 

Uranium  Nitrate  or  Acetate  from  Residues.  By  J.  T. 

Savory  ( Chem .  News ,  48,  251). — The  washed  uranium  or  uranium 
ammonium  phosphate  is  dried,  powdered,  and  ignited.  The  resulting 
phosphate  is  boiled  with  pure  strong  nitric  acid,  and,  while  on  the 
water-bath,  the  solution  is  treated  with  coarsely  granulated  tin,  in 
quantities  equal  to  half  the  weight  of  the  phosphate.  When  the 
action  ceases,  the  mass  is  evaporated  to  dryness,  gently  heated  on  a 
sand-bath,  and  then  broken  up  and  boiled  out  with  successive  portions 
of  dilute  nitric  acid  (1  to  4),  leaving  to  settle,  and  filtering  after  each 
treatment.  The  solution  of  uranium  nitrate  is  concentrated  and  crys¬ 
tallised.  Uranium  acetate  is  prepared  by  gently  igniting  the  nitrate 
and  dissolving  the  oxide  produced  in  warm  acetic  acid,  filtering  and 
crystallising.  D.  A.  L. 

Oxides  of  Manganese.  By  0.  T.  Christensen  (/.  pr.  Chem . 
[2],  28,  1 — 37). — The  examination  is  one  concerning  the  two  oxides 
Mn203  and  Mn304.  It  is  well  known  that  braunite,  Mn203,  differs  in 
crystalline  form  from  the  other  oxides  ft203,  as  also  does  hausmannite, 
Mn304,  from  the  oxides  R304,  and  on  account  of  this  difference  these 
two  oxides  of  manganese  have  been  expressed  by  other  formula,  viz., 
Mn0,Mn02  and  2Mn0,Mn02,  which  are  capable  of  explaining  certain 
anomalies,  and  receive  strong  confirmation  from  the  observations  of 
Forchhammer,  Berthier,  and  Turner,  that  when  treated  with  dilute 
hydrochloric  or  sulphuric  acids,  or  with  nitric  acid,  they  are  decom¬ 
posed  into  their  constituents  of  which  the  manganous  oxide  goes  into 
solution,  while  the  manganese  dioxide  remains  undissolved.  Manga¬ 
nic  oxide  was  prepared  from  the  dioxide  by  ignition  in  a  current  of 

vol.  xlvi.  2  e 
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oxygen,  the  dioxide  being  prepared  from  manganous  nitrate.  The 
pure  manganic  oxide,  treated  with  boiling  dilute  nitric  acid  (17  per 
cent.),  or  boiling  dilute  sulphuric  acid  (1  vol.  H2S04  to  9  vols.  H20), 
is  decomposed  in  such  a  way  that  exactly  one  half  of  the  manganese 
goes  into  solution,  the  other  half  remaining  as  the  dioxide.  From 
100  parts  of  the  manganic  oxide  containing  69*35  parts  of  manganese 
were  obtained  residues  containing  respectively  34*63,  34*58,  and 
34*62  of  manganese.  But  there  are  reasons  why  these  oxides 
should  be  expressed  as  Mn203  and  Mn304,  and  not  as  MnO,Mn02  and 
2Mn0,Mn203.  A  similar  behaviour  is  shown  by  cuprous  oxide,  which, 
by  the  action  of  hydrochloric  acid,  yields  cupric  chloride  and  metallic 
copper.  With  oxygen  and  chlorine,  iron  has  no  tendency  to  form  such 
compounds  as  Fe02  and  FeCl4.  Butin  combination  with  sulphur  it  is 
otherwise ;  here  FeS2  corresponds  to  Mn02,  and  the  sulphide  Fe2S3  is 
decomposed  by  acids,  giving  rise  to  the  production  of  a  ferrous  salt 
and  FeS2.  Again,  the  hydrate,  Mn203,H20,  may  be  compared  both  in 
constitution  and  behaviour  with  acids  to  oxalic  acid,  the  first  yielding 
the  monoxide  and  dioxide  of  manganese  and  water  when  treated  with 
HN03  of  30 — 40  per  cent.,  the  latter  monoxide  and  dioxide  of  carbon 
and  water  on  treatment  with  strong  sulphuric  acid.  Thus  it  is 
evident  that  the  behaviour  of  manganic  oxide  with  acids  is  not  a 
proof  of  the  correctness  of  the  formula  MnO,Mn02. 

Manganic  oxide  treated  with  acetic  acid  of  from  15  to  65  per  cent, 
was  scarcely  acted  on,  only  1 — 1*3  per  cent,  being  dissolved.  Man- 
ganoso-manganic  oxide  is  acted  on  by  dilute  acetic  acid  of  30  per 
cent,  as  though  it  were  2Mn0,Mn02,  approximately  one-third  remain¬ 
ing  undissolved  ;  but  with  stronger  acid  less,  and  with  glacial  acetic 
acid  only  1*6  per  cent,  of  manganese  goes  into  solution.  The  acid 
solutions  in  the  last  case  were  of  a  brown  colour,  the  insoluble  residue 
was  found  to  be  pure  Md304,  and  hence  the  dissolved  portion  con¬ 
tained  manganese  and  oxygen  in  the  ratio  3  :  4.  The  above  man- 
ganoso-manganic  oxide  had  been  ignited ;  a  sample  of  the  hydrated 
oxide  prepared  by  Moissan’s  method  was  more  readily  acted  on,  and 
gave  a  brown  solution  which,  on  standing,  deposited  a  crystalline 
deposit ;  this  was  found  to  have  the  composition  Mn206Ac6  +  4H20, 
and  is  therefore  the  normal  manganic  acetate.  Thus,  by  treatment 
with  acetic  acid,  manganoso-manganic  oxide  (hydrated)  yields  man¬ 
ganic  acetate  which  crystallises  out,  and  manganous  acetate  which 
remains  in  solution.  Strong  sulphuric  acid  acts  in  a  similar  manner, 
manganous  and  manganic  sulphates  being  formed  without  evolution  of 
oxygen.  Thus  whilst  with  dilute  acids  Mn304  behaves  as  2Mn0,Mn02, 
with  strong  acids  it  behaves  as  Mn0,Mn203. 

The  author  then  proceeds  to  show  that  manganic  oxide  really 
belongs  to  the  group  of  sesquioxides,  and  that  it  forms  salts  resem¬ 
bling  the  ferric  salts. 

II.  Manganic  acetate  is  obtained  by  the  action  at  the  ordinary  tem¬ 
peratures  of  200  c.c.  glacial  acetic  acid  on  5  grams  of  the  air-dried 
oxide.  After  about  eight  days,  the  whole  is  heated  and  filtered ;  on 
adding  2  c.c.  of  water  to  the  filtrate  and  allowing  it  to  remain  for 
some  time,  it  deposits  the  salt  in  brown  crystals.  The  crystals  are 


INORGANIC  CHEMISTRY* 


399 


soluble  in  hot  glacial  acetic  acid ;  the  solution,  and  also  the  dry  salt, 
are  decomposed  by  excess  of  water,  and  they  afford  a  number  of 
characteristic  reactions.  When  it  is  mixed  with  strong  sulphuric 
acid,  and  water  is  added  gradually,  a  deep  red  solution  is  obtained, 
which  deposits  Fremy’s  salt,  Mn0,Mn02,4S03  -f~  9H20.  Heated  to  a 
red  heat,  it  leaves  manganic  oxidei.  The  analytical  numbers  agree 
with  the  formula  Mn206Ac6  +  4H20. 

Manganic  phosphate  is-  formed  by  decomposing  the  acetate  with 
phosphoric  acid,,  but  more  conveniently  by  adding  a  concentrated 
solution  of  manganous  oxidfe  in  nitric  acid  to  a  hot  aqueous  solution 
of  phosphoric  acid.  The  salt  soon  begins  to  form,  with  evolution  of 
nitrous  fumes ;  it  is  washed  with  water  and  dried  at  100°.  It  is  a 
greenish-grey  powder.  It  is  scarcely  acted  on  by  dilute  acids ;  strong 
sulphuric  acid  converts  it  into  the  sulphate.  Analyses  show  it  to  be 
Mn206(P0)2  +  2H20. 

Manganic  arsenate  is  prepared  similarly  to  the  phosphate.  It  is 
a  rather  dark  grey  powder..  Analyses  show  it  to  be  Mn206(As0)2  -f 
2H20. 

Manganic  sodium  pyrophosphate. — By  mixing  a  solution  of  the 
acetate  in  glacial  acetic  acid,  with  sodium  pyrophosphate  solution,  the 
salt  is  deposited  as  a  red  crystalline  precipitate.  It  is  also  prepared 
by  treating  manganic  oxide  with  concentrated  hydrochloric  acid, 
and  filtering  this-' solution  into  a  solution  of  sodium  pyrophosphate  in 
large  excess.  The  salt  is  dried  at  the  ordinary  temperature.  It 
easily  loses  its  water  of  crystallisation.  Manganese  dioxide  may  also 
be  used  for  this  preparation,  and  this  supports  the  statement  (Picker¬ 
ing)  that  when  treated  with  hydrochloric  acid  the  dioxide  does  not 
yield  the  tetra-  but  the  sesqui-chloride.  From  analyses  the  formula 
Mn2Ha2(P207)2  -f  10H20  is  deduced;  it  therefore  resembles  the  cor¬ 
responding  iron  salt,  and  belongs  to  the  series  of  salts  examined  by 
Jorgensen  and  Wallroth.  From  these  experiments,  it  is  evident 
that  the  salts  described  are  in  reality  manganic  salts  and.  analogous 
to  the  ferric  salts,  that  is,  they  contain  the  hexavalent  double  atom 
Mn<> ;  the  author  would  regard  Fremy’s  sulphate  as- an  acid  salt,  viz., 
Mn2X(S04)4  +  8H20. 

IIJL  Manganese  dioxide  is  slowly  converted  into  the  sesquioxide 
when  heated,  then  into  mangano so -manganic  oxide,  and  finally  into 
manganous  oxide.  That  the  formation  of  this  last  oxide  is  not  due  to 
the*  action  of  reducing  gases  is  shown  by  the  same  results  being 
obtained  when  the  crucible  lid,  provided  with  an  outlet  tube,  is 
cemented  on.  At  high  temperatures- therefore  the  monoxide  is  the 
most  stable  of  the  manganese  oxides  ;  but  nevertheless  under  other 
conditions  there  is  a  great  tendency  for  manganese  to  behave,  not  as  a 
dyad  but  as  a  tetrad  element  when  combined  with  oxygen.  Thus 
when  manganoso-manganic  oxide,  prepared  by  gently  heating  the 
dioxide  in  hydrogen,  is  heated  in  the  air  it  absorbs  oxygen,  and  when 
boiled  with  an  ammonium  chloride  solution  a  small  quantity  of 
manganous  chloride  is  formed. 

The  manganoso-manganic  oxide  prepared  by  Otto’s  method  also 
absorbs  oxygen  ;  even  below  100°  and  at  300°  it  is  oxidised  further 
than  to  the  sesquioxide.  Otto  states  that  the  oxide  is  not  decom- 
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posed  by  boiling  with  ammonium  chloride  solution,  but  from  the 
author’s  experiments  it  is  seen  that  this  preparation  always  contains 
more  oxygen  than  it  should  do  ;  if,  however,  the  boiling  with  ammo¬ 
nium  chloride  solution  be  not  repeated,  but  performed  only  once,  then 
the  excess  of  oxygen  contained  is  very  small.  This  pure  preparation 
is  acted  on  by  ammonium  chloride  solution.  H.  B. 

Phosphides  of  Iridium  and  Platinum.  By  F.  W.  Clarke  and 
O.  T.  Joslin  ( Client .  News ,  48,  285). — Iridium  for  pen-points  is  pre¬ 
pared  from  iridosmin,  by  heating  the  ore  to  whiteness  and  throwing 
phosphorus  upon  it ;  fusion  takes  place  at  once,  and  the  excess  of 
phosphorus  is  removed  by  subsequent  treatment  with  lime.  Iridosmin 
was  found  to  contain  15*38  per  cent,  osmium.  The  “  fused  iridium  ” 
gave  on  analysis  :  Ir,  80*82 ;  Os,  6*95 ;  P,  7*09 ;  Ru  and  Rh,  7’20  per 
cent. ;  three  other  determinations  of  phosphorus  yield  an  average  of 
7*61  per  cent.  The  fused  iridium  appears  to  be  a  phosphide  of  the 
formula  Ir2P,  which  would  require  7*43  per  cent,  of  phosphorus.  The 
sample  analysed  is  impure,  owing  to  the  impurities  in  the  iridosmin. 
When  15*42  grams  platinum  were  heated  to  whiteness,  and  20  grams 
ordinary  phosphorus  thrown  upon  it,  fusion  at  once  took  place,  and 
when  the  excess  of  phosphorus  was  burnt  off  a  bright  silver-white 
button  was  obtained,  weighing  19*4663  grams.  From  this  synthesis 
the  numbers  following  are  obtained  : — Pt  79*21  and  P  20*79  per  cent. 

A  portion  of  this  phosphide — about  71*21  per  cent. — is  soluble  in 
aqua  regia,  the  insoluble  portion  can  be  dissolved  by  fusion  with  sodium 
nitrate  and  caastic  soda,  and  subsequently  boiling  with  aqua  regia ; 
on  analysis  it  proved  to  be  a  definite  phosphide  of  the  formula  PtP, 
whilst  the  soluble  portion  agreed  approximately  with  the  formula 
PtP2.  By  re-calculating  the  analysis  of  the  two  separate  portions,  so 
as  to  express  the  composition  of  the  original  phosphide,  the  following 
results  are  obtained  : — 


Found  analysis.  Found  synthesis.  Calculated  for  Pt5P5. 

Pt . .  79*39  79*21  79*05 

P  .  20*87  20*79  20*95 


100*26  100*00  100*00 

The  ratio  between  the  soluble  and  insoluble  phosphides  agrees  well 
with  the  equation  Pt3P5  =  PtP  8-  2PtP2,  especially  if  some  allowance 
is  made,  as  the  boiling  with  aqua  regia  was  rather  prolonged,  and 
therefore  some  of  the  PtP  was  most  likely  dissolved  as  well  as  the 
PtP2. 

When  the  Pt3P6  is  heated  in  a  muffle  until  the  weight  is  constant, 
the  product  is  malleable,  and  readily  soluble  in  aqua  regia.  It  con¬ 
tains  7*36  per  cent,  of  phosphorus,  the  exact  amount  required  by 
Pt2P,  this  then  is  the  fourth  platinum  phosphide,  and  is  analogous  in 
composition  to  the  “  fused  iridium.”  Some  platinum  phosphides 
have  been  prepared  before,  but  have  never  been  regularly  analvsed. 

D.  A.  L. 

A  Compound  of  Rhodium.  By  H.  Debray  ( Compt .  rend.,  97, 
1333 — 1335). — When  finely  divided  rhodium  is  fused  with  20  or  30 
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times  its  weight  of  iron  pyrites,  a  regulus  is  obtained,  which  on  treat¬ 
ment  with  hydrochloric  acid,  leaves  a  residue  of  blackish  scales  with 
a  semi-metallic  appearance.  This  substance  whilst  moist  dissolves 
completely  in  dilute  nitric  acid,  forming  a  highly  coloured  solution  ; 
but  if  dried  it  undergoes  some  alteration  and  becomes  insoluble  in 
dilute  nitric  acid,  but  is  soluble  in  strong  nitric  acid  if  the  drying 
has  not  been  effected  at  too  high  a  temperature.  When  dried  at  100° 
in  air  or  in  a  vacuum,  it  contains  9*6  per  cent.,  of  water  and  8*6  per 
cent,  of  oxygen,  which  form  an  essential  part  of  its  constitution. 
Water  and  sulphurous  anhydride  are  given  off  on  heating,  and  a 
residue  is  left  which  consists  of  rhodium  sulphide  containing  a  trace 
of  iron,  and  is  insoluble  in  aqua  regia.  The  composition  of  the  black 
substance  may  be  represented  by  the  empirical  formula 

(RhS)2,S02,H20. 

It  is  evident  that  the  action  of  iron  pyrites  on  rhodium  at  a  high 
temperature  can  give  rise  only  to  the  formation  of  rhodium  sulphide, 
and  it  follows  that  the  new  compound  is  formed  when  the  regulus  is 
treated  with  hydrochloric  acid.  It  would  seem  as  if  rhodium  sesqui- 
sulphide  was  oxidised  and  hydrated,  thus  :  Rh2S3  +  02  +  H20  = 
(RhS)2.S02.H20.  A  similar  reaction  takes  place  when  dilute  nitric 
acid  acts  on  lead  holding  a  small  quantity  of  rhodium  in  solution.  A 
finely  divided  black  residue  is  obtained,  which  contains  rhodium, 
lead,  and  about  15  per  cent,  of  nitrous  compounds.  This  substance 
decomposes  with  explosion  when  heated,  giving  off  nitrogen  oxides, 
and  it  is  readily  soluble  in  warm  concentrated  sulphuric  acid,  which 
does  not  attack  rhodium. 

The  nitric  acid  solution  of  the  new  compound  does  not  contain 
rhodium  sulphate  alone.  Part  of  the  sulphur  is  not  precipitated  by  a 
barium  salt,  and  only  a  portion  of  the  rhodium  is  reduced  by  formic 
acid. 

It  seems  probable  that  the  amorphous  substances  previously  ob¬ 
tained  in  a  similar  manner  from  other  platinum  metals  have  a  similar 
composition.  0.  H.  B. 
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Iron  containing  Nickel  from  Sanarka,  in  the  Ural 
Mountains.  By  C.  Grewingk  ( Jahrb.f .  Min.,  1884,  1,  Ref.,  29 — 30). 
— In  the  gold  stream-work  near  Troizk,  a  piece  of  iron  weighing 
3*5  grams  has  been  found.  It  is  possibly  of  meteoric  origin.  It  is  of 
a  steel-grey  colour.  H.  =  4 — 5  ;  sp.  gr,  7*83.  It  is  entirely  soluble  in 
hydrochloric  acid,  and  contains  about  2  per  cent,  of  nickel. 

B.  H.  B. 

Action  of  Fused  Magmas  on  Various  Minerals.  By  C.  I)oel- 
ter  and  E.  Hussak  ( Jahrb .  f.  Min.,  L884,  1,  Mem.,  18 — 44). — These 
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researches  were  undertaken  to  imitate  and,  if  possible,  to  throw  some 
light  on  the  various  contact  phenomena  brought  about  by  the  action 
of  magmas  in  a  state  of  igneous  fusion.  The  minerals  which  were 
subjected  to  the  action  of  a  fused  magma  were  : — olivine  pyroxene, 
hornblende,  biotite,  felspar,  quartz,  garnet,  dichroite  and  zircon. 
Finely  powdered  basalt,  andesite,  or  phonolite,  was  fused  in  a  porce¬ 
lain  crucible,  and  the  above-mentioned  minerals  were  dipped  into  the 
molten  mass,  and  subjected  for  some  time  to  its  action.  In  several 
cases  the  minerals  were  placed  in  the  powdered  rock  and  fused.  ISTo 
alteration  of  the  porcelain  crucible  took  place. 

Pyroxene ,  when  subjected  to  the  action  of  a  fused  magma,  dissolves 
at  the  edges,  or  is  converted  into  a  fibrous  or  granular  aggregate.  The 
conversion  into  augite  crystals,  which  is  observed  when  bronzite  is 
subjected  to  the  action  of  fused  phonolite,  seems  to  be  due  not  to  the 
heat  alone,  but  also  to  chemical  action.  Fused  monoclinic  augite 
separates  out  from  the  magma  in  the  same  state  as  before,  whilst 
rhombic  augite  often  separates  out  as  monoclinic  augite. 

Hornblende. — Where  the  magma  has  acted  on  the  hornblende,  solu¬ 
tion  of  the  edges  occurs.  This  so-called  opacite  edge  may  be  observed 
in  many  younger  eruptive  rocks.  If  the  action  be  greater,  a  more  or 
less  perfect  change  of  the  hornblende  into  augite  takes  place.  It  is 
remarkable  that  where  the  fusion  with  the  magma  is  imperfect,  the 
form  of  the  hornblende  remains  unchanged,  but  on  examination  under 
the  microscope,  it  is  found  to  consist  of  an  aggregate  of  small  augite 
columns  and  magnetite.  Similar  “  pseudo- crystals  ”  of  augite  and 
magnetite  after  hornblende  frequently  occur  in  basaltic  rocks,  but  up 
to  the  present  time  have  never  been  regarded  as  being  caused  by  con¬ 
tact  action. 

Olivine. — The  author’s  experiments  confirm  the  view  of  Roth  and 
Rosenbusch  that  olivine  was  the  first  mineral  that  separated  out  of 
the  basaltic  magma. 

Garnet  is  altered  by  fusion  in  basaltic  magmas;  these  alterations 
are  of  two  kinds.  In  one  case  a  new  formation  of  minerals  was  not 
observed  :  the  alteration  being  confined  to  a  peculiar  cloudiness,  sug¬ 
gestive  of  Schrauf’s  kelyphite,  granulation  and  slight  formation  of 
opacite.  In  other  cases  chemical  changes  undoubtedly  take  place  ; 
spinel  crystals  and  green  augite  occurring  as  products  of  the  altera¬ 
tion.  B.  H.  B. 

Mineralogical  Notes.  By  A.  Brtjn  ( Jalirb.f '.  Min.,  1884,  1,  Ref., 
23 — 24). — 1.  Perowshite  from  Rympfischwang  near  Zermatt: 

TiOj.  FeO.  CaO.  Total.  Sp.  gr. 

59*39  0*91  39*80  100*10  3*974 

2.  Desmine  from  the  Yiesch  Glacier  : 

SiC>2.  A1203.  CaO.  H20.  Total. 

5744  15*43  8*71  18:03  99*61 

3.  Albite  from  the  moraine  of  the  “  Glacier  de  Trelatete  ”  (Mt. 
Blanc)  : 
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Si02.  A1203.  Na20.  Total. 

68-57  19*67  11*90  100*14 


4.  Orthoclase  from  the  protogine-gneiss  of  Mt.  Blanc: 


Si02. 

A1203. 

CaO. 

k2o. 

N%0. 

FeO. 

Total. 

66*02 

19-48 

088 

7-84 

5-60 

trace 

99*82 

5.  Ripidolite  from 

Mt.  Blanc: 

Si02. 

■^2^3* 

FeO. 

MgO. 

h2o. 

Total. 

26*60 

18-02 

2967 

15*85 

9*98 

10012 

6.  Finite  from  Auvergne.  A  number  of  water  determinations  were 
made  (1*99 ;  2*46;  2~75;  3*48  percent.  H20)  showing  that  the  per¬ 
centage  of  this  constituent  increases  with  the  decomposition  of  the 
dichroite  and  its  decrease  in  hardness. 

7.  Borocalcite  from  Chile.  After  the  removal  of  Na3S04  and  liaCl 
by  washing  with  water,  the  residue  gave : — 

CaO.  Na20.  H20.  B203.  Total. 

14*69  1*87  34-95  (48*49)  100*00 

from  which  the  formula,  3Na2B407  +  9Ca3B14022  +  19H20,  is  de¬ 
duced.  B.  H.  B. 

Corrosion  Paces  of  Fluorspar.  By  F.  J.  P.  v.  Calker  ( Jahrb . 
f.  Min,,  1884,  1,  Ref.,  7 — 8). — The  specimens  examined  came  from 
Brienz  (Switzerland).  They  were  aggregates  of  sea-green  crystals  of 
the  combination  coOoo .  ooOn  ;  the  faces  however,  were  all  greatly 
corroded.  The  corroded  planes  formed  small  four-sided  depressions 
with  their  lateral  edges  parallel  with  the  combination  edges  of 
coOco,  O.  The  corrosion  plane  was  determined  to  be  Larger 

depressions  also  oeeur  whieh  exhibit  the  form  ooOf.  B.  H.  B. 

A  Peculiar  Kernel  Structure  in  Fluorspar.  By  F.  J.  P.  v. 

Calker  (Jahrb.  f.  Min.,  1884,  1,  Ref.,  7). — On  the  cubical  faces  of 
small  violet  crystals  of  fluorspar  (coOoo  .  y  Oy  .  O)  which  filled 
drupy  cavities  in  zinnwaldite,  a  finely  defined  square  was  always 
observed.  The  sides  of  the  square  were  parallel  to  the  combination 
edges,  coOco  :  O,  and,  when  examined  under  the  microscope,  proved  to 
consist  of  irregular  violet  patches,  whilst  the  interior  and  exterior  of 
the  square  proved  to  be  colourless.  This  appearance  is  explained  as 
being  due  to  kernel  structure.  A  colourless  crystal,  coOco  :  O,  or, 
coOco :  mOm,  must  have  first  been  formed,  then  the  violet  pigment 
and  on  this  the  planes  an(l  O.  B.  H.  B. 

Pyrostilpnite  from  St.  Andreasberg.  By  O.  Luedecke  (Jahrb. 
f.  Min.,  1884,  1,  Ref.,  11 — 12). — The  pyrostilpnite  or  fire-blende  from 
St.  Andreasberg  gave  the  following  results  on  analysis  : — 

Ag.  Sb.  S.  Total. 

59*435  22*302  18*113  99*850 
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The  formula  is  Ag3SbS3,  which  is  also  the  formula  of  pyrargyrite, 
so  that  the  compound  is  dimorphous.  The  crystallographical  examina¬ 
tion  shows  that  the  mineral  is  monoclinic,  a  :b  :  c  =  0*3547  :  1 :  0*1782  ; 
p  —  90°  O'.  The  following  forms  were  observed :  —  4P4,  4P4,  ooP, 
coi?2,  l-ao,  — Poo,  — 24?2,  coP4,  OP,  coPoo.  B.  H.  B. 

Relations  between  the  Crystalline  Form  and  Chemical 
Composition  of  Arsenical  Iron  Pyrites.  By  Arzruni  and  Baer- 
wald  ( Jahrb .  f.  Min.,  1884,  1,  Ref.,  10 — 11). — The  authors  have 
examined  a  number  of  specimens  of  crystallised  arsenical  pyrites  to 
determine  whether  the  angle  of  the  prism,  or,  what  amounts  to  the 
same  thing,  the  ratio  of  the  axes  a  and  b ,  bears  a  fixed  relation  to  the 
percentage  of  sulphur. 

If  the  results  be  arranged  in  a  series  according  to  the  value  of  the 
axis  a,  and  if  the  lengths  of  this  axis  and  the  sulphur-percentage  of 
the  two  end  members  be  compared,  it  will  be  seen  that  a  difference  of 
0*01872  in  the  axis  a  corresponds  to  a  difference  of  4*42  per  cent,  of 
sulphur,  or,  in  other  words,  an  increase  of  0*00001  in  the  axis  a  repre¬ 
sents  an  increase  of  0*00236  in  the  percentage  of  sulphur.  Hence,  if 
the  axis  a  be  given,  the  percentage  of  sulphur  may  easily  be  calcu¬ 
lated,  and  vice  versa,  always  supposing  that  the  difference  in  the 
length  of  the  axis  a  stands  in  direct  proportion  to  the  percentage  of 
sulphur. 

In  the  following  table  the  sulphur  percentage  has  been  thus  calcu¬ 
lated,  and  compared  with  the  value  actually  obtained  on  analysis  : — - 


Locality. 

Axis  a. 

Sulphur 

found. 

Sulphur 

calculated. 

Reichen  stein . . . 

0 -67092 

18  -051 

_ 

Sangerberg  . . . 

0  -67052  (?) 

18-290 

17  *957  (?) 

Hohenstein  . 

0-67725 

19*585 

19*547 

Ehrenfriedersdorf  . . 

0-67811 

19-761 

19*748 

uPlinian”  . 

0  *67960 

20  *080 

20-099 

Sala  . 

0  *68066 

20  -410 

20  -350 

J  oaehimsthal  . . . 

0  -68215 

20*520 

20-701 

Freiberg  . . 

0-68279 

20-831 

20  -852 

Binnenthal  . 

0  -68964 

22  *472 

From  the  above  results  it  is  evident  that  the  crystal  form  is  de¬ 
pendent  on  the  chemical  composition.  The  crystals  from  Sangerberg 
do  not  follow  the  law ;  the  measurements  of  the  angles  being  inexact. 
If  the  sulphur  in  these  analyses  be  regarded  as  being  in  the  form  of 
FeS2,  the  remainder  of  the  iron  must  then  bear  a  varying  ratio 
to  the  arsenic,  viz.,  1 :  1  669  to  1  :  2*088.  If,  however,  the  ratio  be 
taken  as  1 :  2,  then  0*7743  to  1T956  FeAs2  would  be  required  for  one 
molecule  of  FeS2  in  the  various  analyses.  No  explanation  can  be 
given  of  the  variable  percentage  of  sulphur  in  arsenical  pyrites ;  it  is, 
however,  clear  that  the  theory  that  the  arsenical  pyrites  are  isomor- 
phous  mixtures  of  FeS2  and  FeAs2,  is  not  allowable.  B.  H.  B. 
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Identity  of  Spathiopyrite  and  Safflorite.  By  F.  Sandberger 
{Jahrb.  f.  Min.,  1884,  1,  Mem.,  69 — 70). — L.  McCay  points  out  the 
identity  of  the  safflorite  of  Breithaupt,  with  the  spathiopyrite  described 
by  the  author  in  1868.  The  author  now  finds  that  the  sp.  gr.  of  the 
mineral  is  7T  and  not  6*7  as  originally  stated;  there  can  be  no  doubt, 
therefore,  that  the  two  minerals  are  identical.  B.  H.  B. 

Haematite  from  the  Hargita-Gebirge.  By  A.  Schmidt  {Jahrb. 
f.  Min.,  1884,  I,  Ref.,  12 — 13). — The  crystals  occur  in  fissures  of  an 
amphibole  andesite.  The  chemical  analysis  gave  : — 

Fe.  O.  Total. 

70*27  29*43  99*70 

On  the  tabular  crystals  the  following  forms  were  observed :  OR, 
goP2,  -|P2,  R,  —  2R,  —  ^R,  — -|R3.  The  nearest  analogue  to  the 
Hargita  crystals  are  those  of  Biancavilla  (Abstr.,  1881,  237). 

B.  H.  B. 

Crystal  of  Stephanite  from  Wheal  Newton.  By  W.  J.  Lewis 
{Jahrb.  f.  Min.,  1884,  1,  Ref.,  7). — A  crystal  of  stephanite  has  been 
found,  for  the  first  time  in  England,  at  Wheal  Newton,  in  Cornwall. 
It  was  associated  with  chalybite  and  quartz.  The  observed  planes 
were  :  CO  Poo,  coPco,  OP,  coP,  ooP3,  P,  ^P,  ^P,  -fPoo,  Poo,  2Pob, 
2P4,  |P3,Pco,  fPy.  B.  H.  B. 

Production  of  Zeolites  in  the  Cold.  By  F.  Gonnard  {Jahrb.  /. 
Min.,  1884,  I,  Ref.,  28). — Fournet  in  his  “  Geologie  Lyonnaise  ” 
(p.  658)  describes  the  occurrence  of  zeolites  in  cavities  of  a  lava  from 
the  volcano  of  Louchadiere.  These  zeolites  are  found  only  in  cavities 
below  the  usual  river-level,  and  as  they  are  partially  filled  with 
water,  Fournet  inferred  that  the  zeolites  were  here  formed  in  the  cold 
under  the  influence  of  river  water.  From  a  closer  examination  of 
these  “  zeolites/ ’  the  author  found  that  they  consisted  solely  of 
aragonite.  B.  H.  B. 

Vaugnerite  at  Irigny  (Rhone).  By  F.  Gonnard  {Gompt.  rend., 
97,  1155 — 1157). — The  granite  in  a  large  quarry  below  Irigny  is 
traversed  by  an  almost  vertical  dyke  about  10  meters  in  thickness. 
The  material  of  which  the  dyke  is  composed  is  highly  micaceous,  and 
has  undergone  considerable  disintegration  ;  it  very  closely  resembles 
the  vaugnerite  which  Fournet  found  near  Yaugneray  (Rhone),  and 
which  Deluse  regards  as  a  micaceous  diorite.  The  altered  rock  con¬ 
tains  three  principal  constituents ;  mica,  in  blackish  elongated  plates  ; 
felspar  more  or  less  kaolinised,  and  forming  small  white  masses 
which  surround  an  unaltered  pinkish  nucleus ;  and  numerous  flattened 
citron-yellow  hexagonal  prisms,  with  an  earthy  fracture,  in  all  pro¬ 
bability  produced  by  the  alteration  of  hornblende.  The  less  decom¬ 
posed  portions  of  the  vaugnerite  contain  brown  crystals  of  sphene  of 
the  Arendal  type,  and  the  rock  also  contains  prismatic  needles  of 
apatite,  which  are  especially  abundant,  disseminated  in  the  altered 
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crystals  of  hornblende.  The  proportion  of  apatite,  however,  is  not 
sufficient  to  give  the  rock  any  industrial  value.  C.  H.  B 

Formation  of  Bauxite  and  Gypsum.  By  S.  Meunter  ( Compt . 
rend 97,  1441 — 1446). — When  white  marble  is  left  in  contact  with 
a  solution  of  aluminium  sulphate  for  a  long  time,  carbonic  anhydride 
is  very  slowly  given  off,  and  the  marble  becomes  covered  with  a 
white  mamillary  crust,  which  contains  aluminium,  calcium,  sulphuric 
acid,  and  water.  This  crust  is  a  mixture  of  several  substances,  viz. : — 
(1.)  An  amorphous  substance  soluble  in  cold  dilute  potash.  It  pro¬ 
bably  contains  aluminium  hydroxide,  but  its  solution  contains  sul¬ 
phuric  acid,  and  it  may  therefore  be  a  basic  sulphate.  (2.)  Small 
acicular  crystals  of  gypsum.  (3.)  Transparent,  brilliant,  relatively 
bulky  spheres  and  ellipsoids,  sometimes  0T  mm.  in  diameter.  They 
are  frequently  connected  together,  and  enclose  crystals  of  gypsum. 
Mixed  with  these  bodies  are  numerous  crystals  derived  from  the 
regular  octohedron,  a  combination  of  octohedron  and  cube  being  one 
of  the  most  frequent  forms.  These  crystals  occur  only  in  small  quan¬ 
tity.  They  contain  sulphuric  acid,  calcium,  and  aluminium,  and  may 
perhaps  be  regarded  as  a  kind  of  alum ;  they  dissolve  slowly  in  cold 
water  and  immediately  in  boiling  water,  but  are  insoluble  in  alcohol. 

This  experiment  throws  little  light  on  the  formation  of  bauxite,  but 
it  affords  a  clue  to  a  probable  mode  of  formation  of  gypsum,  especially 
when  it  is  remembered  that  the  latter  is  sometimes  found  associated 
with  websterite  (aluminium  sulphate).  C.  H.  B. 

New  Selenium  Minerals  from  Caeheuta.  By  E.  Bertrand 
(. .Jahrb .  /.  Min.,  1884,  1,  Bef.,  9 — 10). — Molybdomenite  (selenite  of 
lead),  cobaltomenite  (selenite  of  cobalt),  and  selenic  acid,  are  found  at 
Caeheuta,  La  Plata,  associated  with  chalcomenite  (SeCu03,2H20) 
recently  described  by  Des-Cloizeaux  (Abstr.,  1883,  31).  Molybdomenite 
forms  rhombic  lamellse  with  pearly  lustre.  The  crystals  of  cobalt¬ 
omenite  are  monoclinic.  They  are  extremely  small,  and  have  the 
colour  of  erythrine.  Selenic  acid  occurs  as  very  fine  white  needles, 
and  is  due  to  the  decomposition  of  the  molybdomenite. 

Thorite  of  Arendal.  By  L.  F.  Nilson  (Jahrb.  f.  Min.,  1884,  1, 
Ref.,  8).-— In  1876  Nordenskiold  discovered,  at  Arendal,  a  crystallised 
silicate  containing  50  per  cent.  Th  and  10  per  cent.  U02-  The  author 
is  of  opinion  that  this  mineral  contains  uranium  in  the  form  of  U02, 
corresponding  to  the  Th02,  and  supposes  that  these  two  oxides  replace 
each  other  in  thorite  in  variable  proportions.  The  mineral  is  thus 
only  a  variety  of  thorite  rich  in  uranium,  and  not  a  distinct  mineral. 

B.  H.  B. 

Hiibnerite  from  the  Pyrenees.  By  E.  Bertrand  (Jahrb.  f.  Min., 
1884,  1,  Ref.,  14). — The  author  found  the  pure  manganese  wol- 
framiate,  hitherto  only  known  in  Nevada,  in  the  dialogite  of  Ader- 
vielle,  Hautes  Pyrenees,  together  with  friedelite  and  manganese- 
blende.  The  forms,  coP,  coPob,  ooPcb,  were  observed.  The  crystals 
were  transparent  and  of  a  rutile-red  colour.  B.  H.  B. 
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Note  on  the  Optical  Properties  of  Nevada  Hiibnerite.  By 

A.  Des-Cloizeaux  ( Jahrb .  f.  Min.,  1884,  1,  Ref.,  14 — 15). — Contrary 
to  the  author’s  theory,  according  to  which  the  optical  axes  of  the 
natural  hiibnerite  lie  in  coFch,  Groth  and  Arzruni  {Fogg.  Ann.,  1873, 
235)  found  in  artificial  crystals  the  axial  plane  perpendicular  to 
coPob.  On  a  further  examination  of  the  natural  crystals,  the  author 
found  that  the  theory  of  Groth  and  Arzruni  is  correct. 

B.  H.  B. 

Jadeite  from  Thibet.  By  E.  Cohen  {Jahrb.  f.  Min.,  1884,  1, 
Mem.,  71 — 73). — Microscopic  examination  of  a  fragment  of  jadeite 
presented  to  the  author  by  Damour  proved  it  to  be  a  member  of  the 
pyroxene -group.  The  analysis  gave  the  following  results  : — 

Si02.  Al2Og.  PeO.  CaO.  MgQ.  Na20.  Total. 

59*17  22*58  L56  2'68  1-15  12*93  100*07 

The  close  resemblance  of  this  mineral  to  the  augite  from  a  South 
African  eclogite  {Jahrb.  f.  Min.,  1879,  864)  induced  the  author  to 
suppose  that  the  silicate,  Na20,Al203,4Si02,  was  present,  and  with  this 
hypothesis  to  calculate  the  analysis  of  the  jadeite,  as  well  as  several 
of  Damour’s  older  analyses.  He,  however,  invariably  obtained  a 
considerable  excess  of  SiO^,  when  the  remaining  constituents  were 
regarded  as  Mg0,Al203,Si02  and  R0,Si02,  as  in  the  African  pyroxene. 

B.  H.  B. 

Dichroite  from  Asama-Yama.  By  E.  Hussak  {Jahrb.  f.  Min., 
1884,  1,  Ref. ,76 — 77). — Among  the  fragments  ejected  from  the  Japanese 
volcano,  Asama-Yama,  the  author  found  normal  andesite  lapilli, 
andesite  lapilli  with  enclosures  of  a  white,  finely  granular  rock  con¬ 
taining  dichroite,  and  the  latter  rock  also  occurring  independently 
among  the  ejected  fragments.  Ejected  matter  containing  dichroite, 
and  almost  entirely  free  from  augite  and  magnetite,  gave  on  analysis 
the  following  results:  — 


Si02. 

A12Os. 

Pe203. 

MnO. 

CaO. 

74-65 

15-32 

2-34 

0-26 

1-96 

MgO. 

k2o. 

Na,0. 

Ignition. 

Total. 

0-79 

T-42 

4T1 

0*45 

101*30 

The  dichroite  forms  columnar  crystals  of  the  combination 
coP,  coPcb,  OP,  and,  strange  to  say,  is  always  developed  as  twin 
crystals  along  coP,  in  the  way  frequently  met  with  in  the  rhombic 
carbonates  of  the  aragonite  series.  B.  H.  B. 

Twin  Crystals  of  Dichroite  from  the  Laacher  See.  By 

A.  v.  Lassaulx  {Jahrb.  f.  Min.,  1884,  1,  Ref.,  77 — 79). — The  author 
describes  ejected  matter  from  the  Laacher  See  very  rich  in  dichroite. 
It  is  a  microscopic  mixture  of  glassy  felspar,  dark  violet  dichroite  in 
large  badly-developed  six-sided  columns  (coP  .coPob  .  OP),  corundum, 
biotite,  and  pleonast.  As  in  the  case  of  the  dichroite  from  the  Japanese 
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volcano,  Asama-Yama,  the  dichroite,  in  which  the  plane  of  the  optical 
axes  is  parallel  to  coPco,  is  developed  as  twin  crystals  along  coP. 

B.  H.  B. 

Culm  Conglomerate,  containing  Variolite,  at  Hausdorf,  in 
Silesia.  By  E.  Dathe  {Jahrb.  f.  Min 1884,  1,  Ref.,  73 — 74). — Of 
all  the  specimens  of  variolite  examined,  only  one,  which  unfortunately 
was  not  analysed,  proved  to  be  a  true  variolite,  that  is,  an  endomorph 
contact-product  of  diabase.  All  the  others  resemble  the  true  variolites 
in  external  appearance  only.  They  consist  principally  of  albite,  quartz, 
muscovite,  and  iron  pyrites.  The  ground-mass  is  a  mixture  of  quartz 
and  albite  with  finely-disseminated  chlorite.  Analyses  of  two  specimens 


are 

given : — 

Si02. 

TiOa. 

Al„Oj. 

Ee203. 

FeO. 

CaO. 

MgO. 

Na20. 

I 

..  72*23 

0*20 

13-90 

1*86 

0*57 

0*23 

0*88 

2*71 

II 

..  75*22 

— 

14-32 

1*86 

0*57 

0*13 

0*53 

3*62 

k2o. 

p205. 

COj. 

so3. 

h2o. 

Organic 

matter. 

Total. 

Sp.  gr. 

I 

..  3*57 

0*17 

0-04 

0*17 

197 

0*04 

99*54 

2*691 

II 

..  3*91 

— 

— 

■ — 

1*29 

— 

100*11 

2*682 

B.  H.  B. 


Green  Mica  in  the  Quartzites  of  Ouro  Preto  (Brazil).  By 

H.  Gorceix  ( Jahrb .  /.  Min.,  1884.  1,  Ref.,  20). — Micas  with  a  small 
percentage  of  chromium  are  widely  distributed  in  the  quartz  mica 
schists,  containing  quartzites  and  topaz,  of  the  province  of  Minas 
Geraes.  The  author  has  found  a  mica  rich  in  chromium  in  a  quartzite 
belonging  to  the  same  horizon  at  Ouro  Preto.  This  bright  green 
translucent  mica  (sp.  gr.  2*78)  has  the  following  composition: — 

AI2O3 

Si02.  +  Fe203.  Cr203.  MgO.  K20.  ThuO.  Ignition.  Total. 

46*5  37:2  0*9  0*8  7*9  1*3  4*7  99*3 


Unlike  the  green  mica  from  the  Ural  Mountains  (Abstr.,  1883, 
1066)  here  only  a  small  portion  of  the  alumina  appears  to  be  replaced 
chromium,  and  magnesia  is  present  to  a  very  small  extent. 

B.  H.  B. 

New  Mineral  from  Barbin  near  Nantes.  By  A.  Des-Cloizeaux 
{Jahrb.  f.  Min.,  1884,  1,  Ref.,  8 — 9). — A  new  silicate  of  aluminium, 
iron,  and  calcium  occurs,  together  with  quartz  and  apatite,  in  cavities 
in  a  pegmatite  rock  at  Barbin,  near  Nantes.  The  crystals  are  rhombic 
and  occur  in  the  form  of  colourless  rectangular  plates  0*75  mm.  long 
and  0*5  mm.  broad.  The  mineral  is  probably  identical  with  that  from 
Petit-Port  described  by  Bertrand  {Jahrb.  f.  Min.,  1881,  1,  362). 

B.  H.  B. 

Analyses  of  Idocrase  from  Ala  and  Monzoni.  By  E.  Ludwig 
and  A.  Renard  {Jahrb.  f.  Min.,  1884,  1,  Ref.,  24—25). — The  results 
of  the  analyses  are  : — 


Si02. 
I  . .  37*36 
II  ..  37*50 


Ti02.  F62O3. 
0*18  4*02 
0*28  3*76 


FeO.  AlgOa- 
0*39  16  30 
0*33  16*22 


CaO.  MgO. 
36*65  3*02 
36*31  3*13 


H20.  Total. 
2*89  100*81 
2*14  99*68 
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I.  Grass-green  idocrase  (vesuvian)  from  Ala ;  sp.  gr.  3'427. 

II.  yellowish-brown  idocrase  from  Monzoni ;  sp.  gr.  3'413. 

These  analyses  differ  from  previous  analyses  in  giving  no  appre¬ 
ciable  quantities  of  alkalis,  and  a  very  low  percentage  of  FeO. 

B.  H.  B. 

The  Kersantite  Vein  of  the  Upper  Harz.  By  A.  v.  Groddeck 
(. Jahrb .  /.  Min.,  1884,  1,  Kef.,  68 — 70). — The  author  has  discovered  a 
vein  of  kersantite,  1  m.  wide  and  8  m.  broad,  traversing  the  Upper 
Devonian  and  Culm  beds  near  Lauthenthal .  He  distinguishes  three 
varieties  of  the  rock  :  1.  Normal  kersantite  of  a  bluish-black  colour, 
closely  resembling  that  from  Laveline  in  the  Vosges.  2.  A  variety 
resembling  quartz  porphyry ;  and  3.  A  violet  or  reddish  variety. 
Analyses  of  these  three  varieties  are  given  (I,  II,  and  III),  as  well  as 
an  analysis  of  kersantite  from  Laveline,  (IV)  made  for  the  sake  of 
comparison. 


Si02. 

Ti02. 

ALA 

Fe203.  Cr203 

,  FeO. 

MnO. 

CaO. 

MgO. 

I .. 

.  54-80 

0-30 

11*20 

3-42  0-05 

4*80 

0-40 

8-32 

6*00 

II . . 

.  62*00 

0*20 

10-96 

5* 54  0-05 

4-41 

0-41 

1*02 

6-52 

Ill .. 

.  50-80 

o-io 

7-93 

4-62  0-05 

4-67 

0-41 

10-00 

4-75 

IV. . 

.  52-61 

0-50 

14-64 

1-36  0*35 

6-75 

0-30 

7-30 

7-20 

H20. 

K20.  Na20. 

p2o5.  C02. 

Cu. 

S. 

Total. 

Sp.  gr. 

I  . . 

.  2-82 

1-25 

1-15 

0-40  4-63 

— 

— 

99-54 

2-72 

II .. 

.  2*99 

2*46 

1-78 

0-35  0*44 

— 

— 

99-13 

2-60 

Ill .. 

.  202 

0-95 

0*99 

0-40  12-70 

— 

—  100-39 

2-68 

IV  .. 

.  2*70 

0-95 

0-82 

0-30  3-40  i 

0-24  < 

0*10 

99-52 

— 

B.  H.  B. 


Manganese  Minerals  from  Vester-Silfberg  in  Dalarne.  By 

M.  Weibull  {Jahrb. f.  Min.,  1884,  1,  Ref.,  20 — 22). — 1.  lngelstromite. 
— This  mineral,  described  by  Ingelstrom  as  knebelite,  forms  part  of 
the  gangue  of  the  iron-manganese  ores.  It  forms  greyish-white  crys¬ 
talline  masses  with  glassy  lustre,  splintery  fracture  and  sp.  gr.  4*17. 
The  analysis  gave  : — 

Si02.  FeO.  MnO.  MgO.  CaC03.  Total. 

29*94  46-88  18-83  3*01  1-14  99*80 

It  is  a  member  of  the  olivine-group  with  the  composition, 

2[2Fe0,Si02]  +  2Mn0,Si02. 

2.  Alumina  garnet  containing  manganese  occurs  in  grains.  The 
analysis  gave  the  following  results: — 

Si02.  AL>03-  FeO,  MnO.  CaO.  Total. 

36-03  20-91  21-26  17*79  4-43  100-42 

3.  SUfbergite  occurs  in  translucent,  honey-yellow  columns  with  a 
glassy  lustre  and  white  streak.  H.  5*5  ;  sp.  gr.  3'446.  The  mean  of 
three  analys?s  gave: — 
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Si02.  FeO.  MnO.  MgO.  CaO.  Ignition.  Total. 

48-83  30-49  8*34  8’39  1*74  0*44  98*23 

From  the  analysis  the  formula  4Fe0,Si02  +  2Mg(Ca)0,Si02  -f 
MnO,Si02  is  deduced. 

4.  Manganese-hedenbergite  has  a  greyish-green  colour.  H.  5  ; 
sp.  gr.  3*55.  The  analysis  gave  : — 

Si02.  FeO.  MnO.  CaO.  MgO.  Alkalis.  Total. 

48-29  24-01  6 '4 7  17*69  2*83  0*22  99-51 

which  corresponds  with  the  formula  2(Fe0,SiO2  -f-  CaOjSiCM  -f 
(MnMg)O.Si02. 

5.  Lime-dialogite ^ — The  mean  of  two  analyses  gave  : — 

C02.  MnO.  FeO.  CaO.  Insol.  residue.  Total. 

40-58  24-60  6'95  2671  1*15  9999 

By  the  action  of  the  atmosphere  this  mineral  is  decomposed  into 
wad  with  the  following  composition  : — 

CaO.  MnO.  FeO.  H20.  Insol.  residue.  Total. 

4-38  61-56  20*51  8*43  3*23  98*11 

B.  H.  B. 

Artificial  Crystals  of  Manganese-iron-olivine.  By  H.  Las- 
peyres  ( Jahrb..f .  Min.,  1884,  1,  Ref.,  27 — 28). — At  the  steel  works 
near  Schwelm,  crystals  of  manganese-iron-olivine  were  found  on  the 
sandstone  bottom  of  a  forge-hearth.  The  mean  of  two  analyses  gave 
the  following  results  : — 

Metallic  Fe.  Sand.  Fe203.  FeO.  MnO.  Si02.  Total. 

0*67  16*02  0-77  44*00  13'83  25*21  100*50 

After  the  removal  of  the  metallic  iron,  the  mechanically-mixed 
quartz  sand  and  the  Fe203,  the  analysis  of  the  pure  slag  gave  : — 

Si202.  FeO.  MnO.  Total. 

30-36  52*98  16*66  10-00 

representing  the  formula  MnFe2Si20a. 

The  crystals  have  the  well-known  olivine  form  ooPco,  ooP,  2  Poo. 

B.  H.  B. 

Artificial  Production  of  Spessartite  or  Manganese-garnet. 

By  A.  Gorgeu  ( Corrupt .  rend.,  97,  1303 — 1305).: — When  1  part  of 
finely  powdered  pipe-clay  and  about  15  parts  of  nearly  pure  and  dry 
manganous  chloride  are  fused  at  a  cherry-red  heat  in  a  current  of 
hydrogen  saturated  with  aqueous  vapour  by  passing  through  a  warm 
solution  of  potassium  permanganate,  a  regulus  is  obtained  which, 
when  treated  successively  with  water  and  dilute  hydrochloric  acid, 
yields  a  residue  of  yellowish  crystals  identical  in  composition,  crys¬ 
talline  form  (icositetrahedrons),  and  other  properties,  with  spessartite, 
but  slightly  softer  than  the  natural  mineral  (H.  =  6 — 7 ;  spessartite 
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above  7).  By  substituting  calcium  chloride  for  manganous  chloride, 
the  corresponding  calcium  compound  is  obtained.  Melanite  is  the 
only  variety  of  garnet  which  has  hitherto  been  prepared  artificially. 

C.  H.  B. 

The  Supposed  Pre-Cambrian  Rocks  of  St.  David’s.  By  A. 

Geikie  {Journ.  Geol.  Soc .,  1883,  261 — 325 ;  Jahrb.  f.  Min.,  1884,  1, 
Ref.,  88 — 91). — This  paper  was  written  to  refute  the  views  advanced 
by  Dr.  Hicks  that  there  are,  at  St.  David’s,  three  distinct  Pre- Cam¬ 
brian  formations  :  the  <£  Dimetian,”  the  “  Arvonian,”  and  the 
“  Pebidian.” 

The  Lower  Cambrian  beds  at  St.  David’s  have  been  folded  into  an 
isoclinal  curve,  and  the  following  rock  groups  may  be  recognised  : — 
1.  Volcanic  group.  2.  Quartz  conglomerate.  3.  Green  and  red 
shales  and  sandstones.  4,  Purple  and  greenish  grits,  sandstones  and 
shales. 

The  volcanic  group  consists  mainly  of  tuffs  with  occasional  breccias 
and  bands  of  olivine-diabase.  Analyses  of  the  olivine-diabase  from 
Rhosson  (I),  and  from  Clegyr  Foig  (II),  are  given — 


SiO,. 

alo3. 

re2Oa. 

FeO. 

MnO.  CaO. 

MgO. 

T 

»  *  •  • 

45*92 

18*16 

1*18 

9*27 

019  7-19 

10*07 

II 

•  •  •  « 

45*38 

16*62 

4-06 

8*63 

0-14  8-19 

911 

Insoluble 

k2o. 

Na20. 

Ignition, 

residue. 

Total. 

Sp.  gr. 

T 

....  1*78 

2T2 

4-22 

0*04 

100*14 

2*96 

II 

....  0-71 

2*20 

4*34 

0*08 

99*76 

2*99 

The  tuffs  are  partly  basic,  derived  from  the  disruption  of  diabase 
lavas,  and  partly  acid  from  the  destruction  of  fine  felsites.  A  mass 
of  granite  has  risen  through  the  eastern  limb  of  the  isucline,  and  this 
granite  is  the  “  Dimetian  ”  formation  of  Hicks.  The  metamorpbism 
associated  with  the  granite  consists  in  the  hardening  of  certain  bands 
of  rock  which  have  been  converted  into  flinty  aggregates.  These 
contact- products  represent  the  u  Arvonian”  formation  of  Hicks. 

B.  H.  B. 

Anorthitic  Rock  at  Saint  Clement,  Puy  de  Ddme.  By  F. 

Gonnabd  ( Gompt .  rend.,  97,  1447 — 1449). — This  rock  consists  essen¬ 
tially  of  anorthite  and  green  pyroxene,  and  therefore  belongs  to  the 
eukrite-group,  but  it  is  also  characterised  by  containing,  in  unusual 
abundance,  long  silky  fibres  of  wollastonite,  sometimes  almost  colour¬ 
less,  but  generally  white,  enclosing  green  grains  of  pyroxene,  some 
rare  crystals  of  reddish-brown  sphene,  and  small,  very  brilliant,  trans¬ 
parent  or  translucent  crystals  of  brown  vesuvianite.  The  wollaston¬ 
ite  also  forms  small  veins  2 — 3  mm.  in  thickness.  The  rock  also 
contains  quartz,  though  not  in  large  quantity,  and  hornblende  in  deep 
green  fibrous  masses,  black  crystalline  bundles,  and  short  crystals. 
At  the  outcrop,  the  rock  has  weathered,  and  the  constituent  minerals 
have  undergone  considerable  oxidation.  C.  H.  B. 
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Presence  of  Phosphorus  in  Minette.  ( Dingl .  polyt.  J .,  250, 
330.) — Specimens  of  this  rock  from  Hohl,  in  Luxembourg,  gave  by 
analysis — 

Fe203«  P205.  A1A-  CaO.  Mn304.  Si02. 

75*67  3-68  3‘10  5-01  0*72  8*70 

The  phosphorus  is  in  combination  with  the  iron  and  not  with  the 
calcium.  D.  B. 

Glaucophane  Schists  of  the  Island  of  Groix.  By  Barrois 
( Gompt .  rend.,  97,  1446 — 1447). — The  island  of  Groix  is  formed 
mainly  of  alternating  beds  of  mica  schist  and  chloritic  schists,  but  in 
some  parts  of  the  island  there  are  found  interstratified  with  these, 
beds  which  are  characterised  by  the  large  number  of  minerals  which 
they  contain.  The  principal  minerals  are  two  varieties  of  amphibole 
distinct  from  hornblende,  together  with  epidote,  rutile,  garnets, 
sphene,  magnetite,  chlorite  and  calcite  in  greater  or  less  quantity. 
The  predominant  variety  of  amphibole  is  glaucophane  in  bluish  poly- 
chroic  crystals  elongated  along  the  faces  ti g  .  The  prismatic  faces  are 
the  dominant  faces,  and  the  crystals  enclose  rutile.  The  other  variety 
is  green  amphibole,  which  is  also  highly  polychroic,  but  in  other 
directions.  Epidote  is  very  abundant  in  its  usual  forms,  but  does  not 
show  the  common  fan-like  structure.  The  garnets  are  much  cracked, 
as  if  thejr  have  been  subjected  to  powerful  mechanical  action.  The 
following  is  the  probable  order  of  consolidation  :  (1)  rutile,  sphene, 
magnetite,  garnet  ;  (2)  glaucophane,  epidote,  white  mica,  quartz ; 
(3)  chlorite,  green  amphibole.  C.  H.  B. 

The  Crystalline  Schists  of  Kaisersberg  in  Styria.  By  H.  v. 

Eoullon  ( Jahrb .  f.  Min.,  1884,  1,  Ref.,  85 — 88). — This  paper  gives  a 
petrographical  description  of  the  rocks  of  the  Wurm  Alp,  near 
Kaisersberg,  and  of  the  Ennsthal  and  Paltenthal,  all  of  which  belong 
to  the  lower  carboniferous  period.  Both  in  the  older  crystalline 
rocks,  containing  felspar,  and  in  those  of  the  carboniferous  formation, 
the  felspars  are  characterised  by  a  remarkable  richness  in  enclosures. 
In  the  rocks  of  the  older  crystalline  formation,  the  felspar  is  mostly 
albite,  but  in  the  phyllite  gneiss  of  the  carboniferous  formation  mostly 
orthoclase,  but  partly  microcline.  Most  of  the  crystalline  rocks  of 
the  Paltenthal  and  Ennsthal  are  characterised  by  their  great  richness 
in  titanium,  which  occurs  sometimes  as  titaniferous  iron,  sometimes 
as  rutile,  or  titanite.  A  number  of  rocks  are  remarkable  for  contain¬ 
ing  chloritoid,  a  mineral  which  up  to  the  present  time  has  not  been 
frequently  met  with.  It  is  here  widely  distributed,  although  the 
amount  present  in  the  rocks  is  often  very  small.  Analysis  of  the 
chloritoid  schist  from  the  Wurm  Alp  gave  the  following  results  : — 

Organic 

Si02.  A1203.  FeO.  MnO.  MgO.  CaO.  S.  H20.  matter.  Total, 

78-84  8-26  6*48  trace  2*69  0*29  0*39  2‘88  0*22  100*05 

Those  rocks  of  the  Paltenthal  and  Ennsthal,  which  contain  no 
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chloritoid,  show  a  remarkable  analogy  to  the  rocks  of  the  Wechsel 
mountains,  recently  described  by  A.  Bohm.  B.  H.  B. 

Elaeolite  Syenite  from  Jivaara.  By  F.  J.  Wiik  ( Jahrb .  /.  Min., 
1884,  1,  Ref.,  75). — The  Jivaara  mountain  is  composed  of  elaeolite 
syenite.  Hear  the  summit  a  coarsely  granular  vein  rock  occurs, 
which  is  traversed  by  narrow  veins  of  a  finely  granular  variety.  The 
coarsely  granular  vein  rock  is  essentially  a  mixture  of  elaeolite  and 
jivaarite  (titaniferous  lime-iron  garnet),  with  subordinate  pyroxene, 
almost  entirely  converted  into  amphibole.  In  contact  with  the  altered 
pyroxene,  cancrinite  (sp.  gr.  2 ‘45)  occurs,  which  encloses  minute 
columns  of  pyroxene  and  amphibole,  rich  in  soda.  Felspar  does  not 
occur  in  this  rock.  In  the  finely  granular  variety,  unaltered  pyroxene 
occurs  ;  jivaarite  also  occurs,  but  cancrinite  has  not  been  observed. 
In  addition  to  these  minerals,  the  rock  contains  yellow  grains  of 
apatite  and  brown  crystals  of  titanite.  B.  H.  B. 

The  Cheviot  Andesites.  By  J.  J.  H.  Teall  {Jahrb.  f.  Min., 
1884,  1,  Ref.,  71 — 73). — The  Cheviot  district  is  largely  composed  of 
porphyrites,  and,  in  addition  to  these,  masses  of  volcanic  ash  and 
breccia  occur,  together  with  a  remarkable  rock,  to  which  the  name 
pitch  stone-porphy  rite  has  been  given.  The  most  important  result  of 
the  author’s  examination  is  that  this  pitchstone-porphyrite  is  exactly 
similar  to  many  of  the  augite-andesites  of  Hungary,  Transylvania, 
Servia,  Santorin,  and  America.  An  analysis  of  a  specimen  of  the 
Cheviot  rock  (sp.  gr.  2*54)  gave  the  following  results  : — 

Si02.  A1203.  Fe203.  CaO.  MgO.  Na20.  K20.  Loss.  Total. 

63-0  14*9  4*7'  4*8  2*8  4*0  1*9  4*0  100*1 


The  Cheviot  porphyrites  are,  for  the  most  part,  only  altered 
andesites.  An  analysis  of  a  dark  purple  porphyrite  (sp.  gr.  2*56) 
from  Shillmoor  Farm  gave  : — - 


Si02.  A1203. 
642  16-0 

Fe203. 

4*3 

CaO.  MgO.  Na20. 
1-7  2-5  2-9 

k2o. 

5*9 

Loss. 

3*3 

Total. 

100*8 

In  conclusion,  a  specimen  of  Tuedian  “porphyrite”  from  Stichill  is 
described.  The  chemical  analysis  of  the  rock  (sp.  gr.  2*95)  gave  : — 

Si02. 

47-53 

A1203. 

14*95 

Fe203.  FeO. 

6*73  8*04 

MnO. 

0*73 

CaO. 

8*50 

MgO. 

7-41 

Na20. 

2*98 

k2o.  p2o5. 

1*12  trace 

Loss. 

1*95 

Total. 

99*94 

It  appears  from  microscopic  and  chemical  examination  that  the 
rock  is  not  a  porphyrite,  but  a  member  of  the  basaltic  family. 

B.  H.  B. 

The  Biotite-holding  Amphibole-granite  from  Syene.  By  A. 

Stelzner  {Jahrb.  f.  Min.,  1884,  1,  Ref.,  67 — 68). — This  paper  gives 
the  results  of  the  microscopic  examination  of  sections  of  the  rock  of 
VOL.  xlvi.  2  / 
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the  obelisk  lately  transported  to  New  York  from  Alexandria.  The 
rock  was  found  to  consist  of  microcline,  oligoclase,  quartz,  horn¬ 
blende,  biotite,  titanite,  apatite,  magnetite,  and  zircon.  Viridite  and 
pistazite  are  exceedingly  rare.  B.  H.  B. 

The  Trachyte  Region  of  the  Rhodope.  By  A.  Pelz  and  E. 
Hussak  ( Jahrb.f .  Min.,  1884,  1,  Ref.,  75). — An  important  microscopic 
examination  of  a  number  of  younger  eruptive  rocks  from  the  Rhodope 
showed  a  remarkable  analogy  to  the  rocks  of  the  Transylvanian 
eruptive  district.  The  specimens  examined  belong  partly  to  the 
liparites  and  partly  to  the  andesites.  Among  the  latter,  biotite- 
andesite,  containing  augite,  predominates.  Amphibole  and  augite 
andesites  are  of  rarer  occurrence.  B.  H.  B. 

Analysis  of  the  Rocky  Portion  of  the  Syssiderite  of  Atacama. 

By  S.  Meunier  ( Jahrb.f  \  Min.,  1884,  1,  Ref.,  32). — The  proportions  in 
which  the  different  minerals  are  present  in  the  rocky  portion  of  the 
syssiderite  of  Atacama  may  be  thus  expressed : — Magnesian  pyroxene, 
9*0  per  cent.;  schreibersite,  4*0  per  cent.;  chromite,  1*2  per  cent.; 
anorthite,  0*1  per  cent.  ;  pyrrhotine,  0*5  per  cent.;  and  olivine,  85*2 
per  cent.  B.  H.  B. 

Basic  Eruptive  Rocks  of  Maconnais  and  Beaujolais.  By 

A.  Michel- Levy  (Ja hr b.  f.  Min.,  1844,  1,  Ref.,  64 — 67).-  -The  majority 
of  the  pre-granitic  basic  eruptive  masses,  which  burst  through  the 
Cambrian  slates  and  quartzites  of  Maconnais  and  Beaujolais,  are 
granular  mixtures  of  titanite,  magnetite,  titaniferous  iron,  pyroxene, 
and  labradorite,  and  should,  according  to  the  author,  be  classed  as 
diabases.  Of  these,  the  author  distinguishes  two  classes :  granitoid 
diabases  and  ophitic  diabases.  The  felspar  of  these  rocks  varies  from 
oligoclase  to  anorthite ;  the  pyroxene  is  very  frequently  converted 
into  amphibole,  and  when  the  alteration  is  complete,  rocks  are  formed, 
which  the  author  calls  diorites.  In  the  series  there  are  a  certain 
number  of  rocks  with  a  porphyritic  structure  and  holo- crystalline 
microlithic  ground-mass,  or  in  other  words,  the  rocks  are  developed  as 
amphibolic  porphyrites.  The  disseminated  felspar  is  labradorite,  and 
the  microliths  of  the  ground-mass  consist  of  oligoclase.  Varieties 
are  exceptionally  met  with,  in  which  the  basicity  is  exaggerated  and 
the  felspar  disappears,  but  olivine  never  occurs.  B.  H.  B. 

Basalt  from  Naurod,  near  Wiesbaden.  By  F.  Sandberger 
(Jahrb.  /.  Min.,  1884,  1,  Ref.,  79 — 80). — The  rock  is,  in  general,  a 
limburgite  containing  plagioclase  and  nepheline.  The  following*  are 
analyses : — I.  Of  the  portion  of  the  rock  soluble  in  hydrochloric 
acid.  II.  Of  the  insoluble  portion.  III.  Complete  analysis  of  the 
rock : — 


Si02. 

alo3. 

Fe203. 

FeO. 

MnO. 

CaO. 

I  .. 

18*67 

11*89 

2*33 

5*61 

0*08 

2*65 

II  .. 

26*57 

7*33 

2*88 

— 

— 

6*53 

I JL I  « • 

45*24 

19*22 

5*21 

5*61 

0*08 

9*18 
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MgO. 

k2o. 

Na20. 

Li20. 

H20. 

Total. 

I  ..  3-18 

0-65 

1-89 

trace 

— 

46*95 

II  . .  3-53 

0*66 

1-48 

— 

— 

48-98 

III  ..  6*71 

1-31 

3-37 

trace 

3-78 

99-71 

The  rock  must  be 

regarded 

as  a  glassy 

nepheline- 

basanite. 

B.  H.  B. 


Basaltic  Rocks  from  the  Faroe  Islands.  By  A.  Osann 
( Jahrb .  /.  Min.,  1,  1884,  Mem.,  45 — 49). — This  paper  gives  the  results 
of  an  examination  of  the  series  of  rocks  from  the  Faroe  Islands  in  the 
collection  of  the  University  of  Heidelberg.  The  rocks  may  be 
grouped  into  two  divisions — porphyritic  and  non-porphyritic.  The 
representatives  of  the  first  class  are  compact,  have  a  dark  colour, 
and  contain  plagioclase.  The  rocks  of  the  latter  class  are  coarsely 
granular;  they  have  a  brown  colour  and  an  earthy  appearance.  The 
rocks  of  both  classes  are  rich  in  amygdoidal  cavities,  filled  with 
zeolites,  chalcedony,  opal,  or  delessite.  When  examined  microscopically, 
it  was  found  that  only  the  porphyritic  rocks  contain  a  little  olivine, 
whilst  it  is  entirely  absent  in  the  others.  This  absence  of  olivine 
seems  to  be  characteristic  of  northern  basalts.  The  rock  from  Kolter 
may  be  described  as  a  diallage-andesite,  a  tertiary  equivalent  of  the 
gabbros.  An  analysis  of  this  rock  gave  the  following  results  : — 

Si02.  A1203.  FeO.  CaO.  MgO.  Alkalis.  Total. 

52-30  1822  11-50  10-24  7-23  2’65  102*14 

B.  H.  B. 

Volcanic  Ashes  from  the  last  Eruption  of  Krakatoa.  By 

H.  H.  Reusch  {Jahrb.  f.  Min.,  1884,  1,  Mem.,  78). — The  principal 
mass  of  the  ashes  consists  of  a  glass  crowded  with  minute  cavities. 
The  larger  pieces  readily  float  on  water.  The  glass  is  generally 
colourless,  but  sometimes  more  or  less  brown.  Microliths  were  occa¬ 
sionally  met  with.  The  cavities  in  the  glass  are  sometimes  round,  and 
sometimes  drawn  out  in  a  longitudinal  direction.  In  addition  to  the 
glass,  many  more  or  less  perfect  fragments  of  crystals  were  observed, 
consisting  principally  of  plagioclase  and  bronzite,  together  with  small 
and  rather  narrow  prisms  of  a  greenish  mineral,  probably  augite, 
and  apatite.  From  the  above  description,  it  may  be  seen  that  this 
ymungest  eruption-product  from  the  Straits  of  Sunda  bears  the  ande¬ 
site  character  so  general  in  the  district,  and  is  of  special  interest  on 
account  of  the  presence  of  rhombic  pyroxene.  B.  H.  B. 

The  Alfianello  Meteorite.  By  P.  Mas  sen  ( Gazzetta ,  13,  339 — 
374). — The  author  has  examined  some  fragments  of  this  meteorite  ; 
they  were  in  the  form  of  greyish- white  laminae,  very  fragile,  and 
easily  pulverised,  except  the  metallic  particles.  Qualitative  analysis 
showed  that  it  contained  iron,  nickel,  cobalt,  calcium,  magnesium, 
aluminium,  chromium,  manganese,  potassium,  sodium,  silicon,  sul¬ 
phur,  and  phosphorus.  The  following  is  the  average  percentage  com¬ 
position  of  the  fragments  examined  : — 

Fe.  Ni.  Co.  FeO.  A1203.  Cr203.  CrOo.  MnO. 

5-7608  1-1375  0-0817  24*4184  1*7823  0*1021  0-6175  0*1297 

2/2 
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MgO.  CaO.  Na20.  K20.  Si02.  S.  P.  Total. 

23*4261  0*8945  1*0884  0*2387  37*6257  2*5432  0*1532  99*9698 

The  author  believes  the  metallic  portion  of  the  meteorite  to  have 
the  composition  of  octibehite  or  teanite,  whilst  the  non-metallic 
portion  appears  to  consist  of  olivine  and  bronzite,  both  with  excess  of 
iron,  and  troilite.  C.  E.  G. 

Contribution  to  the  Geological  History  of  the  Pallas 
Meteoric  Iron.  By  S.  Meunier  ( Jahrb .  /.  Min.,  1884,  1,  Ref.,  31 — 
32), — According  to  the  author,  the  iron  sulphide  in  many  meteorites 
has  originated  from  the  action  of  sulphuretted  hydrogen  on  grains  of 
nickel  iron,  as  may  be  clearly  seen  in  the  chrondite  of  Knyahinya, 
where  the  grains  consist  half  of  nickel  iron  and  half  of  iron  sulphide. 
In  the  meteorite  of  Krasnojarsk  (Pallas  iron),  this  is  not  the  case ; 
here  the  iron  sulphide  was  formed  first,  and  the  nickel  iron  therefore 
could  not  have  originated  at  a  very  high  temperature,  The  author 
supposes  that  fissures  with  fragments  of  olivine  crystals  originally 
existed ;  then  iron  sulphide  was  probably  formed  by  the  action  of 
sulphuretted  hydrogen  on  iron  and  nickel  chlorides,  and  lastly  the 
various  compounds  of  nickel  and  iron  were  concentrically  deposited. 
The  Pallas  iron  is  an  example  of  vein  formation,  analogous  to  the 
oldest  terrestrial  metalliferous  deposits,  and  the  mode  of  formation 
especially  resembles  that  of  tin  ore  veins.  The  Pallas  iron,  therefore, 
should  not  be  classed  with  the  other  pallasites  of  G.  Rose. 

B.  H.  B. 

The  Cranbourne  Meteorite.  By  W.  Flight  {Jahrb.  f.  Min., 
1884,  1,  Ref.,  33 — 35). — Two  masses  of  meteoric  iron  were  discovered 
at  Cranbourne,  near  Melbourne,  in  1854.  The  Bruce  meteorite,  the 
larger  mass,  is  now  in  the  British  Museum.  The  meteorite  consists 
entirely  of  metallic  minerals,  and  contains  no  rocky  matter  whatever. 
The  absence  of  combined  carbon  was  established  by  decomposing  the 
iron  in  a  solution  of  sodium  chloride  by  a  galvanic  current.  The  iron 
thus  dissolved  was  found  to  have  the  composition  given  under  I, 
while  the  analyses  II — VI  give  the  constituents,  other  than  iron,  in 
some  of  the  largest  nickel-iron  crystals  and  cleavage  plates  of  various 
thicknesses : — 


I.  II.  III.  IV.  V.  VI. 


Residue .  0*93  1*40  0*07  0*10  0*11  —  — 

m .  7*65 1  o  /  7-71  7*53  9*76  6*48  9*80  9*05 

Co . . .  0*50  /  5  UD  \  0*60  0*76  —  — 

Cu . .  0*02  —  —  —  —  — 

Si .  0*17  —  —  —  0*06  — 

P  .  —  —  0*19  0-02  —  — 


In  addition  to  nickel-iron  a  number  of  other  constituents  have  been 
identified  and  analysed,  for  example,  the  thin  paper-like  plates  which 
lie  between  the  large  plates  of  the  nickel  iron  crystals.  They  contain 
70*14  per  cent.  Fe  and  29*74  per  cent.  Ni.  This  is  evidently  an  alloy 
of  well-defined  composition,  and  is  the  constituent  of  nickel  iron 
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which  forms  the  fine  lines  constituting  the  Wiedmannstadtian  figures. 
It  is  probably  identical  with  the  tanite  of  G.  Rose  or  the  meteorine 
of  Zimmermann.  The  author  proposes  to  call  it  Edmondsonite.  The 
insoluble  residue  mentioned  above,  which  forms  nearly  1  per  cent,  of 
the  mass,  consists  of  strongly  magnetic  prisms  apparently  identical 
with  the  Rhabdite  of  Rose.  The  mean  of  three  analyses  gave — 

Fe.  Ni.  P.  Total. 

49*33  38-24  1295  100*52 

which  corresponds  with  the  formula  (Fe4^i3)P. 

The  coarse  insoluble  powder  is  very  brittle  and  magnetic,  and  dis¬ 
solves  easily  in  nitric  acid. 

The  mean  of  two  analyses  gave : — 

Fe.  Ni.  P.  Total. 

56*12  29-18  13-50  98-80 

This  is  doubtless  the  mineral  schreibersite  (Fe2Ni)7P.  A  large 
brass-coloured  crystal  of  this  substance  gave  on  analysis  : — 

Fe.  Ni.  P.  Total. 

69*55  (14-41)  16-04  100-00 

A  curious  crystal  was  met  with  on  one  or  two  occasions.  It  con¬ 
sisted  of  a  square  prism  with  bright  and  metallic  sides,  and  a  square 
centre  of  a  dull  black  colour.  The  analysis  corresponded  with  the 
formula  (Fe7Ni2)8P.  Graphite  occurs  in  sheet-like  masses  or  nodules, 
sometimes  enclosing  troilite.  The  troilite  is  not  magnetic,  and  is 
sometimes  accompanied  by  daubreelite.  When  digested  with  carbon 
bisulphide  0*0207  per  cent,  sulphur  was  dissolved.  The  nickel-iron 
was  further  examined  for  occluded  gases,  and  was  found  to  contain 
3*59  times  its  volume  of  gas  having  the  following  composition  : — 

C02.  CO.  H.  CH4.  N.  Total. 

0-12  31*88  45-79  4-55  17*66  100*00 

B.  H.  B. 

Geological  History  of  the  Syssiderite  of  Lodran.  By  S. 

Meunier  ( Jahrb .  /.  Min.,  1884,  1,  Ref.,  32). — The  author  regards  the 
meteorite  of  Lodran  as  a  sandstone  with  metallic  cementing  material, 
analogous  to  the  ores  of  Commern,  in  Rhine  Prussia,  and  of  Coro- 
Coro,  in  Bolivia.  The  meteoric  sand  may  be  imagined  to  have  been 
produced  by  volcanic  action,  and  the  metallic  cement  by  the  reduction 
of  chlorides  by  means  of  hydrogen.  B.  H.  B. 

The  Meteorite  of  Sewrjukowo.  By  A.  Eberhard  {Jahrb.  /. 
Min.,  1884,  1,  Ref.,  30 — 31). — This  meteorite  fell  on  May  12th,  1874, 
at  Sewrjukowo.  Its  weight  was  98  kilos.  The  following  constituents 
were  discovered  :  nickel- iron  phosphide  ;  olivine  ;  bronzite  ;  ensta- 
tite ;  and  troilite.  Analysis  I  gave  the  composition  of  the  silicates 
soluble  in  aqua  regia ;  II  that  of  the  insoluble  residue;  III  and  IV 
gave  the  composition  of  the  chromite  and  nickel-iron  phosphide : — 
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Si02. 

A1203. 

FeO. 

CaO. 

MgO. 

I  .. 

43*60 

1*10 

14*90 

1*20 

36*70 

11  .. 

54*09 

5*25 

10*12 

3*90 

22*27 

Ill  .. 

— 

28*50 

31*50 

— 

— 

k2o. 

Ka20. 

Cr203. 

Chromite. 

Total. 

I  .. 

1*10 

2*40 

— 

— 

101*0 

II  .. 

0*54 

1*69 

1*13 

1*01 

100*0 

Ill  .. 

— 

— 

89*40 

— 

99*4 

Fe. 

m. 

Co. 

p. 

Total. 

IV  .. 

87*6 

11*4 

0*6 

0*4 

100*0 

The  author  calculates  that  the  meteorite  is  composed  of  0*94  per 
cent,  troilite;  4’13  per  cent,  magnetic  pyrites;  15*94  per  cent,  nickel- 
iron  phosphide;  47*74  per  cent,  silicates  decomposed  by  acids,  pro¬ 
bably  olivine  mixed  with  some  other  silicate;  and  31*25  per  cent, 
silicates  not  decomposed  by  acids.  B.  H.  B. 
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Organic  Chemistry. 


Action  of  Sodium  Ethoxide  on  Bromethylidene  Bromide. 

By  A.  Michael  (Amer.  Ghent.  5,  192 — 197) . — —  Tawildarow  has 
stated  (this  Journal,  1874,  848)  that  two  dibromethylenes  are  formed 
by  the  action  of  sodium  ethoxide  on  bromethylidene  bromide ;  one 
boiling1  at  91°,  the  other  at  157°.  A  third  dibromethylene  boiling  at 
109°  has  been  obtained  by  Sabanejeff  by  the  reduction  of  acetylene 
tetrabromide,  or  by  the  direct  addition  of  bromine  to  acetylene.  As 
the  existence  of  three  dibromethylenes  would  necessitate  the  assump¬ 
tion  of  the  presence  of  a  dyad  carbon-atom  in  one  of  the  isomerides, 
the  author  has  repeated  Tawildarow ’s  experiments,  but  fails  to  obtain 
the  dibromethylene  boiling  at  157°,  the  products  of  the  reaction  being 
bromacetylene  and  a-dibromethylene  (boiling  at  86 — 88°).  The 
remainder  of  the  paper  is  occupied  with  a  discussion  of  the  proofs 
advanced  by  Demole  (Abstr.,  1881,  142)  of  the  correctness  of  the 
formula  assigned  by  him  to  ct-dibromethylene.  A.  J.  G-. 

Formation  of  Acetylene  from  Iodoform.  By  P.  Cazeneuve 
( Gonijjt.  rend.,  97,  137 L — 1373). — Iodoform  in  contact  with  finely- 
divided  silver  is  rapidly  converted  into  acetylene  even  in  the  cold, 
2CHI3  +  3Ag2  =  6AgI  +  C2H2.  The  silver  is  more  active  if  mixed 
with  finely- divided  copper.  Many  other  metals,  such  as  mercury,  zinc, 
and  iron,  also  decompose  iodoform  in  presence  of  water,  forming  a 
metallic  iodide  and  liberating  acetylene. 

When  iodoform  is  mixed  with  equal  weights  of  powdered  zinc  and 
water,  gas  is  given  off  spontaneously ;  or  if  gently  heated  a  liquid 
heavier  than  water  is  also  formed  having  an  agreeable  ethereal 
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odour,  and  a  sweet  taste;  it  is  in  all  probability  an  iodo-derivative. 
The  gas  which  is  evolved  is  a  mixture  of  acetylene  and  an  iodo- 
derivative  which  burns  with  a  pale  blue  flame  with  purplish  edges, 
forming  liydriodic  acid  and  depositing  free  iodine. 

If  a  saturated  solution  of  copper  sulphate  is  used  instead  of  water, 
the  evolution  of  gas  is  still  more  rapid,  for  the  zinc-copper  couple 
which  is  produced  not  only  decomposes  the  iodoform  more  rapidly, 
but  also  partially  decomposes  the  iodo-derivatives.  (Comp.  Glad¬ 
stone  and  Tribe,  this  Journal,  1875,  512.)  The  action  of  a  moist 
zinc-copper  couple  on  iodoform  may  be  shown  as  a  lecture  experiment. 

This  reaction  confirms  the  accepted  constitution  of  acetylene,  and  is 
analogous  to  the  action  of  zinc  on  methyl  iodide.  Probably  the  action 
of  zinc  on  di-iodo-methane  would  give  rise  to  ethylene. 

Acetylene  is  also  formed  when  iodoform  is  decomposed  by  heat. 

C.  H.  B. 

Experiments  on  Mercury  Fulminate.  By  A.  Ehrenberg 
(/•  jpr.  Ghem.  [2],  28,  56 — 57). — Aqueous  thiocyanic  acid  does  not 
act  on  mercury  fulminate  in  the  same  manner  as  hydrochloric  acid, 
which  forms  hydroxylamine  hydrochloride,  but  according  to  the 
equation — 

CHgAT02!SrC  -f  4HCNS  +  2H20  =  Hg(CNS)2  +  2C02  -f  2NH*CISrS. 

Ammonium  and  potassium  thiocyanates  decompose  the  fulminate  in 
a  manner  similar  to  the  alkaline  chlorides. 

Mercury  fulminate  heated  with  ethyd  sulphide  or  with  carbon 
bisulphide  in  presence  of  alcohol  and  water,  yields  mercury  sulphide 
and  fulminurates  :  if  water  is  excluded  from  the  reaction,  other 
products  are  formed,  and  the  ammonium  fulminurate  is  therefore 
merely  a  secondary  product.  Further  experiments  are  being  made. 

H.  B. 

Action  of  Carbon  Oxychloride  on  Ethylene  Glycol.  By  J. 

Nemirowsky  (J.  pr.  CJtem.  [2],  28,  439 — 440). — By  the  action  of 
1  mol.  pure  glycol  on  1  mol.  carbon  oxychloride  in  a  closed  tube  at  the 
ordinary  temperature,  the  author  has  obtained  glycol-carbonate, 
CO(OCH2)>,  with  evolution  of  hydrochloric  acid.  This  substance  is 
stable,  soluble  in  water,  alcohol,  and  in  warm  ether,  from  which  on 
cooling  it  crystallises  in  colourless  needles.  The  author  continues  his 
investigation.  A.  B. 

Action  of  Carbonic  Anhydride  on  Calcareous  Solutions  of 
Sugar.  By  D.  Loiseau  ( Compt .  rend.,  97,  1139 — 1141). — A  10  per 
cent,  solution  of  sugar  is  saturated  with  calcium  hydroxide  at  20 — 
25°,  filtered,  and  treated  with  a  current  of  carbonic  anhydride.  A 
relatively  considerable  quantity  of  the  gas  is  absorbed,  and  if  the 
liquid  is  agitated  continually,  it  does  not  change  in  appearance ;  but 
if  the  liquid  is  allowed  to  remain  at  rest  so  that  an  excess  of  the  gas 
acts  on  the  same  liquid  surfaces,  a  gelatinous  white  precipitate  is 
produced,  which  at  first  redissolves  easily  in  the  sugar  solution.  If 
portions  of  the  liquid  are  removed  from  time  to  time,  it  is  found  that 
as  the  passage  of  the  gas  is  continued  up  to  a  certain  point,  the  solu- 
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tion  loses  its  power  of  yielding  a  precipitate  of  tribasic  calcium, 
sucrate  when  heated,  or  of  bibasic  calcium  sucrate  when  cooled.  It 
would  appear  that  the  presence  of  the  calcium  carbonate  prevents  the 
precipitation  of  the  sucrates,  whilst  the  presence  of  the  latter  prevents 
the  precipitation  of  the  carbonate.  If  the  passage  of  the  carbonic 
anhydride  is  continued  still  further,  the  solution  still  fails  to  yield  a 
precipitate  of  bibasic  calcium  sucrate  when  cooled  to  0°,  but  acquires 
the  property  of  yielding  a  precipitate  when  heated.  This  contains 
calcium  carbonate,  calcium  hydroxide,  and  sugar,  and  redissolves  in 
the  mother-liquor  on  cooling,  like  the  tribasic  sucrate. 

If  the  passage  of  the  gas  is  continued  until  the  liquid  becomes 
slightly  turbid  and  is  then  stopped,  an  abundant  gelatinous  precipitate 
separates ;  this  contains  sugar,  calcium  hydroxide,  and  calcium  car¬ 
bonate,  and  when  it  is  mixed  with  about  an  equal  volume  of  the 
calcareous  sugar  solution  which  has  not  been  treated  with  carbonic 
anhydride,  the  precipitate  dissolves  as  a  whole.  C.  H.  B. 

Action  of  Acetic  Anhydride  and  Acetic  Chloride  on  Maize 
and  Potato-starch.  By  A.  Michael  (Amer.  Chem.  J.,  5,  359 — 
360). — The  acetyl  derivatives  obtained  by  heating  these  starches  with 
acetic  anhydride  are  not  coloured  by  iodine ;  the  granules  under  the 
microscope  could  not  be  distinguished  from  those  of  the  parent 
starches.  2  grams  of  maize  starch  was  heated  with  5  grams  of 
acetic  chloride  for  15  hours  at  55 — 58°  ;  the  product  was  extracted 
with  chloroform,  the  solution  evaporated  to  dryness,  and  the  residue 
dissolved  in  hot  alcohol  and  treated  with  bone-black.  On  cooling,  a 
greyish- white  substance  separated,  from  which,  by  again  dissolving  in 
hot  alcohol  and  cooling,  a  white  amorphous  substance  was  obtained. 
This  softened  at  148°,  and  melted  constantly  at  151 — 152°.  On 
adding  water  to  the  first  alcoholic  filtrate,  it  gave  a  substance  melting 
at  128 — 129°.  Very  similar  results  were  obtained  with  potato-starch. 

A.  J.  G. 

Hydration  of  Crotonaldehyde.  By  A.  Wurtz  -  (Compt.  rend., 
97,  1169 — 1172). — Carefully  purified  crotonaldehyde  is  mixed  at  0° 
with  twice  its  weight  of  water  and  the  same  amount  of  hydrochloric 
acid,  and  the  mixture  is  left  at  rest  exposed  to  light  for  several  hours. 
After  some  time,  it  becomes  brown  and  the  odour  of  crotonaldehyde 
almost  disappears.  The  liquid  is  neutralised  with  sodium  carbonate 
in  order  to  precipitate  resins,  and  the  filtrate  is  agitated  with  ether. 
On  evaporating  the  ether  and  fractionating  the  residue,  aldol, 
paraldol,  and  other  condensation  products,  and  dialdane  are  obtained, 
but  the  yield  of  the  first  substance  is  only  small.  Possibly  the  croton¬ 
aldehyde  at  first  combines  with  hydrochloric  acid,  and  the  compound 
thus  formed  reacts  with  the  water,  thus :  CHMeCl.CH2CHO  +  H20 
=  CHMe(OH).CH,.CHO  +  HC1.  Crotonaldol  could  not  be  isolated. 

C.  H.  B. 

Formation  of  Crotonaldehyde  and  /5-Hy dr oxybutyr alde¬ 
hydes  from  Acetaldehyde.  By  A.  Michael  and  A.  Kopp  (Amer. 
Ghem.  J .,  5,  182 — 191). — The  authors’  experiments  show  conclusively 
that  ^-hydroxy butyric  aldehyde  (aldol)  is  the  primary  product  of  the 
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action  of  zinc  chloride  on  acetaldehyde,  the  formation  of  crotonalde- 
hyde  being  due  to  the  decomposition  by  heat  of  the  aldol  first  formed. 
Potassium  and  sodium  salts  of  neutral  reaction  are  without  action  on 
acetaldehyde.  Saturated  solutions  of  potassium  salts  of  alkaline 
reaction  and  dilute  solutions  of  sodium  and  potassium  hydroxides 
behave  like  zinc  chloride,  whilst  sodium  salts  of  alkaline  reaction 
give  crotonaldehyde,  oily  substances,  and  probably  aldol  in  small 
quantity.  Dry  potassium  carbonate  converts  acetaldehyde  into  aldol, 
whilst  dry  sodium  carbonate  has  no  action  on  it.  Aldol,  when  heated 
with  moderately  concentrated  solutions  of  alkaline  salts  or  of  zinc 
chloride,  is  converted  partly  into  crotonaldehyde,  partly  into  liquids 
of  higher  boiling  point,  which  yield  crotonaldehyde  on  distillation. 

a.  j.  a. 


Convenient  Method  for  Preparing  Bromacetic  Acid.  By 

A.  Michael  (Amer.  Chem.  J.,  5,  202 — 203). — This  method  is  based 
on  the  formation  and  decomposition  at  100°  of  the  compound 
(C2H402,Br2)4HBr.  A  mixture  of  glacial  acetic  acid  and  bromine  (the 
latter  slightly  in  excess  of  the  theoretical  quantity)  with  a  small 
quantity  of  carbon  bisulphide,  is  heated  at  100°  in  a  flask  provided 
with  a  reflux  condenser  until  hydrobromic  acid  ceases  to  be  evolved ; 
the  product  is  then  submitted  to  fractional  distillation.  The  yield  is 
about  90  per  cent,  of  the  theoretical  quantity.  A.  J.  Gr. 


Monochlorethyl  Monochloraeetate.  By  L.  Henry  ( Compt . 
rend.,  97,  1308 — 1311). — Monochlorethyl  monochloraeetate  is  easily 
obtained  by  the  action  of  monochloracetic  chloride  on  ethylene  mono- 
chlorhydrin, 

CH2C1.CH2.0H  +  CH,Cl.COCl  =  CH2C1.CH2.0.C0.CH2C1  +  HC1. 

This  reaction  illustrates  the  difference  between  the  action  of  the 
primary  alcoholic  chain  CH2.OH  on  the  two  chains  0H2C1  and  COC1. 
Monochlorethyl  monochloraeetate  is  a  colourless  limpid  liquid,  with 
a  slightly  pungent  odour  and  a  burning  taste,  insoluble  in  water,  and 
not  affected  by  the  action  of  light.  It  boils  at  197 — 198°  (uncorr.)  ; 
sp.  gr.  at  10*6°  =  P3217. 

When  monochlorethyl  monochloraeetate  is  gently  heated  with  an 
alcoholic  solution  of  sodium  iodide,  sodium  chloride  is  precipitated, 
and  monochlorethyl  moniodo-acetate,  CH2Cl.CH2.O.CO.CH2I,  is 
formed.  It  is  a  colourless  oily  liquid,  insoluble  in  water;  sp.  gr.  at 
18°  =  1*9540.  It  becomes  brown  when  exposed  to  light,  and  cannot 
be  distilled  without  decomposition.  Its  vapours  are  very  irritating 
to  the  eyes.  When  heated  with  water  for  some  time,  the  monochlor¬ 
ethyl  moniodo-acetate  is  completely  decomposed,  bnt  the  liberated 
iodoacetic  acid  is  very  unstable,  and  splits  up  immediately. 

Monochlorethyl  monobromacetate  is  obtained  by  treating  the  pre¬ 
ceding  compound  with  bromine  and  removing  the  excess  of  the  latter 
by  means  of  hydrogen  potassium  sulphite.  It  is  a  colourless  some¬ 
what  viscous  liquid,  insoluble  in  water,  with  a  burning  taste,  and  a 
faint  odour  exciting  tears.  It  boils  at  213 — 215°  (uncorr.)  with 
slight  decomposition;  sp.  gr.  at  11*4°  =  1*6499.  When  heated  for 
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some  time  with  several  times  its  own  volume  of  water,  monochlor- 
ethyl  monobromacetate  is  completely  decomposed,  and  yields  glycol 
monochlorhydrin  and  monobromacetic  acid. 

It  is  evident  that  in  presence  of  monochlorethyl  monochloracetate, 
sodium  iodide  exhibits  an  exclusive  preference  for  the  chain  CH2Cl 
united  with  the  group  CO  in  the  acetic  part  of  the  molecule.  This 
reaction  affords  further  evidence  of  the  influence  exerted  by  oxygen 
on  chlorine  united  with  a  carbon- atom  which  is  directly  connected 
with  the  carbon-atom  to  which  the  oxygen  is  attached. 

C.  H.  B. 

Action  of  Fatty  Aldehydes  on  Malonic  Acid  and  its  Ethyl 
Salt.  By  T.  Kommenos  ( Annalen ,  218, 145 — 169). — From  the  general 
nature  of  the  reaction  obtaining  between  benzaldehyde  and  ethyl 
malonate,  it  would  a  priori  be  expected  that  fatty  aldehydes  would 
form  the  ethyl  salt  of  a  dicarboxylic  acid  of  general  formula, 
CHR.C(COOH)2,  readily  decomposing  into  carbonic  anhydride  and 
an  aldehyde-substituted  acetic  acid,  CHR  I  CH. COOIL 

Former  researches  of  Crismer  have  established  that  aldehyde  forms 
two  condensation-products  with  ethyl  malonate,  one 

CHMe  !  C(COOEt)2, 

and  the  other,  (COOEt)2CH.CHMe.CH(COOEt)2.  In  the  present 
research,  it  is  shown  that  aldehyde  and  malonic  acid  yield,  besides 
crotonic  acid,  ethylidene-diacetic  acid,  CHMe(CH2.COOH)2.  In  the 
course  of  the  study  of  the  reaction  between  aldehyde  or  paraldehyde 
and  malonic  acid  when  heated  with  acetic  acid  or  its  anhydride,  there 
was  noticed  the  formation  of  a  small  quantity  of  an  oil  boiling 
between  282 — 284°,  which  solidified  on  cooling  in  the  form  of  pris¬ 
matic  crystals  of  composition  C6H203,  although  the  principal  product 
of  the  reaction  was  crotonic  acid.  The  former  compound  is  soluble 
in  alcohol  and  ether.  It  dissolves  in  hot  wrater  as  an  anhydride  of  an 
acid  to  form  a  dibasic  acid,  CeLLoCh,  or  ethylidene-diacetic  acid , 
CHMe(CH2.COOH)2,  which  crystallises  in  small  prisms  or  thick 
tables,  melting  at  85°,  soluble  in  water,  alcohol,  and  ether,  sparingly 
soluble  in  benzene  and  chloroform.  By  distillation  it  is  readily 
decomposed  into  wrnter  and  the  anhydride.  Its  lead  and  calcium  salts 
are  crystalline  substances. 

By  the  action  of  aldehyde  on  ethyl  malonate  there  is  formed,  besides 
ethyl  ethylidene-malonate,  CHMe  i  C(COOEt)2,  the  ethyl  salt  oi  ethyl- 
denedimalonic  acid ,  CHMe[CH(COOEt)2]2  (vide  supra )  ;  but  the  yield 
of  the  latter  compound  is  always  small.  It  is  a  golden  coloured  liquid, 
boiling  at  209°  under  a  pressure  of  20  mm.  As  it  may  also  be  obtained 
by  heating  ethylidene  malonate  with  ethyl  malonate,  it  would  appear 
probable  that  its  formation  from  ethyl  malonate  and  aldehyde  is  due 
to  the  combination  of  unaltered  ethyl  malonate  with  ethyl  ethylidene- 
malonate,  thus  : 

CHMe  I  C(COOEt)3  +  CH2(COOEt)2  = 

(COOEt)2CH.CHMe.CH(COOEt)2. 

When  the  ethyl  salts  of  ethylidene  malonate  and  ethylidene  dima- 
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lonate  are  saponified  with  alcoholic  potash,  they  yield  ethylenediacetic 
acid. 

Propylidene-acetic  acid ,  CHEt  !  CH.OOOH,  and  propylidene-diacetic 
acid ,  CHEt(CH2.COOH)2,  are  obtained  simultaneously  by  the  action 
of  propaldehyde  on  malonic  acid  in  the  presence  of  acetic  acid.  The 
former  is  a  colourless  liquid,  resembling  crotonic  acid  in  its  smell ;  it 
boils  between  194°  and  198°;  sp.  gr.  =  0*9922.  Its  silver  salt  is  a 
white,  voluminous,  sparingly  soluble  precipitate.  The  latter,  or 
/3-ethylglutamic  acid,  crystallises  in  white  prisms  which  melt  at  66°, 
easily  soluble  in  water  and  alcohol. 

Chloral  and  ethyl  malonate  react  in  like  manner  to  form  a  con¬ 
densation-product,  ethyl  trichlorethylidene-malonate , 

CCl2.CH:C(COOEt)2, 

a  colourless  viscid  liquid  boiling  at  160 — 164°  under  a  reduced  pressure 
of  23  mm.  V.  H.  V. 

Isopropylsueeinic  or  Pimelic  Acid.  By  W.  Roser  ( Anna7en , 
220,  271 — 278). — By  acting  on  sodium  malonic  ether  with  eth^l 
a-bromoiso  valerate,  the  author  obtained  the  ether 

CHMe2.CH(COOEt).CH(COOEt)2, 

a  clear  liquid  wrhich  distils  at  276 — 278°,  and  has  an  unpleasant  and 
bitter  taste.  The  free  acid  obtained  by  the  saponification  of  the  ether 
wdth  potash,  is  easily  soluble  in  alcohol,  ether,  and  wrater,  and  yields 
monoclinic  needles.  It  melts  at  160°,  evolving  carbonic  anhydride 
at  the  same  time.  The  barium ,  silver ,  lead ,  and  iron  salts  are  very 
sparingly  soluble  in  water.  When  heated  above  its  melting  point, 
this  acid  gives  off  carbonic  anhydride,  and  yields  isopropylsueeinic  acid. 
The  latter  acid  is  easily  soluble  in  alcohol,  ether,  and  wrater.  It  melts 
at  114°,  and  gives  up  wrater  at  a  higher  temperature,  yielding  its 
anhydride,  which  boils  at  245 — 250°.  Its  calcium ,  silver ,  lead ,  copper , 
and  iron  salts  are  sparingly  soluble  in  water.  These  properties  agree 
with  those  of  pimelic  acid  obtained  by  Hlasiwetz  and  Grabowsky 
from  camphoric  acid.  The  identity  of  the  two  acids  is  further  proved 
by  the  equal  solubility  of  their  calcium  salts.  Ammonium  isopropyl- 
succinate,  heated  in  a  stream  of  ammonia,  yields  isopropylsuccinimide , 
CtH^NCK..  This  imide  is  easily  soluble  in  alcohol,  ether,  and  light 
petroleum,  more  sparingly  in  water,  and  crystallises  in  small  needles 
or  tables.  It  melts  at  6(T,  and  distils  undecomposed.  L.  T.  T. 

Gluconic  Acids  from  different  Sources.  By  A.  Herzfeld 
(. Annalen ,  220,  335 — 365). — The  author  has  repeated  the  researches 
of  Barth  and  Hlasiwetz,  Habermann,  Fudakowsky,  Honig,  Kiliani, 
and  Grieshammer  on  the  acids  obtained  by  the  oxidation  of  the  various 
carbohydrates.  He  finds  that  all  the  different  gluconic  and  dextronic 
acids  obtained  by  these  investigators  are  in  reality  identical,  the 
varying  properties  observed  being  due  to  the  presence  of  saccharic 
acid  as  an  impurity.  The  result  is  the  same,  whether  the  primary 
action  on  the  carbohydrate  be  carried  out  wfith  chlorine  or  bromine, 
and  whether  the  halogen  compound  be  decomposed  by  silver  oxide  or 
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the  oxide  of  any  other  metal  (lead,  &c.),  or  by  carbonates  (basic  zinc 
carbonate,  Ac.).  When  bromine  is  used,  saccharic  acid  always  accom¬ 
panies  the  gluconic  acid  formed,  the  quantity  being  largest  when 
zinc  carbonate  is  used  to  decompose  the  halogen  compound. 

Gluconic  acid  forms  a  syrup,  is  monobasic,  and  does  not  reduce 
Fehling’s  solution.  Its  rotatory  power  for  polarised  light  is  [a]D 
=  4-8°. 

Calcium  gluconate ,  (C6H1107)2Ca  +  H20,  crystallises  in  microscopic 
needles.  Barium  gluconate ,  (C6Hu07)2Ba  +  3H20,  crystallises  in 
rhombohedric  scales  which  are  double  refracting,  and  appear  to  belong 
to  the  triclinic  system.  On  longstanding  over  calcium  chloride  these 
crystals  lose  2  mols.  H20.  A  concentrated  solution  of  the  barium 
salt  treated  with  a  large  excess  of  barium  hydroxide  gave  a  flocculent 
precipitate  having  the  constitution  C6H120eBa. 

Contrary  to  the  statements  of  Wachtel,  the  author  was  unable  to 
obtain  mannitol  by  the  reduction  of  gluconic  acid.  Attempts  to  prove 
the  number  of  hydroxyl-groups  in  the  acid  by  converting  it  into  the 
acetyl  compound  were  equally  unsuccessful.  The  author  believes  the 
formula  to  be  most  probably  OH.CH2(CH,OH)4COOH. 

L.  T.  T. 

Antimony  Derivatives  of  Mucic  and  Saccharic  Acids.  By 

D.  Klein  ( Compt .  rend.,  97,  1437 — 1439). — Antimonious  oxide  dis¬ 
solves  in  a  boiling  solution  of  sodium  hydrogen  mucate,  and  on 
evaporation  the  clear  liquid  deposits  a  slightly  gelatinous  amorphous 
salt,  which  is  very  slightly  soluble  in  cold,  but  is  soluble  in  hot  water. 
It  is  purified  by  solution  in  hot  water,  from  which  it  separates  on 
cooling.  When  dried  at  100°,  it  forms  a  white  porous  mass  of  sodium 
muco-antimonite,  C4H4(OH)3(SbO)(COONa).COOH,  analogous  to 
ordinary  tartar  emetic.  At  145°  it  loses  H20,  and  at  185°  it  loses  an 
additional  ^H20.  The  residue  dissolves  in  warm  water,  reproducing 
the  original  salt.  Above  185°  it  turns  brown  and  decomposes.  The 
potassium  salt  is  precisely  similar  in  appearance  and  composition,  and 
can  be  obtained  in  the  same  way. 

Ammonium  hydrogen  mucate  solution  dissolves  antimonic  anhy¬ 
dride,  and  if  the  solution  is  gently  heated  at  about  50°  it  deposits  a 
pulverulent  salt  on  cooling ;  but  if  it  is  boiled,  the  resulting  solution 
filters  slowly,  and  has  all  the  properties  of  colloids,  and  when  concen¬ 
trated  and  cooled,  it  gelatinises.  Solutions  of  sodium  hydrogen 
mucate  and  potassium  hydrogen  mucate  yield  similar  products  when 
boiled  with  antimonic  anhydride.  These  antimony  derivatives  have 
no  appreciable  rotatory  power.  When  a  solution  of  ferric  chloride  is 
added  in  excess  to  a  solution  of  normal  ammonium  mucate,  a  precipi¬ 
tate  is  produced  ;  this  dissolves  in  ammonia,  forming  a  highly  coloured 
solution  which  gelatinises  after  some  days. 

Mucic  acid  is  much  more  soluble  in  a  boiling  solution  of  boric  acid 
than  in  water,  but  no  compound  could  be  obtained  similar  to  that 
formed  by  tartaric  acid,  and  the  solution  has  no  rotatory  power. 

The  acid  saccharates  also  dissolve  antimonious  and  antimonic 
anhydrides.  Potassium  saecharate  appears  to  form  non-crystallisable 
derivatives  with  both  these  oxides.  C.  H.  B. 
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Action  of  Methyl  Iodide  on  Leucine  and  Analogous  Com¬ 
pounds.  By  G.  Koerner  and  A.  Menozzi  ( Gazzetta ,  13,  351 — 358). — 
Tbe  authors  find  that  the  first  product  of  the  action  of  methyl  iodide 
on  amidated  acids  dissolved  in  potash  is  generally  “  the  iodide  of  a 
trimethylated  acid  which  is  at  the  same  time  a  potassium  salt ;  ”  in 
some  cases  this  splits  up  in  the  course  of  the  reaction,  giving  tri- 
methylamine  and  the  potassium  salt  of  a  new  acid.  The  results 
obtained  with  leucine  are  described  in  this  paper,  but  the  authors  also 
state  that  glycocine  gives  the  potassium  salt  of  iodide  of  trimethyl- 
glycocine,  and  that  a-alanine  behaves  in  a  similar  manner.  With 
0-alanine  on  the  contrary  the  iodide  splits  up  during  the  reaction, 
yielding  trimethylamine  (which  forms  trimethylammonium  iodide  with 
the  excess  of  methyl  iodide)  and  the  potassium  salt  of  a  non-azotised 
acid,  behaving  in  this  respect  like  asparagine  and  aspartic  acid. 

When  natural  leucine  obtained  from  casein  is  treated  with  methyl 
iodide  and  potassium  hydroxide,  the  mixture  becomes  warm,  and  a 
slightly  coloured  neutral  liquid  is  ultimately  obtained.  This  is 
evaporated  to  dryness  and  extracted  with  absolute  alcohol,  which 
dissolves  the  potassium  salt  along  with  a  small  quantity  of  potassium 
iodide.  After  two  or  three  crystallisations  from  alcohol,  the  salt 
C5Hio(NMe3I)  COOK  is  obtained  in  very  slender  needles  which  are 
hygroscopic  and  very  soluble  in  water.  When  the  aqueous  solution 
of  this  salt  is  treated  with  a  solution  of  iodine  in  hydriodic  acid,  a 
heavy  oil  is  precipitated  which  after  a  time  solidifies  to  a  mass  of 
metallic  green  crystals  of  periodide  of  trimethyl-leucine.  The  iodide 
of  valero-betaine,  CyH2oN02I,  may  be  obtained  from  this  by  suspending 
it  in  water,  passing  hydrogen  sulphide  in  excess,  filtering  from 
sulphur,  evaporating,  and  crystallising  the  residue  from  alcohol.  The 
betaine  forms  stellate  groups  of  prisms,  very  soluble  in  water,  but 
only  sparingly  in  cold  alcohol.  It  melts  at  191°  with  decomposition, 
evolving  trimethylamine.  The  iodide  can  be  converted  into  the 
chloride  by  treatment  with  silver  chloride.  The  aurochloride , 

C6Hu02.KMe3Cl,AuCl3, 

is  deep  yellow,  and  very  sparingly  soluble  in  water.  It  melts  at  163°. 
The  jp latinochloride,  (C6Hii02.NMe3Cl)2,PtCl4,  is  orange-yellow  and 
sparingly  soluble. 

If  the  potassium  salt  of  the  iodide  of  trimethyl-leucine  is  treated 
with  silver  hydroxide  in  slight  excess,  silver  iodide  is  precipitated, 
and  a  strongly  alkaline  solution  is  obtained  which  has  a  feeble  odour 
of  trimethylamine.  On  distilling  it,  and  heating  the  residue  at  120 — 
130°,  large  quantities  of  trimethylamine  are  given  off,  and  a  residue  is 
left ;  when  this  is  acidulated  with  sulphuric  acid  and  distilled  in  a 
current  of  steam,  oily  drops  pass  over,  having  a  strongly  acid  reac¬ 
tion.  This  acid  has  the  formula  C6Hi0O2,  and  decomposes  carbo¬ 
nates  readily.  It  resembles  hydrosorbic  acid  in  many  points,  but 
does  not  seem  to  be  identical  with  it.  It  boils  at  124 — 127°  under  a 
pressure  of  26  mm.  The  barium,  calcium,  zinc,  and  silver  salts  were 
prepared  ;  the  most  characteristic  salt  is  that  of  cadmium,  which 
crystallises  in  long  prisms  united  in  stellate  groups.  The  acid  unites 
with  hydrobromic  acid,  but  the  author  has  not  yet  examined  the 
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product.  Trimethylamine,  and  the  acid  just  described,  are  not,  how¬ 
ever,  the  only  products  of  this  reaction,  as  the  liquid  left  in  the 
retort,  after  the  steam  distillation,  yields  a  small  quantity  of  a  non¬ 
volatile  acid  when  treated  with  ether;  on  examination  this  was  found 
to  be  leucic  acid. 

When  synthetical  leucine  obtained  from  isovaleraldehyde  is  treated 
with  methyl  iodide  and  potassium  hydroxide  in  the  manner  above 
described,  it  yields  the  potassium  salt  of  the  corresponding  iodide, 
from  which  the  betaine  and  its  salts  may  be  prepared.  When  the  base 
from  synthetical  leucine  is  decomposed  by  heat,  it  yields  trimethylamine 
and  two  acids,  one  volatile,  CeH^C^,  and  the  other  a  non-volatile 
hydroxy-acid,  CgH1203.  It  is  interesting  to  note  that  the  volatile  acid, 
which  must  have  the  constitution  CHMe2.CH  .*  CH.COOH,  is  not  pyro- 
terebic  acid,  which  confirms  the  opinion  recently  expressed  by  Fittig. 
The  author  will  shortly  describe  these  products  more  fully,  and  also 
those  obtained  from  the  leucine  from  normal  valeraldehyde. 

c.  e.  a. 

New  Synthesis  of  Allanto'in.  By  A.  Michael  ( Amer .  GJiern. 

5,  198 — 202). — Allanto’in  is  obtained  by  heating  equal  weights  of 
mesoxalic  acid  and  carbamide  at  110°.  The  remainder  of  the  paper 
consists  of  speculations  on  the  constitution  of  uric  acid. 

a.  j.  a. 

Fluobenzene  and  Fluotoluene.  By  E.  Paterno  and  V.  Oliveri 
( Gazzetta ,  13,  533 — 535). — Fluobenzene,  C6H5F,  is  prepared  by  heat¬ 
ing  in  sealed  tubes  with  strong  hydrochloric  acid  the  potassium  salt 
of  fluobenzenesulphonic  acid,  which  is  formed  from  sulphanilic  acid 
through  the  medium  of  the  diazo-compound  (Lenz,  Per.,  10,  1135, 
and  12,  580).  Fluobenzene  is  a  limpid  liquid,  smelling  like  benzene, 
boiling  at  8*5 — 86°,  and  not  solidifying  at  —  20°.  Vapour-density, 
exp.  3T3  ;  calc.  3’36  [H.  =  1].* 

Fluotoluene ,  C7H7F,  is  obtained  in  like  manner  by  converting 
p-nmidotoluenesulphonic  acid  into  the  diazo-compound  and  decom¬ 
posing  this  with  hydrofluoric  acid.  It  is  a  liquid  having  a  very 
decided  odour  of  bitter  almonds,  and  boiling  at  114°.  H.  W. 

Cymene  from  Homocumic  Acid.  By  E.  Paterno  ( Gazzetta ,  13, 
535 — 537). — Cumic  compounds  contain  isopropyl,  and  cymene  con¬ 
tains  normal  propyl  ;  nevertheless,  in  the  transformations  of  these 
bodies,  the  cumic  compounds  invariably  yield  cymene,  and  cymene  on 
the  other  hand  is  converted  into  cumic  compounds.  The  experiments 
of  Hencki  and  Ziegler,  and  those  of  Jacobsen,  have  shown  that 
cymene,  by  oxidation  in  the  animal  organism,  is  converted  into  cumic 
acid,  and  from  the  recent  investigations  of  Errera  ( Gazzetta ,  13,  421, 
and  p.  300  of  this  volume),  it  appears  that  the  action  of  chlorine  on 

*  The  supposed  fluobenzene  which  Schmidt  and  Gehren  obtained  (J.pr.  Chem.  [2], 
1,  400),  by  distilling  calcium  fluobenzoate  with  lime  was  nothing  but  phenol,  agreeing 
with  that  compound  in  composition,  boiling  point,  and  vapour-density ;  no  attempt 
was  made  by  Schmidt  and  Gehren  to  determine  the  fluorine  supposed  to  be  present. 
Paternd  and  Oliveri,  in  repeating  the  experiment,  obtained  a  considerable  quantity 
of  pure  phenol;  and  after  treating  the  product  with  potash,  they  obtained  a  liquid 
boiling  above  240°,  and  probably  consisting  for  the  most  part  of  diphenyl  oxide. 
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Roiling  eymene  gives  rise  to  cnmyl  chloride,  C]0II13C1,  identical  with 
that  which  is  obtained  from  cumyl  alcohol,  C10HuO.  On  the  other 
hand,  Kraut  ( Annalen ,  192,  224'),  by  heating  cumyl  alcohol  with 
zinc-dust,  obtained  eymene  identical  with  that  from  camphor,  and 
with  that  which  Paterno  and  Spica  prepared  by  reducing  cumyl 
chloride  with  nascent  hydrogen.  Granting  therefore  that  eymene 
contains  normal  propyl,  and  that  the  cumic  compounds  contain  iso¬ 
propyl,  it  follows  that  in  the  reactions  just  cited,  Pra  is  converted 
with  the  greatest  facility  into  PiA  To  throw  further  light  upon  this 
question,  the  author  endeavoured  to  prepare  isocymene  or  isopropyl- 

y - N 

methylbenzene,  CeH^MePr^  =  Me<^  ^)CHMe2,  by  the  distillation 

of  homocumic  acid,  C6H4Me(C:iH6).COOH.  With  this  view,  the 
calcium  salt  of  homocumic  acid  was  distilled  with  lime,  whereby  a 
hydrocarbon  boiling  at  173 — 175°  was  obtained,  convertible  into  a 
sulphonic  acid  the  barium  salt  of  which  dried  at  100°  had  the  com¬ 
position  (CioHisSOajoBajSH^O.  This  shows  that  the  eymene  obtained 
from  homocumic  acid  is  not  p-methylisopropylbenzene,  but  ordinary 
eymene,  i.e .,  p-methylpropylbenzene  :  for  it  is  knowm  that  isocymene 
yields  a  sulphonic  acid  the  barium  salt  of  which  crystallises,  accord¬ 
ing  to  Jacobsen,  with  only  1  mol.  H20. 

This  constancy  of  the  transformation  of  cumic  compounds  into 
ordinary  eymene,  and  the  reverse,  seems  to  indicate  the  identity  of  the 
radicle  C3H7  contained  in  the  two  classes  of  compounds;  but  the 
synthesis  of  propyl-  and  isopropyl-benzene,  and  the  isomerism  of 
cumic  and  normal  propylbenzoic  acids,  are  facts  too  well  established 
to  render  such  a  view  admissible.  H.  W. 

Metabenzyl-toluene,  Metatolyl  Phenyl  Ketone,  Metaben- 
zoyl-benzoie  Acid,  and  their  Reduction  Products.  By  P. 

Senff  (Annalen,  220,  225 — 253). — Metabenzyltoluene  was  obtained 
by  the  action  of  aluminium  chloride  on  a  mixture  of  xylyl  chloride 
and  benzene.  The  best  yield  is  obtained  when  xylyl  chloride  is 
mixed  with  about  6 — 8  times  its  weight  of  benzene,  about  1 — 2  per 
cent,  of  aluminium  chloride  added,  and  the  whole  gently  heated  on 
the  water-bath.  Before  distillation  the  resulting  liquid  must  be 
washed  with  water  to  free  it  from  intermediate  aluminium  compounds. 
The  fraction  passing  over  between  260 — 280°  was  digested  for  five 
hours  with  sodium  to  free  it  from  traces  of  an  oxygenated  compound 
from  which  it  could  not  be  separated  by  fractionating.  Metabenzyl¬ 
toluene  is  a  colourless  liquid,  of  slightly  aromatic  odour,  and  becomes 
viscid  at  low  temperatures.  It  boils  at  275°  (col.  in  vapour)  at 
747  mm.  pressure,  and  has  sp.  gr.  0*997  at  17*5°.  It  is  easily  soluble 
in  alcohol,  ether,  benzene,  chloroform,  and  glacial  acetic  acid.  From 
the  high-boiling  bye-products  the  author  isolated  dixylylbenzene,  a 
yellowish  oil  boiling  at  392 — 396°,  and  soluble  in  alcohol,  ether,  and 
glacial  acetic  acid ;  and  also  a  body  boiling  between  210 — 220°, 
which  he  believes  to  be  dimetJiylanihraeene ,  but  has  not  obtained 
it  quite  pure.  Dinitrometabenzyltoluene  was  prepared  by  the  action  of 
a  large  excess  of  nitric  acid  (sp.  gr.  1*4)  at  90°.  It  melts  at  141°,  is 
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soluble  in  boiling  alcohol,  benzene,  and  glacial  acetic  acid,  and  crys¬ 
tallises  in  long  needles.  Dinitrometatolyl  phenyl  ketone  was  prepared 
by  the  oxidation  of  the  dinitro-body  in  acetic  solution  by  means  of 
chromic  acid.  It  melts  at  145°,  and  is  easily  soluble  in  benzene, 
chloroform,  boiling  acetic  acid,  and  alcohol,  and  crystallises  in  needles 
or  short  prisms. 

Metabenzoylbenzoic  acid ,  C6H4Bz.COOH,  was  obtained  by  the  oxida¬ 
tion  of  the  hydrocarbon  by  means  of  chromic  acid.  The  results  when 
nitric  acid  was  used  were  not  satisfactory.  In  both  cases  the  acid 
obtained  gave  no  constant  melting  point  (the  latter  generally  varying 
between  140  and  144°),  and  consisted  of  a  mixture  of  meta-  and  para- 
acid.  Metatolyl  phenyl  ketone  was  also  produced  in  each  case.  A 
partial  separation  was  effected  by  means  of  the  different  solubility  of 
the  calcium  salts  in  alcohol,  but  it  was  very  imperfect.  A  good  result 
was  obtained  by  converting  the  mixed  acids  into  benzhydrilbenzoic 
acid  by  reduction  with  sodium  amalgam  and  water.  The  sodium  salt  of 
the  meta-acid  crystallised  out,  leaving  that  of  the  para-acid  in  solution. 
The  metabenzhydrily  ben  zoic  acid  is  easily  reoxidised  with  chromic 
acid.  Metabenzoylbenzoic  acid  is  sparingly  soluble  in  cold  water,  more 
easily  in  hot.  Alcohol  and  ether  dissolve  it  readily.  It  crystallises 
from  acetic  acid  or  water  in  needles,  from  dilute  alcohol  in  scales. 
It  dissolves  in  concentrated  sulphuric  acid  without  discoloration.  It 
melts  at  161°,  and  sublimes  at  a  higher  temperature.  The  barium  salt 
is  pretty  freely  soluble  in  water,  sparingly  so  in  absolute  alcohol,  and 
crystallises  under  varying  circumstances  with  2,  3,  and  4  mols.  H20. 
The  calcium  salt  is  soluble  in  water  and  alcohol ;  the  silver  salt  forms 
a  white  amorphous  powder  almost  insoluble  in  water.  The  methyl 
ether ,  prepared  from  the  silver  salt,  crystallises  in  prisms  soluble  in 
alcohol  and  ether,  and  melting  at  62°.  A  much  better  yield  of  ben- 
zoylbenzoic  acid  is  obtained  by  oxidising  the  monobromine-deriva¬ 
tive  (prepared  by  passing  the  vapour  of  bromine  into  benzyltoluene 
heated  to  120 — 130°)  in  place  of  the  hydrocarbon. 

Metabenzhydrilbenzoic  acid ,  CHPh(OH).CfiH4.COOH,  obtained,  as 
already  mentioned,  by  the  reduction  of  benzoylbenzoic  acid,  crystal¬ 
lises  in  small  silky  needles  melting  at  121°,  and  decomposing  at  a 
slightly  higher  temperature.  This  acid  is  easily  soluble  in  alcohol, 
ether,  and  benzene,  and  dissolves  in  sulphuric  acid  to  an  orange  solu¬ 
tion.  The  sodium  salt ,  C14Hn03Na  +  4H20,  crystallises  in  fine  white 
needles,  melting  at  90°  in  their  water  of  crystallisation,  which  they 
lose  at  160 — 180°.  It  is  more  easily  soluble  in  alcohol  than  in  water. 
The  calcium  salt  forms  a  crystalline  powder  containing  5  mols.  H20. 
It  is  easily  soluble  in  alcohol  and  ether.  The  silver  suit ,  Ci4Hn03Ag 
4*  H20,  is  precipitated  as  a  white  powder,  which  is  slightly  soluble  in 
boiling  water  and  crystallises  from  this  solution  in  small  needles. 

Metabenzylbenzoic  acid ,  CH2Ph.C6H4.COOH,  was  obtained  by  the  re¬ 
duction  of  metabenzhydrilbenzoic  acid.  The  reduction  may  be  effected 
by  the  continued  action  of  sodium  amalgam  on  an  alcoholic  solution 
of  the  latter  acid,  but  the  reaction  is  very  slow.  The  best  method  is 
to  heat  benzhydrilbenzoic  acid  with  an  excess  of  hydriodic  acid 
(b.  p.  127°)  in  sealed  tubes  at  170°  for  three  hours;  the  yield  is  very 
nearly  equal  to  theory.  Metabenzylbenzoic  acid  is  easily  soluble  in 
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alcohol,  ether,  and  chloroform,  sparingly  in  cold,  more  easily  in  hot 
water,  and  crystallises  from  the  latter  in  minute  needles.  From 
dilute  alcohol,  it  crystallises  in  scales.  It  melts  at  107 — 108°,  and 
sublimes  at  a  higher  temperature.  It  dissolves  in  concentrated  sul¬ 
phuric  acid  without  discoloration,  and  is  oxidised  by  chromic  acid  to 
metabenzoylbenzoic  acid.  The  calcium  salt  forms  a  crystalline  powder 
containing  1  mol.  H20,  and  is  easily  soluble  in  alcohol  and  water. 
The  barium  salt  crystallises  with  4H20,  and  is  soluble  in  water  and 
alcohol.  The  silver  salt  forms  a  light  white  powder  slightly  soluble 
in  boiling  water  and  alcohol,  and  crystallising  from  these  solutions 
in  small  needles. 

The  author  also  prepared  metabenzylbeuzoic  acid  by  the  action  of 
aluminium  chloride  on  CH2Br.C6H4.COOH  dissolved  in  benzene. 
Toluic  acid  was  obtained  by  oxidising  xylyl  chloride  prepared  from 
ordinary  xylene  with  nitric  acid  (1  vol.  acid  to  3  vols.  water).  This 
acid  was  then  brominated  at  160 — 170°,  so  as  to  insure  the  bromine 
entering  the  Me-group,  and  the  crude  benzylbenzoic  acid  was  purified 
by  conversion  into  the  barium  salt.  The  yield  never  exceeded  50  per 
cent,  of  theory,  so  that  the  reduction  of  the  easily  obtainable  benz- 
hydril benzoic  acid  is  by  far  the  better  method  for  the  preparation  of 
this  acid. 

By  the  oxidation  of  Zinke’s  benzyltoluene  (from  benzyl  chloride, 
toluene,  and  zinc-dust),  and  of  the  products  of  the  action  of  water 
on  benzyl  chloride,  small  quantities  of  ortho-  and  para-benzoylbenzoic 
acid  were  obtained ;  in  the  latter  case  a  trace  of  the  meta-acid  was 
also  detected.  Zinc  chloride  acting  on  a  mixture  of  benzoic  chloride 
and  ethyl  benzoate  yielded  a  little  ethyl  metabenzoylbenzoate,  but  no 
ortho-  or  para-ether.  When  benzyl  chloride  was  substituted  for 
benzoic  chloride  in  the  last  reaction,  only  condensation-products 
from  the  chloride  were  obtained. 

Metaphenyl  tolyl  ketone  is,  as  already  mentioned,  always  amongst 
the  products  of  oxidation  of  benzyl  toluene.  It  is  a  colourless,  slightly 
aromatic  oil,  boiling  at  314 — 316°  (col.  in  vapour  and  bar.  745  mm.). 
Its  density  at  17*5°  is  1*088.  It  is  miscible  with  alcohol,  ether, 
benzene,  chloroform,  and  acetic  acid  in  all  proportions. 

L.  T.  T. 

Quinone.  By  B.  Scheid  ( Annalen ,  218,  195 — 231). — In  order  to 
throw  some  light  on  the  constitution  of  the  quinones,  the  author 
has  studied  the  action  of  phosphorus  pentachloride  and  oxychloride, 
acetic  chloride,  and  other  substances  on  it. 

With  quinone  phosphorus  pentachloride  forms  monochloroquinol, 
together  with  smaller  quantities  of  dichloroquinol,  the  former  of  which 
is  readily  converted  into  monochlorquinhydrone.  Phosphorus  oxy¬ 
chloride  gives  monochloroquinol  only.  By  the  action  of  phosphorus 
pentachloride  on  quinol,  a  product  intermediate  between 

C6H4.OPCi2.OH  and  C6H4(0PC12)2 

is  obtained,  formed  by  the  successive  replacements  of  hydroxyl  group¬ 
ings  by  the  (OPCl2)  group  thus  : — 

C6H4(OH)2  +  PC13  =  C6H4(OH).OPCl2  +  HC1 
and  C6H4(OH).OPCl2  +  PC13  =  C6H4(0PC12)2  +  HC1. 

YOL.  XLYI.  2  g 
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Qninol  is  reformed  on  decomposing  the  mixed  product  with  water. 

Acetic  chloride  acting  on  quinone  or  monochloroquinol  produces 
monochlorodiacetylqninol,  with  evolution  of  hydrochloric  acid,  in 
accordance  with  the  equation  C6H402  -f-  2AcCl  =  C6H3C1(OAc)2  -f- 
HC1.  It  would  appear  probable  from  the  above  reaction  that 
quinone  has  an  oxygen-atom  combined  with  carbon  only,  whilst  the 
other  is  combined  with  carbon  and  hydrogen  (the  hydroxyl -group).  It 
would  thus  have  the  constitution  of  a  glycide  phenol,  thus — 


HC 

HC 


CH 

/%C 


o 


\/c 

C.OH 


The  other  formulae  proposed  for  quinone,  in  which  the  oxygen  is 
combined  with  the  carbon  as  in  a  ketone,  or  the  two  oxygen-atoms 
are  combined  with  another  thus  :  EEC — 0 — 0 — CEE,  would  involve 
the  intermediate  formation  of  compounds — 


— C — OAc 
— C— OC1 


or 


-c< 


OAc 

Cl 


-c< 


O  Ac 
Cl 


and  the  subsequent  interchange  of  hydrogen  for  chlorine  in  the 
hydrocarbon  grouping. 

By  the  action  of  acetic  chloride  or  anhydride  on  quinol,  diacetyl- 
quinol  is  also  formed. 

Quinone  was  also  treated  with  potash,  water,  cai'bon  oxychloride, 
and  sulphuryl  hydroxychloride,  but  the  results  were  unsatisfactory. 

V.  H.  Y. 


Quinone.  By  0.  Hesse  ( Annalen ,  220,  365 — 367). — Scheid 
( Annalen ,  218,  217)  contends  that  the  evolution  of  hydrochloric  acid 
by  the  action  of  acetic  chloride  on  quinone  proves  the  presence  of  a 
hydroxyl-group  in  the  latter  body.  The  author  believes  that  this 
reaction  is  rather  to  be  explained  according  to  the  equations : 

(i.)  C6H402  +  2AcCl  =  C6H4(OAc)2  +  2 Cl 
(ii.)  CbH4(OAc)2  +  Cl2  =  HC1  +  C6H3C1(0AE)2, 

and  is  thus  similar  to  the  production  of  chloroquinol  from  quinone 
and  hydrochloric  acid.  He  believes  that  the  acetyl-derivatives  of 
quinone  said  to  have  been  obtained,  are  really  derivatives  of  quinol 
formed  by  the  decomposition  of  quinone.  Acetic  anhydride  brings 
about  this  decomposition  only  at  temperatures  above  200°,  but  quinone, 
in  an  aqueous  solution  of  sodium  acetate,  is  slowly  decomposed  at 
ordinary  temperatures,  a  part  being  converted  into  quinol ;  the  acetate, 
however,  remains  unchanged.  The  decomposition  takes  place  more 
rapidly  if  the  solution  is  heated.  L.  T.  T. 
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Trichloroquinone-chlorimide,  Tri-  and  Tetra-chloroquinone. 

By  M.  Andresen  (J.  pr.  Chem.  [2],  28,  422 — 436). — Former  research 
has  shown  (Abstr.,  1882,  400)  that  by  the  action  of  aniline  on  tri¬ 
chloroquinone,  dichloroquinone-dianilide  is  formed,  and  not  as  Schultz 
and  Knapp  ( Annalen ,  210,  181)  have  stated,  monochloroquinone- 
dianilide.  By  the  action  of  aniline  on  tetrachloroquinone  and  tri- 
chloroquinone-chlorimide  dichloroquinone- dianilide  is  also  formed, 
along  with  the  compound  monochlorodianilide-phenylquinoneimide, 
(?)C6Cl(NHPh)2ONPh.  This  latter  substance  is  obtained  in  quantity 
by  adding  aniline  to  dichloroquinone-chlorimide  in  the  proportion  of 
5  mols.  to  1.  It  crystallises  from  hot  alcohol  in  long  needles 
melting  at  195°.  Nitrous  acid  passed  into  the  alcoholic  solution  con¬ 
verts  it  into  anitroso-compound  crystallising  in  green  plates,  which  in 
pure  alcohol  are  immediately  reconverted  into  the  original  substances. 
Unlike  dichloroquinone-dianilide  it  is  not  decomposed  by  boiling  with 
alkalis  in  aqueous  solution,  but  on  adding  alcohol  a  reaction  does  take 
place,  and  it  dissolves  to  a  red-coloured  solution  of  a  disodium  com¬ 
pound,  C24Hr,ClN3ONa2.  On  evaporation,  this  sodium  compound 
crystallises  in  red  needles,  which  dissolve  in  pure  alcohol  with 
immediate  separation  of  the  original  substance.  By  the  action  of 
hydrochloric  acid  in  alcoholic  solution,  it  is  decomposed  with  separa¬ 
tion  of  aniline  into  monochloroquinone- dianilide,  which,  however, 
differs  from  that  obtained  by  Schultz  and  Knapp. 

Hydrochloric  and  hydrobromic  acids  have  a  reducing  action  on  tri¬ 
chloroquinone-chlorimide.  On  treating  the  substance  dissolved  in  pure 
benzene  with  dry  hydrochloric  acid  gas,  trichloroquinonimide  hydro¬ 
chloride  is  formed,  whilst  chlorine  is  given  off.  This  body  is  decom¬ 
posed  by  water  into  ammonium  chloride  and  trichloroquinone.  On 
treating  trichloroquinone-chlorimide  directly  with  hydrochloric  acid 
in  aqueous  solution,  it  is  decomposed  into  trichloroquinone,  ammonium 
chloride,  and  chlorine,  part  of  the  chlorine  being  given  off  and  part 
converting  some  of  the  trichloroquinone  into  tetrachloroquinone. 
Hydrobromic  acid  acts  in  an  analogous  way,  yielding  trichloroquinone, 
ammonium  chloride,  bromine,  and  some  bromotrichloroquinone. 

A.  B. 


Diiodoquinone  and  Diiodoquinone-chlorimide.  ByR.  Seifert 
(J.  pr ,  Chem .  [2],  28,  437 — 438). — Hiiodoparanitrophenol  (Korner, 
ibid .,  1868,  324)  yields  diiodoparamidophenol  by  reduction  with  tin 
and  hydrochloric  acid.  If  this  is  suspended  in  a  slightly  acid  solution 


and  treated  with  chloride  of  lime  solution,  it  yields  diiodoquinone- 
chlorimide,  C6H2I2<^>01,  melting  at  123°,  but  decomposing  at  a 


higher  temperature.  With  dimethylaniline  it  yields  diiodoquinone- 
dimethylanilide,  analogous  to  trichloroquinoue-dimethylanilide  (Abstr., 
1882,  400).  Chromic  mixture  oxidises  diiodoparamidophenyl  sulphate 
to  diiodoquinone,  C6H2I202,  crystallising  from  hot  alcohol  in  yellow 
prisms,  and  melting  at  178°.  By  boiling  with  stannous  chloride,  it 
yields  diiodoquinol,  crystallising  from  hot  aqueous  solution  in  long 
white  needles,  and  melting  at  145°  ;  ferric  chloride  reconverts  it  into 
the  diiodoquinone.  The  author  is  continuing  his  research  on  these 
compounds.  A.  B. 
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Arbutin.  By  H.  Schiff  ( Gazzetta ,  13,  538 — 513  ;  also  Annalen , 
221,  365 — 379). — The  author  has  already  stated  (Gazzetta,  11,99; 
Abstr.,  1881,  610)  that  he  did  not  succeed  in  separating  raethylarbutin 
from  arbutin,  either  by  the  use  of  solvents  or  by  partial  fusion  of  the 
natural  mixture  of  these  two  glu cosides.  Afterwards  he  obtained 
methylarbutin  by  the  action  of  methyl  iodide  on  a  solution  of  natural 
arbutin  in  caustic  potash  ( Ber .,  15,  1841 ;  and  1883,  Abstr.,  60)  ; 
and  in  order  to  compare  this  methylarbutin  with  the  natural  com¬ 
pound  and  separate  the  latter  from  arbutin,  he  has  endeavoured  to 
introduce  a  higher  alcohol-radicle  into  arbutin,  and  thereby  trans¬ 
form  it  into  a  compound  considerably  less  soluble  than  methylarbutin. 
The  treatment  of  arbutin  with  isopentyl  bromide  (amyl  bromide J 
did  not  yield  the  desired  result,  as  oily  bodies  were  formed  at  the 
same  time,  which  impeded  the  crystallisation,  and  could  not  easily  be 
removed.  The  isopentylarbutin  produced  in  this  reaction  crystallised 
in  needles  and  was  resolvable  into  glucose  and  isopentylquinol,  an 
oily  liquid,  convertible  by  cold  dilute  nitric  acid  into  a  nitro- deri¬ 
vative  which  crystallised  in  small  yellow  needles,  melting  at  the  heat 
of  boiling  water,  and  forming  a  dark  orange- coloured  crystalline 
compound  with  ammonia. 

The  separation  of  the  methylarbutin  was  more  easily  effected  by 
converting  the  arbutin  into  benzylarbutin,  viz.,  by  the  action  of 
benzyl  bromide  and  potassium  hydroxide  on  natural  arbutin,  whereby 
the  benzylarbutin  is  precipitated  almost  completely  in  the  form  of  a 
crystalline  mass.  The  filtered  solution  is  then  evaporated  and  the 
methylarbutin  is  extracted  from  the  residue  with  absolute  alcohol, 
decolorised  with  animal  charcoal,  and  purified  by  recrystallising 
it  several  times  from  water.  Natural  methylarbutin  thus  prepared, 
crystallises  in  long  white  needles,  having,  like  the  artificial  compound, 
the  formula  Ci3Hi807,H20,  melting  at  174°,  and  recrystallising  at 
120 — 125°.  The  artificially  prepared  compound,  probably  more  free 
from  impurities,  melted  at  175 — 176°.  Natural  methylarbutin  does 
not  give  a  blue  colour  with  ferric  chloride,  does  not  reduce  potassio- 
cupric  solutions,  and  behaves  in  every  way  like  the  artificial  com¬ 
pound,  with  which  it  is  doubtless  identical. 

Benzylarbutin ,  C19H22O7H2O  =  CeHnOs.O.CeHi.O.CHaPhjHaO,  pre¬ 
pared  as  above,  dissolves  in  530  pts.  water  at  23°,  much  more  freely 
in  boiling  water,  and  crystallises  therefrom  on  cooling  in  branches  of 
small  colourless  needles  which  melt  at  161°,  give  off  1  mol.  H20, 
and  may  be  heated  to  250°  without  alteration  beyond  a  slight  brown 
coloration.  It  does  not  reduce  potassio-cupric  solutions,  unless  pre¬ 
viously  heated  with  dilute  sulphuric  acid,  in  which  case  it  is  easily 
resolved  into  glucose  and  benzylquinol. 

Benzijlquinol ,  HO.C6H4.OC7H7,  thus  prepared,  separates  almost  com¬ 
pletely  on  cooling,  being  much  less  soluble  in  cold  water  than  benzyl¬ 
arbutin.  It  dissolves  readily  in  alcohol,  ether,  benzene,  and  boiling 
water,  and  separates  from  the  latter  in  large  scales,  having  a  brilliant 
silvery  lustre,  melting  at  121 — 122'5°,  re  crystallises  at  about  110°,  and 
is  identical  in  every  respect  with  the  compound  which  Pellizzari  has 
obtained  by  the  action  of  benzyl  bromide  on  quinol  (p.  437  of  this 
volume) . 
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Benzylnitroarbutin ,  C19H2i(N02)07,  is  prepared  by  gradually  adding 
finely  pulverised  benzylarbutin  to  strong  colourless  nitric  acid,  avoiding 
all  rise  of  temperature.  It  then  dissolves  readily  and  in  large 
quantity  without  emission  of  red  vapours,  and  the  solution  after  some 
hours  deposits  a  crystalline  mass,  which  by  two  crystallisations  from 
water  containing  a  little  acetic  acid,  yields  benzylnitroarbutin  in 
yellowish  needles,  acquiring  a  somewhat  darker  colour  when  dried 
in  the  air,  especially  in  the  ammoniacal  atmosphere  of  a  laboratory. 
It  is  less  soluble  in  cold  water  than  benzylarbutin.  The  crystals  con¬ 
tain  1  mol.  water,  which  they  give  off  at  110—115°,  and  the  anhydrous 
compound  melts  at  142—143°,  at  the  same  time  turning  brown  and 
decomposing. 

Benzylnitroquinol ,  H0.C6H3(N02).0C7H7,  is  formed  by  heating  an 
aqueous  solution  of  benzylnitroarbutin  with  dilute  sulphuric  acid,  and 
crystallises  from  boiling  water  in  long  gold-coloured  needles,  melting 
with  complete  decomposition  at  156 — 158°.  With  ammonia  it  forms 
a  compound  which  crystallises  in  shining  scales  having  the  colour  of 
cinnabar.  The  potassium-compound  forms  red  needles. 

When  benzylquinol  is  treated  with  nitric  acid,  without  previous 
separation  from  benzylarbntin,  the  process  being  otherwise  conducted 
exactly  as  above  directed,  gold-coloured  needles  are  obtained,  agreeing 
with  those  just  described  in  every  respect,  excepting  that  they  melt  at 
137°  without  decomposition,  the  fused  mass  recrystallising  as  it  cools. 

The  nitro-derivatives  of  benzylquinol  obtained  by  the  author,  and 
that  of  dibenzylquinol  obtained  by  Pellizzari  (p.  437),  may  be  repre¬ 
sented  by  the  following  constitutional  formula  : — 

Benzylnitroquinol .  C6.OH.  N02.H.0C7H7.H.H 

Benzyldinitroquinol  ....  C6.OH.  N02.H.0C7H7.H.lSr02 
Dibenzylnitroquinol  ....  C6.0C7H7.N02.H,0C7H7.H.H. 

H.  W. 

Experiments  on  the  Preparation  of  Nitropheneto'il.  By  H. 

Kolbe  (J.  £>r.  Chem.  [2],  28,  62 — 63). — In  a  previous  paper  on  “A 
Simple  Method  for  Preparing  Phenetoil”  (Abstr.,  1883,  1113),  it  was 
remarked  that  probably  nitropheneto’il  might  be  obtained  by  heating 
a  salt  of  hydrogen  ethyl  sulphate  with  sodium  nitrophenate  as  easily 
as  phenetoil  is  prepared  from  potassium  ethyl  sulphate  and  sodium 
phenate.  On  making  the  experiment  in  open  apparatus,  it  was  found 
that  but  very  little  product  was  obtained,  either  from  ortho-  or  from 
para-nitrophenol,  and  on  employing  sealed  tubes,  these  exploded 
before  the  temperature  had  reached  150°.  H.  B. 

Ethylene  Ethers  of  the  Nitrophenols  and  Hydroxybenzoic 
Acids.  By  E.  Wagner  ( J. .  pr.  Chem.  [2],  27,  199 — 230). — Wed- 
dige  (Abstr.,  1881,  1136)  has  shown  that  when  ethylene  bromide 
acts  on  the  sodium -derivative  of  mononitrophenol,  two  different  com¬ 
pounds  are  produced,  the  ether,  (N02.C6H40)2C2H4,  and  the  brom- 
hydrin,  NOo.CeH^O.CaH^Br.  It  is  the  former  compound  and  some  of 
its  derivatives  which  form  the  subject  of  the  first  part  of  the  author’s 
paper. 

Ethylene  Amidophenyl  Ethers . — The  ethylene  nitrophenyl  ethers 
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used  in  preparing  tliese  compounds  were  obtained  by  beating  ethylene 
bromide  (1  mol.)  with  the  sodium  nitrophenate  (2  mols.)  at  140°. 
The  product  is  treated  with  alcohol,  the  insoluble  residue  washed 
with  cold  water  to  remove  sodium  bromide,  and  then  with  boiling 
alcohol  to  remove  the  last  traces  of  the  bromhydrin  produced  at  the 
same  time ;  the  nearly  pure  nitro-ether,  which  remains  as  a  white 
pulverulent  mass,  is  sparingly  soluble  in  benzene  and  almost  insoluble 
in  cold  alcohol.  The  melting  points  of  the  three  isomerides  are  as 


follows : — 

Ethylene  orthonitropbenyl  ether  . .  163° 

Ethylene  metanitrophenyl  ether .  139° 

Ethylene  paranitrophenyl  ether  .  143° 


The  amido-ethers  are  .obtained  from  the  corresponding  nitro-ethers 
by  reduction  with  tin  and  hydrochloric  acid ;  as  the  mixture  cools,  the 
tin  double  salt  of  the  amido-ether  separates  in  large  colourless  crystals, 
which  are  sparingly  soluble  in  cold  water,  but  easily  in  hot  water 
acidified  with  hydrochloric  acid.  The  dilute  solution  of  the  tin  salt  is 
decomposed  by  hydrogen  sulphide,  and  filtered  from  the  stannous 
sulphide,  which  must  be  well  washed  with  boiling  water  to  dissolve 
out  adhering  amido- hydrochloride,  and  the  filtrate  and  washings  con¬ 
centrated  as  rapidly  as  possible,  as  the  araido-compound  is  easily 
oxidised.  As  the  dark  solution  cools,  it  deposits  the  hydrochloride  of 
the  ethylene  amido-ether  in  tufts  of  long  plates  in  the  case  of  the 
ortho-,  and  needles  in  the  case  of  the  meta-compound.  On  adding 
sodium  carbonate  to  the  aqueous  solution  of  the  crude  hydrochloride, 
the  base  is  separated  in  the  free  state,  and  after  being  collected  on  a 
vacuum-filter  and  washed  with  a  little  water,  it  is  purified  by  one  or 
two  crystallisations  from  hot  absolute  alcohol.  Ethylene  orthamidopheuyl 
ether ,  (NHs.CeH^O^OaH^  crystallises  from  hot  alcohol  or  water  in 
lustrous  white  or  reddish  rhombic  plates  which  melt  at  128°.  It  is 
insoluble  in  cold  water,  but  easily  soluble  in  most  of  the  usual 
solvents.  It  is  diacid,  and  dissolves  easily  in  acids,  forming  crys¬ 
talline  salts.  Ethylene  paramidophenyl  ether  crystallises  in  needles 
which  melt  at  168 — 172°.  It  is  easily  soluble  in  benzene,  but  differs 
from  its  isomeride  in  being  sparingly  soluble  in  chloroform  and  ether. 
Ethylene  metamidophenyl  ether  forms  reddish  prisms  which  melt  at 
135°,  and  resembles  the  para- compound.  The  reactions  of  these  three 
bases  with  various  reagents  are  given  in  the  accompanying  table. 

Para -ether. 

Indigo-blue 
Ditto 

Cherry-red  colour 
Intense  blue-violet 
coloration  and  for¬ 
mation  of  quinone 

Ethylene  orthamidophenyl  ether  hydrochloride  is  obtained  pure  by 


H2S04,  cold  . 

H2S04,  hot . 

Fe2Cl6  . . 

Chromic  mixture  .  . . 


Ortho-ether. 

Blue-black  colour . . 

Dirty  violet  colour 

Sepia  brown 
Alizarin -red  colour 


Meta-ether. 


Dark-brown  colora¬ 
tion 

Dark -brown  colora- 
ation 

Brownish -black 
Ditto 
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dissolving  the  base  in  warm  dilute  hydrochloric  acid;  on  cooling,  it 
crystallises  out  in  stellate  groups  of  silvery,  flat  needles,  containing 
2  mols.  H20.  When  heated  at  110 — 150°,  part  of  the  salt  sublimes 
in  woolly  needles,  but  the  greater  part  is  destroyed.  On  adding 
platinic  chloride  to  the  aqueous  solution  of  the  hydrochloride,  a 
golden-yellow  crystalline  precipitate  of  the  platinochloride  is  produced, 
but  it  rapidly  alters  and  decomposes.  The  other  salts  of  the  base 
may  be  prepared  in  a  manner  similar  to  the  hydrochloride.  Of  these 
the  sulphate  is  the  least  soluble  in  water,  whilst  the  acetate  is  very 
soluble.  The  oxalate  and  nitrate  were  both  prepared,  and  are  crystal¬ 
line.  Ethylene  acetyl- orthamidophenyl  ether ,  (NH^.C6H40)3C2H4,  is 
formed  by  the  action  of  acetic  anhydride  on  the  base;  the  brown 
crystalline  product  is  treated  with  alcohol  to  remove  unaltered  base, 
and  crystallised  from  boiling  aniline.  It  forms  long  needles  which 
melt  at  226°.  It  may  also  be  prepared  by  heating  the  base  with 
excess  of  glacial  acetic  acid  at  160°  for  some  hours.  W  hen  heated 
in  a  retort  it  is  decomposed,  a  dark  yellow  oil  passing  over,  whilst  a 
carbonaceous  residue  is  left.  The  distillate  consists  of  the  free  base, 
and  a  yellow  oil  of  penetrating  odour  and  very  high  boiling  point, 
but  no  anhydro-base  is  formed;  attempts  to  obtain  a  body  of  this 
class  by  the  action  of  benzaldehyde  on  the  base  and  on  its  hydro¬ 
chloride  were  also  unsuccessful. 

Ethylene  paramidophenyl  ether  hydrochloride,  prepared  in  a  similar 
manner  to  the  salt  of  the  ortho-base,  crystallises  in  long  colourless 
slender  needles,  which  contain  no  water  of  crystallisation ;  it  is  easily 
soluble  in  water.  The  sulphate  is  sparingly  soluble ;  the  nitrate  and 
oxalate  were  also  prepared. 

Ethylene  metamidophenyl  ether  hydrochloride  closely  resembles  the 
para-salt.  The  sulphate,  nitrate,  and  oxalate  were  also  prepared. 
On  adding  a  concentrated  solution  of  the  nitrate  of  the  meta-base  to 
a  solution  of  diazobenzene  nitrate,  it  becomes  first  yellow,  then  red, 
and  after  a  time  deposits  a  red  amorphous  substance  analogous  to 
chrysoidine  in  its  properties,  capable  of  dyeing  silk  orange-yellow. 
On  adding  sodium  carbonate  to  a  hot  solution  of  the  dye,  a  few  dirty 
yellow  flocks  are  thrown  down,  which,  after  recrystallisation  from 
boiling  water,  form  yellow  scales  melting  at  133 — 136°  ;  analysis, 
however,  showed  that  they  were  merely  the  original  metamidophenyl 
ether  coloured  by  the  yellow  azo-dye. 

Part  II  of  the  paper  gives  a  description  of  ethylenephenol-oxy- 
benzoic  acids  and  some  of  their  derivatives. 

Ethylic  ethylene-orthonitrophenol-orthoxybenzoate ,* 
N02.C6H40.C2H4.0C6H4.C00Et, 

is  prepared  by  digesting  ethylic  potassium  salicylate  with  bromethyl- 
ene  orthonitro phenyl  ether  in  alcoholic  solution  for  some  days  ;  the 
alcoholic  solution  is  then  poured  off  from  the  solid  residue  consisting 
of  salicylethylene  orthonitrophenol  ether  and  potassium  bromide,  the 
alcohol  removed  by  evaporation,  and  the  residue  freed  from  ethylic 

*  Ethylene-orthonitrophenol-orthoxybenzoic  acid, 

N02.C6H4O.C2H4.OC6H4.COOH, 

might  be  more  consistently  named  ortlionitrophenoxethylene-orthoxybenzoic  acid, 
and  the  nomenclature  of  the  other  acids  changed  in  a  similar  manner. — C.  E.  Gh 
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salicylate  by  steam -distillation ;  the  yellow  viscous  oily  residue  con¬ 
tains  the  ether  in  small  quantity;  it  may  be  extracted  by  warm  dilute 
alcohol,  but  the  author  was  unable  to  obtain  it  in  a  state  of  purity. 
It  is  a  yellow  powder,  consisting  of  microscopic  needles  which  melt 
at  about  100°,  insoluble  in  water,  but  soluble  in  most  of  the  usual  sol¬ 
vents.  It  is  saponified  by  boiling  with  soda-solution,  yielding  a 
sodium  salt  of  the  corresponding  acid,  but  the  greater  portion  of  the 
substance  undergoes  further  decomposition.  The  acid  may,  however, 
be  obtained  from  the  yellow  viscous  oil  previously  mentioned  by 
heating  it  for  several  days  at  130 — 140°  with  concentrated  hydro¬ 
chloric  acid  (6 — 8  parts),  repeating  the  treatment  several  times.  On 
treating  the  oily  product  with  soda,  the  acid  is  dissolved,  and  may  be 
precipitated  by  acids  in  reddish-brown  flocks,  which  crystallise  from 
hot  alcohol  in  small  yellow  needles  melting  at  142 — 148°.  The  yield, 
however,  is  very  small. 

When  the  soiid  residue  of  potassium  bromide  and  salicylethylene 
orthonitrophenol  ether ,  OH.CeH4.COO.C2H4.C6H4.NO2,  mentioned  above, 
is  washed  with  cold  water,  the  ether  is  left  behind,  and  may  be  puri¬ 
fied  by  repeated  crystallisation  from  boiling  alcohol,  when  it  is  obtained 
in  transparent  yellow  plates  melting  at  106°.  It  is  decomposed  by 
soda  solution  or  when  heated  with  concentrated  hydrochloric  acid, 
salicylic  acid  and  an  oily  body  being  produced.  When  treated  with 
tin  and  hydrochloric  acid  it  dissolves  easily,  yielding  salicylic  acid 
and  the  hydrochloride  of  a  base,  NH2.CeH4O.C2H4. OH.  The  free  base 
forms  small  colourless  plates  which  melt  at  90°,  and  rapidly  become 
brown  on  exposure  to  the  air. 

When  ethylene-orthonitrophenol-oxybenzoic  acid  is  reduced  with 
tin  and  hydrochloric  acid,  it  yields  the  salt  of  the  corresponding 
amido-acid,  from  which  the  hydrochloride  may  be  obtained  in  the 
usual  way;  this  forms  small  colourless  needles  melting  at  177°, 
whilst  the  free  amido-acid  crystallises  in  small  thick  colourless  prisms 
melting  at  110°. 

Ethylic  Ethylene-paranitrophenol-orthoxybenzoate ,  obtained  from 
bromethylene  paranitrophenol  ether  in  a  manner  similar  to  the  cor¬ 
responding  ortho- com  pound,  crystallises  in  long  thick  pale  yellow 
needles  melting  at  81°,  whilst  the  free  acid  forms  long  colourless 
needles  melting  at  132°;  its  salts  are  colourless.  The  salicylethylene 
paranitrophenyl  ether ,  corresponding  in  composition,  mode  of  forma¬ 
tion,  and  properties  with  the  isomeric  ortho- compound  previously 
described,  melts  at  131°. 

Ethylic  potassium-parahydroxybenzoate  reacts  sharply  with  brom¬ 
ethylene  ortho-  and  para-nitrophenyl  ethers,  yielding  a  series  of 
compounds  analogous  to  those  obtained  with  salicylic  acid. 

Ethylic  ethylene-orthonitrophenol-paroxybenzoate  forms  yellow  lustrous 
plates  melting  at  103° ;  it  yields  orthonitraniline  when  heated  with 
ammonia  at  140°.  The  free  acid  obtained  by  heating  the  ethylic  salt 
with  hydrochloric  acid  crystallises  in  colourless  needles  melting  at 
205 — 207°.  The  amido-acid  forms  broad  needles  melting  at  185°. 

Ethylic  ethylene-paranitrophenol-paroxybenzoate  melts  at  131°,  and 
the  free  acid  at  218° ;  it  is  reduced  by  tin  and  hydrochloric  acid,  but 
the  corresponding  amido-acid  could  not  be  isolated. 
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Ethylic  ethylene-plienolparoxybenzoate ,  OPh.CoH^OCeHi.COOEt, 
is  formed  by  the  action  of  bromethylene  phenyl  ether  on  ethylic 
potassium-parahydroxybenzoate  ;  it  crystallises  in  colourless  shining 
plates  which  melt  at  81°,  and  on  saponification  yields  the  potassium 
salt  of  the  ethylene-phenolparoxybenzoic  acid.  The  free  acid  crys¬ 
tallises  from  hot  alcohol  in  long  silky  needles  melting  at  about  196°, 
sparingly  soluble  in  benzene  and  chloroform.  The  properties  of  the 
various  isomerides  described  in  the  paper  are  there  given  in  tabular 
form  for  comparison.  C.  E.  G. 

Benzylic  Ethers  of  the  Dihydroxybenzenes.  By  G.  Pelliz- 
zari  ( Gazzetta ,  13,  501  —  507;  also  Annalen,  221,  365 — 379). — 
1 .  Benztlquinols. — These  compounds,  C6H5(C7H7)02and CeH^ChH^Ch, 
are  formed  when  quinol  dissolved  in  a  small  quantity  of  alcohol,  and 
benzyl  bromide,  in  molecular  proportions,  are  made  to  act  on  one 
another  in  presence  of  alcoholic  potash.  The  action  commences  at 
ordinary  temperatures,  and  is  quickly  completed  on  heating,  the  solu¬ 
tion  turning  brown  and  depositing  crystals  of  potassium  bromide. 
When  all  the  benzyl  bromide  is  decomposed,  a  small  quantity  of  sul¬ 
phuric  acid  is  added  and  then  water,  whereby  a  crystalline  substance 
is  thrown  down,  part  of  which  is  dissolved  out  by  alcohol,  together 
with  the  whole  of  the  colouring  matter,  while  a  nearly  white  substance 
remains  behind. 

Monobenzylquinol ,  C6H4(OC7H7).OH  [OC7H7  :  OH  =  1  :  4],  is 
the  portion  of  the  product  which  dissolves  in  alcohol.  It  may  be 
freed  from  colouring  matter  by  recrystallisation  from  boiling  alcohol, 
and  is  deposited  therefrom  on  cooling  in  silvery  laminae  melting  at 
122°,  very  soluble  in  alcohol,  ether,  chloroform,  and  benzene,  slightly 
soluble  in  boiling  water,  extremely  soluble  in  aqueous  potash.  The 
compound  thus  prepared  agrees  in  every  respect  with  the  benzyl- 
quinol  which  H.  Schiff  obtained  from  benzylarbutin. 

Dibenzylquinol,  C6H4(OC7H7)2,  is  the  white  crystalline  substance 
above  mentioned,  sparingly  soluble  in  alcohol.  When  dissolved  in 
boiling  alcohol,  it  separates  on  cooling  in  beautiful  shining  laminae, 
melting  at  130°,  insoluble  in  water  and  in  aqueous  potash,  moderately 
soluble  in  benzene,  ether,  and  chloroform. 

Benzyldinitroquinol ,  C6H2(N02)2(OC7H7).OH,  is  prepared  by  throw¬ 
ing  pulverised  monobenzylquinol  by  small  portions  into  cooled  strong 
nitric  acid,  and  crystallises  from  alcohol  in  splendid  golden-yellow 
laminae,  soluble  in  ether,  benzene,  and  boiling  water,  melting  at  137°. 
When  treated  with  potash,  it  forms  red  needles  of  a  potassium  deriva¬ 
tive  which,  when  left  in  a  vacuum,  give  off  1  mol.  crystal-water,  their 
cinnabar-colour  changing  at  the  same  time  to  a  dark-red  colour,  with 
splendid  metallic  reflex.  On  exposure  to  the  air,  the  compound 
recovers  its  molecule  of  water  and  its  original  colour.  It  detonates 
strongly  when  heated. 

When  dry  ammonia-gas  is  passed  over  the  dinitro- compound  con¬ 
tained  in  a  tube,  the  substance  becomes  heated  and  assumes  a  fine 
blood-red  colour,  which,  if  the  passage  of  the  gas  be  continued,  slowly 
changes  to  a  brick-red ;  but  on  subsequently  passing  a  current  of  dry 
air  over  the  product,  the  original  blood-red  colour  is  restored.  These 
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changes  indicate  the  formation  of  two  different  compounds,  and 
analysis  shows  that  the  brick-red  substance  has  the  composition 

while  the  blood-red  compound  contains  a  double  proportion  of 
ammonia,  being  represented  by  the  formula 

C6H2(^02)2(0C7H7).0H,2NH3. 

The  monammonia  compound  is  stable,  and  may  be  recrystallised 
without  alteration,  whereas  the  diammonia  compound  is  stable  only 
in  an  atmosphere  of  ammonia. 

Dibenzylnitroquinol ,  C6H3(N02)(0C7H7)2,  is  formed  on  throwing 
finely  pulverised  dibenzylquinol  into  strong  nitric  acid,  and  applying 
a  gentle  heat,  whereupon  the  mass  assumes  a  lemon-yellow  colour, 
and  when  crystallised  from  alcohol,  yields  long  yellow  needles  of  the 
dinitro-compound.  This  body  does  not  contain  a  free  hydroxyl-group, 
and  consequently  does  not  yield  any  metallic  derivatives. 

On  treating  the  two  nitro-compounds  dissolved  in  acetic  acid  with 
stannous  chloride,  the  formation  of  amido-compounds  was  indicated 
by  the  red  colour  which  the  products  gave  with  furfural ;  but  their 
stannochlorides  were  too  soluble,  and  their  hydrochlorides  too  un¬ 
stable,  to  admit  of  quantitative  determination. 

Benzyl-resorcinols. — Dibenzylresorcinol ,  CrH4(OC7H7)2  [1  :  3], 
is  prepared  like  the  corresponding  quinol  derivative,  and  separates 
from  solution  in  hydrochloric  acid,  on  addition  of  water,  as  a  very 
dense  syrupy  mass,  which  dissolves  in  alcohol,  and  is  deposited  there¬ 
from  in  white  shining  scales  melting,  after  purification,  at  79°. 

The  product  thus  obtained  did  not  appear  to  contain  any  mono- 
benzylresorcinol,  but  this  compound  may  be  obtained,  together  with 
the  dibenzyl-derivative,  by  leaving  resorcinol  and  benzyl  bromide  in 
molecular  proportion  in  contact  with  aqueous  potash,  and  agitating 
the  mixture  at  intervals  for  several  days  till  all  the  benzyl  bromide  is 
decomposed. 

In  this  manner,  a  semi-fluid  mass  is  formed,  containing  di¬ 
benzylresorcinol  and  a  supernatant  alkaline  liquid,  from  which 
acids  throw  down  yellowish  flakes  of  a  compound  having  nearly 
the  composition  of  monobenzylresorcinol,  C6H4(OC7H7).OH.  Analysis 
78*55  C  and  6*00  H ;  calc.  78*00  C  and  6*00  H.  This  substance, 
after  washing  on  a  filter,  forms  a  solid  amorphous  mass,  soluble 
in  alcohol,  benzene,  ether,  acetic  acid,  and  chloroform,  but  does 
not  separate  from  these  solutions  in  crystalline  form.  Both  the 
benzylresorcinols  become  resinised  on  treatment  with  strong  nitric 
acid. 

Dibenzylcatechol,  C6H4(OC7H7)2  [1:2],  prepared  like  its  analogues 
above  described,  crystallises  from  alcohol  in  needles  having  a  very 
faint  yellow  colour,  and  melting  at  61°.  It  dissolves  in  the  ordinary 
solvents,  and  is  converted  by  nitric  acid  into  a  nitro-derivative,  which 
crystallises  in  opaque  yellow  needles  melting  at  98°. 

The  portion  of  the  product  which  is  soluble  in  aqueous  potash 
separates  therefrom,  on  addition  of  an  acid,  as  a  somewhat  mobile 
liquid,  which  decomposes  at  about  200°,  but  may  be  distilled  with 
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steam.  With  ferric  chloride,  it  gives  a  faint  violet  coloration,  indi¬ 
cating  the  presence  of  a  hydroxy  phenol  :  hence  it  is  probably  mono- 
benzylcatechol.  Strong  nitric  acid  converts  it  into  a  solid  mass, 
which  crystallises  from  alcohol  in  yellow  shining  needles  melting  at 
129°.  H.  W. 

Synthetical  Researches  in  the  Glucoside  Group.  By  A. 

Michael  (. Amer .  Chem.  5^  171 — 182  ;  cf.  Abstr.,  1879,  1038). — 
Tetracetylphenolglucoside ,  CGH70(0Ph)(0Ac)4,  is  prepared  by  heating 
a  mixture  of  1  part  of  phenolglncoside  with  5  parts  of  acetic  anhy¬ 
dride  and  2  parts  of  fused  sodium  acetate  on  the  water-bath  for  three 
hours.  It  crystallises  in  long  white  glistening  needles,  is  insoluble  in 
cold,  sparingly  soluble  in  hot  water  and  in  cold  alcohol,  readily  solu¬ 
ble  in  hot  alcohol.  It  seems  to  suffer  slight  decomposition  when  the 
alcoholic  solution  is  boiled  for  a  few  minutes,  as  the  odour  of  acetic 
ether  becomes  decidedly  perceptible.  It  does  not  reduce  Fehling’s 
solution,  except  on  long-continued  boiling. 

Synthesis  of  Salicin  from  Synthetical  Helicin. — Lisensko  having 
shown  that  helicin  prepared  from  salicin  is  reconverted  into  the  latter 
by  the  action  of  sodium- amalgam  ( Zeitsch .  Chem.,  1864,  577),  the 
author  thought  it  advisable  to  repeat  the  experiment  with  helicin 
synthesised  from  sodium  salicylaldehydye  and  acetochlorhydrose,  and 
finds  the  product  to  be  identical  with  natural  helicin.  This  is  the 
first  known  instance  of  the  synthesis  of  a  natural  glucoside. 

By  the  action  of  dipotassium  salicylate  on  acetochlorhydrose  there 
is  obtained,  not  as  was  expected,  the  glucose  of  salicylic  acid,  but  a 
body,  C26H3oO]5,  standing  to  it  in  the  relation  of  an  anhydride  or 
ether.  It  crystallises  in  long  white  needles,  melts  at  184 — 185°,  is 
insoluble  in  cold,  sparingly  soluble  in  hot  water  or  in  cold  alcohol, 
readily  soluble  in  warm  alcohol.  It  does  not  reduce  Fehling’s  solu¬ 
tion.  It  is  insoluble  in  cold  aqueous  ammonia,  but  on  boiling  a 
gradual  solution  is  effected ;  it  is  also  soluble  in  aqueous  potash  ; 
these  solutions  reduce  Fehling’s  solution,  and  probably  contain 
salicylglucoside.  The  acetyl-compound,  CaeB^O^Scg,  forms  long 
white  needles,  melts  at  110 — 111°,  is  insoluble  in  water,  soluble  in 
alcohol. 

Synthesis  of  Methylarbutin. — The  potassium- derivative  of  quinol- 
monpmethylin,  CGH4(OMe).OK,  was  prepared  by  mixing  equivalent 
quantities  of  potassium  ethoxide  and  quinolmonomethylin  in  alcoholic 
solution  and  adding  large  excess  of  ether,  when  the  potassium  com¬ 
pound  is  precipitated  as  a  white  crystalline  powder.  This  i3  dissolved 
in  absolute  alcohol,  acetochlorhydrose  added,  and  the  solution  allowed 
to  stand  for  several  days,  the  deposited  potassium  chloride  filtered  off, 
and  the  liquid  allowed  to  evaporate  spontaneously.  Methylarbutin , 
2Ci3H1807  4-  H20,  so  obtained,  crystallises  in  long,  colourless,  silky 
needles,  melts  at  168 — 169°,  and  resolidifies  at  137 — 138°,  is  readily 
soluble  in  water  and  alcohol,  insoluble  in  ether.  It  is  not  precipitated 
by  basic  lead  acetate  nor  copper  salts,  and  does  not  reduce  Fehling’s 
solution,  but  is  rapidly  decomposed  into  dextrose  and  quinol  mono- 
methylin  on  digestion  with  dilute  acids.  It  is  distinguished  from 
arbutin  by  not  giving  a  blue  coloration  with  ferric  chloride ;  this  is  in 
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accordance  with  the  formula  CeHnOs.O.CsHi.OMe,  derived  from  its 
method  of  preparation,  and  shows  the  absence  of  hydroxyl  in  the 
aromatic  group.  A.  J.  G. 

Hydrazine  Compounds  of  Phenol  and  Anisoil.  By  H. 

Reisenegger  ( Annalen ,  221,  314 — 332). — Attempts  to  prepare  hydra¬ 
zine  phenols  from  the  potassium  salts  of  ortho-  and  para-hydrazine- 
phenolsulphonie  acids  gave  negative  results.  Orthohydrazinanisoil , 
obtained  from  orthanisidine  by  a  method  analogous  to  that  by  which 
E.  Fischer  prepared  phenylhydrazine,  crystallises  in  white  needles 
which  decompose  on  exposure  to  the  air.  The  crystals  melting  at  43° 
are  soluble  in  alcohol,  ether,  and  benzene.  The  hydrochloride , 

OMe.C6H4.N2H3,HCl, 

sulphate ,  and  oxalate  are  crystalline  salts,  soluble  in  hot  water.  The 
picrate  forms  yellow  plates  which  detonate  when  quickly  heated. 
Monacetic  orthohy dr az anisoil  crystallises  in  white  needles  which  melt 
at  125°.  The  compound  carbamide .  OMe.C6H4.N2H2.CONHEt,  pre¬ 
pared  by  the  direct  union  of  ethyl  isocyanate  and  hydrazineaniso'il, 
forms  needle-shaped  crystals,  which  melt  at  110°.  W.  C.  W. 

Hydrazines  of  Cinnamic  Acid.  By  E.  Fischer  and  H.  Kuzel 
( Annalen ,  221,  261 — 297). — Methods  for  preparing  many  of  the 
compounds  described  in  this  paper  have  already  appeared  in  this 
Journal  (Abstr.,  1881,  598 ;  1883,812,  1132).  Ethylamidocinnamic 
acid ,  melting  at  125°,  dissolves  in  alcohol,  ether,  and  carbon  bisul¬ 
phide,  forming  a  yellow  solution  which  exhibits  a  green  fluorescence. 
It  unites  with  acids  and  alkalis,  yielding  crystalline  salts  which  are 
very  soluble  in  water. 

Eiethylamidocinnamic  acid  forms  large  crystalline  plates  of  a  pale 
lemon  colour,  and  melts  at  124°.  It  is  freely  soluble  in  alcohol,  ether, 
and  carbon  bisulphide.  This  substance  combines  with  alkalis,  and  also 
unites  with  acids  to  form  colourless  crystalline  salts  which  dissolve 
easily  in  water. 

Nitroso-orthoethylamidocinnamic  acidy  NOEtN.C6H4,CH!  CH.COOH, 
forms  pale-yellow  plates,  which  melt  at  150°  with  decomposition.  It 
dissolves  readily  in  ether,  alcohol,  chloroform,  and  in  hot  water,  and* 
also  in  solutions  of  alkalis  or  alkaline  carbonates,  but  not  in  acids. 

Friedlander  and  Wienberg  have  pointed  out  ( Ber .,  15,  2104)  that 
an  alkaline  solution  of  orthoethylamidocinnamic  acid  is  converted 
into  the  hydro-acid  by  sodium-amalgam.  If  the  cold  solution  is 
cautiously  neutralised  with  dilute  sulphuric  acid,  ethylamidocinnamic 
acid  is  precipitated.  The  precipitate  dissolves  easily  in  excess  of 
sulphuric  acid,  and  is  converted  into  ethylhydrocarbostyril  by  warm¬ 
ing  the  solution.  On  adding  sodium  nitrite  to  the  solution  of  ethyl¬ 
amidocinnamic  acid  in  dilute  sulphuric  acid,  the  7n£roso-compound, 
NOEtN.CeH4.C2H4.COOH,  is  obtained.  It  crystallises  in  colourless 
plates  which  melt  at  78°  and  decompose  at  150°.  The  crystals  dis¬ 
solve  freely  in  ether,  benzene,  alcohol,  and  alkalis. 
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The  hydrochloride  of  orthodiazocinnamic  acid  is  a  yellow  crystal¬ 
line  powder,  which  detonates  when  heated.  The  nitrate,  C9H703N2.N03T 
crystallises  in  colourless  prisms  resembling  the  hydrochloride.  Both 
these  .salts  dissolve  in  warm  water,  hat  on  boiling  the  solutions 
nitrogen  is  evolved  and  orthocumaric  acid  is  formed.  The  best  yield 
of  orthocumaric  acid  is  obtained  from  the  sulphate. 

Hydrazinecinnamic  acid ,  NH2.NH.CeH4.C2H2.COOH,  is  best  prepared 
bypassing  moist  hydrochloric  acid  gas  over  sodium  hydrazinesulphon- 
ate.  When  the  salt  acquires  a  brown  colour,  the  excess  of  hydro¬ 
chloric  acid  is  expelled  by  a  current  of  air  and  the  residue  is  dissolved 
in  warm  water ;  on  the  addition  of  sodium  acetate,  a  small  quantity 
of  resin  separates,  and  is  removed  by  filtration.  Sodium  acetate  is 
again  added,  and  the  liquid  evaporated  to  half  its  volume,  when  the 
acid  is  deposited  in  pale  yellow  crystals  which  are  almost  insoluble  in 
alcohol,  ether,  and  benzene.  They  are  sparingly  soluble  in  hot  water, 
but  the  solution  decomposes  on  evaporation.  Hot  glacial  acetic  acid 
dissolves  hydrazinecinnamic  acid,  and  the  solution  bleaches  indigo 
and  litmus. 


Orthohydrazinecinnamic  anhydride ,  which  has  been  previously 
described  (Abstr.,  1881,  598),  has  not  yet  been  directly  prepared 
from  the  acid.  The  name  “  amidocarbostyril  ”  proposed  for  this 


compound  has  been  abandoned,  since  Friedlander  has  shown  that 

CH  :  CH 

carbostyril  has  the  constitution  C6H4<^  ^C.OH,  and  the 


constitution  of  this  anhydride  is  represented  by  the  formula 

PTT  .CH:CH.ro 

UJl4<;N(NH2)>UU* 

Hydrazinecinnamic  acid  melts  at  146°,  and  decomposes  into  acetic 
acid  and  indazole ,  C6H4(NHNH2).C2H4.COOH  =  C7H6N2  +  C2H402. 

Indazole  crystallises  in  colourless  needles  which  melt  at  146‘5°,  and 
sublime  rapidly  at  100°.  It  is  soluble  in  alcohol,  ether,  hot  water, 
and  in  dilute  hydrochloric  acid.  It  is  precipitated  from  the  acid 
solution  by  alkalis.  Indazole  yields  a  nitroso-compound.  Its  consti¬ 
tution  may  probably  be  represented  as 


CH 

C,h/  or  C6H, 


Sodium  hydrazinecinnamosulphonate  is  reduced  by  the  action  of 
sodium- amalgam  to  a  salt  of  the  hydro-acid,  which  forms  colourless 
crystals  freely  soluble  in  water.  On  the  addition  of  hydrochloric 
acid  to  the  solution  decomposition  ensues,  and  hydrazinehydrocinnamic 

2>CO  is  formed. 

It  is  deposited  in  colourless  plates  melting  at  143°,  on  the  addition  of 
an  alkali  to  the  solution.  Amidohydrocarbostyril  is  soluble  in  hot 
water  and  dilute  acids.  It  combines  with  strong  hydrochloric  acid 
to  form  the  hydrochloride  C9H,0N2O,HCl,  which  crystallises  in  colour¬ 
less  prisms,  soluble  in  water  and  alcohol.  The  base  reduces 
alkaline  silver  solutions,  but  does  not  reduce  Fehling’s  solution. 


CH  *  CH 

anhydride  or  amidohydrocarbostyril ,  C6H4<^  ^ 
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Hydrocarbostyril  is  precipitated  on  the  addition  of  sodium  nitrite 
to  an  acid  solution  of  amidohydrocarbostyril. 

CH  CH  CO 

Ethylamidohydrocarbostyril ,  C6H4<_^^Et2-^  _>,  prepared  by  the 

action  of  ethyl  iodide  on  an  alcoholic  solution  of  amidohydrocarbo- 
styril,  forms  colourless  crystals  melting  at  74°,  which  are  freely 
soluble  in  alcohol,  ether,  and  chloroform.  It  unites  with  mineral 
acids  to  form  salts  which  are  very  soluble  in  water.  The  nitros- 
amine  is  an  oily  liquid. 

Ethylquinazolcarboxylic  acid  (Abstr.,  1883,  812)  is  deposited  from 
an  aqueous  solution  in  colourless  plates  which  melt  at  131°.  On 
adding  light  petroleum  to  the  solution  of  the  acid  in  chloroform,  it 
is  precipitated  in  slender  plates  which  melt  at  126°.  These  crystals 
slowly  change  into  the  first  modification. 

Ethylquinazolcarboxylic  acid  forms  crystalline  compounds  with 
bases  and  with  acids.  The  crystalline  hydrochloride,  formed  by 
passing  hydrochloric  acid  gas  into  an  ethereal  solution  of  the  carboxylic 
acid,  is  decomposed  by  water. 

Monobromethylquinazolcarboxylic  acid ,  CnHuN202Br,  crystallises  in 
colourless  needles  which  melt  at  173°  with  decomposition.  It  is 
freely  soluble  in  alcohol  and  ether.  The  dibromo- derivative,  melting  at 
196°,  is  less  soluble  in  alcohol,  ether,  and  chloroform  than  the  preceding 
compound.  The  sodium  salt  is  sparingly  soluble  in  sodium  hydroxide. 
It  is  deposited  from  a  strongly  alkaline  solution  in  white  plates.  The 
bromine  is  eliminated  by  the  action  of  sodium-amalgam. 

Ethylquinazole  (loc.  cit.)  unites  with  methyl  iodide  to  form  the 
compound  Ci0H12N2MeI,  which  is  deposited  from  an  alcoholic  solution 
in  highly  refractive  needle-shaped  crystals  melting  at  192°  with 
decomposition. 

The  constitution  of  ethylquinazole  is  probably 
C  H  CH 

|  6  4’  |  NcH.COOH  or  C6H4<J^2~>C.COOH. 

NEt.  N- 

CHo  CH 

Etliylhydrocarbazostyril ,  C«H*<^.-g2’ ^^>00,  the  isomeride  of 

ethylamidohydrocarbostyril,  has  been  previously  described  (Abstr., 
1883,  1132).  W.  C.  W. 

Action  of  Benzaldehyde  and  Sulphuric  Acid  on  a  Mixture 
of  Aniline  and  Nitrobenzene.  By  G.  Mazzaba  ( Gazzetta ,  13, 
527 — 529). — By  this  reaction  the  author  obtained  a  base,  the  com¬ 
position  of  which  he  has  not  yet  determined.  Its  hydrochloride 
forms  garnet-red  crystals,  dissolving  freely  in  alcohol,  with  violet 
coloration,  and  in  water.  The  solutions,  however,  as  well  as  those 
obtained  with  sulphuric  acid,  do  not  leave  crystalline  salts  on  evapora¬ 
tion.  Picric  acid  produces  in  the  hydrochloric  solutions  a  reddish 
hydrated  precipitate  soluble  in  alcohol.  The  hydrochloric  solution 
gives  precipitates  with  mercuric  chloride  and  potassium  dichromate. 
Platinic  chloride  forms  a  reddish-yellow  precipitate  in  concentrated 
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solutions  of  the  hydrochloride,  and  in  aqueous  solutions  a  brown  pre¬ 
cipitate  containing  water  of  crystallisation.  H.  W. 

Reaction  of  Ethyl  Acetoacetate  with  Aldehydes.  By  L. 

Claisen  andF.  E.  Matthews  {Annalen,  218,  170 — 185). — A  continua¬ 
tion  and  extension  of  former  researches  (Abstr.,  1881,  405).  The 
alkyl  salts  of  acetoacetic  acid  react  with  aldehydes  with  elimina¬ 
tion  of  water  and  substitution  of  the  hydrogen-atom  in  the  methylenic 
group  by  the  hydrocarbon  residue  of  the  aldehyde,  thus  giving  rise 
to  substances  of  generic  formula  CHR  ^  C(COOEt).COMe.  Less  gene¬ 
rally  a  hydrogen-atom  in  the  methyl-group  is  replaced,  and  com¬ 
pounds  of  formula  CR2(COOEt).CO.CH  1  CHR  are  obtained.  Further, 
all  attempts  to  replace  the  hydrogen  at  once  in  the  methyl  and  the 
methylenic  group  have  been  unsuccessful.  ct-Ethyl  acetocrotonate , 
CHMe !  CAc.COOEt,  is  easily  obtained  by  passing  hydrochloric  acid 
into  a  mixture  of  ethaldehyde  and  ethyl  acetoacetate,  when  the  con¬ 
densation-product  separates  out  as  a  colourless  oil  boiling  at  210° 
(sp.  gr.  =  P0225)  ;  it  resembles  the  crotonic  derivatives  in  odour.  It 
is  easily  reconverted  into  aldehyde  and  ethyl  acetoacetate ;  it  takes 
up  a  molecule  of  bromine  to  form  a  viscid  dibromide ,  which  cannot  be 
distilled. 

Ethyl  acetisobutylideneacetate ,  C6H8(C4H8)03,  from  isobutaldehyde 
and  ethyl  acetoacetate,  is  a  colourless  liquid  boiling  at  219 — 222°, 
possessing  a  peppermint-like  smell. 

Ethyl  acetisamylidineacetate ,  C6H8(C5H10)O3,  from  valeraldehyde 
and  ethyl  acetoacetate,  is  a  colourless  liquid  boiling  at  237 — 241°, 
sp.  gr.  0*9612. 

Ethyl  acetotrichlorethylidineacetate ,  C6H8(C2HC13)03,  from  chloral 
and  ethyl  acetoacetate,  is  a  viscid  colourless  liquid,  smelling  faintly 
of  chlorine;  sp.  gr.  1'342;  it  can  be  distilled  in  a  vacuum,  but  under 
ordinary  pressure  is  decomposed  with  evolution  of  hydrochloric  acid. 

Ethyl  acetofurfuralacetate ,  C6H8(C5H40)03,  from  furfuraldehyde  and 
ethyl  acetoacetate  in  presence  of  acetic  anhydride,  boils  under  a 
pressure  of  30  mm.  at  188° ;  it  forms  large  glistening  crystals 
melting  at  62°,  and  easily  soluble  in  alcohol,  chloroform,  and  benzene. 

Ethyl  acetobenzilideneacetate ,  CHPh  !  CSc.COOEt,  from  benzalde- 
hyde  and  ethyl  acetoacetate,  is  a  colourless  tasteless  strongly  re¬ 
fractive  oil,  boiling  at  295° ;  on  standing  it  crystallises  in  four-  or 
six-sided  tables.  It  takes  up  a  molecule  of  bromine  to  form  a 
dibromide,  Ci3Hu03Br2,  which  crystallises  in  short  colourless  needles. 
Under  certain  conditions,  a  mixture  of  two  isomeric  chlorhydrins  of 
ethyl  acetobenzylideneacetate  can  be  obtained,  the  one  crystallising  in 
prisms  melting  at  41°,  easily  soluble  in  alcohol  and  ether;  the  other 
crystallising  in  rhombohedrons  melting  at  71°,  and  equally  soluble  in 
the  same  menstrua. 

The  formation  of  two  isomeric  products  can  be  explained  by  sup¬ 
posing  that  at  first  an  intermediate  chlorhydrin  is  produced, 
CHPhCl.CHAc.COOEt,  and  then  is  decomposed  into  the  above- 
mentioned  ethyl  acetobenzylidenoacetate  and  hydrochloric  acid,  which 
subsequently  recombine  to  form  ethyl  acetobenzylchloracetate,  thus  : 
CHPh  I  CAc.COOEt  +  HC1  =  CH2Ph.CAcCl.COOEt.  From  these 
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results  it  is  probable  that  in  all  cases  an  intermediate  chlorhydrin  is 
first  produced. 

Ethyl  cinnamylethylacetate ,  CHPh  I  CH.CO.CHEt.COOEt,  is  formed 
when  the  mixture  of  benzaldehyde  and  ethyl  acetoacetate,  which  has 
been  saturated  with  hydrochloric  acid,  is  allowed  to  stand  for  a  week 
or  more.  As  it  could  not  be  obtained  in  a  satisfactory  state  of 
purity,  it  was  converted  into  the  analogous  diethyl-derivative , 
CHPh !  CH.CO.CEt2.COOEt.  This  crystallises  in  triclinic  prisms 
which  melt  at  101° ;  it  is  easily  soluble  in  chloroform  and  ether, 
sparingly  soluble  in  alcohol.  It  combines  with  bromine  to  form  a 
dibromide,  Ci7H]203Br2,  which  crystallises  in  prisms  melting  at  55°, 
easily  soluble  in  alcohol  and  petroleum.  V.  H.  V. 

Action  of  Benzaldehyde  on  Malonie  Acid  and  its  Ethylie 
Salt.  By  L.  Claisex  and  L.  Crismer  ( Annalen ,  218,  129 — 144). — 
In  a  preliminary  notice,  Claisen  has  described  (Abstr.,  1881,  405)  a 
condensation- product  of  benzaldehyde  and  ethyl  malonate,  viz.,  ethyl 
benzalmalonate,  CHPh  I  C(COOEt)2.  In  the  present  communication 
a  fuller  account  is  given  of  this  substance  and  of  the  corresponding 
carboxylic  acid,  CHPh  *.  C(COOH)2.  This  cinnamic  and  carboxylic 
acid  resembles  dicarbontetracarboxylic  acid,  and  differs  from  other 
acids  in  which  the  two  carboxyl -groups  are  attached  to  the  same 
carbon-atom,  in  that  it  does  not  readily  decompose  into  cinnamic  acid 
and  carbonic  anhydride.  Further,  it  readily  takes  up  a  molecule  of 
water,  with  simultaneous  decomposition  into  its  two  derived  com¬ 
ponents,  benzaldehyde  and  malonie  acid.  Ethyl  benzalmalonate , 
CHPh !  C(COOEt)2,  is  readily  obtained  from  a  mixture  of  ethyl 
malonate  and  benzaldehyde,  either  by  passiug  hydrochloric  acid  to 
saturation,  or  by  heating  them  in  a  sealed  tube  with  acetic  anhydride. 
It  is  a  colourless  tasteless  viscid  and  strongly  refractive  liquid,  sp.gr.  = 
1*115,  and  boils  at  215 — 217°  under  a  pressure  of  30  mm. ;  it  is 
readily  saponified  by  baryta- water,  yielding  benzalmalonic  acid , 
CHPh  !  C(COOH)2,  which  crystallises  in  short  prisms  melting  at 
195°,  soluble  in  alcohol,  insoluble  in  benzene  and  chloroform.  By  a 
protracted  heating  at  its  boiling  point,  it  is  gradually  decomposed  into 
cinnamic  acid  and  carbonic  anhydride.  When  boiled  with  water,  it 
yields  benzaldehyde  and  malonie  acid,  thus : 

CHPh:C(COOH)2  +  H20  =  Ph.CHO  +  CH2(COOH)2. 

The  salts  of  benzalmalonic  acid  are  crystalline  substances,  more 
stable  in  the  presence  of  water  than  their  parent  acid  ;  the  ferric, 
lead,  mercuric,  and  cadmium  salts  are  sparingly  soluble  precipitates. 
By  nascent  hydrogen,  benzalmalonic  acid  is  converted  into  benzyl- 
malonic  acid,  thus:  CHPh  !  C(COOH)2  +  H2  =  CH2Ph.CH.(COOH)2. 
It  does  not,  however,  similarly  take  up  a  molecule  of  bromine,  but  is 
decomposed  to  form  a-bromocinnamic  acid,  in  accordance  with  the 
equation — 

CHPh  :  C(COONa)2  +  Br2  =  CHPh  !  CBr.COONa  +  NaBr  +  C02. 

A  study  of  the  reaction  between  benzaldehyde  and  the  ethyl  salt  of 
ethylmalonic  acid  did  not  give  satisfactory  results. 
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It  is  remarked  in  a  footnote  that  Culp  has  obtained  from  furfur- 
aldehyde  and  ethyl  malonate  a  condensation-product,  ethyl  furfural- 
malonate,  and  its  corresponding  carboxylic  acid.  Y  H.  Y. 

Action  of  Aldehydes  on  Ketones,  Ketonic  Acids,  and 
Malonic  Acid.  By  L.  Claisen  ( Annalen ,  218,  121 — 128). — In  this 
paper  some  general  remarks  are  offered  on  the  reactions  obtained 
between  the  aldehydes  and  ketones  or  their  derivatives.  The  results 
of  Chiozza,  Schmidt,  and  the  author’s  researches  on  the  action  of 
benz-  and  furfur-aldehyde  on  acetaldehyde  have  established  that  only 
such  methyl  or  methylene-groups  as  are  directly  combined  with  the 
carbonyl  residue,  exchange  their  hydrogen  for  the  hydrocarbon 
residue  of  the  aldehyde.  In  this  respect  the  condensation  between 
aldehydes  and  ketones  resembles  that  between  the  aromatic  aldehydes 
and  fatty  acids  (Perkin’s  reaction)  ;  for  in  this  case  only  the  CH2  or 
CH  residue  attached  to  the  carboxyl-groups  enters  into  the  reaction. 

Further,  either  or  both  of  the  hydrocarbon  residues  attached  to  the 
carbonyl -group  may  take  part  in  the  condensation  with  formation  of 
a  mono-  or  a  di-derivative.  It  seemed  that  a  study  of  the  action  of 
aldehydes  on  malonic  acid  or  its  alkyl  salts,  as  containing  a  methyl¬ 
ene  residue  associated  with  two  carbonyl-groups  CO — CH2 — CO, 
would  be  a  suitable  extension  of  these  general  reactions.  (The  results 
of  the  experiments  are  detailed  in  the  Abstracts,  this  vol.,  pp.  422, 
443  and  444.)  Y.  H.  V. 

The  Three  Nitracetophenones.  By  H.  Gevekoht  ( Annalen , 
221,  323 — 335). — That  portion  of  the  paper  which  relates  to  the  pre¬ 
paration  of  the  three  nitracetophenones  has  already  appeared  in  this 
Journal  (Abstr.,  1883,  191).  Orthamidoacetophenone ,  obtained  by 
reducing  the  nitro-compound  with  tin  and  hydrochloric  acid,  is  iden¬ 
tical  with  the  amidoacetophenone  which  Baeyer  and  Bloem  (Abstr., 
1883,  197)  prepared  from  orthamidophenylpropiolic  acid. 

By  the  action  of  bromine  on  orthonitracetophenone  dissolved  in 
glacial  acetic  acid,  mono-  and  di-bromo-derivatives  are  formed.  The 
monobromo- derivative  C6H4(N02).C0.CH2Br  crystallises  in  colourless 
needles  melting  at  55°,  which  have  a  bitter  taste.  The  dibromo- 
compound  forms  crystalline  prisms  which  melt  at  85°.  Dichlorortho - 
nitr acetophenone  crystallises  in  colourless  plates,  melting  at  73°.  Each 
of  these  three  compounds  is  freely  soluble  in  alcohol,  ether,  and 
chloroform.  On  reducing  their  alcoholic  solutions  by  ammonium 
sulphide,  indigo-blue  is  produced.  Orthonitracetophenone  is  attacked 
by  phosphorus  pentacliloride  at  the  ordinary  temperature,  and  is  con¬ 
verted  into  orthonitromonochlorostyrene. 

The  ethylic  salt  of  nitrobenzoylacetic  acid  is  decomposed  when  boiled 
with  dilute  sulphuric  acid,  and  yields  a  mixture  of  nitrobenzoic  acid 
and  orthonitrobenzoylacetone ,  N02.C6H4.C0.CH2.C0Me.  Nitrobenzoyl- 
acetone  forms  yellow  crystals  melting  at  55°,  soluble  in  alcohol  and 
ether.  It  combines  with  alkalis  to  form  soluble  salts  of  a  yellow 
colour,  and  it  also  unites  with  phenylhydrazine,  forming  a  crystalline 
compound  melting  at  120°,  which  probably  has  the  constitution 
ISr03.C6H4.C(N2HPh).CH2.C(N2HPh)Me.  W.  C.  W. 

vol.  xLVi.  2  h 


446 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Transformation  of  the  Fluobenzoic  Acids  in  the  Animal 
Organism.  By  F.  Coppola  ( Gazzetta ,  13,  521 — 525). — The  experi¬ 
ments  were  made  by  giving  to  a  middle-sized  dog  5  grams  of  a 
fluobenzoic  acid,  in  two  doses  daily,  which  did  not  affect  him 
injuriously.  The  urine  passed  in  the  48  hours  was  then  evaporated 
to  a  syrup ;  this  was  treated  with  alcohol ;  the  solution  was  filtered ; 
and  the  residue  left  on  distilling  off  the  alcohol  was  decomposed 
with  hydrochloric  acid  and  digested  with  ether.  On  then  distilling 
off  the  ether,  there  remained  a  strongly  acid,  oily  mass,  consisting 
of  a  fluohippuric  acid,  formed  by  combination  of  the  fluobenzoic 
acid  with  the  glycocine  derived  from  the  animal  organism,  and  having 
the  ortho-,  meta-,  or  para- constitution  according  to  the  modification  of 
fluobenzoic  acid  employed.  The  union  was  in  all  cases  complete,  no 
trace  of  free  fluobenzoic  acid  being  discovered  in  the  urine. 

The  three  fluohippuric  acids,  C9H8FN03,  thus  obtained  are  very 
similar  in  appearance,  crystallising  in  radiate  groups  of  needle-shaped 
prisms  having  a  nacreous  lustre.  They  are  very  soluble  in  ether, 
alcohol,  and  ethyl  acetate,  slightly  soluble  (the  p -modification  insolu¬ 
ble)  in  chloroform,  insoluble  in  carbon  bisulphide  and  in  benzene. 
The  or^o-modification  melts  at  121 '5°,  the  meta-  at  152°,  and  the 
para-  at  161 — 161‘5°.  They  are  decomposed  by  boiling  with  hydro¬ 
chloric  acid  into  glycine  and  the  corresponding  fluobenzoic  acids. 

H.  W. 

New  Synthesis  of  Cinnamic  Acid.  By  A.  Michael  ( Amer . 
Chem.  J.,  5,  205 — 206). — A  satisfactory  yield  of  cinnamic  acid  is 
obtained  by  heating  malonic  acid  and  benzaldehyde  in  molecular  pro¬ 
portions  in  a  sealed  tube  at  140°  for  several  hours.  A.  J.  Gr. 

Dry  Distillation  of  Parahydroxybenzoic  Acid.  By  A.  Klepl 
(J.  pr.  Chem.,  28,  198 — 219). — Parahydroxybenzoic  acid  begins  to 
decompose  when  heated  above  300°,  carbonic  anhydride  being  evolved, 
whilst  phenol  and  water  distil  over,  and  the  acid  becomes  cloudy 
from  separation  of  a  white  liquid  which  gradually  collects  at  the 
bottom  of  the  retort.  When  the  temperature  reaches  350°,  the  con¬ 
tents  of  the  retort  solidify,  forming  a  yellowish- white  amorphous 
mass,  which  closely  resembles  salicylide  and  glycollide,  and  which  the 
author  accordingly  calls  parahycLroxybenzide. 

Parahydroxybenzide,  C7H4O2,  is  obtained  pure  by  repeatedly  boiling 
the  above-mentioned  white  residue  with  absolute  alcohol.  It  is  a 
white  amorphous  powder  which  does  not  dissolve  in  any  of  the 
ordinary  solvents.  It  carbonises  when  heated  above  350°.  When 
boiled  with  potash,  it  is  converted  into  parahydroxybenzoic  acid. 
When  heated  on  a  water-bath  with  five  times  its  weight  of  sulphuric 
acid,  it  yields  sulphoparahydroxybenzoic  acid,  which  crystallises  from 
water  in  rhombic  plates.  The  barium  salt,  which  forms  colourless 
prisms,  loses  7  mols.  H20  when  heated  to  120 — 130°.  The  silver  salt 
is  obtained  by  treating  the  barium  salt  with  silver  sulphate ;  it 
crystallises  in  irregular  brown  prisms  containing  no  water  of  crystal¬ 
lisation.  The  formation  of  a  very  insoluble  acid  potassium  salt  is 
highly  characteristic  of  the  sulphonie  acid.  Extremely  dilute  solu¬ 
tions  of  the  acid  yield  a  precipitate  on  addition  of  sulphuric  acid  and 


ORGANIC  CHEMISTRY. 


447 


potash  solution.  The  acid  salt ,  C7H5S06K  +  H20,  crystallises  in 
quadratic  prisms,  or  when  formed  in  a  very  dilute  solution,  rectangular 
plates. 

Phe?iyl  phenylparahydroxybenzoate ,  OPh.C6H4.COOPh,  is  prepared 
by  passing  carbonic  anhydride,  heated  to  170 — 200°,  over  parahydroxy- 
benzide  at  400°.  After  purification  from  absolute-  alcohol  and  glacial 
acetic  acid,  it  crystallises  in-  white  scales  which  melt  at  73 — 78°. 
When  boiled  with  alcoholic  potash  or  concentrated  hydrochloric  acid, 
it  is  decomposed  into*  phenol  and  an  acid  of  the  composition  Ci3Hio03, 
which  crystallises  from  chloroform  in  prisms  melting  at  159*5°.  It 
forms  a  liquid  ethyl  salt.  When  the  acid  is  distilled  with  baryta, 
the  pure  phenyl  ether  distils  over  as  a  colourless  oily  liquid,  which 
solidifies  in  a  freezing  mixture,  forming  long  needles  melting  at  27 — 
28°.  The  compound,  Ci3H10O3,  appears  to  be  paraphenoxy  benzoic 
acid,  C6H4(OPh).COOH. 

When  parahydroxybenzide  is  distilled  in  a  current  of  chlorine,  a 
small  quantity  of  an  oil  consisting  of  a  mixture  of  chlorinated  sub¬ 
stances  passes  over,  and  in  addition,  long  glittering  needles  melting 
at  222°,  of  a  substance*  possessing  all  the  characteristic  properties 
of  Julin’s  carbon  chloride ,  C6C16. 

Parahydroxybenzonitrila ,  C6H4(OH).CN,  is  formed  when  para¬ 
hydroxybenzide  is  heated  at  250°  in  a  current  of  ammonia  gas.  It 
crystallises  in  large  rhombic  plates  melting  at  112 — 113°.  When 
boiled  with,  potash,  it  yields  ammonia  and  parahydroxybenzoic  acid. 

Parahydroxybenzide  is  converted  into  parahydroxybenzoic  acid  by 
the  action  of  superheated  steam  at  250°. 

Parachlorobenzotricliloride,  C6H4Q1.CC13,  is  obtained  by  heating  para¬ 
hydroxybenzide  with  five  times  its  weight  of  phosphorus  pentachloride 
in  a  sealed  tube  at  290 — 300°.  It  boils  at  240 — 260°.  Concentrated 
sulphuric  acid  converts  it  into  chlorosalicylic  acid. 

Diparahydroxybenzoylparahydroxybenzoic  Acid .  —  The  solid  cake 
which  is  obtained  by  distilling  parahydroxybenzoic  acid  contains,  in 
addition  to  parahydroxybenzide,  two  parahydroxybenzoylparahydroxy- 
benzoic  acids.  They  may  be  regarded  as  being  parahydroxybenzoic 
acid  in  which  the  hydrogen  of  the  phenolic  hydroxyl-group  is  replaced 
by  the  radical  parahydroxybenzoyl.  In  the  case  of  diparahydroxy- 
benzoylparahydroxj benzoic  acid  the  substitution  is  carried  further, 
by  the  introduction  of  a  second  parahydroxybenzoyl -group  in  the 
phenol  of  the  first.  The  latter  acid  forms  a  white  powder  melting  at 
280°,  very  sparingly  soluble  in  alcohol  and  ether,  insoluble  in  water 
and  in  chloroform.  It  dissolves  freely  in  soda-solution,  carbonate  of 
soda,  and  ammonia. 

Pcurahydroxybenzoylparahydroxybenzoic  acid , 

C6H4(OH).COO.C6H4rCOOH, 

is  best  obtained  by  interrupting  the  distillation  of  parahydroxy¬ 
benzoic  acid  when  it  has  lost  about  15  per  cent,  in  weight.  The 
residue  is  first  treated  with  chloroform  to  remove  resinous  substances, 
then  with  water  to  dissolve  undecomposed  parahydroxybenzoic  acid, 
and  afterwards  with  50  per  cent,  alcohol  to  dissolve  the  parahydroxy- 
benzoylparahydroxybenzoic  acid.  The  last  crystallises  in  microscopic 
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needles  melting  at  261°.  It  dissolves  freely  in  alkalis ;  but  such 
solutions  quickly  decompose,  forming  parahydroxybenzoic  acid.  It 
forms  a  sodium  salt  and  two  barium  salts.  When  heated  with  acetic 
anhydride,  it  yields  an  acetyl-compound  which  crystallises  in  plates 
melting  at  216*5°.  The  corresponding  acetyl  salt  of  diparahydroxy- 
benzoylparahydroxybenzoic  acid  forms  glittering  plates  melting  at 
185°.  The  author  states  that  acids  containing  more  parahydroxyl- 
benzoy  1-groups  appear  to  exist. 

III.  Phenyl  parahydroxybenzoate,  C6H4(OH).COOPh. — The  distillate 
from  parabydroxybenzoic  acid  contains,  in  addition  to  phenol,  water 
and  phenyl  parahydroxybenzoate.  It  forms  rhombic  plates  melting 
at  176°.  It  is  insoluble  in  water.  When  treated  with  acetic  anhy¬ 
dride  it  yields  an  acetyl -compound  which  crystallises  in  long  plates 
melting  at  84°.  J.  I.  W. 

Action  of  Phthalic  Anhydride  on  Secondary  Monamines. 

By  A.  Piutti  ( Gazzetta ,  13,  542 — 563). — The  author  has  already 
shown  (Abstr.,  1883,  p.  999)  that  phthalamidobenzoic  acid  reacts 
with  primary  amines  in  the  manner  shown  by  the  equation : — 

c6h4  :  ca :  kc6h4.cooh  +  nh2.chhw  =  c6h4  :  ca  -  nah*  + 

im2.C6H4.COOH, 

whence  it  appears  that  this  acid,  so  far  as  its  phthalic  component  is 
concerned,  behaves  like  phthalic  anhydride,  i.e it  unites  with  the 
amine,  forming  the  corresponding  substituted  phthalimide.  The 
study  of  the  action  of  phthalamidobenzoic  acid  on  secondary  mon¬ 
amines  resolves  itself  therefore  into  that  of  the  action  of  phthalic 
anhydride  on  the  same  bodies.  The  present  paper  describes  the 
results  obtained  in  this  direction. 

The  action  of  phthalic  anhydride  on  secondary  monamines  may  be 
supposed  to  take  place  in  two  ways,  yielding  (1)  a  disubstituted 
ph thalamic  acid ;  and  (2)  a  tetrasubstituted-derivative  of  a  phthalic 
diamide : — 

(i.)  c6h4  :  ca  :  o  +  ^R(cnnm)(cn^mt)  = 

COKC6H4.COOH. 

(2  )  CsHA  +  2NH(C«HmXO«A0  =  H20  + 

CeH  A[N  (C«H„t)  (C„/Hwl/)]2. 

With  the  bases  on  which  the  author  has  experimented,  viz.,  ethyl- 
aniline,  dipheny lamina,  piperidine,  and  conine,  the  action  takes  place 
in  both  these  ways,  the  substituted  phthalamic  acid,  as  it  forms, 
uniting  with  the  base  which  has  not  yet  entered  into  the  reaction,  and 
forming  a  salt,  which,  under  the  influence  of  heat,  gives  up  a  molecule 
of  water,  and  yields  a  substituted  diamide. 

Action  of  Phthalic  Anhydride  on  Ethylaniline.  —  The  alkyl- 
derivatives  of  aniline  prepared  from  commercial  aniline,  even  after 
purification,  cannot  be  separated  from  one  another  by  fractional  dis¬ 
tillation,  and  moreover  they  frequently  contain  substituted  ortho-  and 
para-toluidines,  together  with  unaltered  toluidine  and  aniline.  A 
sample  of  ethylaniline,  after  repeated  fractional  distillation,  was 
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divided  into  two  portions,  boiling  respectively  at  203 — 209°  and  209 — 
215°;  and  in  order  to  obtain  pure  compounds  from  these  fractions, 
they  were  treated  with  °f  the  quantity  of  phthalic  anhydride 
required  to  convert  into  an  amide  the  entire  quantity  of  ethylaniline 
present,  supposing  it  to  be  pure.  The  liquid  was  then  heated  in  a 
reflux  apparatus  ;  the  first  portion  containing  water  was  distilled  off ; 
and  the  last  anhydrous  distillate  was  again  subjected  to  the  action  of 
phthalic  anhydride,  and  so  on.  Each  time  there  was  left  in  the  flask 
a  residue,  often  crystalline,  from  which  the  small  remainder  of  free  base 
not  removed  by  distillation  was  separated  by  hydrochloric  acid.  The 
hard  residue  then  left  was  washed  with  water,  dried,  and  dissolved  in 
alcohol,  and  the  several  compounds  separated  from  the  solution  by 
fractional  crystallisation.  In  this  manner  the  following  products 
were  obtained  : — 

From  the  portion  of  the  ethylaniline  boiling  at  203 — 209°,  by  the 
action  of  phthalic  anhydride  : — 

In  the  first  treatment,  phenylphthalimide ,  in  the  second,  phenyl - 
phthalimide  with  a  small  quantity  of  orthotolylphthalimide ;  in  the 
third,  o -toly  l phthalimide  together  with  small  quantities  of  phenylphthal¬ 
imide  and  ethylanilphthalein ;  in  the  fourth,  o -tolylphthalamide  and 
ethylanilphthalein ;  in  the  fifth,  sixth,  and  seventh,  ethylanilphthalein 
and  ethyltoluidinephthalein. 

After  the  last  treatment,  the  ethylaniline  was  separated  by  frac¬ 
tional  distillation  into  two  portions,  one  boiling  at  204 — 205°,  and 
consisting  of  nearly  pure  ethylaniline,  while  the  other,  which  boiled 
at  a  higher  temperature,  consisted  in  great  part  of  tertiary  bases,  and 
was  therefore  added  to  the  following  portion.  This  last  portion  of 
ethylaniline  (209 — 215°)  on  treatment  with  phthalic  anhydride 
yielded  o -tolylphthalimide,  and  in  the  second  and  third  treatments, 
ethyltoluidinephthalein .  After  these  treatments,  there  remained  di- 
e  thy  laniline  boiling  at  213 — 215°,  which  gave  only  a  slight  turbidity 
with  cenanthal,  and  therefore  contained  only  traces  of  secondary 
bases. 

The  author  then  proceeds  to  describe — first  the  products  obtained 
by  the  action  of  phthalic  anhydride  on  purified  ethylaniline  ;  then  the 
substituted  amides  formed  by  treating  the  two  portions  of  the  mixed 
ethylanilines ;  and  lastly  orthotolylphthalimide. 

Ethylphenylphthalamic  acid ,  Ci6H15N03  =  NPhEt.CO.CeHi.COOff , 
is  formed  on  dissolving  1  mol.  phthalic  anhydride  in  2  mols.  ethyl¬ 
aniline,  and  remains  on  exhausting  the  product  with  ether,  and 
evaporating  the  solvent,  as  a  colourless  oil,  heavier  than  water, 
somewhat  soluble  therein,  very  easily  soluble  in  alcohol,  ether,  and 
other  ordinary  solvents.  Hydrochloric  acid  decomposes  it,  yielding 
phthalic  acid  and  ethylaniline  hydrochloride.  It  unites  with  all  the 
alkaline  bases,  forming  salts  moderately  soluble  in  water.  The  copper 
salt ,  (CifiHuNCh^Cu,  is  precipitated  on  adding  cupric  acetate  to  a 
moderately  concentrated  solution  of  the  ammonium  salt,  and  when 
dried  forms  a  light  blue  powder  somewhat  soluble  in  cold  water, 
melting  in  boiling  water,  and  solidifying  on  cooling  to  a  green  resin. 
A  similar  deportment  is  exhibited  by  all  the  insoluble  or  slightly 
soluble  salts  of  this  acid,  and  in  general  of  all  the  substituted  phthal- 
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auic  acids  hitherto  examined.  The  copper  salt  begins  to  give  off 
ethylaniiine  at  about  100°,  and  at  higher  temperatures  melts  and 
decomposes,  yielding  ethylaniiine  and  phenylphthalimide.  The 
barium  salt ,  obtained  by  neutralisation,  is  moderately  soluble  in 
water,  more  freely  in  alcohol,  but  does  not  crystallise.  On  adding 
silver  nitrate  to  the  ammonium  salt  the  silver  salt  is  precipitated  in 
clots  which  blacken  quickly  on  exposure  to  light. 

Ethylaniiine  Ethylphenylphthalamate , 

UPhEt.  C  O.  CcHi.  C  0  0 .  NHoPhE  t, 

formed  by  direct  combination,  is  nncrystallisable,  and  dries  up  in  the 
exsiccator  to  a  resinous  mass  which  gradually  becomes  coloured.  It 
is  moderately  soluble  in  alcohol,  less  in  ether  and  in  water,  more 
soluble  in  cold  than  in  hot  water.  Heated  above  200°,  it  gives  off 

1  mol.  water,  and  is  converted  into  an  amidated  compound 

CeH  O  (NPhEt)o, 

which  is  not  a  derivative  of  the  normal  diamide  of  phthalic  acid,  but, 
as  will  presently  be  shown,  must  be  regarded  as  a  derivative  of  an 
unsymmetrieal  diamide,  i.e.,  as  a  phthale'in  of  ethylaniiine. 

Ethylanilphthalein ,  prepared  in  the  manner  just  mentioned,  is 
obtained,  after  a  few  crystallisations  from  ether,  in  very  fine  prismatic 
shining  crystals  melting  at  about  140°.  They  are  identical  with  the 
product  obtained  in  the  final  treatment  of  the  ethylanilines  boiling  at 
203 — 200°  with  phthalic  anhydride.  When  this  body  is  recrystallised 
from  alcohol,  it  melts  at  140’5°  to  141  ’5°.  It  is  insoluble  in  water, 
soluble  in  alcohol,  especially  when  hot,  also  in  ether  and  in  benzene. 
The  etheric  solution  yields  it,  on  slow  evaporation,  in  large  crystals 

2  cm.  long,  forming  a  characteristic  twin-combination,  and  when 
isolated  presenting  the  aspect  of  celestin.  Ethylanilphthalein  is 
insoluble  in  aqueous,  but  soluble  in  alcoholic  potash,  and  does  not 
deoompose  when  boiled  with  that  solvent,  even  for  a  long  time.  By 
fused  potash,  on  the  other  hand,  it  is  easily  and  completely  resolved 
into  ethylaniiine  and  phthalic  acid.  It  decomposes  partially  at  300°, 
but  is  reproduced  and  deposited  in  crystals  on  the  cold  sides  of  the 
containing  vessel. 

Ethyltoluidine-phthalein ,  Cs^C^N.CoHsCtHy^. — In  the  second  and 
third  treatments  with  phthalic  acid  of  that  portion  of  the  mixed 
ethylanilines  which  boils  at  209 — 215°,  and  from  the  alcoholic  mother- 
liquors  of  ethylanilphthalein  formed  by  the  action  of  phthalic 
anhydride  on  the  portions  boiling  at  203°  to  209°,  there  is  obtained  an 
uncrystallisable  substance,  transparent,  somewhat  coloured,  melting 
at  a  low  temperature,  insoluble  in  hydrochloric  acid  and  in  strong 
potash-ley.  After  purification  by  repeated  extraction  with  these 
solvents,  and  drying  in  the  exsiccator  at  about  90°,  it  gave  by  analysis 
numbers  agreeing  with  the  formula  of  ethyltoluidinephtlialein.  It 
appears  to  be  the  phthale'in  of  ethyl-orthotoluidine,  inasmuch  as 
metatoluidine  is  not  found  in  commercial  aniline,  and  the  author  on 
treating  with  phthalic  anhydride  the  first  portion  of  the  mixed  ethyl¬ 
anilines,  found  orthotolylphthalimide  quite  free  from  the  para- 
compound. 
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Diphenylplithalamic  acid ,  C20H15NO3  =  NPh2.CO.C6H4.COOII,  is 
formed  by  heating  diphenylamine  and  phthalic  anhydride  in  mole¬ 
cular  proportions,  the  heat  being  gradually  raised  to  250°  and  kept  at 
that  point  for  about  an  hour.  The  product  on  cooling  solidifies  to  a 
brown-green  mass  of  diphenylamine  diphenylphthalamate  containing 
needles  of  phthalic  anhydride.  On  dissolving  this  mass  in  a  small 
quantity  of  hot  alcohol  and  adding  aqueous  ammonia,  the  diphenyl¬ 
amine  is  precipitated,  while  ammonium  diphenylphthalamate  and 
phthalate  remain  in  solution.  This  solution  gives  off  ammonia  during 
concentration  and  deposits  yellow  needles  of  diphenylphthalamic  acid, 
additional  quantities  of  which  may  be  obtained  from  the  mother- 
liquors.  This  acid,  after  several  recrystallisations  from  alcohol,  forms 
large  white  hard  mammellated  groups  intermixed  with  small  shining 
prisms.  It  melts  at  147°  to  148°,  is  insoluble  in  water,  slightly  soluble 
in  ether,  very  freely  in  alcohol.  It  dissolves  in  alkalis,  and  is  pre¬ 
cipitated  by  strong  acids  ;  also  in  cold  sulphuric  acid,  but  the  solution 
on  addition  of  nitric  acid  does  not  give  the  reaction  of  diphenyl¬ 
amine.  Its  silver  salt ,  CooHiJSTOsAg,  crystallises  in  white  nodules, 
quickly  blackened  by  light.  The  copper  salt  is  a  light  sky-blue  powder. 
The  lead  and  barium  salts  are  insoluble  in  water. 

Diphenylamine  diphenylphthalamate ,  formed  by  fusing  the  acid  and 
base  together  in  molecular  proportion,  is  a  coloured  solid  mass  which 
dissolves  in  ether,  but  does  not  crystallise  therefrom.  Heated  for 
some  time  above  300°,  it  gradually  loses  water,  turns  dark  brown,  and 
is  converted  into  the  corresponding  phthalein,  viz., 

0  H 

Diphenylamine-phthalemy  C2oHuN202=  (NPh2)2C<_  q^>CO,  which 

may  also  be  prepared  directly  by  boiling  in  a  reflux  apparatus  for 
several  hours,  a  mixture  of  1  mol.  phthalic  acid  and  2  mols.  diphenyl¬ 
amine,  as  long  as  water  is  given  off.  The  product  is  a  solid  highly 
coloured  mass  soluble  in  ether,  benzene,  and  alcohol,  especially  when 
hot,  and  separating  from  the  concentrated  etheric  solution  as  a  crust 
of  transparent  slightly  coloured  crystals.  From  alcohol,  it  crystallises 
in  stellate  groups  of  long,  very  white,  shining  needles  melting  at 
238 — 238‘5°.  It  is  insoluble  in  aqueous  potash,  and  is  decomposed  by 
very  strong  boiling  or  fused  potash,  into  diphenylamine  and  phthalic 
acid.  It  dissolves  in  strong  sulphuric  acid,  and  on  adding  a  drop  of 
nitric  acid,  a  splendid  violet  colour  is  developed,  which  disappears  on 
addition  of  water,  a  brown  substance  being  then  deposited  which  re¬ 
dissolves  in  strong  sulphuric  acid  with  the  coloration  above  men¬ 
tioned.  The  solution  of  diphenylamine  in  sulphuric  acid  treated  in 
the  same  manner  gives,  on  the  other  hand,  a  deep  blue  coloration. 
Diphenylamiue-phthalein  is  converted  by  strong  nitric  acid  into  a 
nitro-compound  which  dissolves  in  alcohol  and  crystallises  therefrom 
in  yellow  leaflets,  turning  deep  red  on  addition  of  ammonia.  The 
potassium  compound  has  a  deep  blood-red  colour,  but  does  not  crys¬ 
tallise  from  alcoholic  solution  even  highly  concentratrd. 

The  diphenylamine-phthale'in  prepared  as  above  is  identical  with 
that  which  Lellman  obtained  ( Ber 15,  830,  and  Abstr.,  1882,  1060) 
by  the  action  of  phthalyl  chloride  on  diphenylamine  ;  and,  admitting 
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for  this  chloride  the  formula  C6H4< 


CC12 

-CO- 


^ >0,  proposed  by  Ad  or 


and  demonstrated  by  v.  Grerichten  (Abstr.,  1880,  470 — 473),  it  follows 
that  diphenylamine-phenylphthalein  must  be  represented  by  the 

formula  (NPh2)2C<^_Q^^>C0,  the  general  formula  of  bodies  of  the 

same  class  being  [N(C„Hm)(C„H„„)],  C<^(^>CO. 

When  a  solution  of  diphenylph thalamic  acid  in  a  slight  excess  of 
ethylaniline  is  boiled  for  some  time,  diphenylamine  ethyl- phenyl- 
phthalamate  is  formed,  which  is  resolved  by  hydrochloric  acid  into 
ethylphenylph thalamic  acid  and  diphenylamine.  On  heating  the  same 
salt  at  a  higher  temperature,  coloured  products  were  formed,  the 
composition  of  which  could  not  be  determined. 

Piperilene-phthalamic  Acidy 

C13H15N03  =  C5H,o  :  N.CO.C6H4.COOH. 

— On  gradually  adding  phthalic  anhydride  to  piperidine  in  a  cooled 
vessel,  a  white  crystalline  mass  is  formed  containing  piperilene- 
ph thalamic  acid,  partly  free,  partly  combined  with  the  piperidine  ;  and 
on  adding  a  small  quantity  of  water  and  agitating  with  ether,  the 
phthalic  acid  formed  by  the  action  of  the  water  on  the  excess  of  the 
anhydride  separates  the  piperilene-phthalamic  acid  from  its  piperidine 
salt,  and  the  ether  removes  the  whole  of  this  acid  from  the  aqueous 
solution.  On  evaporating  the  etheric  solution,  an  oily  residue  is  left 
consisting  almost  wholly  of  piperilene-phthalamic  acid,  while  the  water 
retains  in  solution  the  acid  phthalate  of  piperidine  which  does  not 
crystallise  even  when  left  for  a  long  time  over  sulphuric  acid. 

Piperilene-phthalamic  acid  is  a  thick  colourless  oil,  somewhat 
soluble  in  water,  abundantly  in  alcohol.  It  forms  soluble  salts  with 
the  alkalis,  and  is  reprecipitated  from  the  solutions  by  the  stronger 
acids.  By  the  prolonged  action  of  hydrochloric  acid,  it  is  resolved 
into  piperidine  and  phthalic  acid.  Its  copper  salt ,  (Ci3H14N03)2Cu, 
formed  by  double  decomposition,  is  a  light- blue  precipitate. 

The  acid  phthalate  of  piperidine  which  is  obtained  in  the  preceding 
reaction,  together  with  piperilene-phthalamic  acid,  loses  a  molecule 
of  water  when  heated,  being  thereby  converted  into  piperilene-phthal¬ 
amic  acid:  C5HnN,C6H4(COOH)2  =  H20  +  C5HioN.CO.C6H4.COOH. 

Piperylenamine-phthaleiny  CsH4O2(NC&Hi0)2,  is  formed  by  heating 
the  acid  phthalate  of  piperidine  at  210°  as  long  as  phthalic  anhy¬ 
dride  continues  to  sublime,  treating  the  pasty  and  slightly  coloured 
product  with  strong  potash-lye,  and  cooling  with  ice :  it  then  sepa¬ 
rates  as  a  somewhat  consistent  mass,  which  may  be  purified  from  free 
phthalic  acid  by  repetition  of  the  treatment.  On  evaporating  the 
etheric  solution,  the  piperylenamine-phthale'in  remains  as  a  nearly 
colourless  oil,  soluble  in  the  ordinary  solvents  and  in  excess  of  cold 
aqueous  potash,  and  partly  precipitated  from  the  last-mentioned  solu¬ 
tion  on  heating.  The  transformation  of  acid  phthalate  of  piperidine 
into  piperylenamine-phthalein  is  represented  by  the  equation : 

2[COOH.CftH4.COOH,NH(C5H10)]  =  C8H4O2(NC5H10)2  -f 

c6h4  :  c2o2 :  o  +  3h2o. 
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The  compound  thus  prepared  is  identical  with  that  obtained  by 
R.  Schiff  (Abstr.,  1880,  127)  by  the  action  of  2  raols.  piperidine  on 
1  mol.  phthalic  anhydride  in  alcoholic  solution,  and  regarded  by  him 
as  phthalyl-piperide. 

Piperylenamine-phthalein  dibromide ,  CsHiC^fNCsHio^Br^  is  formed 
on  dropping  a  dilute  etheric  solution  of  bromine  into  an  etheric  solu¬ 
tion  of  the  phthalein,  whereupon  a  red  heavy  oil  is  first  formed  which, 
as  the  addition  of  bromine  is  continued,  crystallises  completely  in 
groups  of  shining  prisms.  It  gave  by  analysis  33*3  per  cent,  bromine, 
the  formula  requiring  34*7  per  cent. 

Gonilen e-phthalamic  acid , 

C16H21N o3  =  c8h16  :  KCO.C6H4.COOH, 

is  prepared  from  phthalic  anhydride  and  conine  in  the  same  manner 
as  the  corresponding  piperylene-com pound,  and  crystallises  in  mam* 
mellated  groups  of  colourless  needles,  which  after  recrystallisation 
from  hydrochloric  acid  melt  at  155°.  By  keeping,  they  become  brown 
and  opaque.  The  compound  is  but  slightly  soluble  in  ether  and  in 
water,  somewhat  more  freely  in  benzene,  easily  in  aqueous  ammonia, 
from  which  it  crystallises  on  addition  of  hydrochloric  acid.  Its 
ammonium  salt  does  not  precipitate  barium  chloride,  but  forms  with 
lead  acetate  and  silver  nitrate  white  precipitates  slightly  soluble  or 
insoluble  in  water.  The  copper  salt ,  (C16H20NO3)2Cu,  is  a  light-green 
powder  slightly  soluble  in  water. 

Conilenamine-phthalein ,  C8H40  (NC8H16)2,  is  formed  on  heating  the 
conilene-phthalamate  of  conine  at  a  temperature  above  210°.  The 
product  thus  obtained  is  coloured,  but  may  be  purified  by  dissolving 
it  in  strong  potash-lye,  extracting  with  ether,  washing  with  hydro¬ 
chloric  acid,  again  extracting  with  ether,  and  removing  the  hydro¬ 
chloric  acid  from  the  etheric  solution  by  agitation  with  dilute  potash. 
On  evaporating  the  ether,  the  eonilenamine-phthalein  remains  as  a 
thick  nearly  colourless  oil,  having  a  faint  odour  of  conine.  When 
quite  dry,  it  forms  an  amorphous  faintly  fluorescent  mass.  It  is 
moderately  soluble  in  the  ordinary  solvents,  and  resists  the  action  of 
hot  strong  potash-lye,  but  is  resolved  by  fusion  with  potash  into  conine 
and  phthalic  acid.  By  treatment  with  bromine  in  etheric  solution,  it 
is  converted  into  a  red  noncrystalline  compound,  which  gradually 
gives  off  bromine,  and  appears  to  be  analogous  in  composition  to  the 
compound  similarly  formed  from  piperylenamine-phthalein. 

Orthotolylphthalimidc ,  Ci5HuN03  =  C6H4  !  C202  !  N.C6H4Me,  is 
obtained,  together  with  phenylphthalimide,  by  the  action  of  phthalic 
anhydride  on  the  first  portion  of  the  mixed  ethylanilines  (p.  449) 
boiling  at  203 — 209°,  and  separates  in  mammellated  groups  of  nearly 
white  crystals,  melting  at  179°,  and  more  soluble  in  alcohol  than 
phenylphthalimide.  With  potash,  it  reacts  like  other  substituted 
phthalimides,  yielding  phthalic  acid  and  a  volatile  base.  H.  W. 

Orthamidotoliieneparathiosulplionic  Acid.  By  W.  Paysan 
(. Annalen ,  221,  360 — 364). —  Orthamidotolueneparathiosulphonic  acidy 
C7H„(NH2)S02.HS,  resembles  paramidotolueneorthothiosulphonic  acid 
in  its  properties  and  mode  of  preparation.  It  crystallises  in  four- 
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sided  prisms,  soluble  in  hot  water  ;  it  decomposes  at  115°  without 
melting.  The  salts  which  this  acid  forms  with  the  alkalis  and  alka¬ 
line  earths  are  very  soluble  in  water.  The  lead,  silver,  and  copper 
salts  are  insoluble.  Orthamidotolueneparasulphinic  acid  crystallises 
in  large  plates  soluble  in  hot  water.  It  decomposes  at  160°  without 
melting.  The  crystals  of  the  barium  salt,  (NH2.07H6.S02)2Ba  + 
2H20,  and  the  anhydrous  potassium  salt  are  freely  soluble  ;  the  crys¬ 
talline  silver  salt  and  the  amorphous  lead  salt  are  sparingly  soluble 
in  water.  By  decomposing  the  diazo-compound  with  alcohol,  an 
etkoxytoluenesulphonic  acid  is  obtained  which  appears  to  be  identical 
with  that  described  by  Hayduck  ( Annalen ,  172,  215). 

Toluenesulph amine,  C7H6SO2H.NH2,  prepared  by  boiling  the  sul- 
phinic  acid  with  hydrochloric  acid,  is  deposited  from  alcohol  in 
needle-shaped  crystals  melting  at  175°,  soluble  in  ether.  The  hydro¬ 
chloride,  C7H6S02H.NH2,HCl,  crystallises  in  slender  needles,  soluble 
in  water.  It  decomposes  at  100°  without  melting.  W.  C.  W. 

Paramidotoluene-orthothiosulphonic  Acid.  By  A.  Heffter 
(Annalen,  221,  345 — 359). — Paranitrotoluene-orthosulphonic  chloride 
is  added  to  a  well-cooled  solution  of  ammonium  sulphide.  After  re¬ 
moving  the  precipitated  sulphur  by  filtration,  acetic  acid  is  added, 
when  the  amidotoluenethiosulphonic  acid ,  C7H€(NH2).S02.SH,  is  de¬ 
posited.  This  acid  forms  yellow  prisms,  which  are  sparingly  soluble 
in  water,  and  insoluble  in  alcohol  and  ether.  It  is  decomposed  by 
acids  at  the  ordinary  temperature,  and  also  by  boiling  with  water. 
The  barium,  (NHo.CbHe.SOo-S^Ba  +  2H20,  mercuric,  and  copper 
salts  are  crystalline;  the  silver  and  lead  salts  are  amorphous.  Sodium- 
amalgam  converts  the  thiosul phonic  acid  into  paramidotoluene-ortho- 
salphinic  acid ,  NH2.C7H6.SO2H,  which  crystallises  in  colourless 
needles  or  prisms  soluble  in  hot  water.  The  salts  of  this  acid  are 
freely  soluble  in  alcohol  and  water.  The  potassium  salt  crystallises 
in  prisms,  and  the  barium  salt  in  needles,  which  are  very  deliquescent. 
Bromine-water  converts  the  sulphinic  acid  into  amidotoluenesulphonic 
acid  and  toluenesulphamine.  By  the  action  of  nitrous  acid  on  an 
alcoholic  solution  of  amidotoluene-sulphinic  acid,  the  diazo-compound 
is  obtained,  but  if  the  acid  is  dissolved  in  hydrobromic  acid  instead 
of  alcohol,  Jenfsen’s  parabromotoluene-orthosulphonic  acid  ( Annalen , 
172,  230)  is  produced.  The  diazo-compound  crystallises  in  yellowish- 
brown  needles.  It  is  decomposed  by  alcohol,  forming  ethoxytoluene - 
sulphonic  acid ,  Et0.C7H6.S03H,  which  bears  a  close  resemblance  to  the 
isomeride  which  Hayduck  (Annalen,  172,  215)  obtained  from  the 
diazo-compound  of  orthamidotolueneparasul phonic  acid.  The  barium 
salt,  (0Et.C7H6.S03)2Ba  +  3|H20,  forms  glistening  plates,  soluble  in 
alcohol  and  water.  The  potassium  salt  is  deposited  from  alcoholic 
solutions  in  yellow  plates.  The  chloride  is  a  thick  yellow  oil,  and  the 
amide,  0Et.C7H6.S02NH2,  forms  white  needles  melting  at  136°,  and 
dissolving  freely  in  alcohol,  ether,  and  hot  water.  Methoxytoluenesul - 
phonic  acid ,  MeO.C7He.SO3H,  yields  very  soluble  potassium  and  barium 
salts,  which  crystallise  with  difficulty.  The  chloride  is  an  oily  liquid. 
The  amide  crystallises  in  prisms  which  melt  at  150°. 

Strong  acids  convert  amidotoluenesulphinic  acid  into  a  base  which 
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the  author  calls  toluenesulphamine ,  CiH6S02H.XIl2.  The  base  melts 
at  132J,  and  dissolves  readily  in  alcohol  and  ether.  It  unites  with 
acids  to  form  a  series  of  crystalline  salts,  e.gr.,  C7H6S02H.NH2,HC1. 
Toluenesulphamine  is  converted  into  amidotoluenethiosulphonic  acid 
by  yellow  ammonium  sulphide,  and  into  the  sulphinic  acid  by  the 
action  of  sodium-amalgam.  W.  C.  W. 

Metamidobenzamide.  By  H.  Schiff  {Annalen,  218,  185 — 194). 
— The  difference  in  chemical  function  of  the  two  amido-groups  in 
araidobenzamide,  Nfb-.CeEb.C^NHs,  is  shown  most  markedly  in  its 
reaction  with  aldehydes,  for  the  amido-group  in  the  benzene  nucleus 
combines  with  the  hydrocarbon  residue  of  the  aldehyde  far  more  readily 
than  does  the  acid  amido-group.  For  example,  acetaldehyde  and 
metamidobenzamide  react  in  accordance  with  the  equation  Me.CHO-f- 
2NH2.C6fI4.CONH2  =  CHMe(NH.C6H4.CONH2)2.  The  resultant  sub¬ 
stance  is  an  amorphous  powder,  turning  gold-coloured  and  finally  red 
on  exposure  to  air.  When  heated  in  sealed  tubes  at  100 — 120°  a 
further  separation  of  water  takes  place,  the  aldehydic  residue  being 
introduced  into  the  acid  amido-group.  Similarly  on  mixing  aqueous 
solutions  of  salicylaldehyde  and  metamidobenzamide,  glistening 
golden  needles  of  ortho  hydroxybenzyleneamidobenzamide, 

OKC6H4.CH :  KCeH^CONIL, 

separate  out.  This  compound  melts  at  186°,  and  is  readily  soluble  in 
hot  water  and  alcohol.  By  prolonged  boiling  with  water,  it  is  decom¬ 
posed  into  its  components,  salicylaldehyde  and  metamidobenzamide. 
When  the  salicyl-derivative  is  heated  with  benzaldehyde,  a  further 
substitution-product  is  formed, 


G7H6(NH.CO.aH4.N  :  CH.C6H4.OH)2, 

a  crystalline  substance  which  cannot  be  melted  without  decom¬ 
position.  Its  diacetyl-derivative  crystallises  in  small  needles,  and 
decomposes  at  220°  with  partial  liquefaction. 

A  glucoside  of  the  above  monosalicyl-derivative  of  metamido¬ 
benzamide  can  be  prepared  by  dissolving  in  warm  wrater  metamido¬ 
benzamide  and  helicine  (glucosalicylaldehyde).  It  crystallises  in 
colourless  crystals  melting  at  113°  to  form  a  golden  glass.  Its  com¬ 
position  is  expressible  by  a  formula — 

nh2co.c6h4.n:ch.c6h4.o.c6huo5  +  2H20. 

On  warming  with  dilute  hydrochloric  acid,  it  is  decomposed  into 
salicylaldehyde,  metamidobenzamide,  and  glucose. 

Again  metamidobenzamide  combines  with  isatin,  producing  a  com- 

C  H 

pound,  isatomidobenzamide ,  NH2.CO.C6H4.N  I  C<  qq4>NH,  form¬ 
ing  large  golden  crystals,  which  begin  to  melt  at  280,  turning  brown 
and  evolving  gas. 

If  the  aldehyde-  or  helicin-derivatives  of  amidobenzamide  be 
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warmed  with  aniline,  the  aldehydic  grouping  combines  with  the 
aniline,  with  regeneration  of  amidobenzamide,  thus — 

NHo.CO.C6H4.]Sr :  C»H*  +  NH,Ph  =  NH2.C6H4.CONH2 

+  NPh :  CttH^ 

Similarly  phthalamidobenzamide  with  aniline  forms  phenylphthal- 
imide.  V.  H.  V. 

Oxidation  of  Substitution-products  of  Aromatic  Hydrocar¬ 
bons.  XV. — Oxidation  of  /^Cymenesulphonamide.  By  I. 

Remsen  and  W.  0.  Day  ( Amer .  Chem.  /.,  5,  149—161). — In  this 
series  of  researches  it  has  already  been  shown  in  the  oxidation  of 
paradiethylbenzenesulphonamide,  [Et  :  S02NH2  :  Et  =  1  :  2  :  4],  and 
of  a-cymenesulplionamide,  [Me  :  S02NH2  :  Pr*  =  1  :  2:4],  that  the 
sulphonamide-group  exerts  a  protecting  influence  on  that  hydrocarbon- 
group  which  occupies  the  ortho-position  relatively  to  it.  To  ascertain 
the  general  nature  of  the  rule,  the  authors  now  investigate  the  oxida¬ 
tion  of  /i-cymenesulphonamide,  [Pr  :  S02lSrH2  :  Me  =1:2:4],  and 
find  that  the  propyl-group  is  protected  and  the  methyl-group  oxidised. 

Monobromcymene ,  [Me  :  Br  :  Pr*  =  1  :  2  :  4],  is  converted  into  the 
sulphonic  acid  by  treatment  with  a  mixture  of  ordinary  and  fuming 
sulphuric  acids  ;  the  liquid  solidifies  on  cooling  to  a  mass  of  dark 
purple  crystals ;  these  are  dissolved  in  water,  the  solution  neutralised 
with  chalk,  and  the  resulting  calcium  salt  obtained  on  evaporation  in 
long  needles  of  the  formula  (Ci0H12Br.SO3)2Ca  f  9^H20.  The  barium 
salt,  (CioHi2Br.S03)2Ba  +  9^H20,  the  zinc  salt,  (Ci0Hi2Br.SO3)2Zn  + 
8H20,  and  the  magnesium  salt,  (C10H12Br.SO3)2Mg  9^H20,  all 

crystallise  in  long  needles.  The  sodium  salt,  Ci0Hi2Br.SO3Na  + 
4^H20,  crystallises  in  slender  needles.  Bromocymenesulphonamide , 
Ci0H12Br2.SO>NH2,  crystallises  in  slender  needles,  melts  at  197°  (corr.), 
and  is  sparingly  soluble  in  hot  water,  but  readily  in  alcohol. 

8-Cymenesulphonarnide ,  Ci0Hi3.SO2NH2,  is  prepared  by  treating  a 
solution  of  sodium  bromocymenesulphonate  with  sodium-amalgam 
until  all  the  bromine  is  removed,  the  alkaline  solution  then  being 
neutralised  with  sulphuric  acid,  the  sodium  sulphate  crystallised  out 
as  far  as  possible,  the  mother-liquor  evaporated  to  dryness,  heated  for 
some  time  at  110°,  then  treated  with  an  equal  weight  of  phosphorus 
pentachloride,  the  mixture  being  gently  heated  to  complete  the  reac¬ 
tion.  After  cooling,  the  mass  is  treated  with  aqueous  ammonia,  and 
the  mixture  allowed  to  stand  for  12  hours,  when  the  sulphonamide 
separates  in  great  part.  After  purification,  /I-cymenesulphonamide 
crystallises  in  glistening  scales,  melts  at  151°  (corr.),  is  insoluble  in 
cold,  sparingly  soluble  in  hot  water,  readily  soluble  in  hot  alcohol. 
(Although  from  its  method  of  formation  this  substance  should  have 
the  constitution  [Pr*  :  S02RH2  :  Me  =1:2:  4],  yet  the  results 
obtained  by  the  oxidation  of  paradipropylbenzenesulphonamide  seem 
to  throw  some  doubt  on  its  really  possessing  that  constitution.  See 
next  Abstract.)  On  fusion  with  potash,  a  strong  odour  of  thymol  was 
perceptible,  but  as  the  quantity  of  material  employed  was  small,  thymol 
could  not  be  isolated  from  the  product  of  the  reaction.  On  oxidation 
with  chromic  mixture,  it  yields  an  acid  of  the  formula  Ci0H13O4S]Sr, 
sidphamineparapropylbenzoic  acid ,  C6H3Pr(SC^NH2)COOH  [1  ;  2  :  4], 
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which  melts  at  244°  (corr.),  and  crystallises  in  long  needles.  The 
barium  salt  crystallises  with  2^H20,  and  is  very  soluble  in  water. 
The  result  of  the  oxidation  confirms  the  rule  that  the  sulphonamide 
group  protects  that  hydrocarbon  group  occupying  the  ortho-position 
relatively  to  it.  A.  J.  G\ 

Oxidation  of  Substitution-derivatives  of  Aromatic  Hydro¬ 
carbons.  XVI. — Oxidation  of  Paradipropylsulphonamide.  By 

I.  Remsen  and  E.  H.  Keiser  ( Amer .  Chem.  J .,  5,  161 — 171). — Para- 
dipropylbenzene,  prepared  according  to  Korner’s  directions,  is  dissolved 
in  fuming  sulphuric  acid,  gently  heated  on  the  water-bath  to  complete 
the  reaction,  the  liquid  then  being  diluted  and  neutralised  with  barium 
carbonate.  On  evaporation,  barium  paradipropylbenzenesulphonate, 
(Ci2H17.S03)2Ba  +  2H20,  crystallises  out  in  minute  needles,  which 
effloresce  on  exposure  to  air.  The  potassium  salt,  C12H17.S03K  + 
4H20,  crystallises  in  large  transparent  plates.  By  successive  treat¬ 
ment  with  phosphorus  pentachloride  and  ammonia,  the  potassium  salt 
is  converted  into  paradipropylbenzenesulphonamide ,  Ci2Hi7.S02NH2. 
This  crystallises  in  rhombohedrons  having  the  axial  ratios  a  :  c  = 
1  :  0 '85592 ;  it  melts  at  103°,  is  sparingly  soluble  in  boiling  water, 
but  readily  in  alcohol.  On  oxidation  with  chromic  mixture,  it 
yields  a  small  quantity  of  sulphoterephthalic  acid  and  a  sulphamine- 
propylbenzoic  acid,  C10H13SO4N,  crystallising  in  long  lustrous  needles, 
and  melting  at  212 — 213°  (corr.).  The  barium  salt  is  not  crystalline, 
the  calcium  salt,  (Ci0H12SO4N)2Ca  +  6H20,  does  not  crystallise  well; 
a  hydrogen  copper  salt,  (Ci0Hi2SO4N)2Cu  =  C10H13SO4N  +  2H20,  is 
obtained  in  minute  blue  crystals  by  boiling  the  acid  with  copper 
oxide  ;  the  silver  salt,  CioH^SChNAg,  is  non-crystalline.  Being  de¬ 
rived  from  paradipropylbenzene,  the  acid  must  have  the  constitution 
C6H3Pr-(SO,NH2).COOH  [Pr“  :  S02NH2  :  COOH  =  1:2:4].  The 
acid  obtained  by  the  oxidation  of  /2-eymenesulphonamide  (see  preced¬ 
ing  Abstract)  should  be  identical  with  this,  but  the  differences  in  the 
melting  points  of  the  acids  and  in  the  properties  of  their  barium 
salts  show  that  the  acids  are  isomeric.  Pending  further  investiga¬ 
tion,  the  authors  suggest  the  probability  that  during  some  of  the 
operations  employed  in  the  preparation  of  /1-cymenesulphonamide, 
the  normal  propyl-group  must  have  undergone  transformation  into 
the  isopropyl-group,  a  transformation  of  which  many  instances  have 
been  noted  recently.  A.  J.  G-. 

Decolorising  Action  of  Ferric  Salts  on  Indigo.  By  L.  Mar- 
gary  ( Gazzetta ,  13,  374 — 375).- — In  experiments  on  certain  iron  mor¬ 
dants  for  silk  containing  ferric  sulphate  and  nitric  acid,  it  was  necessary 
to  determine  the  amount  of  nitric  acid  present.  This  was  done  by 
means  of  indigo  solution,  and  the  author  observed  that  the  results 
were  invariably  too  high.  This  he  attributed  to  the  oxidising  action 
of  the  ferric  salt,  and  found  on  heating  the  indigo  solution  with  pure 
ferric  sulphate  that  it  was  rapidly  and  completely  decolorised,  the 
ferric  being  reduced  to  a  ferrous  salt.  C.  E.  Gr. 
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Transformation  of  Scatole  into  Indole,  and  Preparation  of 
Indole.  By  M.  Fileti  ( Gazzetta ,  13,  378 — 381). — The  author  found 
that  the  vapour  of  scatole  is  decomposed  when  passed  through  a 
red-hot  tube,  a  combustible  gas  being  given  off,  whilst  indole  is 
found  in  the  distillate.  On  this  reaction  he  founds  a  new  and  ad¬ 
vantageous  method  for  preparing  indole.  If  the  vapour  of  cumidine, 
prepared  by  the  distillation  of  barium  amidocumate  with  excess  of 
baryta,  be  passed  over  oxide  of  lead  at  a  red  heat,  ga&  is  evolved  in 
abundance,  and  a  black  liquid  condenses  in  the  receiver,  consisting 
of  indole  mixed  with  some  unaltered  cumidine  and  resinous  substances. 
The  product  is  first  treated  with  hydrochloric  acid  to  remove  cumi¬ 
dine,  distilled  in  a  current  of  steam,  the  distillate  acidified  with 
hydrochloric  acid,  and  the  indole  precipitated  with  picric  acid.  The 
precipitate,  after  being  dried  and  washed  with  light  petroleum,  is 
distilled  with  ammonia,  when  the  indole  passes  over  with  the  aqueous 
vapour,  and  forms  oily  drops,  which  soon  solidify;  that  which  remains 
dissolved  in  the  aqueous  distillate  may  be  extracted  by  agitation  with 
ether  and  purified  by  crystallisation  from  water.  It  is  necessary  care¬ 
fully  to  regulate  the  temperature  of  the  lead  oxide  in  order  to  obtain 
good  results :  if  the  temperature  is  too  high,  most  of  the  material  is 
carbonised  ;  if  too  low,,  the  cumidine  passes  over  unchanged.  In  a 
successful  operation  cumidine  gives  24  per  cent,  of  its  weight  of  the 
crude  picrate.  The  gas  given  off  contains  ethane,  ethylene,  and  pro¬ 
pylene.  This  method  of  formation  is  interesting,  as  it  confirms  the 
author’s  opinion  that  indole  is  methyl  scatole  (see  next  Abstract),  and 
is  moreover  the  best  method  for  preparing  indole.  C.  E.  G. 

Synthesis  of  Scatole.  By  M.  Fileti  (Gazzetta,  13,  358— 363). — 
When  barium  nitrocumate  is  distilled  with  barium  hydroxide  and 
zinc  powder — or  better  metallic  iron — a  dark  coloured  distillate  is 
obtained  of  disagreeable  odour,  consisting  of  cumidine,  scatole,  and 
resinous  substances  :  the  yield  of  crude  scatole  picrate  obtained  when 
iron  is  used  is  about  10  per  cent.  A  better  result  is  obtained  by 
reducing  a  portion  of  the  nitrocumic  acid  (4  parts)  to  amidocumic 
acid,  mixing  it  with  the  rest  of  the  nitrocumic  acid  (6),  and  excess  of 
crystallised  barium  hydroxide  (10) ,. drying  at  120°,  mixing  it  with  twice 
its  weight  of  dry  barium  hydroxide,  and  distilling  in  small  portions  of 
50  grams  at  a  time.  Although  the  reaction  is  more  regular  than 
when  the  nitro-acid  is  used  alone,  care  must  be  taken  or  the  result 
will  be  unsatisfactory.  The  distillate  is  treated  with  dilute  hydro¬ 
chloric  acid  to  remove  cumidine,  and  then  distilled  in  a  current  of 
steam,  when  some  of  the  scatole  collects  in  the  condenser  in  snow- 
white  plates,  and  the  remainder  may  be  recovered  from  the  distillate  by 
acidifying  it  with  hydrochloric  acid  and  precipitating  with  picric  acid. 
After  purifying  the  picric  acid  compound  by  crystallisation  from 
benzene,  it  is  decomposed  with  ammonia. 

It  would  seem  that  in  this  reaction  traces  of  indole  are  formed,  but 
no  methylketole.  In  reference  to  Baeyer’s  statement  (Her.,  13,  2340) 
that  pure  scatole  gives  no  coloration  with  fir  wood  moistened  wfith 
hydrochloric  acid,  the  author  has  been  unable  by  any  method  of  puri¬ 
fication  to  obtain  scatole  which  does  not  give  this  coloration.  When 
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pure  it  has  no  fascal  odour,  but  a  characteristic  one  recalling  that  of 
naphthyl  amine.  Considering  its  mode  of  formation,  its  constitution 
may  be  graphically  expressed  as' — * 

CH  CMe 
HC  CH 

HC  ^  h — NH 
CH 

(See  preceding  Abstract.)  C.  E.  Gr. 

Oil  of  Hops  obtained  from  Commercial  Lupulin.  By  J. 

Ossipoff  (J.  pr.  Ghem.  [2],  28,  447 — 448). — Personne  found  oil  of 
hops  to  consist  of  a  hydrocarbon,  Ci0H16,  and  an  oxygenated  com¬ 
pound,  Ci0H16O.  The  first  is  possibly  a  terpene,  but  the  nature  of 
the  second  is  unknown.  The  author  has  undertaken  the  study  of 
these  substances,  and  in  this  preliminary  notice  he  states  that  bromine, 
sulphuric  acid,  chromic  acid,  and  sodium  act  on  the  purified  oil. 

A.  B. 

Oil  of  Birch.  By  H.  P.  Pettigrew  ( PJiarm .  J.  Trans.  [3],  14, 
167 — 168). — A  thorough  chemical  investigation  of  the  composition  of 
this  volatile  oil  has  never  been  made,  although  Procter  found  that  it 
contained  salicylic  acid  and  had  similar  properties  to  the  oil  of  gaul- 
theria;  whilst  Kennedy  quite  recently  confirmed  this  result,  and  thus 
supported  the  presumed  identity  of  the  oil  of  birch  with  the  oil  of 
gaultheria.  The  author  has  now  examined  a  perfectly  pure  sample  of 
oil  of  birch,  sp.  gr.  1T80  at  15°,  boiling  point  218°,  and  finds  that  it 
consists  of  methyl  salicylate  only,  and  therefore  differs  from  oil  of 
gaultheria,  which  contains  a  terpene,  and  has  a  sp.  gr.  =  P0318  at 
22°,  and  not  1T80  as  given  in  the  United  States  Pharmacopoeia. 

D.  A.  L. 

Terebic  Acid.  By  W.  Boser  ( Annalen ,  220,  254 — 271). — A 
great  part  of  this  paper  has  already  appeared  (Abstr.,  1882,  716). 
Sodium  ethyl  teraconate  crystallises  in  small  white  hygroscopic 
needles  of  the  formula  CgH^ChNa.  With  silver  nitrate  this  salt  gives 
a  crystalline  silver  salt;  with  copper  acetate,  a  bluish-green  amor¬ 
phous  precipitate.  Mineral  acids  separate  hydrogen  ethyl  teraconate , 
C9H14O4,  an  acid  liquid^  slightly  soluble  in  water.  Its  solutions 
decompose  carbonates.  It  is  easily  saponified  to  teraconic  acid, 
identical  with  that  obtained  by  Geissler.  On  distilling  terebilic 
acid,  partial  decomposition  ensues,  carbonic  acid  is  evolved,  and  a 
neutral  body  produced,  which  distils  in  a  current  of  steam,  and  has 
the  properties  of  a  lactone.  Terebilic  acid  boiled  with  a  large  excess 
of  potash  yields  potassium  diaterebilate,  C7H8O5K2,  but  the  latter, 
when  in  a  neutral  solution,  is  very  unstable,  becoming  alkaline  on 
warming  by  the  reformation  of  potassium  terebilate,  O7H7O4K.  A 
solution  of  a- chloro terebic  acid  boiled  with  calcium  or  alkaline  car¬ 
bonates  yields  salts  of  hydroxy  terebic  acid.  Calcium  hydroxy  ter  ebate , 
(C7H905)2Ca,  crystallises  in  microscopic  tables  ;  the  silver  salt  forms 
easily  soluble  needles.  The  free  acid  was  not  obtained  in  a  pure 
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state,  but  fuses  above  100°.  From  the  mother-liquors  obtained  in 
the  preparation  of  a-chloroterebic  acid,  another  acid  was  isolated 
which  appeared  to  be  isomeric  with  the  latter  acid.  a-Chloroterebic 
acid,  treated  with  phosphoric  pentachloride  at  130 — 140°,  yields 
chloroterebilic  acid ,  C7H7C104,  which  is  easily  soluble  in  water,  and 
crystallises  in  small  prisms  melting  at  200 — 203°.  It  is  much  more 
stable  than  a-chloroterebic  acid,  and  is  not  decomposed  by  boiling 
with  water  or  silver  oxide.  Its  calcium  salt,  (C7H6C104)2Ca  +  H20, 
crystallises  in  tables  or  prisms,  and  loses  its  water  at  170°.  The 
silver  salt  crystallises  from  water  in  long  needles.  Chloroterebilic 
acid  could  not  be  obtained  by  the  action  of  phosphoric  chloride  on 
terebilic  acid.  The  author  gives  the  following  formulae  as  most  pro¬ 
bably  correct : — 

CMe2(OH).CH(COOH).CH2.COOH  CH2<CNa^QQOEt)>CMe2. 

Diaterebic  acid  (hydro xypropylsuecinic  acid) .  Hypothetical  sodiumterebie  ether. 


CMe2  I  C(COOEt).CH2.COONa 


Sodium  ethyl  teraconate. 


.C(COOH) 

CClif  \CMe2. 

x— COO  — / 

Chloroterebilic  acid. 

L.  T.  T. 


Thapsia  Resin.  By  F.  Canzoneri  ( Gazzetta ,  13,514—521). — The 
root  of  Thapsia  Garganica a  plant  known  for  its  vesicating  properties, 
yields  to  boiling  alcohol  a  white  amorphous  waxy  substance,  slightly 
soluble  in  ether  and  carbon  bisulphide,  and  melting,  after  purification, 
at  90°.  This  substance  however  forms  but  a  small  part  of  the  thapsia 
root.  More  abundant  and  important  constituents  are  obtained  by 
treating  the  dried  and  chopped  root  in  a  percolator  with  ether,  whereby 
a  yellow  solution  is  obtained,  which,  on  distilling  off  the  ether,  yields 
an  amber- coloured  syrupy  resin  possessing  strong  vesicating  proper¬ 
ties.  This  acid  dissolves  in  strong  aqueous  potash  at  ordinary  tem¬ 
peratures  and  in  dilute  potash  when  heated — in  both  cases  with  great 
rise  of  temperature, — and  on  neutralising  the  resulting  solution  with 
hydrochloric  acid,  a  yellow  curdy  precipitate  is  formed,  having  an 
unpleasant  odour,  and  consisting  of  a  mixture  of  liquid  and  solid 
ethers  and  fatty  acids,  together  with  resinous  substances.  From  this 
mixture  of  products,  the  author  has  obtained :  (1.)  An  octoic  or 
caprylic  acid,  C8H1602.  (2.)  A  new  acid  of  the  series  C»H2„_204,  which 
he  designates  as  thapsic  acid.  (3.)  A  non-azotised  neutral  vesicat¬ 
ing  substance. 

This  last  constituent  was  obtained  in  very  small  quantity  only,  and 
in  some  preparations  was  altogether  absent;  it  is  moreover  very 
difficult  to  purify  from  resinous  substances  and  wax,  by  which  it  is 
generally  accompanied.  It  dissolves  in  hot  alcohol,  and  separates  on 
cooling  in  shining  needles  melting  at  87°  ;  also  in  ether  and  in  carbon 
bisulphide  ;  all  its  solutions  possess  vesicating  properties.  Heated  with 
strong  potash-lye,  it  dissolves  partially  and  is  precipitated  in  the 
crystalline  state  on  diluting  the  solution  with  water.  It  is  not  altered 
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by  boiling  with  strong  acids.  Heated  on  platinum  foil,  it  burns  away 
without  residue,  emitting  a  pleasant  odour. 

Thapsic  Acid,  Ci6H3o04,  is  obtained  by  pressing  between  paper  the 
curdy  precipitate  formed  on  adding  hydrochloric  acid  to  the  solution 
of  the  resin  in  aqueous  potash,  and  crystallising  it  several  times  from 
boiling:  alcohol  with  addition  of  animal  charcoal.  It  forms  white 
shining  scales  melting  at  123 — 124  ,  nearly  insoluble  in  water,  benzene, 
and  carbon  bisulphide,  soluble  in  alcohol,  less  soluble  in  ether.  When 
strongly  heated,  it  distils  without  alteration  ;  ignited  on  platinum  foil, 
it  burns  with  an  odour  of  burnt  wax.  It  is  but  slowly  attacked  by 
bromine  or  by  strong  nitric  acid.  It  is  a  bibasic  acid.  Its  potassium 
salt ,  Ci6H2804K2,  forms  shining  anhydrous  prisms.  The  barium  salt , 
Ci6H2804Ba,  obtained  by  precipitation  from  the  potassium  salt,  is  a 
white  amorphous  powder  insoluble  in  water  and  very  slightly  soluble 
in  boiling  alcohol.  The  silver  salt ,  Ci6H2g04Ag2,  is  a  white  insoluble 
precipitate  which  blackens  when  heated  or  exposed  to  light. 

Thapsic  acid  dissolves  at  boiling  heat  in  aqueous  ammonia,  and  the 
solution  on  cooling  deposits  a  crystalline  substance  probably  consisting 
of  the  corresponding  amide.  The  acid  heated  with  aniline  at  170 — 
180°  in  sealed  tubes,  is  converted  into  the  anilide,  C16H2802(NHPh)2, 
which  forms  a  white  crystalline  powder  melting  at  162 — 163°,  and 
acquiring  a  faint  violet  colour  when  exposed  to  the  air. 

The  barium  salt  of  thapsic  acid  distilled  at  a  moderate  heat  with 
excess  of  barium  hydroxide,  yields  a  small  quantity  of  hydrocarbons, 
saturated  and  non-saturated,  having  a  musky  odour,  combining  for 
the  greater  part  with  bromine,  and  forming  a  solid  body  which  when 
dried  between  bibulous  paper  and  crystallised  from  alcohol,  forms 
white  needles  melting  at  73°. 

Octoic  or  Caprylic  Acid,  CeHl602. — On  distilling  with  steam  the 
oily  precipitate  obtained  by  neutralising  with  hydrochloric  acid  the 
potash-solution  of  the  ethereal  extract  of  the  resin,  after  removal  of 
potassium  thapsate  and  dilution  with  water,  there  passes  over  a  yellow 
transparent  oil,  lighter  than  water.  On  exhausting  this  oil  with 
ether,  drying  the  etheric  solution  with  calcium  chloride  and  distilling, 
the  greater  part  goes  over  at  220 — 236°  ;  and  on  fractioning  this 
portion  at  intervals  of  5 — 5°,  three  other  fractions  are  obtained,  the 
most  abundant  of  which  is  a  colourless  liquid  soluble  in  alcohol  and 
ether,  and  solidifying  when  cooled  with  snow,  in  flexible  laminae  melt¬ 
ing  at  ordinary  temperatures.  The  product  thus  obtained  is  shown  by 
analysis  to  have  the  composition  of  an  octoic  acid,  and  in  its  melt¬ 
ing  and  boiling  points  it  agrees  nearly  wdth  the  octoic  acid  obtained 
by  saponification  of  cocoanut  oil,  and  by  oxidation  of  the  octyl  alcohol 
from  heracleum  oil,  melting  at  16°,  boiling  at  236 — 237°,  which 
agreement  the  author  has  further  confirmed  by  examination  of  the 
sodium,  barium,  and  zinc  salts.* 

*  The  author,  in  accordance  with  the  view  hitherto  generally  entertained,  regards 
this  acid  as  normal  octoic  acid  CHa(CH2)6COOH,  but  recent  investigations  have 
shown  that  the  primary  octyl  alcohol  of  heracleum  oil  is  an  iso-alcohol, 

CHMe2(CH2)4.CH2OH, 

and  consequently  that  the  acid  obtained  from  it  by  oxidation  must  be  an  iso-acid, 
CHMe2(CH2)4.COOH.  (See  Watts’s  Dictionary  oj  Chemistry ,  8,  379.) — H.  W. 
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The  author  suggests  that  thapsic  acid  may  be  a  dioctoic  acid , 
C8H1502.C8H1602  =  2C8H1602  —  H2,  formed  from  the  octoic  acid  by 
slow  oxidation  in  the  body  of  the  plant.  H.  W. 

Red  Resins  known  as  Dragon's  Blood.  By  J.  J.  Dobbie  and 
G.  G.  Henderson  ( Pharm .  J .  Trans .  [3],  14,  361 — 364).— Besides  the 
red  resins  from  Pterocarpus  Draco  and  Croton  Draco ,  there  are  three 
different  recognised  kinds  of  dragon’s  blood,  one  from  the  East  Indies, 
Calamus  Draco ;  one  from  Socotra,  and  one  from  the  Canary  Islands, 
Dracosna  Draco.  The  first  of  these  is  the  only  one  that  has  been  fully 
described,  but  the  results  are  not  concordant;  this  is  due  apparently  to 
the  researches  having  been  carried  out  on  different  substances.  The 
authors  have  now  investigated  this  subject,  and  have  examined  several 
varieties  of  the  so-called  dragon’s  blood,  which  they  find  can  be 
arranged  in  four  distinct  groups':  1.  Those  which  dissolve  completely 
in  chloroform,  carbon  bisulphide,  and  benzene  ;  2.  Those  soluble  in 
chloroform,  but  insoluble  in  carbon  bisulphide  and  benzene ;  3.  Those 
soluble  in  chloroform  and  benzene,  and  partly  in  carbon  bisulphide ; 
and  4.  Those  which  are  insoluble  in  all  three  reagents.  The  accuracy 
of  this  classification  is  supported  by  the  physical  properties  of  the 
resins  and  their  behaviour  towards  reagents,  and  it  is  evident  therefore 
that  there  were  four  different  kinds  of  resins  under  examination. 
All  the  resins  dissolve  to  a  small  extent  in  boiling  water,  those  of 
Class  4  being  rather  more  soluble  than  the  others  ;  they  are  all  freely 
soluble  in  alcohol,  ether,  oil  of  cloves,  and  glacial  acetic  acid,  leaving 
a  variable  amount  of  insoluble  matter,  which  usually  consists  of 
vegetable  tissue,  sand,  &c.  They  are  all  slightly  soluble  also  in  hydro¬ 
chloric  acid,  those  of  Class  2  being  the  most  soluble  ;  ammonia  repre¬ 
cipitates  them  from  this  solution.  The  aqueous  and  alcoholic  solu¬ 
tions  have  an  acid  reaction.  When  treated  with  sodium  hydroxide, 
the  resins  effervesce  and  emit  an  odour  like  that  of  rhubarb. 
Ammonia  forms  a  clear  mixture  with  the  alcoholic  solutions.  The 
resins  were  carefully  purified  by  means  of  ether,  and  then  powdered ; 
the  results  of  the  individual  class  examinations  may  be  thus 
summed  up:  Resin,  1,  brick-red,  melting  at  about  80°,  when  decom¬ 
posed  by  heat  gives  off  very  irritating  red  fumes.  It  dissolves  readily 
with  an  orange-red  colour  in  alcohol,  ether,  chloroform,  carbon  bisul¬ 
phide,  and  benzene,  but  with  difficulty  in  boiling  caustic  soda, 
ammonia,  sodium  carbonate,  and  with  great  difficulty  in  lime-water, 
whilst,  in  the  cold,  it  is  scarcely  soluble  in  the  first  two  and  insoluble 
in  the  last  two  of  the  latter  reagents.  The  ammonia  solution  is  reddish- 
yellow,  and  a  portion  of  the  resin  is  not  dissolved.  The  alcoholic 
solution  gives  a  brown-red  precipitate  with  lead  acetate.  Analysis 
( combustion  and  lead  estimation)  suggests  the  formula  Ci8Hi804. 
This  variety  is  derived  from  Calamus  Draco .  Resin  2,  CnH1905, 
origin  uncertain,  is  carmine-red,  melting  at  about  100°;  when  heated 
it  gives  off  non-irritating  fumes.  It  dissolves  freely  in  alcohol,  ether, 
and  chloroform  with  a  pink  colour,  and  in  cold  caustic  soda,  ammonia, 
sodium  carbonate,  and  lime-water  with  purple  colour  changing  to 
orange-red  or  yellow  on  boiling,  whilst  it  is  insoluble  in  carbon  bisul¬ 
phide  and  benzene.  The  alcoholic  solution  gives  a  lilac-coloured  pre- 
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cipitate  with  lead  acetate.  Resin  3,  Ci8Hi804,  from  Dracaena ,  is 
vermilion,  melting  at  about  80° ;  when  heated  it  evolves  aromatic 
irritating  red  fumes.  It  dissolves  with  a  blood-red  colour  in  alcohol 
and  ether,  and  in  cold  caustic  soda,  ammonia,  lime-water,  and  sodium 
carbonate,  but  is  insoluble  in  chloroform,  carbon  bisulphide,  and 
benzene.  Its  alcoholic  solution  gives  a  mauve-coloured  precipitate 
with  lead  acetate.  Resin  4,  is  a  mixture  of  a  reddish-brown  resin, 
freely  soluble  in  carbon  bisulphide,  and  a  light  brick-red  resin,  nearly 
insoluble  in  that  menstruum.  The  two  portions  differ  considerably 
with  regard  to  their  solubility  in  ether,  benzene,  and  other  reagents, 
the  dark  portion  being  the  less  soluble  of  the  two.  Cinnamic  acid 
was  detected  in  the  first  and  third  varieties  (comp.  Abstr.,  1882, 
209),  but  not  in  the  others.  Johnstone  found  two  resins  in  one 
kind  of  dragon’s  blood,  to  the  one  he  gave  the  formula,  C20H24O4,  and 
to  the  other,  C2oH2i04.  D.  A.  L. 


Saponin.  By  E.  Stutz  ( Annalen ,  218,  231 — 256). — At  the  com¬ 
mencement  of  this  paper,  an  historical  account  is  given  of  saponin,  a 
drug  obtained  from  the  Saponaria  rubra  and  its  allied  species.  The 
formulae  proposed  for  this  substance,  deduced  from  the  percentage 
proportions  of  carbon  and  hydrogen  found  in  it,  are  various,  but  most 
experimenters  are  agreed  in  proving  that  it  is  decomposed  on  boiling 
with  acids,  yielding  a  carbohydrate  among  other  products. 

The  source  of  the  saponine  studied  in  this  paper  was  the  bark  of 
the  Quilbaja  saponaria ,  a  member  of  the  Spireaea  family,  indigenous  in 
Chili  and  Peru.  This  was  digested  with  water,  the  extract  evaporated 
down,  and  hot  alcohol  of  90  per  cent,  added ;  on  cooling,  white  flocks 
of  saponin  separated,  which  were  then  frequently  recrystallised  from 
alcohol,  and  finally  purified  by  animal  charcoal. 

Saponin  thus  obtained  is  a  white,  amorphous,  neutral  powder, 
generally  possessing  an  astringent  taste,  due  to  traces  of  impurities ; 
it  is  soluble  in  water,  insoluble  in  absolute  alcohol  and  ether ;  its 
aqueous  solution  forms  a  lather  like  soap.  When  heated  to  195°  it 
turns  brown,  and  at  a  higher  temperature  evolves  a  vapour  resembling 
caramel  in  odour. 

The  author  was  unable  to  obtain  saponin  free  from  inorganic  im¬ 
purities  ;  and  from  the  properties  of  its  barium  compound  it  would 
appear  probable  that  the  impurities,  principally  consisting  of  calcium, 
were  intimately  associated  with  the  saponin.  From  the  mean  of  four 
concordant  analyses  the  formula  Cl9H3oOio  is  deduced. 

A  concentrated  aqueous  solution  of  saponin  is  precipitated  by 
baryta- water ;  a  substance  of  composition  2C19H30O10  +  Ba(OH)2 
being  formed,  from  which  the  barium  is  not  readily  separated  by 
carbonic  anhydride.  In  order  to  determine  the  number  of  alcoholic 
hydroxyl-groupings  present  in  saponin,  it  was  heated  with  acetic  or 
butyric  anhydride  under  various  conditions.  A  series  of  acetyl- 
derivatives  was  thus  obtained ;  amongst  which  are  enumerated  a 
tetracetyl,  C19H26Ac4Oio,  and  a  pentacetyl,  C19H25Ac5Oio,  derivative, 
and  two  compounds  formed  by  the  addition  of  acetic  anhydride  to  the 
latter  substance,  viz.,  Ci9H?5Ac5.Q9(OAc)2,  and  Ci9H255n608(0Ac)4. 
From  these  results  it  follows  that  the  saponine  contains  five  hydroxyl- 
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groups,  and  two  oxygen-atoms  combined  only  witb  carbon ;  its  con¬ 
stitutional  formula  will  thus  be:  CwHsjfOH^^.Os.  From  the  acetyl- 
derivatives  saponine  can  be  regenerated.  V.  H.  V. 

Specific  Rotatory  Power  of  Photosantonic  Acid.  By  R. 

Nasini  (Gazzetta,  13,  375 — 378). — The  only  one  of  the  five  isomeric 
acids  C15H20O4  which  has  not  as  yet  been  examined  optically  is  the 
photosantonic  acid  produced  by  the  action  of  sunlight  on  an  alcoholic 
solution  of  santonin.  A  Cornu’s  apparatus  was  employed  with  sodium 
flame,  and  a  temperature  of  20°.  The  results  obtained  with  chloro¬ 
form  and  alcoholic  solutions  are  given  in  the  Tables  I  and  II,  where 
c  is  the  concentration,  that  is,  the  weight  of  substance  dissolved  in 
100  c.c.  of  the  solvent ;  L  =  219-65  the  length  of  the  tube  in  milli¬ 
metres  ;  a  the  angle  of  deviation ;  [a]D  the  specific  rotatory  power 

with  respect  to  the  line  D  =  .  ■. 


Table 

I. 

Table  II. 

c. 

cl. 

Md. 

c. 

CL. 

M- 

1-259 

-3-30 

-119*3 

0-536 

-1-40  - 

118-9 

2-057 

-5-10 

-112*9 

0-968 

-2-50  - 

117-6 

5-758 

-14-30 

-113-1 

3-285 

-9-05  - 

125-4 

4-774 

-13-13  - 

125-2 

The  following  gives  the  rotatory  power  of  the  five  acids : — 


Santoninic  1  ,  i  i 

acid  )  (alcohcl> 

San  tonic  1  /  1 c 

acid  f  (chl°r°t°rnb 

Parasanto- 
nic  acid 
Metasanto- 
nic  acid 
Photosanto¬ 
nic  acid 

„  (alcohol, 


1  to  3)  .... 

fa] 

4-476)  .... 

4'470)  .... 

4-127)  .... 

>> 

—  25 

-70-31 

-98-51 


-92*8 


c  =  1-259  to  5-758)  „  =  -119*3toll3T 

c  =  0*536 to4-774)  „  =  -119tol25 

C.  E.  G. 


Hydronicotine  and  Oxy  trinicotine.  By  A.  iStard  ( Gompt . 
rend .,  97,  1218 — 1221). — 5  grams  of  nicotine,  5  grams  of  red  phos¬ 
phorus,  and  60  grams  of  fuming  hydriodic  acid  were  heated  in  sealed 
tubes  at  260 — 270°  for  10  hours.  Hydrogen  was  liberated  and  the 
crystalline  contents  of  the  tube,  consisting  probably  of  a  periodide, 
were  treated  with  potash,  and  the  liberated  oily  bases  fractionated. 
The  products  thus  obtained  are  a  small  quantity  of  hydrocollidine, 
boiling  at  205°,  nicotine  boiling  at  244°,  and  hydronicotine,  Ci0H16N25 
an  oily  liquid  which  boils  at  263 — 264°;  sp.  gr.  at  17°  =  0*993.  It 
has  a  faint  odour  and  dissolves  in  water,  alcohol,  and  ether  in  all  propor¬ 
tions.  Hydronicotine  is  laevogyrate,  its  specific  rotatory  power  being 
[a]D  =  —15°  40'.  The  specific  rotatory  power  of  nicotine  in  solutions 
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of  the  same  strength  (13*7  per  cent.)  is  73°  6,  but  diminishes  with 
dilution.  Acids  dissolve  hydronicotine  with  development  of  heat,  but 
alkalis  precipitate  the  base  from  its  solutions.  Hydronicotine  platino- 
chloride,  C10Hi6N27H2PtCl6  +  H20,  forms  pale  yellow  crystals  which 
separate  out  even  from  very  dilute  solutions,  and  are  thus  distin¬ 
guished  from  nicotine  platinochloride.  They  lose  their  water  in  dry 
air.  Hydronicotine  hydrochloride  gives  no  precipitate  with  gold 
chloride,  and  is  not  acted  on  by  dilute  solutions  of  mercuric 
chloride,  potassium  dichroniate,  or  ferrous  or  ferric  salts  in  the  cold. 

Hydriodic  acid  under  pressure  is  the  only  substance  with  which  the 
author  has  been  able  to  obtain  hydronicotine. 

Oxy trinicotine.' — Nicotine  is  heated  to  240°  and  mercuric  oxide  is 
added  in  small  quantities  at  a  time  until  the  liquid  becomes  thick  and 
brown.  Each  addition  of  the  oxide  produces  an  energetic  reaction ; 
water  is  given  off  and  metallic  mercury  separates  out.  The  product 
Of  the  reaction  is  allowed  to  cool,  dissolved  in  dilute  hydrochloric 
acid,  and  the  solution  filtered.  The  filtrate  is  treated  with  hydrogen 
sulphide,  filtered  from  the  mercuric  sulphide,  and  the  dark  brownish- 
black  filtrate  is  mixed  with  an  alkali,  which  produces  a  flocculent 
brown  precipitate  of  the  composition  or  (C]oH9N2)302, 

analogous  to  thiotetrapyridine,  (CioHgNo^S.  This  substance  may  be 
regarded  as  formed  in  a  similar  manner  to  thiotetrapyridine,  the 
mercuric  oxide  giving  up  its  oxygen  at  240°  in  presence  of  the 
organic  compound,  and  the  author  proposes  to  call  it  oxy  trinicotine. 
Oxytrinicotine  hydrochloride  does  not  crystallise,  and,  like  thiotetra¬ 
pyridine  hydrochloride,  has  an  astringent  taste.  With  platinum 
chloride  its  solution  yields  a  brownish -yellow  precipitate  of  the  com¬ 
position  (CioHg^^Ch^HgPtCls  +  6H30.  C.  H.  B. 

Mono-  and  Di-chloracetate  of  Quinine.  By  G.  Mazzara  ( Gaz - 
zetta ,  13,  525 — 527). — These  salts,  CH2Cl.COOH,CwH«N3Q1>2iHaO 
and  CHC12.COOH,C2oH24N202,2H20,  are  prepared  by  adding  the 
requisite  quantities  of  quinine  dissolved  in  alcohol  to  mono-  and  di- 
chloracetic  acid  respectively,  and  gently  heating  the  mixtures.  They 
crystallise  in  white  silky  needles,  and  dissolve  in  water ;  the  mono- 
chloracetate  in  62*43  parts  at  20*9°,  the  dichloracetate  in  41*4  parts  at 
22°.  H.  W. 

Action  of  Benzyl  Chloride  on  Quinine.  By  G.  Mazzara  and 
G.  Possetto  ( Gazzetta ,  13,  529 — 532). — When  these  two  bodies  are 
heated  together  in  alcoholic  solution,  a  deep  red  liquid  is  formed, 
leaving  on  evaporation  a  residue  of  similar  colour,  which  dissolves 
partially  in  water,  leaving  a  resinous  substance.  The  solution  thus 
obtained  is  dichroic,  yellow  by  transmitted,  red  by  reflected  light,  and 
yields  with  platinic  chloride  a  precipitate  which  dissolves  in  dilute 
alcohol,  and  separates  therefrom  as  a  micro -crystal line  mass,  having 
the  composition  CxM2iN202lC,ll1C\yRC\,FtCli  +  2HaO. 

The  concentrated  solution  of  the  compound  of  benzyl  chloride  and 
quinine  gives  with  caustic  soda  a  greenish-yellow  precipitate;  the 
dilute  solution,  a  yellow  crystalline  precipitate  of  a  compound  of 
quinine  with  benzyl  alcohol,  which  melts  and  blackens  at  75°,  dissolves 
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in  cold  alcohol  and  ether,  and  melts  to  a  resin  when  heated  with  water 
or  alcohol. 

The  aqueous  solution  of  the  compound  of  benzyl  chloride  and 
quinine  leaves  on  evaporation  a  yellowish  semi-solid  residue,  and  on 
heating  this  substance  (8  g.)  dissolved  in  alcohol  with  an  equi- 
molecular  quantity  of  benzyl  chloride  (2*2  g.),  and  evaporating  the 
alcohol,  a  deep  red  viscid  residue  is  left,  which  dissolves  partly  in 
water,  forming  a  solution  green  by  transparent,  red  by  reflected  light. 
This  solution,  treated  with  platinic  chloride,  forms  a  yellow  preci¬ 
pitate  soluble  in  dilute  alcohol,  from  which  it  is  deposited  in  the 
form  of  a  light  friable  powder,  having  the  composition 

C20H24N2O2,  (C7H7Cl)2,HCl,PtCl4. 

The  solution  of  the  compound  of  benzyl  chloride  and  quinine, 
mixed  with  excess  of  water  and  caustic  soda,  yields  a  deep  yellow  pre¬ 
cipitate  which  melts  at  85°  and  decomposes  at  130°,  with  emission  of 
gas-bubbles. 

A  mixture  of  benzyl  chloride  and  benzylquinine  hydrate ,  in  mole¬ 
cular  proportion,  dissolved  in  alcohol  and  treated  as  above,  yielded  a 
product  which,  when  freed  from  alcohol  and  treated  with  water,  formed 
a  deep  red  solution,  giving  with  platinic  chloride  a  brick-red  preci¬ 
pitate  having  the  composition  C2oH24(C7n7)]^202,C7H7Cl,HCl,PtCl4. 

H.  W. 

Action  of  Aromatic  Aldehydes  on  Quinine.  By  G.  Mazzara 
( Gazzetta ,  13,  367 — 369). — After  referring  to  his  former  experiments 
on  aldehydic  compounds  of  quinine  (this  vol.,  186),  the  author  states 
that  whilst  nitrobenz aldehyde  gives  comparatively  stable  compounds 
with  quinine,  the  results  obtained  with  paraldehyde  benzaldehyde 
and  anisaldehyde  are  unsatisfactory. 

When  quinine  and  nitrobenzaldehyde  in  molecular  proportions  are 
boiled  together  in  chloroform  solution,  and  ether  is  added  to  the 
product,  a  yellow  gelatinous  precipitate  is  obtained  resembling  alu¬ 
mina  in  appearance.  When  dried,  it  is  a  yellow  powder  which  melts 
at  113 — 118°.  It  has  the  composition  C22H24N202,C6H4(N02).CH0. 
It  is  easily  decomposed  by  acids  into  a  salt  of  quinine  and  nitro¬ 
benzaldehyde. 

If  the  chloroform  solution  of  quinine  and  nitrobenzaldehyde  is 
allowed  to  evaporate  spontaneously  instead  of  being  precipitated  with 
ether,  a  yellowish  viscid  residue  is  left  which  turns  brown  on  expo¬ 
sure  to  the  air.  C.  E.  G. 

Caffeine,  Xanthine,  and  Guanine.  Part  II.  By  E.  Fischer 
and  L.  Reese  ( Annalen ,  221,  336 — 344). — Chlorocaffeine  is  best  pre¬ 
pared  by  passing  chlorine  gas  which  has  been  dried  by  means  of  sul¬ 
phuric  acid  and  phosphoric  anhydride,  into  a  boiling  solution  of 
caffeine  (dried  at  120°)  in  chloroform.  The  operation  is  ended  when 
the  evolution  of  hydrochloric  acid  ceases.  Chlorocaffeine  may  with 
great  advantage  be  substituted  for  bromocaffeine  in  the  preparation  of 
the  compounds  described  in  Part  I  (Abstr.,  1883,  354). 

Diethoxyhy dr oxy caffeine,  C8H9N402(0H)(0Et)2,  is  decomposed  by 
hydriodic  acid,  yielding  hydroxy  caffeine.  The  reaction  takes  place 
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most  favourably  in  a  chloroform  solution.  Diethoxyhydroxycaffeine 
dissolves  in  phosphorus  oxychloride,  forming  the  compound 

C8H9N40(0H)(0Et)Cl. 

This  derivative  is  reconverted  by  alcohol  into  diethoxyhydroxycaffeine. 
It  is  completely  decomposed  by  water,  with  the  formation  of  a  con¬ 
siderable  quantity  of  dimethylalloxan. 

The  decomposition  of  Amalie  acid ,  Ci3IIi4N408,  by  heat  is  very  com¬ 
plicated.  One  of  the  products  of  decomposition  is  deoxyamalic  acid, 
012H14N4Ofi.  It  is  a  colourless  crystalline  body,  freely  soluble  in 
chloroform  and  strong  acetic  acid.  It  melts  at  260°  and  sublimes  at 
the  same  temperature.  At  a  higher  temperature,  it  distils  with  partial 
decomposition.  On  evaporation  with  nitric  acid,  dimethylalloxan  is 
formed.  Since  prolonged  boiling  with  chromic  mixture  converts 
deoxyamalic  acid  into  dimethylparabanic  acid,  this  acid  is  probably  a 
derivative  of  malonyldimethylcarbamide. 

Bromoguanine,  C5H4N5OBr,  obtained  by  the  method  adopted  for 
the  preparation  of  bromocaffeine,  is  a  white  crystalline  powder, 
almost  insoluble  in  alcohol,  ether,  and  cold  water.  It  unites  with 
acids  to  form  crystalline  salts,  e.g.,  C5H4N5O.Br,HCl,  and  also  with 
lead  and  silver  to  yield  crystalline  compounds.  A  complicated  reac¬ 
tion  takes  place  when  the  silver  or  lead  salt  is  heated  with  methyl 
iodide  at  100°.  No  methyl- derivative  is  obtained,  but  a  considerable 
quantity  of  bromocaffeine  is  produced.  Nitrous  acid  converts  bromo¬ 
guanine  into  bromoxanthine.  This  crystalline  compound  is  decomposed 
by  heat  without  melting.  It  is  soluble  in  hot  water,  hot  alcohol,  and 
in  mineral  acids,  but  it  is  insoluble  in  alkalis.  W.  C.  W. 


Piperylhydrazine.  By  L.  Knorr  (Annalen,  221,  297 — 313). — 
The  preparation  of  piperylhydrazine  by  the  action  of  zinc-dust  and 
acetic  acid  on  nitroso-piperidine  has  been  previously  described  by  the 
author  (Abstr.,  1882,  1115).  It  is  a  colourless  refractive  oil  of  ammo- 
niacal  odour.  It  boils  at  146°,  and  has  a  sp,  gr.  0  928  at  14*6°  com¬ 
pared  with  water  at  the  same  temperature.  Piperylhydrazine  is  very 
hygroscopic.  It  is  miscible  in  all  proportions  with  water,  alcohol, 
ether,  and  benzene,  but  is  sparingly  soluble  in  concentrated  solutions 
of  the  alkalis.  It  precipitates  metallic  oxides  from  their  solutions, 
and  expels  ammonia  from  hot  solutions  of  its  sails.  With  chloro¬ 
form  and  potash,  it  exhibits  the  isonitrile  reaction,  and  it  reduces  cold 
ammoniacal  solutions  of  silver,  and  also  Fehling’s  solution  on  warm¬ 
ing.  Mercuric  oxide,  potassium  permanganate,  and  bromine-water 
oxidise  piperylhydrazine,  and  convert  it  into  the  corresponding 
tetrazone.  Piperylhydrazine  hydrochloride ,  C5H10N.NH2,HC1,  is  de¬ 
posited  from  alcohol  in  plates  melting  at  162°,  which  are  freely  soluble 
in  hot  water  and  chloroform.  The  platinochloride  is  insoluble  in 
alcohol  and  ether.  The  picrate  forms  golden-yellow  needles. 

Monobenzoylpiperylhydrazine ,  CsHioN.NHBz,  is  deposited  in  white 
scales  on  mixing  together  ethereal  solutions  of  benzoic  chloride  and 
piperylhydrazine.  The  crystals  melt  at  195°,  and  distil  at  a  higher 
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temperature  without  decomposition.  When  benzaldehyde  and  piperyl- 
hydrazine  are  brought  together,  benzylidenepiperylhydrazinej 

C5H10hr2.CHPh, 

melting  at  62°,  is  produced.  It  is  deposited  from  a  hot  alcoholic 
solution  in  crystalline  plates,  soluble  in  alcohol  and  ether. 

Piperylsemicarbazide ,  C5H101S\NH.CO]NTI2,  prepared  by  the  action 
of  potassium  cyanate  on  piperylhydrazine  hydrochloride,  forms  rhom¬ 
bic  crystals  melting  at  136°,  which  dissolve  freely  in  alcohol  and  in 
hot  water. 

P  ip  erylthiosemicarb  azide. ,  C5H10N.NH.CSNH2,  is  prepared  from 
piperylhydrazine  hydrochloride  and  ammonium  thiocyanate  by 
Fischer  and  Besthom’s  method  ( Annalen ,  212,  325).  It  crystallises 
in  prisms  melting  at  167°,  and  soluble  in  alcohol. 

Carbon  bisulphide  acts  energetically  on  piperylhydrazine  ;  in 
presence  of  alcohol,  piperylthiocarbazide ,  CS(NH.NC5H10)2,  is  the 
result  of  the  reaction.  This  compound  crystallises  in  transparent 
rhombic  plates  melting  at  181°,  which  are  freely  soluble  in  alcohol 
and  benzene.  A  dipiperylthiosemicarbazide ,  CsHioN.CS.NH.NCsH^, 
was  also  obtained  crystallising  in  the  triclinic  system.  It  melts  at 
85*5°,  and  decomposes  at  a  higher  temperature. 

Piperylhydrazine  is  decomposed  by  nitrous  acid  into  nitrosopiperi- 
dine  and  nitric  oxide.  It  unites  with  methyl  iodide  to  form  methyl- 
pip  ery  la  zonium  iodide ,  CoHjoN.NILMel,  which  crystallises  in  needles, 
soluble  in  water,  chloroform,  and  hot  alcohol.  The  compound  begins 
to  decompose  at  150°.  The  iodide  is  converted  into  methylpiperyl- 
azonium  hydroxide  on  treatment  with  silver  oxide.  This  base  is 
decomposed  by  heat,  yielding  dimethylpiperylammonium  iodide, 
piperidine,  ammonia,  and  other  products. 

The  preparation  of  the  tetrazone  has  been  previously  described  ( loc . 
cit.).  Acid  solutions  of  the  tetrazone  are  very  unstable;  they  are 
decomposed  by  heat,  half  the  nitrogen  is  evolved,  and  piperidine  is 
formed.  The  hydrochloride  is  obtained  as  a  heavy  oil  on  mixing 
ethereal  solutions  of  hydrochloric  acid  and  the  tetrazone.  The 
platinochloride ,  (Cio^oN^HsPfCle,  is  an  amorphous  powder,  decom¬ 
posing  with  detonation  at  70°.  W.  C.  W. 

Action  of  Bromine  on  Pilocarpine.  By  Chastaing  ( Compt . 
rend .,  97,  1435 — 1437). — When  bromine  is  added  to  a  solution  of 
pilocarpine  in  chloroform,  there  is  development  of  heat,  the  mixture 
becomes  acid,  and  a  heavy  oily  liquid  separates.  The  supernatant 
chloroform  retains  the  excess  of  bromine  together  with  a  small  quan¬ 
tity  of  the  bromo- derivative,  which  gradually  crystallises  out.  The 
oily  liquid  is  rapidly  evaporated,  and  forms  a  deep  golden -yellow 
resinous  mass,  which  is  then  dissolved  in  chloroform,  from  which  it 
separates  in  a  mass  of  minute  prismatic  crystals.  These  crystals 
have  the  composition  CnHjsN^ChBra,  and  consist  of  a  dibromide  of 
dihromopilocarpine  hydrobromide ,  CnHuBraN^OajHBrjBra.  This  sub¬ 
stance  is  inodorous,  but  when  exposed  to  air  it  absorbs  moisture  and 
gives  off  ethyl  bromide,  undergoing  some  alteration  which  results  in 
the  formation  of  a  compound  containing  less  carbon  than  the  original 
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substance.  In  contact  with  copper,  dibromide  of  dibromopilocarpine 
hydrobromide  gives  up  part  of  its  bromine,  and  when  treated  with 
silver  oxide  in  presence  of  water  and  chloroform,  it  loses  Br3  and 
yields  dibromopilocarpine,  CnHuB^NaOa,  which  resembles  pilocarpine 
in  appearance,  but  is  less  mobile  and  less  strongly  alkaline  ;  it  is  pre¬ 
cipitated  by  platinum  chloride. 

The  action  of  bromine  on  pilocarpine  in  presence  of  a  small  quan¬ 
tity  of  water  does  not  yield  dibromide  of  dibromopilocarpine  hydro¬ 
bromide,  but  the  corresponding  derivative  of  a  feebler  base  which 
contains  an  atom  of  carbon  less  than  pilocarpine.  This  carbon  is 
given  off  as  carbonic  anhydride,  and  the  compound  formed  should  be 
represented  by  the  formula  CioHu^O^HBrjBr-z.  C.  H.  B. 

Ptomaines  and  their  Significance  in  Toxicology.  By  T. 

Husemann  {Arch.  Pharm.  [3],  21,  401 — 417). — The  commencement  of 
a  history  of  the  ptomaines,  and  the  methods  of  detecting  them  and 
distinguishing  them  from  vegetable  alkaloids,  compiled  from  the 
papers  of  recent  investigators.  VV.  R.  D. 

Ptomaines  and  Similar  Bodies.  By  C.  Arnold  {Arch.  Pharm. 
[3],  21,  435 — 437). — In  the  course  of  a  toxicological  examination  of 
the  stomach  and  intestines  of  five  dogs  and  two  horses  by  the  Stas- 
Otto  method,  the  author  isolated  a  brown  viscous  liquid  having  a 
strongly  alkaline  reaction,  an  aromatic  smell,  and  a  bitter  taste.  When 
neutralised  with  hydrochloric  acid,  it  yielded  a  distinctly  crystalline 
salt.  The  contents  of  the  stomachs  of  seven  dogs  recently  killed  with 
hydrocyanic  acid  were  examined  for  the  same  substance,  and  in  four 
instances  it  was  obtained.  The  weight  of  the  product  was  two  or 
three  centigrams.  It  yielded  precipitates  with  all  the  usual  alkaloid 
reagents,  and  when  neutralised  with  hydrochloric  acid  and  subcutane¬ 
ously  injected  in  frogs,  it  caused  temporary  paralysis.  Rabbits  were 
not  affected  when  similarly  treated.  The  alkaloid  could  not  be 
extracted  from  the  brains,  spleen,  liver,  or  other  organs  of  the 
animals ;  but  in  two  cases  when  the  fresh  urine  was  treated  by  the 
Stas- Otto  process,  a  residue  which  gave  the  general  reactions  for 
alkaloids  was  isolated.  An  attempt  was  now  made  to  produce  the 
same  alkaloidal  substance  by  a  process  of  artificial  digestion.  5  grams 
of  pepsin  and  100  grams  of  freshly  prepared  fibrin  were  mixed  with 
2*5  litres  of  water,  to  which  had  been  added  25  grams  of  hydro¬ 
chloric  acid  (sp.  gr.  1*125).  The  mixture  was  allowed  to  stand  for 
30  hours  at  37 — 38°,  after  which  it  was  treated  by  the  Stas- Otto 
method,  and  0*4  gram  of  a  body  was  obtained  which  had  the  same 
chemical,  physical,  and  physiological  properties  as  that  which  had 
been  extracted  from  the  actual  contents  of  the  stomach.  The  author 
has  been  easily  able  to  isolate  ptomaines  from  putrefying  animal 
corpses.  From  500  grams  of  the  muscular  tissue  of  a  dog,  in  a  high 
state  of  decomposition,  1*6  grams  of  a  volatile  alkaloid  was  obtained 
by  the  Stas-Otto  method  ;  when  it  was  subcutaneously  injected  in  a 
rabbit,  tetanus  and  death  ensued.  From  500  grams  of  putrefying  horse¬ 
flesh  0*5  gram  of  the  same  substance  was  obtained.  W.  R.  D. 
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Effects  of  Rarefied  Air  on  the  Animal  Organism.  By  A. 

Frankel  and  J.  Geppert  ( Bled .  Centr .,  1883,  599 — 601). — Dogs  were 
the  animals  experimented  on  ;  the  general  appearance  of  respiration 
under  continuously  reduced  pressure  coincides  with  the  observations 
of  Bert  and  with  the  experience  of  aeronauts  at  high  elevations.  It  is 
remarked  tbat  the  organs  of  the  animals  which  were  usually  experi¬ 
mented  on  showed  symptoms  of  gradually  adapting  themselves  to 
their  conditions,  so  that  to  obtain  trustworthy  results  they  should  be 
allowed  intervals  of  days,  and  even  a  week,  and  that  those  animals 
would  bear  with  impunity  increase  and  diminution  of  atmospheric 
pressure  which  a  newly  employed  animal  would  not.  A  rarefaction 
equal  to  an  elevation  of  3800 — 4900  meters  showed  no  perceptible 
diminution  in  the  oxygen  contained  in  the  blood  of  three  dogs,  and 
with  five  others  the  loss  was  very  small.  At  a  pressure  diminished 
to  half  an  atmosphere  the  oxygen  began  to  vary,  but  still  very 
nearly  within  normal  limits,  so  that  probably  the  diminution  of 
oxygen  in  the  rarefied  air  was  compensated  by  the  rapidity  of  respira¬ 
tion.  A  reduction  of  pressure  to  one-third  of  an  atmosphere  im¬ 
poverished  the  blood  rapidly,  and  at  one-fourth  of  an  atmosphere 
death  followed ;  at  one-third,  arterial  blood  contains  only  one-half  its 
normal  proportion  of  oxygen.  The  authors’  experience  confirms 
Bert’s  opinion  that  the  effect  of  diminished  barometrical  pressure  on 
the  animal  economy  is  within  certain  limits  of  a  chemical  rather  than 
mechanical  nature,  and  that  even  the  bleeding  which  takes  place  from 
thin  membranes  is  due  to  their  having  been  weakened  by  abstraction 
of  oxygen.  A  considerable  increase  in  the  nitrogen  voided  by  the 
animals  in  their  urine  under  diminished  pressure  was  also  noted. 

J.  F. 

Experiments  on  the  Time  Required  for  Digestion  of  Meat 
and  Milk,  By  E.  Jessen  ( Bied .  Centr.,  1883,  602 — 604). — These 
experiments  were  of  three  classes  ;  with  an  artificial  digestive  solution 
the  substances  introduced  into  the  stomach  of  a  dog  and  of  a  man. 

The  meat  employed  was  separated  from  sinews  and  chopped  small ; 
it  was  used  raw,  half  boiled,  and  well  boiled,  half  and  well  roasted, 
the  latter  with  5  grams  of  butter  to  100  grams  of  meat.  Two 
strengths  of  pepsin  solution  were  used,  one  containing  0*1  per  cent, 
pepsin  and  2tt  per  cent,  hydrochloric  acid,  the  other  double  the 
strength,  both  appeared  to  have  the  same  amount  of  digestive  power ; 
the  solutions  were  left  in  contact  with  the  meat  for  24  hours  at  a  tem¬ 
perature  of  35 — 40°.  The  undigested  portion  of  the  meat  was  then 
separated  by  filtration,  dried  at  110°,  and  weighed  ;  the  residues  from 
25  grams  were — 


Raw  flesh  .  5*67 

Half  boiled .  9*49 

Well  boiled  .  17*95 

Half  roasted .  9*76 

Well  roasted .  17*07 
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The  experiment  on  the  dog  was  made  by  introducing  the  meat  sewn 
in  a  netting  bag  through  a  fistula  into  the  stomach  ;  2  grams  were 
used,  the  digestive  power  being  previously  excited  by  a  ration  of 
bread  and  milk.  Owing  to  the  meat  not  being  freely  accessible,  the 
time  of  digestion  was  long,  but  conditions  being  the  same,  the  results 
are  useful  for  comparison.  The  time  occupied  in  digestion  of 
2  grams — 

Hours. 


Raw  beef .  5*58 

Half  boiled .  6*83 

Well  boiled .  5*79 

Half  roasted .  7'42 

Well  roasted .  7*54 

Frog’s  flesh .  4*46 

Veal .  6*63 

Pork .  6*25 


A  man,  30  years  old,  in  normal  health,  was  the  subject  of  the  next 
experiment.  When  his  stomach  was  pumped  empty  he  was  fed  with 
100  grams  meat  and  300  c.c.  water.  The  experiment  was  considered 
at  an  end  when  the  stomach-pump  brought  up  no  particles  of  fibrine. 
The  time  required  for  digestion  of  the  different  substances  : — 


Hours. 


Raw  beef  .  2 

Half  boiled  . 

Well  boiled  .  3 

Half  roasted .  3 

W ell  roasted .  4 

Raw  mutton .  2 

Raw  veal  .  2^* 

Raw  pork .  3 


The  same  person  was  fed  with  milk,  the  nitrogenous  contents  of 
which  equalled  those  of  100  grams  beef — 

Hours. 


602  c.c.  raw  cows’  milk .  3^ 

602  ,,  boiled  „  .  4 

602  ,,  sour  „  .  3 

675  ,,  skimmed  .,  3^ 

656  ,,  raw  goat’s  milk  .  34- 

J.  F. 


Digestive  Power  of  Commercial  Pepsin.  By  C.  M.  Dana 
{Bied.  Centr.j  1883,  644). — A  number  of  samples  of  American  and 
Gei’man  preparations  of  pepsin  dissolved  on  an  average  10 — 12  times 
their  weight  of  coagulated  albumin,  but  were  almost  without  result  on 
larger  pieces.  To  prove  that  this  does  not  resemble  the  natural  action 
of  the  stomach,  the  author  experimented  on  dogs.  The  animals  were 
fed  with  hard  boiled  eggs  and  meat,  with  and  without  pepsin  ;  in  the 
latter  case  (15  dogs)  but  one- third  of  the  albumin  dissolved;  whilst 
with  21  dogs  which  had  received  pepsin,  but  one- fifth  remained  undis¬ 
solved,  and  some  which  had  got  a  better  pepsin,  only  one-eighth 
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remained  undissolved.  The  duration  of  digestion  was  1^  to  hours: 
the  operations  in  the  stomach  were  therefore  better  than  outside. 

J.  F. 

Behaviour  of  Amides  in  Animal  Nutrition.  By  N.  Zuntz 
( Bied .  Centr .,  1883,  602)  — The  experiments  undertaken  to  verify 
those  of  Weiske  (Abstr.,  1882,  986)  were  performed  on  rabbits,  which 
received  as  food  13  grams  rice-starch  freed  from  albumin  by  pepsin 
and  hydrochloric  acid,  2  grams  sagar-candy,  2  grams  olive  oil,  and 
0*33  gram  of  the  neutral  ash  of  hay  and  wheat  with  0*09  of  common 
salt.  When  to  this  food,  free  from  nitrogen,  was  added  1*5  gram  of 
asparagine,  there  was  an  immediate  reduction  of  the  loss  of  nitrogen 
from  the  body  amounting  to  from  71  to  72  per  cent.  ;  when  in  addi¬ 
tion  0*1  gram  tyrosine,  0*05  gram  taurine,  and  0*05  gram  of  guanidine 
thiocyanate  were  given,  the  waste  of  albumin  increased  by  156  per 
cent,  above  that  of  non-nitrogenous  food.  If  a  part  of  the  aspara¬ 
gine  is  replaced  by  a  strong  ammonium  body,  produced  by  the  action 
of  pancreatic  fluid  on  meat,  the  waste  of  nitrogen  became  1*7  per 
cent,  higher  than  when  non-nitrogenous  food  was  given.  J.  F. 

Experiments  with  Stall-fed  Cattle.  By  Vossler  {Bied.  Centr., 
1883,  512 — 614). — The  experiments  were  made  to  ascertain  if  welt 
fattened  cattle  could  be  maintained  in  that  state  for  a  lengthened 
period  on  moderate  rations,  if  kept  in  a  state  of  rest  as  nearly  perfect 
as  possible.  Ewes  and  oxen  were  so  treated,  and  with  success;  although 
the  fattening  was  finished  previous  to  the  experiment,  they  did  not 
lose  but  in  some  cases  gained  weight.  J.  F. 

Further  Experiments  on  the  Digestive  Powers  of  the 
Horse.  By  v.  Ellenberger  and  V.  Hofmeister  {Bied.  Centr.,  1883, 
604 — 606). — In  continuation  of  his  researches  (Abstr.,  1883,  487,  and 
this  vol.  92),  the  authors  submitted  the  mucous  membrane  of  the 
horse’s  stomach  to  a  complete  histological  examination.  The  gullet 
end  of  the  stomach  forms  a  receptacle  in  which  the  saliva  has  time 
to  act  on  the  large  quantities  of  starchy  matter  which  constitute  the 
food  of  the  horse,  not  being  furnished  with  the  glands  which  secrete 
the  acid  gastric  juice  ;  the  posterior  portion  being  furnished  with 
those  glands ;  the  stomach  is  comparatively  small  but  very  elastic, 
md  surrounded  by  strong  and  elastic  integuments,  its  wails  contain 
intercellular  and  intermuscular  ganglia,  and  at  least  three  kinds  of 
:ells,  the  peculiarities  of  which  have  not  been  fully  examined.  The 
:ells  of  the  pylorus  glands,  too,  differ  from  those  of  the  intestine. 

The  pepsin  present  in  the  mucous  membrane  of  the  stomach  is 
Dartly  extracted  by  glycerol  and  partly  by  treatment  with  hydrochloric 
tcid.  That  part  of  the  stomach  which  produces  pepsin  is  small  in 
extent,  but  very  thick  and  has  long  capillaries.  The  surface  of  the 
pylorus  contains  very  little  trace  of  pepsin  in  the  first  hours  of  diges- 
)ion,  and  not  much  at  any  period,  but  it  is  very  abundantly  pro- 
luced  in  the  proper  part  of  the  stomach,  and  possesses  stronger 
ermentative  qualities  in  those  glauds  wThich  lie  deepest  beneath  the 
surface,  and  its  greatest  strength  is  about  the  end  of  the  digestive 
Drocess.  J.  F. 
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Feeding  Experiments  on  Pigeons.  By  Assmus  {Bled.  Centr 
1883,  857). — A  cock  and  a  hen  pigeon  which  originally  weighed  200 
and  250  grams  respectively,  after  eating  75  grams  daily  of  a  mixture 
of  1  flesh  meal  and  10  potatoes  for  20  days,  were  found  to  have 
increased  in  weight  by  80  and  70  grams.  E.  W.  P. 

u  Champion  Spice.”  By  C.  Lehmann  and  others  ( Bied .  Centr., 
1883,  826). — A  spice  is  much  sold  which  is  supposed  greatly  to 
increase  the  flow  of  milk  when  added  to  ordinary  food.  The  authors 
state  that  such  is  not  the  case,  but  rather  that  the  yield  is  reduced  ; 
they  state  that  this  spice  consists  of  the  waste  from  the  grinding  of 
Foenum  grcecum ,  coriander,  cumin,  and  aniseed,  which  is  mixed  with  a 
little  palm-nut  cake. 

The  following  figures  show  the  difference  between  the  guaranteed 
analysis  and  that  made  by  one  of  the  authors  : — 


Guaranteed. 

Siewert. 

Fat  . 

3-64 

2-54 

Albumin . .  .  .  . 

. .  1076 

4-55 

Fibre  and  carbohydrates 

. .  70-24 

60-61 

Water . 

. .  10-25 

9-74 

Sand  and  ash . 

5-11 

9*16 

E.  W.  P. 

Cattle  Plague  and  Pasteur’s  Protective  Inoculation.  By 

Muller  and  others  (Bied.  Centr.,  1883,  614 — 618). — The  first  part  of 
this  paper  is  a  report  on  certain  herds  of  oxen  and  sheep  which  had 
been  inoculated  with  Pasteur’s  so-called  vaccine;  it  shows  that  the  loss 
by  death  from  the  disease  was  very  much  less  than  amongst  unpro¬ 
tected  animals. 

Archangelske  describes  his  researches  on  the  development  of  the 
bacteria  of  splenic  fever.  From  the  moment  of  the  infection,  the 
blood  of  the  animal  (using  every  possible  caution  in  the  examination) 
contained  small  round  shining  spherical  organisms,  about  the  size  of 
ordinary  micrococci ;  a  little  of  this  blood  added  to  chicken  broth 
caused  cloudiness  next  day  from  presence  of  the  bacteria.  In  the 
second  stage  of  culture,  bacteria  and  thread-like  bodies  were  present, 
the  latter  developed  themselves  on  potatoes,  and  mice  died  when  they 
were  introduced  into  their  system  ;  all  the  animals  from  which  the 
blood  was  drawn  died  of  splenic  fever,  with  bacteria  in  the  blood, 
spleen,  and  other  organs.  The  author  thinks  these  globular  bodies 
are  the  spores  of  the  bacteria,  which  multiply  in  the  earlier  stages  and 
develop  bacteria  at  the  end  of  the  sickness  ;  the  development  in  the 
earlier  stages  can  be  ascribed  only  to  a  splitting  up  similar  to  that  of 
micrococci.  As  death  sometimes  occurs  previous  to  the  development 
of  the  spores,  it  accounts  for  some  observers  not  having  found  bacteria 
after  death ;  the  author  mentions  a  theory  of  Lemmers  that  the  two 
forms  are  those  of  two  different  organisms,  one  of  which  being  nume¬ 
rous  while  the  other  is  few,  and  the  reverse. 

Feltz  has  investigated  the  part  which  earthworms  are  said  to  play 
in  the  spread  of  the  disease ;  infected  blood  from  artificial  culture, 
and  from  guinea-pigs  which  died  of  the  disease,  was  mixed  with 
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earth  and  placed  in  a  flower-pot,  in  which  were  also  placed  worms ;  at 
intervals  during*  22 — 52  days  worms  were  withdrawn  and  washed 
repeatedly  in  distilled  water.  Guinea-pigs  were  then  inoculated  with 
matter  from  the  cut-up  worms,  and  also  the  water  in  which  they  had 
been  washed  ;  the  contents  of  the  worms  and  the  first  washings  pro¬ 
duced  the  disease,  but  the  last  wash-water  did  not.  Feltz  also  made 
experiments  on  rabbits  in  order  to  weaken  the  infection,  but  the 
results  were  unsatisfactory.  He  says  that  a  long  contact  with  the 
soil  weakens  the  germs,  and  that  a  milder  form  of  fever  follows  when 
derived  from  such  a  source.  J.  F. 

Effects  of  Copper  on  the  Organism  of  Ruminants.  By  v. 

Ellenberger  and  V.  Hofmeister  ( Bied .  Centr.,  1883,  G06 — 609). — The 
action  of  solutions  of  salts  of  copper  on  animal  membranes  has  long 
been  known  and  investigated,  but  much  remains  to  be  learned, 
especially  about  chronic  copper  poisoning.  The  authors  limit  their 
work  to  a  record  of  observations  on  the  effects  of  small  doses  of  the 
salts  regularly  administered.  The  subjects  of  the  experiment  were 
sheep,  and  the  dose  of  from  half  a  gram  to  3  grams.  Amongst  the 
negative  results  were  no  alteration  of  muscular  structure,  no  accelera¬ 
tion  of  the  motion  of  the  heart,  no  uniform  alteration  in  the  micro¬ 
scopic  appearance  of  the  blood  corpuscles,  no  alteration  of  the 
respiration  nor  of  the  secretion  of  urine.  Amongst  the  positive 
results,  the  presence  of  albumin,  bile,  and  blood  in  the  urine, 
flaccidity  of  muscles,  weakness,  and  loss  of  appetite.  The  excretion  of 
copper  from  the  system  is  chiefly  by  means  of  the  bile,  partly  by  the 
urine,  but  in  lesser  degree. 

The  principal  part  of  the  body  which  retains  copper  is  the  liver, 
which  holds  it  with  very  great  tenacity,  having  been  found  41  days 
after  a  dose  had  been  given  ;  the  pancreatic  glands  retain  it  with 
almost  equal  strength ;  the  kidneys  do  not  contain  so  much  as  the 
other  two  organs.  The  deposit  of  copper  is  proportionally  much 
greater  if  it  has  been  administered  in  numerous  small  doses,  the  cells 
having  time  to  absorb  it,  which  is  not  the  case  with  large  doses, 
owing  to  their  rapid  action.  The  deposits  in  the  nervous  system  are 
small,  and  still  smaller  in  the  muscular,  not  enough  to  interfere  with 
their  action,  but  sufficient  to  be  found  in  the  flesh  after  administration 
of  medicines  containing  copper.  J.  F. 

Kairine  and  Kairoline — Hydroxyquinolinemethyl  Hydride 
and  Quinolinemethyl  Hydride.  By  Filehne  ( Pharm .  J.  Trans.  [3], 
14,  383 — 384). — The  present  paper  treats  of  the  physiological  pro¬ 
perties  of  these  bodies.  They  are  both,  as  well  as  some  other  com¬ 
pounds  of  the  quinoline  series,  very  powerful  anti-pyretics,  but  have  no 
local  action,  and  are,  therefore,  valuable  medicines  in  cases  of  fever. 
They  are  quite  similar  in  action  ;  kairoline  is,  however,  less  energetic 
and  slower  in  action  than  kairine.  Kairine  has  been  tried  in  a  series 
of  acute  and  chronic  febrile  diseases,  and  in  all,  its  antithermic  action 
was  found  to  be  constant. 

The  hydrochloride  is  the  salt  employed  ;  it  is  a  clear  crystalline 
greyish-yellow  powder,  very  soluble  in  water,  and  has  a  bitter  some- 
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what  aromatic  taste.  After  administering  the  powder,  water  should 
be  drunk  freely.  Its  use  is  not  accompanied  by  any  unpleasant 
effects,  such  as  headache,  ringing  in  the  ears,  sickness,  &c.  With 
regard  to  its  antithermic  properties,  doses  of  1  to  1*5  gram  in  healthy 
adults  have  no  physiological  action  and  no  effect  on  the  temperature ; 
whilst  in  cases  of  adult  patients  or  debilitated  subjects,  a  dose  of 
1  gram  every  two  hours  must  not  be  exceeded,  otherwise  cyanosis  is 
apt  to  ensue.  The  most  suitable  dose  in  adult  fever  cases  is  0*3  to 
0*5  gram  every  hour  or  ljj-  hour.  The  interval  between  1  gram  doses 
should  not  exceed  2^  hours,  and  that  between  0*5  gram  doses  not 
more  than  1^  to  2  hours,  for  the  effect  of  1  gram  only  last  three  hours, 
whilst  that  of  0*5  gram  is  of  2^  hours’  duration ;  to  produce  a  less 
pronounced  effect  reduce  the  doses,  but  do  not  increase  the  interval. 
When  the  influence  of  the  drag  ceases,  the  temperature  rises  again  with 
a  feeling  of  chilliness  amounting  sometimes  to  actual  rigor.  Less  than 
0*3  gram  given  at  once  has  no  practical  effect  on  the  temperature,  a 
dose  of  0*3  to  1  gram  lowers  the  temperature  by  \  to  2°,  another  dose 
given  before  the  effect  of  the  former  one  passes  away,  causes  a  further 
reduction,  and  if  0*5  gram  be  given  hourly,  it  invariably  follows 
that,  without  any  injurious  effect,  the  temperature  falls  to  the  normal 
point  or  below  it  after  the  fourth  (sometimes  after  the  third,  or  even 
the  second)  dose.  The  temperature  cannot  be  brought  below  37 — 
36*5°,  and  the  low  temperature  is  maintained  only  as  long  as  the 
administration  of  the  drug  is  continued  every  2-J-  hours  at  least,  other¬ 
wise  shivering  occurs,  and  the  temperature  rises  to  the  point  corre¬ 
sponding  to  the  acuteness  of  the  disease  ;  this  drawback  is  overcome, 
so  as  not  to  disturb  the  night’s  rest,  by  judicious  dosing  during  the 
day,  and  by  giving  a  full  dose  of  2  grams  of  kairoline  the  last  thing 
at  night.  The  action  of  kairine  begins  25  minutes  after  the  dose  of 
0*5  to  1  gram  is  taken  by  the  mouth ;  the  fall  in  temperature  is  more 
rapid  the  larger  the  dose,  and  is  always  accompanied  by  profuse 
sweating,  which  lasts  only  as  long  as  the  temperature  continues  to 
fall.  During  the  use  of  these  drugs,  the  urine  becomes  green,  but 
contains  no  sugar  or  albumin.  Pneumonia  patients  especially  have 
enjoyed  great  comfort  from  the  use  of  this  drug ;  in  fact,  such  cases 
can  be  kept  quite  free  of  fever.  It  is  suggested  to  use  kairine  as  a 
remedy  in  malarial  affections,  by  giving  1  gram  hourly,  three  hours 
before  the  expected  attacks.  D.  A.  L. 
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Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Influence  of  Light  on  the  Development  of  Bacteria.  By  J. 

Jamieson  ( Bied .  Gentr 1883,  857). — Bacteria  were  destroyed  by 
direct  sunlight,  but  not  by  diffused  light.  The  experiments  showed 
that  at  a  moderate  or  low  temperature  the  direct  sunlight  had  no 
destructive  action.  Dry  bacteria  were  killed  in  three  or  four  days 
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when  exposed  to  sunlight  and  air.  From  this  it  is  evident  that  the 
action  of  light  on  bacteria  is  not  yet  accurately  ascertained. 

E.  W.  P. 

Occurrence  of  the  Butyric  Ferment.  By  W.  Zopf  ( Bied . 
Gentry  1883,  858). — The  saccharine  matter  of  plants,  cucumbers, 
cabbages,  &c.,  is  first  converted  by  the  lactic  ferment,  which  is  pro¬ 
bably  only  a  variety  of  Clostridium  butyricum ,  into  lactic  acid,  then 
the  true  butyric  ferment  begins  its  work.  Upon  this  process  depends 
the  ripening  of  cheese  and  formation  of  sauer  kraut.  E.  W.  P. 

Yeast.  ( Dingl .  polyt.  J.,  249,  227,  231.) — According  to  Delbriick 
alcohol  and  sulphuric  acid  have  peculiar  influence  on  both  yeast  and 
bacteria.  They  are  both  poisonous  for  bacteria,  and  both  prevent  the 
growth  of  yeast  without  however  destroying  its  fermentative  power. 
A  very  large  amount  of  sulphuric  acid  may  be  present,  for  an  hour  at 
least,  without  destroying  this  power,  but  no  increase  of  the  cells  takes 
place.  Similarly  in  the  mash,  the  presence  of  5  to  7  per  cent,  of 
alcohol  prevents  growth  in  the  yeast,  but  the  fermentative  power 
remains.  Heinzelmann  has  found  that  OT  gram  of  salicylic  acid  to 
the  litre  of  yeast  increases  its  fermentative  power,  0*12  gram  begins 
to  diminish  this  power,  and  with  0*375  gram  the  yeast  is  killed. 
200  grams  malt  mashed  to  1  litre,  and  treated  with  0*1  gram  salicylic 
acid,  gave  a  better  sugaring  and  stronger  fermentation  than  without 
the  acid,  so  that  it  appears  advisable  to  add  the  acid  to  the  yeast 
preparation,  and  then  to  prepare  the  mash  in  the  usual  manner. 

Lintner,  investigating  the  formation  of  diastase  under  various  con¬ 
ditions,  could  only  obtain  accordant  results  with  the  same  barley  after 
careful  drying  at  50°.  Moist  and  bad  barley  so  treated  give  very 
uniform  results.  J.  T. 

Formation  and  Accumulation  of  Saccharose  in  the  Beet. 

By  A.  Girard  ( Compt .  rend .,  97,  1305 — 1308). — The  author  confirms 
Peligot’s  statement  that  the  root  never  contains  any  sugar  but  saccha¬ 
rose,  and  finds  that  saccharose  exists  together  with  glucose  not  only 
in  the  petioles  and  ribs,  but  also  in  the  blade  of  the  leaves.  The  root 
and  its  beard,  and  the  petioles,  have  the  same  composition  in  the 
night  as  in  the  day,  but  the  proportion  of  saccharose  in  the  blades 
varies,  and  is  frequently  twice  as  great  in  the  evening  as  it  is  the 
next  morning.  The  quantity  of  glucose  in  the  blades  is  sensibly  the 
same  at  night  as  in  the  morning,  and  increases  only  with  the  develop¬ 
ment  of  the  plant.  The  proportion  of  saccharose,  however,  depends 
on  the  amount  of  light  that  the  plant  has  recently  received,  and  at 
the  close  of  a  bright  day  may  approach  1  per  cent.,  but  at  the  close 
of  a  dull  day  it  is  considerably  less.  In  all  cases,  however,  about  half 
and  sometimes  even  a  higher  proportion  of  the  saccharose  formed 
during  the  day  disappears  from  the  blades  during  the  night.  The 
composition  of  the  petioles  connected  with  the  midribs  undergoes  no 
sensible  diurnal  variation.  It  would  seem,  therefore,  that  the  saccha¬ 
rose  is  first  formed  directly  in  the  blades  under  the  influence  of  light, 
and  is  afterwards  transported  through  the  petioles  to  the  roots, 
where  it  is  gradually  stored  up.  Since  the  leaves  increase  in  bulk, 
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but  retain  the  same  percentage  of  inorganic  matter,  it  seems  probable 
that  a  double  osmotic  movement  takes  place  in  the  plant  by  which  the 
inorganic  substances  absorbed  from  the  soil  are  transported  to  the 
leaves,  whilst  the  saccharose  formed  in  the  leaves  is  transported  to  the 
root.  G.  H.  B. 


Ratio  of  Flesh  to  Stone  in  Stone  Fruit.  By  G.  Wilhelm  ( Bied . 
Centr .,  1883,  851). — 


Flesh  . 

Stone 

Stem  . 

f  shell  . .  . 
\  kernel. . . 

Reine  Claude. 

Per  cent, 

. . .  96-00 

3T7 
. . .  0*83 

Damask  plum. 
Per  cent. 

96*05 

2*81 

0-91 

0*23 

100-00 

100*00 

E.  W.  P. 


Chemical  Changes  in  Decayed  Wood.  By  A.  Wagner  ( [Dingl . 
polyt.  249,  342 — 346). — Timbers  undergoing  three  different  kinds 
of  decay  were  examined  : — (a)  red  rot ;  (6)  white  rot ;  and  (c)  that 
produced  by  Merulius  destruens .  The  composition  of  the  rotten  tim¬ 
bers  in  all  three  cases  did  not  deviate  much  from  that  of  sound  timber, 
although  the  physical  change  was  so  great. 


a. 

b. 

c. 

Water 

9*9 

1171 

1712 

Ash . . 

. . .  3*35 

1*77 

2*41 

Dried  at  100° 

they  gave 

respectively — 

C  .. .. 

. . .  50-04 

50-89 

51*16 

H _ 

6-48 

6-37 

4*70 

O  and 

N . 

, . .  39*77 

40-74 

41-24 

Ash . . 

. ..  371 

2*00 

2*90 

S03  in 

ash . 

_  6-41 

3*35 

1*54 

The  high  sulphuric  anhydride  in  a  is  ascribed  to  the  material  with 
which  the  timber  was  in  contact. 

Boiling  water  extracts  only  small  quantities  from  a  and  b ,  producing 
light  yellow  solutions,  whilst  from  c  considerable  quantities  of  organic 
matter  are  taken  up  producing  a  strong  brownish-red  solution. 
Boiling  potash-solution  is  still  more  striking  in  its  action ;  c  is  almost 
completely  dissolved  with  a  dark  brown  colour,  whilst  a,  and  particu¬ 
larly  5,  are  only  slightly  attacked,  with  much  lighter  and  more  reddish 
colour.  J.  T. 


Elementary  Composition  of  Certain  Kinds  of  Wood,  with  a 
Calorimetric  Investigation  into  their  Combustibility.  By  E. 

Gottlieb  ( J .  pr.  Ghem.  [2],  28,  385 — 121). — The  results  of  the 
author’s  analysis  of  woods  from  various  Danish  trees  agree  on  the 
whole  with  those  of  Chevandier  and  Brix.  The  following  are  the 
vol.  xlvi.  2  k 
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average  results  obtained  from  samples  taken  both  from  near  the  roots 
and  near  the  tops  of  the  trees,  and  dried  at  115° : — 


Oxygen  and 

Wood. 

Carbon. 

Hydrogen. 

nitrogen. 

Ash. 

Oak . 

. .  50-16 

6-02 

43-45 

037 

Ash . 

..  49*18 

6-27 

43-98 

0-57 

Hornbeam  .... 

. .  48-09 

6-20 

44-31 

0-50 

Beech  . 

. .  49*06 

6*11 

/  44-17 1 

1  0-09/ 

0-57 

Birch  . 

. .  48*88 

6-06 

)  44-67  i 

1  o-io/ 

0-29 

Fir  . 

. .  50-36 

5-92 

/  43-39 1 
\  0-05/ 

0-28 

Pine . . . . 

. .  50-31 

6-20 

/  4308 1 

1  0-04  f 

0-37 

The  quantity  of  carbon  and  hydrogen,  however,  was  found  to  vary 
slightly  according  as  the  sample  was  taken  near  the  root  or  the  top 
in  the  cases  of  oak,  ash,  and  hornbeam,  but  not  in  the  case  of  beech. 
A  specimen  from  a  beech  tree  grown  on  a  chalky  soil  contained  less 
carbon  These  results  show  the  quantity  of  carbon  in  all  the  dried 
samples  to  be  greater  than  that  in  cellulose.  The  small  quantities  of 
tannin,  resin,  fatty  or  nitrogenous  bodies  cannot  account  for  this,  nor 
can  the  author  throw  any  light  on  the  quantity  of  the  substances 
which  raises  the  total  quantity  of  carbon  in  wood  above  that  contained 
in  pure  cellulose  and  similar  substances.  The  quantity  of  nitrogen 
was  never  above  O'l  per  cent.,  which  is  not  in  accordance  with  the 
results  (over  or  about  1  per  cent.)  of  Chevandier.  The  author 
describes  minutely  the  form  of  calorimeter  which  he  constructed  and 
used  for  obtaining  the  following  results;  1  gram  of  the  substance 
(dried  at  115°)  being  used  : — 


Heat-units. 

Oak  (180  years  old)  .  4620 

Hornbeam  .  4728 

Beech  (60  years  old) .  4766 

„  (100  years  old) .  4770 

,,  (130  years  old) .  4785 

Fir  (40  years  old) .  5035 

Ash .  4711 

Birch  . 4771 

Pine .  5085 


According  to  Dulong,  the  heat  of  combustion  of  a  substance  may  be 
calculated  by  adding  that  of  the  single  parts,  abstracting  however  that 
of  as  much  hydrogen  as  is  capable  of  forming  water  with  the  oxygen 
contained  in  the  substance.  J.  Thomsen,  moreover,  has  shown  ( Pogg . 
Ann .,  148,  392,  and  this  Journal,  1873,  126)  that  on  burning  the 
hydrocarbons,  ethylene  and  acetylene,  the  estimated  heats  of  combus¬ 
tion  are  near  the  calculated  quantities.  Calculating,  however,  by 
Dulong’s  formula,  the  heat  of  combustion  of  beech  wood  and  pine 
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wood  respectively,  the  numbers  4139  and  4240  are  obtained,  whilst 
experiment  gave  4785  and  5085.  Calculating,  on  the  other  hand,  that 
the  carbon  combines  completely  with  the  oxygen  of  the  wood  to  form 
carbonic  acid,  and  the  hydrogen  with  the  oxygen  supplied,  the  num¬ 
bers  4663  and  4778  are  obtained.  From  this,  the  author  considers 
that  in  no  case  can  the  heat  of  combustion  be  calculated  from  the 
results  of  elementary  analysis,  the  quantity  found  being  always 
greater.  He  finds  the  heat  of  combustion  of  pure  cellulose  (purified 
and  dried  cotton- wool)  to  be  4155,  whilst  Berthelot  found  4142,  and 
v.  Rechenberg  4452,  and  that  of  charcoal,  prepared  from  pure  cotton¬ 
wool  (containing  96*7  to  96*9  per  cent.  C,  and  1*3  to  1*5  per  cent.  H), 
8033,  whilst  Favre  and  Silbermann  found  8088.  A.  B. 

Note  on  Paraguay  Tea.  By  T.  Peckolt  ( Pharm .  J.  Trans.  [3], 
14,  121 — 124). — This  tea  is  made  from  Hex  paraguay ensis,  indi¬ 
genous  in  the  South  American  region  which  lies  between  18°  and 
30°  S.  latitude ;  it  has  been  planted,  and  seems  to  succeed  well,  in  the 
Cape  of  Good  Hope,  Spain,  and  Portugal.  It  is  stated  on  experi¬ 
mental  evidence,  that  six  different  species  of  the  Ilex  are  used  in  the 
preparation  of  this  tea.  The  plant  I.  paraguay  ensis  in  the  wild  state 
grows  to  the  size  of  an  apple  tree,  but  when  cultivated  it  remains  a 
mere  bush.  The  trees  are  cultivated  from  seed,  and  used  when  four 
years  old.  It  is  calculated  that  1600  trees  can  be  grown  on  220  square 
meters,  yielding  an  average  of  35  kilos,  per  tree.  The  leaves  are 
collected  at  different  times  in  different  localities,  and  have  most  aroma 
when  the  fruit  is  nearly  ripe.  In  some  cases  the  leaves  are  dried  in 
ovens,  in  others  they  are  roasted.  In  the  Spanish  Republic  three 
different  sorts  of  mate  are  sold.  1.  Caa-euy  or  Caa-ciup,  the  new 
leaves  and  scarcely  developed  shoots,  is  of  a  delicate  texture  and  yellow 
colour,  and  has  an  agreeable  and  pleasant  flavour.  2.  Caa-mirim,  the 
leaves  separated  from  the  twigs  and  stalks,  the  mid-rib  is  also  removed 
from  the  leaves.  3.  Caa-guacu,  or  Caa-unu,  or  Jerva  de  Palos,  large 
old  leaves  with  twigs  and  fragments  of  wood,  has  a  strong  bitter 
taste.  In  Rio  Janeiro  two  sorts  are  known  in  commerce — mate  leaf 
and  mate  powder.  Mate  has  been  frequently  analysed,  and  the  results 
have  been  published  from  time  to  time.  The  authoi  has  analysed  the 
fresh  leaves,  &c.,  of  the  Ilex  paraguay  ensis  from  the  Orgu  Mountains 
in  Neufreiburg,  with  the  following  results  : — - 


In  the  air-dried  leaves.  Per  1000 

Stearoptene .  0*021 

Volatile  oil,  extracted  by  ether .  0*099 

Fat  and  wax . 19*800 

Green  colouring  matter .  10*900 

Chlorophyll  and  soft  resin .  20*966 

Brown  acid  resin .  48*500 

Caffeine .  6*398 

Bitter  extractive  matter  .  2*033 

Sugar  .  39*266 

Extractive  matter  and  organic  acids .  8*815 

Mate-tannic  acid,  pure .  27*472 

2*2 
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In  the  air-dried  leaves.  Per  1000. 

Mate-viridic,  crystallised .  0*024 

Albumin,  organised,  inorganic  salts,  dex¬ 
trin,  &c .  47*660 

Moisture  .  166*660 

Cellulose  .  601*356 


He  bas  also  analysed  leaves  aud  mate  from  Parana,  and  the  quanti¬ 
ties  of  the  several  constituents  in  1000  parts  are  given  in  the  subjoined 
table. 


In  air-dried  leaves, 
from  which  mate 

In  commercial 

is  prepared. 

mate. 

Volatile  oil,  extracted  by  ether 

0-179 

0*026 

Caffeine . 

. .  16*750 

5*550 

Chlorophyll  and  soft  resin  . .  . . 

. .  51*200 

16*755 

Brown  acid  resin . 

. .  84*500 

25-500 

Matetannic  acid,  pure  . 

. .  44*975 

16-755 

Mateviridic  acid,  crystalline  . . 

0*025 

0*024 

Extractive  matter. . . 

. .  65*130 

16*610 

Albumin,  salts,  dextrin,  &c.  . . 

. .  36*102 

18*159 

Cellular  matter  and  moisture  . . 

. .  6*643 

908-379 

Various  authors  have  identified  the  individual  constituents  of  this 
substance  thus:  Trommsdorff  found  tannin;  Stenhouse,  caffeine; 
Rochleder  recognised  the  identity  of  matetannic  acid,  and  caffetannic 
acid,  Hoffmann  showed  that  it  was  also  identical  with  tannin  from 
tea.  Arata  distinguishes  between  the  mate-  and  caffe-tannic  acids  in 
this  way ;  the  former  requires  73*66  vols.  of  alcohol  for  solution,  and 
by  dry  distillation  yields  catechol  and  resorcinol ,  whilst  the  latter 
requires  52*84  vols.  of  alcohol,  and  gives  catechol  only  by  dry  distilla¬ 
tion.  Soubeiran  and  Delondre  state  that  mate  contains  the  same 
essential  constituents  as  coffee-leaf  and  in  greater  amount  than  coffee 
beans  ;  the  author  confirms  this  statement  by  numerous  experi¬ 
ments.  The  aromatic  principle  has  not  been  isolated,  but  by  dry 
distillation  a  volatile  oil  is  obtained  of  phenolic  character  and  soluble 
in  alcohol.  D.  A.  L. 

Constituents  of  Laetarius  piperatus  and  Elaphomyces 
granulatus.  By  T.  Bissinger  {Arch.  Pharm.  [3],  21,  321 — 345). — 
The  author  has  examined  the  chief  constituents  of  these  fungi.  The 
fat  extracted  from  Laetarius  piperatus  by  ether  yielded  (1)  a  non¬ 
volatile  acid  melting  at  69 — 70°,  having  the  formula  C15H30O2.  This 
acid  had  previously  been  isolated  from  the  fat  of  another  fungus, 
Agaricus  integer ,  by  Thorner  (Abstr.,  1880,  44)  ;  (2)  a  volatile  acid, 
which  was  proved  to  be  butyric  acid;  (3)  glycerol;  (4)  a  substance  crys¬ 
tallising  from  alcohol  in  rhombic  tables  melting  at  36 — 37°,  which  is 
probably  an  alcohol  of  the  formula  Ci4H30O.  The  non-volatile  acid 
appears  to  exist  in  the  fat  in  the  free  state  ;  the  butyric  acid  is  com¬ 
bined  as  a  glyceride.  An  analysis  of  the  ash  of  Laetarius  piperatus 
gave  the  following  results  expressed  as  percentage  numbers  : — 
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KC1 . 

2*41 

Fe203  . 

. . .  3*55 

K2S04 . 

. . .  10*40 

Mn3(P04)2 . 

. . .  0*38 

k2co3 . 

. . .  44*76 

Ca3(P04)2  » .  •  • . 

. . .  0-47 

Na3P04 . 

. . .  12  03 

CaC03 . 

. . .  0*62 

K3P04 . 

. . .  18-37 

MgCO,  . 

. . .  2*66 

Pe2(POi)2 . 

1-57 

Si02 . 

. . .  3*68 

Mannitol  was  obtained  from  Elaphomyces  granulatus ;  it  has  previously 
been  found  in  Agaricus  integer  by  Thorner  (Abstr.,  1880,  44). 

W.  R.  D. 

Vine  Diseases  and  their  Remedies.  By  H.  Muller  and  others 
(Bied.  Centr.,  1883,  630 — 637). — In  the  autumn  of  1882,  the  vines  of 
the  Rhine  provinces  of  Prussia  were  attacked  by  Peronospora  viticola , 
and  the  disease  spread  rapidly  into  Hesse,  Baden,  and  Alsace,  it  was 
thought,  from  the  course  so  taken  that  Germany  proper  would  not 
suffer  as  much  as  southern  lands.  An  idea  prevails  that  because 
the  disease  appears  on  the  leaves  only,  it  is  not  injurious  to  the 
grapes ;  but  the  author  combats  this  idea,  as  the  office  of  the  leaves  is 
to  form  sugar  indispensable  to  the  existence  of  the  plant.  The 
organism  lives  in  tbe  interior  of  the  vine-leaf  and  the  buds;  on  the 
underside  of  the  leaf  it  sends  out  its  reproductive  organs,  delicate 
filaments  with  spores  at  the  end  of  each  ;  one  of  these  if  placed 
on  a  healthy  vine  leaf  and  moistened  with  a  drop  of  rain  or  dew 
suffices  to  infect  it,  and  it  is  quickly  covered  with  the  white  spots 
denoting  the  disease  ;  moist  weather  is  therefore  most  favourable  to 
its  propagation.  The  spores  carried  to  earth  by  the  falling  leaves 
survive  in  sufficient  numbers  to  propagate  the  species  next  season. 
The  author  recommends  all  the  leaves  to  be  burned  outside  the  vine¬ 
yard  after  the  vintage,  and  the  vines  washed  with  a  solution  of  1  part 
sulphate  of  iron  in  2  parts  water. 

Goethe  states  that  during  a  journey  in  France  he  noticed,  on  the 
same  vines,  Peronospora  and  Torula  dissiliens,  causing  spots  running 
from  light  brown  to  black,  and  causing  the  immediate  fall  of  the  leaf. 
Millordet  and  others  describe  several  other  vine  diseases,  American 
mildew  grape-rust,  which  he  ascribes  to  the  Phoma  mricola ,  which 
does  not  itself  kill  the  grapes,  but  attaches  itself  to  those  previously 
killed  by  the  peronospora. 

Amongst  the  various  remedies,  besides  that  before  named,  is  a  solu¬ 
tion  of  sodium  bicarbonate.  F.  v.  Tchiimen  describes  a  fungus  which 
attacks  the  roots  of  the  vine,  JEtoesleria  hypogcea ,  completely  destroy¬ 
ing  the  whole  stock.  This  disease  has  committed  great  ravages  in 
the  department  Haute  Marne.  Moisture  is  a  most  favourable  condition 
for  the  spread  of  this  organism;  the  only  remedy  proposed  is  to  pull 
up  the  vines  by  the  roots,  burn  them,  and  cultivate  other  crops  until 
the  Boesleria  disappears. 

Another  disease,  folletage  de  la  vigne ,  is  distinguished  by  sudden 
falling  off  of  leaves  and  buds,  but  the  vines  themselves  do  not  always 
die.  J.  F. 

Phylloxera  and  Insecticide.  By  Girardin  and  others  (Bied. 
Centr. ,  1883,  624 — 625). — Amongst  the  many  remedies  proposed  for 


482 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


the  extirpation  of  these  ruinous  insects,  Gerandin  says  the  best  results 
have  followed  the  use  of  carbon  bisulphide  and  the  planting  and 
grafting  of  American  vine  stocks.  Martin  says  the  stocks  should  be 
young  and  strong.  Schule,  on  the  other  hand,  has  not  found  the 
planting  of  American  vines  to  withstand  the  disease.  The  use  of 
naphthalene  as  an  insecticide  is  recommended  by  Fischer ;  the  trials 
made  with  this  substance  have  been  numerous,  but,  apart  from  its 
suitability,  its  comparatively  high  price  is  an  objection  to  its  use. 

J.  F. 

Continuous  Cultivation  of  Wheat  and  Barley  at  Woburn. 

By  A.  Voelcker  ( Bied .  Centr .,  1883,  595 — 597). — This  is  a  review  of 
the  operations  at  Woburn  for  the  year  1882,  as  published  in  the 
Journal  of  the  Royal  Agricultural  Society.  The  seed  was  of  the  same 
class  as  that  of  the  preceding  year,  Browick  wheat.  The  yield  of 
grain  was  decidedly  smaller  than  in  1881,  but  the  straw  was  more 
abundant,  owing  to  the  damp  weather.  Sodium  nitrate,  both  alone 
and  in  combination  with  other  mineral  salts,  has  operated  less  favour¬ 
ably  than  in  the  past  year,  due  probably  to  the  damp  also.  Mineral 
manures  used  alone  have  produced  but  a  small  increase,  confirming  the 
results  of  previous  years.  Two  plots  manured  the  year  before  with 
sodium  nitrate  showed  that  there  was  no  effective  ammonia  left  in 
the  soil,  as  they  did  not  this  year  produce  more  than  others  which 
were  unmanured  for  six  years.  Yearly  applications  of  mineral 
manures  alone  on  two  other  plots  failed  to  give  any  increased  pro¬ 
duction,  whereas  on  the  addition  of  ammonium  sulphate  or  sodium 
nitrate  the  crop  was  at  once  trebled.  Certain  plots  strongly  manured 
last  year  with  stable  manure  prove  that  there  was  very  little  nutritive 
matter  left  after  the  crop  had  been  taken  off,  and  that  the  ammonia 
was  exhausted  in  the  one  season  as  in  the  case  of  the  sodium  nitrate. 

J.  F. 

Culture  of  Cereals.  By  Marcker  and  others  {Bied.  Centr.,  1883, 
G20 — 624). — Marcker  contributes  some  notes  on  the  culture  of  barley. 
He  finds  that  hoeing  more  than  pays  for  the  additional  labour,  that  a 
highly  nitrogenous  manure  requires  a  thinner  sowing,  and  that  the 
distance  between  the  drills  largely  influences  the  result.  When  the 
field  is  heavily  manured,  it  is  better  to  have  them  far  apart,  but  when 
lightly  manured  it  is  better  they  should  be  closer  together.  The 
experiments  are  incomplete. 

The  remainder  of  the  paper  contains  details  of  various  culture 
experiments,  but  they  are  only  of  local  interest.  J.  F. 

Digestibility  of  Certain  Leguminose  Straws.  By  Weiske  and 
others  {Bied.  Centr.,  1883,  824 — 826). — The  digestive  coefficients  of 
horse-,  garden-,  and  So ja- bean  straws  as  obtained  from  experiments 
with  sheep,  are  as  follows  : — - 
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Dry 

matter. 

Organic 

matter. 

Albu¬ 

min. 

Fat. 

Fibre. 

Extrac¬ 

tive. 

Ash. 

Horse-bean  . . 

i 

51-77 

47  *21 

57-21 

64-38 

46-49 

Oarden-bean . . 

60-83 

53-58 

52-58 

50-81 

72  -27 

49  -30 

Soja-bean  .... 

49-63 

t 

Util 

39  -41 

58  -65 

62-80 

24'97 

E.  W.  P. 


Sunflower-seed  Cake  as  Fodder  for  Milch  Cows.  By  M. 

Schrodt  and  y.  Peter  ( Bied .  Centr .,  1883,  609 — 612). — The  use  of 
this  cake  has  been  strongly  recommended  and  highly  praised  by 
observers  in  Sweden  and  Denmark  as  a  cheap  and  valuable  fodder. 
The  authors’  experiments,  however,  lead  them  to  different  conclusions  ; 
the  sunflower-seed  as  compared  with  palm-nut  cake  is  more  costly  and 
produces  less  milk.  The  cattle,  however,  like  it  and  eat  it  greedily. 

J.  F. 

Cultivation  and  Yield  of  Potatoes.  By  O.  Cimbal  and  others 
{Bied.  Centr 1883,  828 — 839). — Cimbal,  out  of  38  sorts  of  potatoes, 
finds  Aurora  to  produce  the  heaviest  yield  of  starch  per  acre,  and  Snow¬ 
flake  the  lowest.  Hitykowski,  near  Bremen,  finds  Imperator  the  best  and 
Snowflake  the  worst  out  of  37  varieties.  Sattig  considers  Gleason’s  Seed 
to  be  the  heaviest  cropper  on  heavy  land  and  also  on  light  land,  whilst 
Dabersche  is  most  liable  to  disease.  Yellow  Rose,  according  to  Ken- 
neman,  is  the  best.  J.  Timm  finds  Chicago  Early  to  do  best  on  sandy 
loam,  and  Late  Rose  on  marshy  soils.  Gierth  found  Early  Rose  to  be 
most  affected  by  wet,  and  Anderssen  the  best  cropper,  and  also  to 
have  the  highest  percentage  of  starch.  Emmel  notes  that  the  best 
yield  is  produced  when  whole  large  seed  is  employed,  and  when  the 
eyes  are  downwards.  A.  Leydhecker  states  that  sets  containing  only 
the  eyes  from  the  end  produce  better  crops  than  those  sets  which 
include  only  the  side  eyes.  E.  W.  P. 

Potato  Culture.  By  Guradze-Kottulin  and  others  {Bied.  Centr., 
1883,  625 — 630). — The  author  gives  an  account  of  experiments  in 
culture  on  a  large  scale.  The  field  was  of  31  morgen  of  marly  clay 
on  limestone,  and  had  been  manured  the  preceding  autumn  with 
150  centners  per  morgen  of  stable  manure.  In  the  middle  of  April 
16  well-chosen  sorts  of  potatoes  were  sown,  the  ground  kept  carefully 
cleared  of  weeds,  and  the  crop  harvested  in  October,  with  the  results 
given  in  Table  I  (p.  484). 

A  similar  set  of  experiments  were  made  by  Sattig  and  Holdefleiss 
with  23  varieties,  the  soil  being  a  mild  loam.  The  crops  yielded  the 
number  of  centners  per  morgen  given  in  Table  II  (p.  484). 

Champions  and  Early  Rose  were  all  sound ;  the  others  were  more 
or  less  attacked  by  disease. 

Jacobs  at  Siernki  made  some  few  experiments  in  a  field  planted 
with  rye  the  previous  year,  in  good  state,  and  which  was  manured 
again  with  140  cntr.  cow  manure,  1  cntr.  Chili  saltpetre,  1  cntr. 
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Table  I. 


Centner 

per 

morgen. 

Per  cent, 
diseased. 

Centner 

per 

morgen. 

Per  cent, 
diseased. 

Aurora . 

5  *65 

Own  growing  ..... 

84*50 

2*44 

1*60 

Magnum  Bonum  . . . 

77-74 

2*30 

Late  Rose . 

111-17 

Grampian . 

29  *48 

16  60 

Flourball . 

105*00 

4-76 

Champion . 

98  *40 

2*81 

Richter’s  Emperor. 

91  *49 

2  83 

Alcohol  . . 

52  *20 

11*54 

Garnet  Ch  ili . 

94  92 

2*36 

2*89 

Farmer’s  Blush  .... 

65  *00 

5*48 

Pomegranate . 

79-54 

Kuzco . 

111 *43 

2  09 

Gleason . 

93  *51 

2*43 

8*65 

Euphylos . 

84*13 

13  *59 

Saxon  bulb . 

64*90 

Table  II. 


A.  — Manured  with  180  Centners 
per  Morgen  of  Stable  Manure. 

Champion  . . 

Early  Rose . 

Q-arnet . . .  . . 

Onion  Potato . . . 

B.  — Manured  with  100  Centners 
Chili  Saltpetre  per  Morgen . 

Magnum  Bonum . 

Habers . 

Aurora . 

Richter’s  Emperor . 

Late  Rose  . 


Snowflake . . 

Alma  . . . 

93  *3 

H  ealth . 

Blanka . . . 

85  *4 

Kutzko . 

73*0 

Chardon . 

63*3 

Farmer’s  Blush . 

Lippe’s  Rose. . . 

Griesenhager . 

25  *6 

Alcohol . 

Richter’s  long  bearing . 

37  *6 

Silesian .  . 

46*4 

Snow  Rose . . . . 

51  *0 

Wabel  Rose . 

56*2 

64-3 

72  -4 
77*5 
79*3 

73  *2 
81  *4 
82*6 

100*1 
85*5 
101*2 
106  *5 
125  *6 
126*4 
171  3 


Baker  guano  superphosphate  per  morgen  ;  the  seed  averaged  10  cntr. 
per  morgen,  the  crop  in  cntr.  per  morgen — - 


Haag’s  late  Blue  Rose  156*8 
Paulsen’s  Aurora.  ...  156  4 
Seed  or  Gleason  ....  150*0 


Improved  Peach  Blossom  . .  146*4 
Kopsel’s  Early  White  Rose.  141*3 
Early  Goodrich .  139*5 


All  of  them  withstood  the  disease  well,  but  the  Gleason  and  White 
Rose  were  the  healthiest. 

Vibrans  reports  experiments  with  various  kinds  on  two  descriptions 
of  soil.  The  first  field  (see  Table  III,  p.  485)  was  a  good  black 
strong  loam,  on  which  barley  after  beets  had  been  grown  the  previous 
year.  In  December,  150  cntr.  of  stable  manure  per  morgen  was  put 
in,  in  April  ploughed  for  seed,  and  top  dressed  with  1  cntr.  super¬ 
phosphate  and  cntr.  saltpetre,  harrowed  and  sown.  The  second 
field  was  high,  dry,  sandy  with  humus.  The  summer  was  hot  and 
dry,  favourable  for  the  first,  but  unfavourable  for  the  second. 

The  reports  from  various  districts  are  all  very  favourable  to  the 
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Table  III. 


Tubers. 

Starch, 
per  cent. 

Starch, 

total. 

Field  No.  1. 

Emperor  . 

169  -00 

Ifllil  li  M- 

27*72 

Anderssen  . 

134  -30 

24  *04 

Achilles . - . 

135  T5 

23*65 

Ceres . . . 

149  -20 

15*4 

22*98 

Early  Nassengrunder . 

138  90 

16*4 

22*78 

Alcohol . 

134  *40 

16*6 

22*31 

Dabers . . . 

135  *90 

16*4 

22*29 

Champion . . . 

130-0 

16*6 

21*58 

Trophine . 

117*20 

18  *4 

21*57 

Eos  . 

114*75 

17*9 

20*64 

Lippe’s  Rose . 

126  *80 

15*6 

19  78 

Reliable . 

129  *56 

15  T 

19*55 

Aurora . . . 

118  *50 

15  6 

18*49 

Farmer’s  Blush  - . 

133  *00 

12*8 

17*02 

Thusnelda . 

107  *20 

15*8 

16*94 

Blue  Rose . 

128*0 

13*0 

16*64 

Garnet  Chili . 

103*8 

15  *8 

16*39 

Hertha . 

105  *25 

15  *4 

16  21 

Paulsen  No.  13 . 

138*00 

11  7 

16  T5 

Field  No.  2. 

Eos . . 

116*70 

20*1 

23*46 

Imperator . 

124  *25 

17*1 

21  25 

Trophine . . . . 

Lippe’s  Rose . 

110*29 

17-7 

19*52 

106*50 

17  *5 

18*54 

Babers . . . 

98  50 

18  *2 

17  *92 

Thursnelda  . 

100*47 

16  *6 

16(57 

Farmer’s  Blush  . 

98  *66 

16  *4 

16*17 

Blue  Rose . . . 

100-10 

14*5 

14*50 

Ceres . . . . . 

100*0 

14*7 

14*70 

Champion,  both  for  hardiness  and  resistance  to  disease,  as  well  as 
being  a  large  yielder. 

A  variety  of  suggestions  are  made  to  prevent  the  disease,  such  as 
trenching  them  up  very  high,  planting  them  before  winter  20 — 24  cm. 
deep,  and  in  the  next  spring  another  row  between  the  first  at  the 
depth  of  8 — 12  cm.  The  deeply-planted  were  not  frozen,  and  at  har¬ 
vest  none  of  them  were  diseased,  and  but  few  of  the  spring  sown. 

Another  plan  is  to  wash  the  seed  potatoes,  dust  them  with  flour 
sulphur  and  common  chloride  of  lime  till  they  acquire  quite  a  thickish 
coating,  then  strew  ashes  on  them.  J.  F. 

Researches  on  Sugar-beet.  By  H.  Hellriegel  and  others  ( Bied . 
Centr 1888,  842). — By  “  pitting”  beet,  an  increase  to  the  amount  of 
5  per  cent,  of  its  weight  is  obtained,  due  to  absorbed  moisture.  The 
extraction  process  shows  a  smaller  percentage  of  sugar  than  the 
polarisation  method  in  the  ratio  of  95  :  100.  The  juice  has  a  higher 
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sp.  gr.  than  the  root.  Of  two  methods  of  obtaining  the  sugar  from 
the  juice,  the  digestion  is  better  as  regards  yield  than  the  extraction. 
In  drawing  samples,  only  good  ones  of  medium  size  should  be  taken. 

E.  W.  P. 

Heat  Radiation  from  the  Earth.  By  J.  Tyndall  ( Bied .  Gentr ., 
1883,  577 — 512). — A  summary  of  experiments  made  by  Tyndall, 
which  originally  appeared  in  Nature ,  the  points  chiefly  dwelt  on  by 
ihe  reviewer  being  the  effect  of  invisible  aqueous  vapour  in  the  atmo¬ 
sphere,  the  presence  of  which  prevents  the  radiation  of  heat  from  the 
earth.  J.  F. 

Micro-organisms  in  Soils.  By  R.  Koch  and  P.  Miguel  (Bied. 
Centr.,  1883,  581 — 582)/ — From  examinations  of  a  large  number  of 
samples,  Koch  found  that  the  superficial  layers  of  soil  were  very  rich  in 
germs  of  bacteria,  particularly  in  bacilli.  Micrococci  were  only  found 
in  places  which  had  not  been  cleansed  from  decaying  matter  ;  the 
latter  perished  on  heating  the  samples,  but  the  bacilli  did  not,  being 
mostly  in  the  condition  of  spores,  and  it  appears  probable  that  they 
are  introduced  by  means  of  manures  and  household  offal. 

The  quantity  of  micro-organisms  diminishes  very  rapidly  with 
increase  of  depth,  so  that  at  the  distance  of  1  metre  from  the  surface 
the  earth  is  very  free  from  them.  Miguel  attempts  to  estimate  the 
number  present  in  1  gram  of  soil  taken  from  a  depth  of  0*20  metre 
from  the  surface,  and  found  in  three  samples  from — 

Montsouris . . .  700,000  organisms. 

Gennevilliers,  manured  with  liquid  sewage  .  870,000  „ 

Do.  not  so  treated .  900,000  ,, 

The  office  of  those  minute  organisms  appears  to  be  of  great  im¬ 
portance  in  the  transformation  of  substances  to  forms  suitable  for 
plant-food.  J.  F. 

Sterile  Soil  from  California.  By  A.  Voelcker  (Bied.  Gentr., 
1883,  642). — The  composition  of  this  soil  shows  no  deficiency  in  plant 
foods.  The  author  thinks  its  sterility  is  due  to  its  strongly  alkaline 
reaction.  To  cold  water  it  yields  a  half  per  cent,  of  mineral  matter ; 
sodium  and  potassium  carbonates,  sodium  chloride,  and  nitrate.  The 
author  thinks  nothing  would  make  it  fit  for  tillage  but  irrigating 
frequently  to  wash  out  the  alkalis.  J.  F. 

Theory  of  Manuring.  By  P.  Wagner  and  others  (Bied.  Gentr., 
1883,  798 — 818). — In  a  set  of  experiments  already  described,  the 
results  Tvere  untrustworthy,  because  of  the  small  quantities  of  phos¬ 
phate  employed.  In  the  present  series,  a  larger  quantity  has  been 
used,  so  that  the  differences  of  yield  are  more  marked.  Buckwheat, 
peas,  oats,  and  vetches  were  the  plants,  and  they  were  manured  with 
precipitated  calcium  phosphate,  and  21  per  cent,  citrate  soluble  phos¬ 
phate  (858  kilos,  per  hectare).  Of  these  plants,  vetches  produced  the 
highest  increase  above  the  blank  plots,  buckwheat  least,  and  the 
albuminoids  and  phosphates  of  the  peas  and  buckwheat  were  sensibly 
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raised.  In  1882  experiments  were  made  to  estimate  the  value  of 
calcium  and  potassium  phosphates  in  comparison  with  the  soluble 
phosphoric  acid  of  superphosphates.  Peas  were  grown  in  zinc  boxes 
25  cm.  broad  and  50  cm.  deep,  containing  sandy  soil ;  precipitated 
calcium  phosphate  was  added  at  the  rate  of  150,  300,  and  450  kilos, 
per  hectare;  and  as  gypsum  is  present  in  a  “  super/’  some  plots  were 
set  apart  for  this  substance.  Nitrogen  as  sodium  nitrate  (50  kilos.  N 
per  hectare,  200  kilos,  potash  as  potassium  chloride,  and  300  kilos, 
superphosphate)  were  the  other  manures.  As  the  plants  grew,  the 
phosphates  showed  their  influence  by  the  darker  green,  broader 
leaves  and  stronger  stem ;  at  the  same  time  the  lower  leaves  became 
yellow  and  spotted  prematurely.  On  weighing  the  yield,  it  was  found 
that  nitrogen  had  had  no  great  effect  by  itself,  producing  only  an 
increase  of  1*5  per  cent.,  and  in  conjunction  with  phosphate  and 
potash,  5'3  percent.  Phosphates  and  potash  were  the  most  productive, 
but  the  increased  ratio  of  phosphate  to  potash  produced  a  correspond¬ 
ing  fall  in  the  ratio  of  straw  to  grain.  The  presence  of  the  gypsum  is 
considered  to  have  been  decidedly  lowering  to  the  yield,  as  one  plot 
indicates  ;  and  the  superphosphates,  whether  soluble  in  water  or  in 
“  citrate,”  seemed  to  be  equally  valuable.  The  addition  of  phosphates 
was  accompanied  by  a  decreased  yield  and  by  an  earlier  yellowing  of 
the  leaves,  with  an  increased  percentage  of  phosphate  in  the  plant 
itself.  The  addition  of  phosphates  to  nitrogen  and  potash  raised  the 
yield,  but  no  increase  in  assimilated  phosphoric  acid ;  consequently, 
the  author  considers  that  the  modern  theory  of  the  solvent  action  of 
nitrates  on  the  phosphates  in  the  soil  must  be  modified.  As  stated 
above,  the  phosphates  in  the  whole  crop  were  increased,  but  further 
investigation  showed  that  the  increase  was  in  the  straw,  whilst  the 
percentage  in  the  seed  fell.  The  effect  of  the  various  manures  on 
the  albuminoids  was  only  noticeable  in  those  plants  manured  with 
superphosphate  and  nitrogen,  when  it  was  found  that  the  albuminoids 
increased  in  the  straw,  but  fell  in  the  seed.  A  second  series  of  expe¬ 
riments  was  also  instituted  in  1882,  when  the  manures  were  20  kilos. 
N  per  hectare,  half  as  sodium  nitrate,  half  as  ammonium  nitrate, 
178’6  kilos,  potash  as  chloride,  and  40,  55,  70,  85,  100,  115,  130  kilos, 
phosphoric  acid  as  fine  superphosphate,  precipitated  phosphate,  washed 
mineral  “super,”  and  potassium  phosphate,  also  as  much  gypsum  as 
corresponded  to  that  in  the  washed  super.  The  experiment  is  to 
be  found  in  a  previous  communication.  The  results  obtained  are 
fully  described,  given  in  tabular  form.  It  was  found  that  so  long  as 
an  increase  of  phosphate  produces  an  increase  of  yield,  the  two  incre¬ 
ments  bear  a  constant  ratio  to  one  another ;  but  that  after  a  certain 
point  no  further  advantage  is  gained  by  increasing  the  quantity  of 
manure.  In  the  cases  in  question,  the  limit  was  115  kilos,  per  hectare. 
When  the  various  phosphates  are  compared  with  one  another  as 
regards  their  value,  putting  fine-grained  super  =  100,  we  find  coarse¬ 
grained  =  155,  precipitated  phosphate  =  104,  washed  superphos¬ 
phate  =  80,  and  potassium  phosphate  =  103.  If  we  allow  that  the 
gypsum  present  in  the  supers  has  a  lowering  effect  in  all  cases,  equal 
to  that  produced  by  gypsum  alone,  we  may  then  calculate  the  effect 
of  phosphates  free  from  gypsum.  This  has  been  done,  with  the 
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remarkable  result  that  all  the  various  phosphates  produced  practically 
the  same  effects  in  the  crops.  Increase  of  phosphates  in  the  ash  of 
the  plants  was  independent  of  the  form  in  which  the  phosphate  was 
applied,  and  the  quantity  in  the  ash  increased  with  that  applied.  In 
like  manner,  the  albuminoids  were  not  affected  by  the  form  of  combi¬ 
nation,  or  by  the  quantity  so  long  as  there  was  an  increase  in  the 
yield.  To  test  the  after-action  of  various  phosphates,  the  soil,  after 
removal  of  the  peas,  was  planted  with  vetches  and  barley,  and  then 
it  was  found  that,  as  before,  the  increase  of  yield  was  in  direct  pro¬ 
portion  to  the  increase  in  manure,  and  that  115  kilos,  phosphoric  acid 
per  hectare  was  the  limit  beyond  which  it  was  not  advisable  to  pass  : 
also  as  regards  the  manurial  value  of  the  different  sorts,  the  results 
were  identical  with  those  of  the  previous  season.  The  action  of  several 
other  manures  on  plants  has  been  described  by  the  authors,  as  will  be 
seen  by  reference  to  a  previous  number,  where  it  is  stated  that  potash 
has  an  injurious  effect  on  the  quality  of  potatoes ;  but  the  experiments 
of  1881  show  that  potassium  chloride,  after  a  strong  manuring  of 
phosphates,  has  no  detrimental  influence.  E.  W.  P. 

Value  of  Various  Nitrogenous  Manures.  By  M.  Marcker 
( Bied .  Centr .,  1883,  584 — 590). — These  experiments  were  made  to 
verify  those  previously  made  by  Seyffert,  and  were  carried  out  by 
Albert.  Chili  saltpetre  :  The  plants  to  which  this  manure  was  applied 
flourished  during  their  entire  growth.  Ammonium  sulphate  had  not 
so  good  an  effect,  the  plants  being  far  inferior  to  those  of  the  first 
experiment.  Horn-meal  gave  very  satisfactory  results  at  first,  but  a 
sort  of  second  growth  springing  from  the  roots  shortly  before  ripening 
weakened  the  plants.  Blood- meal  was  slow  in  operation  for  three- 
fourths  of  the  time,  but  then  the  plants  made  great  progress ;  leather- 
meal  gave  very  poor  results  ;  the  fermented  meal  something  better 
than  the  raw,  but  both  unsatisfactory.  Bone-meal,  both  raw  and  fer¬ 
mented,  were  very  satisfactory,  the  latter  causing  a  larger  yield  of 
straw  ;  fermented  blood-meal  acted  similarly  to  unfermented,  but  with 
greater  energy.  A  plot  which  received  no  nitrogenous  manure,  but 
to  which  were  added  all  mineral  salts  necessary  for  the  growth  of 
plants,  made  a  very  poor  appearance,  and  the  results  in  both  straw 
and  grain  were  unsatisfactory.  The  results  show  the  sodium  nitrate 
and  horn-meal  as  the  first,  and  the  leather  as  the  lowest  in  the  scale  of 
the  manures  tried. 

The  influence  of  these  manures  on  the  composition  of  the  oats 
grown  with  them  was  very  marked,  the  percentage  of  protein  matter 
in  that  with  leather,  ammonium  sulphate,  and  sodium  nitrate  being 
lowest,  and  with  blood-meal  and  horn-meal  yielding  the  highest.  The 
time  of  harvesting  also  was  influenced  by  the  nature  of  the 
manures,  those  in  which  the  nitrogen  existed  in  an  easily  assimilable 
condition  being  first  ready  for  cutting,  but  where  it  was  present  in  an 
organic  state  as  albumin,  fibrin,  &c.,  the  harvest  was  some  eight  days 
later  and  the  ripening  irregular ;  the  nitrogen  in  bones  being  in  the 
form  of  gluten,  was  easily  available. 

Experiments  were  also  made  in  order  to  test  the  reputed  poisonous 
influence  of  cyanides  on  vegetation,  but  ammonium  cyanide  was 
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found  not  to  be  actually  poisonous,  and  in  certain  cases  its  effects  on 
oats  were  beneficial.  The  author  thinks  that  farmers  need  not  be  too 
much  afraid  of  purchasing  superphosphates  with  a  small  percentage 
of  cyanides.  J*  F. 

Examination  of  Aves  Guano.  By  M.  Marcker  ( Bied .  Gentry 
1883,  582 — 584). — This  deposit  of  guano,  recently  introduced  to  com¬ 
merce,  is  found  in  the  Aves  Island,  situate  in  the  Carribean  Sea  off 
the  coasts  of  Venezuela.  The  quantity  is  considerable,  and  according 
to  the  analyses  of  Marcker  and  others,  it  is  one  of  those  guano  phos¬ 
phates  rich  in  phosphoric  acid,  but  poor  in  nitrogen,  the  estimation  of 
the  former  in  different  samples  being  33*83  ;  25*18  ;  23*33  ;  33*12  per 
cent. ;  nitrogen,  0*21  to  0*28  per  cent.  It  is  described  as  being  in 
good  condition,  a  5  kilo,  sample  which  was  examined  containing 
powder  77*6  per  cent. ;  grains  1 — 2  mm.  15*8;  pieces  over  2  mm.,  6*6 
per  cent.  J.  F. 

Guano  from  Aves  Island.  By  E.  Guntz  (Dingl.  polyt.  /.,  249, 
187). — This  island,  off  the  coast  of  Venezuela,  contains  an  enormous 
deposit  of  guano,  which,  when  suitably  prepared,  has  the  following 
composition  : — 


W ater  . 

....  6*83  per 

cent. 

Organic  matter . 

703 

5) 

Iron  oxide . 

0*22 

JJ 

Alumina . 

0*36 

Lime  . 

....  42*62 

11 

Magnesia  . 

2*03 

11 

Potash  . 

0*14 

Soda  . . 

1*44 

11 

Ammonium  oxide . 

0*22 

11 

Phosphoric  anhydride . 

....  3312 

11 

Sulphuric  anhydride . 

1*19 

11 

Carbonic  „  . 

3*84 

11 

Nitric  „  . 

....  traces 

Chlorine . 

1*07 

11 

Silica . 

0*18 

11 

Fluorine . 

0*00 

11 

Sand  . 

_  017 

11 

100*46 

The  total  nitrogen  in  this  prepared  guano  is  0*284  per  cent. 

J.  T. 

Preparation  of  Poudrette.  By  Weigelt  and  C.  Engler  {Bied. 
Centr .,  1883,  819 — 821). — The  contents  of  the  cesspools  are  first  dis¬ 
infected  by  manganous  chloride,  and  the  liquid  portion  heated  with 
lime,  and  boiled  by  steam,  the  resulting  ammonia  being  collected  in 
sulphuric  acid.  The  liquid  thus  freed  from  ammonia  then  passes 
through  a  series  of  cisterns  containing  peat,  which  retains  much  of 
the  potash  and  nitrogen  in  forms  other  than  ammonia.  The  sediment 
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in  the  original  liquor  is  dried,  pressed,  ground,  and  sold  as  poudrette, 
and  contains  3 — 10  per  cent.  P205,  0*3 — 10  per  cent.  K20,  1 — 5  per 
cent.  N. 

Engler  compares  this  process  with  those  of  Podewits  and  Lernur, 
and  considers  that  the  one  described  above  (Buhl  and  Keller)  is  the 
most  economical.  E.  W.  P. 

Some  of  the  Changes  which  the  Nitrogenous  Matter  in  the 
Soil  Experiences.  By  R.  Warington  (Bied.  Gentr .,  1883,  794 — 
796). — The  supply  of  nitrogen  to  the  soil  is  kept  up  by  the  residue  of 
the  plant  growing  therein,  the  added  nitrogenous  manures  applied,  and 
that  which  is  contained  in  the  rain  which  falls,  viz.,  3 — 4  kilos,  per 
hectare  yearly,  also  a  small  quantity  which  is  absorbed  by  the  soil 
directly  from  the  air  as  ammonia.  The  fertility  of  the  soil  is 
in  a  direct  ratio  to  its  richness  in  nitrogen,  and  that  this  law  is 
correct  is  shown  by  the  results  obtained  by  the  experiments  on  wheat 
and  barley  at  Rothamsted  ;  in  both  cases,  the  percentage  of  nitrogen 
and  carbon  is  highest  on  those  plots  which  received  7  tons  farmyard 
manure  per  hectare,  and  which  consequently  produced  the  heaviest 
crops.  Those  plots  which  received  ammonia  salts  were  not  rich  in 
nitrogen,  as  much  of  it  passed  away  into  the  drains  as  nitrates. 
Grasses  and  clover  are  the  best  retainers  of  nitrogen,  whereas  roots 
are  the  worst.  The  author  likewise  describes  the  nitrification  process, 
and  adduces  figures  from  his  analyses  of  the  drainage  waters  in  sup¬ 
port  of  the  theory.  E.  W.  P. 

Inferior  Manures.  By  Stutzer  and  others  (Bied.  Gentr.,  1883, 
590 — 592). — The  authors  notice  certain  manures  sold  principally  in 
the  vicinity  of  Cologne,  which  are  of  inferior  composition,  one  in  par¬ 
ticular,  called  a  siliceous  poudrette,  contained  soluble  phosphoric  acid, 
none  ;  total  phosphoric  acid,  0*2  ;  nitrogen,  0*3  ;  sand  and  clay,  82*8  ; 
silicic  acid,  11*1 ;  the  selling  price  being  6  marks  per  centner,  and  the 
valuation  33  pfennige  or  ^  mark.  J.  F. 

Continuous  Cultivation  without  Stable  Manure,  employing 
Artificial  Manures.  By  D ’Avene  (Bied.  Gentr.,  1883,  643).- — This 
cultivation  has  been  continued  at  Montoir  (Loire  and  Cher)  for  14  years 
with  great  success.  The  land  in  harvest  is  manured  with  500  kilos, 
superphosphate,  and  in  spring  with  500  kilos,  of  special  St.  Gobain 
manure,  or  other  equal  to  it.  The  accounts  show  a  balance  to 
profit.  J.  F. 

Manuring  of  Tobacco.  By  J.  Kessler  (Bied.  Gentr.,  1883,  642). 
— Tobacco  requires  much  potash  in  manure  used  in  its  cultivation, 
from  one  hectare  yielding  33  centners  it  withdraws  75  to  100  kilos, 
potash  ;  the  potash  cannot  be  applied  in  the  form  of  chloride,  as  that 
yields  a  badly  burning  tobacco,  bo  do  -other  chlorides.  Sulphates  and 
nitrates,  on  the  contrary,  give  a  quick  burning  leaf  ;  the  best  results 
have  followed  the  application  of  150  to  200  kilos,  per  hectare  in  suit¬ 
able  form.  Stable  manure  should  he  cautiously  used ;  phosphates 
are  not  of  much  use,  but  nitrogen  should  be  used  freely.  Wool-dust 
would  be  a  very  good  manure  if  its  nitrogen  was  of  quicker  assimila- 
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tion ;  if  used  in  a  compost  it  should  do  well.  Tobacco  requires 
moisture  and  a  loose  humous  soil :  stable  manure  containing  chlorides 
should  be  used  early,  and  probably  would  do  better  if  applied  to  the 
crop  grown  immediately  previous  to  the  tobacco.  J.  F. 

Sodium  Nitrate  and  Ammonium  Sulphate  as  Manures  for 
Beets.  By  P.  P.  Deherain  ( Bied .  Gentr.,  1883,  593 — 594). — It  may 
not  be  important,  on  some  soils,  whether  nitrogen  be  applied  in  either 
of  those  forms,  but  the  author  has  found  a  great  difference  in  the 
results  of  their  application  on  his  experimental  field  at  Grrignon,  a 
light  soil  containing  lime,  the  ammonium  salt  having  a  very  injurious 
effect  on  the  roots  if  the  soil  did  not  possess  sufficient  organic  con¬ 
stituents,  some  plots  which  were  strongly  manured  with  ammonium 
sulphate  having  had  to  be  resown.  He  also  found  that  the  use  of  too 
strong  a  dose  of  the  nitrate  had  not  the  effect  of  increasing  the  yield 
in  proportion.  In  one  experiment,  in  1877,  400  kilos,  per  hectare 
produced  36,900  kilos,  of  roots,  testing  17'4  per  cent,  of  sugar; 
whilst  1,220  kilos,  per  hectare  yielded  but  29,800  kilos,  of  12*7  per 
cent,  sugar. 

These  results  differ  so  much  from  a  similar  series  of  experiments 
made  by  Marcker,  that  the  editor  suggests  there  may  be  some  condi¬ 
tions  attached  to  the  experiments  which  have  escaped  notice. 

J.  F. 

Stassfurt  Salts  as  Absorbents  in  Stables.  By  M.  Marcker 
(Bied.  Gentr .,  1883,  598 — 599). — The  use  of  potash  salts  in  stables  for 
the  purpose  of  absorbing  and  fixing  ammoniacal  exhalations  is 
strongly  recommended,  but  the  author  advises  care  in  their  selection, 
as  those  which  contain  much  chlorides  are  less  suitable,  being  very 
deliquescent  and  unpleasant  to  manage.  Of  the  four  cheaper  salts  : 
carnallite,  kainite,  polyhallite,  and  krugite,  the  first  contains  24*3  per 
cent,  of  potassium  chloride  and  31*0  of  magnesium  chloride;  it  is 
therefore  least  suitable  of  all.  Kainite  containing  17  per  cent,  mag¬ 
nesium  chloride  can  be  used,  but  the  author  recommends  krugite 
containing  20  per  cent,  potassium  sulphate,  and  nearly  34  per  cent, 
calcium  sulphate,  as  the  most  useful  for  the  purpose.  J.  F. 
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On  Desiccators.  By  E.  Fleischer  {Anal.  Zeiischr.,  23,  33 — 35). 
— It  is  generally  assumed  that  the  air  contained  in  a  desiccator,  after 
exposure  for  a  few  hours  to  the  desiccating  substance,  is  perfectly 
devoid  of  moisture.  The  author  has  made  some  experiments  with  a 
Lambrecht’s  hygrometer,  and  finds  that  whilst  sulphuric  acid  after 
35  minutes  left  but  30  per  cent,  of  the  original  amount  of  moisture, 
after  1  hour  18  per  cent.,  and  after  105  minutes  none  at  all,  calcium 
chloride  after  2  hours  left  31  per  cent.,  after  4  hours  25  per  cent.,  and 
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after  6  hours  21  per  cent,  of  moisture.  The  author  therefore  condemns 
the  use  of  calcium  chloride  as  a  drying  substance  for  desiccators. 

O.  H. 

Detection  of  Chlorine,  Bromine,  and  Iodine.  By  F.  Jones 
( Chem .  News ,  48,  296). — With  regard  to  Vortmann’s  process  for  the 
separation  of  chlorine,  bromine,  and  iodine  (Abstr.,  1883,  119,  1167), 
the  author  has  introduced  a  simple  plan  of  utilising  the  same  principle. 

A  small  quantity  of  the  substance  to  be  tested  is  put  in  a  test-tube 
along  with  some  manganese  dioxide  and  a  little  water.  One  drop 
only  of  dilute  sulphuric  acid  (1  in  10  of  water)  is  added;  a  brown 
tinge  indicates  iodine ;  boil  until  violet  vapours  cease  to  appear,  and 
repeat  the  treatment  with  one  drop  of  acid,  and  boiling  until  no  more 
iodine  vapour  appears.  Now  add  2  c.c.  of  the  dilute  sulphuric  acid 
and  boil ;  bromine,  if  present,  will  be  evolved.  Repeat  treatment 
with  1  c.c.  of  acid  and  boiling  until  all  the  bromine  is  expelled. 
Allow  residue  to  cool  completely,  then  mix  with  an  equal  volume  of 
concentrated  sulphuric  acid  and  warm  ;  if  chlorine  is  present,  it  will 
be  evolved.  D.  A.  L. 

Estimation  of  Sulphur  in  Pyrites.  By  G.  Lunge  and  C. 
Bode  wig  {Chem.  News ,  48,  285). — Lunge  has  decided,  from  the 
results  of  experiment,  that  the  nitric  acid  used  in  the  aqua  regia 
employed  for  dissolving  pyrites  should  not  exceed  sp.  gr.  1*420. 
Bodewig’s  process  for  “  opening  up  ”  pyrites  is  as  follows : — About 
0*5  gram  of  substance  is  put  into  a  small  stoppered  flask  with  30  c.c. 
of  water ;  4  c.c.  of  bromine  are  then  added,  the  stopper  put  in,  and 
the  flask  shaken  for  five  minutes.  When  the  oxidation  is  complete, 
that  is,  when  all  the  bromine  is  dissolved  and  all  the  pulverulent 
sulphur  has  disappeared,  the  liquid  is  washed  into  a  shallow  vessel,  the 
greater  part  of  the  bromine  allowed  to  evaporate,  and  the  solution 
neutralised  with  ammonia,  but  not  so  as  to  form  a  permanent  precipi¬ 
tate.  It  is  then  poured  into  excess  of  hot  ammonia  in  a  platinum 
capsule,  and  after  digesting  for  15  minutes  over  a  flame,  is  filtered. 
The  sulphuric  acid  is  determined  in  the  filtrate  in  the  usual  manner. 
Iron  cannot  be  determined  in  the  same  sample,  as  some  of  the  metal 
is  always  volatilised  with  the  bromine.  D.  A.  L. 

Estimation  of  Thiosulplmric  Acid.  By  G.  Brugelmann 

nal.  Zeitschr .,  23,  24 — 25). — The  proposed  method  consists  in  the 
oxidation  of  the  thiosulphate  by  an  excess  of  permanganate,  and  the 
estimation  of  the  sulphate  formed.  0.  H. 

Note. — The  proposal  is  neither  novel,  nor  has  it  any  advantage  over 
the  ordinary  volumetric  methods. — O.  H. 

Volumetric  Determination  of  Ammonia.  By  H.  Beceurts 
( Dingl .  pohjt .  /.,  249,  426). — The  author  states  that  phenol phtha- 
lein  cannot  be  used  as  indicator  for  the  titration  of  ammonia ;  he, 
however,  advocates  the  use  of  phenacetolin.  D.  B. 

Purification  of  Ammonium  Fluoride.  By  P.  T.  Austen  and 
F.  A.  Wilber  {Chem.  News ,  48,  274). — One  of  the  most  convenient 
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methods  of  determining  silica  in  ores  is  to  expel  it  as  fluoride  by  means 
of  ammonium  fluoride  and  sulphuric  acid  or  hydrofluoric  acid  alone  ; 
but  neither  pure  hydrofluoric  acid  nor  ammonium  fluoride  can  be  pur¬ 
chased.  The  authors  have  therefore  introduced  the  following  method 
for  their  purification.  The  ammonium  fluoride  or  hydrofluoric  acid  is 
treated  in  a  platinum  dish  with  excess  of  strong  ammonia ;  it  is  then 
filtered  direct  into  the  crucible  containing  the  ore,  through  a  folded 
filter  previously  washed  with  hydrofluoric  acid,  and  supported  in  a 
ring  of  platinum  wire.  The  liquid  is  acidified  with  sulphuric  acid, 
evaporated  to  dryness,  and  ignited  as  usual.  D.  A.  L. 

Estimation  of  Ammonia  in  Vegetable  Extracts.  By  E. 

Schulze  (Anal.  Zeitschr.,  23,  13 — 16). — It  has  been  pointed  out 
that  Schlosing’s  method  is  not  applicable  in  presence  of  aspara¬ 
gine,  as  this  is  decomposed  with  formation  of  ammonia.  The  author 
shows,  however,  that  even  after  two  days’  contact  with  caustic  lime 
only  about  1  per  cent,  of  the  asparagine  is  decomposed,  whilst  ammonia 
salts  yield  during  that  time  the  entire  amount  of  the  ammonia  con¬ 
tained  in  them,  and  that  therefore  even  in  fluids  comparatively  rich 
in  asparagine  the  error  is  very  small,  and  may  safely  be  neglected. 

O.  H. 

Volumetric  Determination  of  Combined  Nitrous  Acid.  By 

L.  P.  Kinnicutt  and  J.  IJ.  Nef  ( Ghem .  News ,  48,  274). — Finding  the 
old  method  for  the  determination  of  nitrous  acid  in  commercial 
samples  of  potassium  and  sodium  nitrites  unsatisfactory,  the  authors, 
after  numerous  experiments,  devised  the  following  modification  of  it. 
One  part  of  the  sample  of  nitrite  is  dissolved  in  at  least  300  parts  of 
water,  and  decinormal  potassium  permanganate  is  dropped  in  until  a 
decided  and  permanent  red  colour  is  obtained ;  two  or  three  drops  of 
dilute  sulphuric  acid  are  then  added,  and  immediately  afterwards  aD 
excess  of  the  permanganate  solution.  The  liquid  is  made  strongly 
acid  with  sulphuric  acid,  heated  to  boiling,  and  the  excess  of  per¬ 
manganate  titrated  with  decinormal  oxalic  acid.  Concordant  results 
have  been  obtained  by  this  method.  The  volumetric  method  for  the 
determination  of  sulphites  has  been  studied,  but  the  results  are  not 
satisfactory  either  by  the  method  described  above  or  by  iron  alum 
and  permanganate.  D,  A,  L. 

Ammonium  Ferrous  Sulphate  as  a  Reagent  for  Nitric  Acid. 

By  P.  T.  Austen  and  J.  C.  Chamberlain  ( Amer .  Ghem.  5,  209). — 
As  solutions  of  this  salt  are  quite  fit  for  use  after  standing  for  three 
months  in  a  closed  bottle,  or  for  three  weeks  in  a  loosely-covered 
beaker,  the  authors  recommend  it  for  use  in  place  of  ferrous  sulphate. 
Addition  of  about  2  per  cent,  of  sulphuric  acid  improves  its  keeping 
powers.  It  is  quite  as  delicate  a  test  as  ferrous  sulphate. 

a.  j.  a. 

Estimation  of  Phosphoric  Acid  as  Magnesium  Pyrophos¬ 
phate,  and  the  Influence  of  Reagents  employed  in  separating 
the  Acid  from  Bases.  By  D.  Lindo  (Ghem.  News ,  48,  217 — 221  ; 
230 — 231  ;  and  239 — 243). — Pure  microcosinic  salt  is  employed  in 
this  investigation.  After  crushing  and  pressing  between  filter-papers, 

VOL.  XL vi.  2  l 


494 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


it  can  be  preserved  in  well-ground  stoppered  bottles  for  some  time 
without  change,  although  in  time  it  loses  weight. 

In  order  to  vary  the  tests,  the  pure  salt  was  employed  in  different 
conditions,  and  test-solutions  of  various  strengths  were  used  thus  : — 
Magnesia  mixture  containing  per  c.c. — (1)  0*0156  gram  MgCl2, 
0*0825  NH4C1,  0*0194  NH3 ;  (2)  0  0812  MgCl2,  0-1650  NH4C1,  0*0127 
NH3;  (3)  same  as  (1)  without  NH,.  Dilute  ammonia  containing — 
(1)  6*34,  (2)  2*52,  (3)  1*20,  (4)  11*54  NH3  per  cent. 

Gooch’s  method  of  filtration  is  employed,  the  perforated  crucible 
being  provided  with  a  plain  one  to  act  as  a  jacket.  500  c.c.  of  solu¬ 
tion  only  were  made  at  a  time,  and  contained  7*5318  grams  of  micro- 
cosmic  salt.  For  test  experiments,  25  c.c.  of  this  solution  diluted  with 
75  c.c.  water  was  precipitated  with  12  c.c.  of  magnesia  mixture  (1), 
10  c.c.  of  ammonia  (1)  added  when  the  precipitate  had  settled,  and 
the  precipitate  was  washed  with  200  (c.c.)  of  ammonia  (3).  Modified 
test  experiments  had  the  10  c.c.  of  ammonia  (1)  added  before  instead 
of  after  precipitation ;  this  is  not  to  be  recommended.  Over  490  expe¬ 
riments  have  been  made,  and  the  author’s  conclusions,  with  some 
average  results,  are  given  below. 

Experiments  with  solid  salt  method  yielded  accurate  results. 
Moderate  heat  (60°)  does  not  affect  the  accuracy  of  the  results. 
Large  excess  of  magnesia  mixture  added  gradually  never  does  harm, 
except  in  cases  mentioned  below,  and  is  even  necessary  in  pre¬ 
sence  of  ammonium  chloride,  oxalate,  and  citrate,  but  even  moderate 
excess  added  all  at  once  causes  high  results,  thus : — P205  per  cent, 
found  =  100*15  with  33  magnesia  mixture  (1)  added  gradually, 
100*37  with  15  c.c.  magnesia  mixture  (1)  added  all  at  once,  and  100*10 
in  tests.  The  best  method  of  adding  the  magnesia  mixture  is  from  a 
burette,  a  drop  per  second,  with  constant  stirring.  When  concentrated 
solutions  are  precipitated,  low  results  are  obtained  with  magnesia 
mixture  (1)  ;  this  is  owing  to  the  ammonia  present,  as  accurate  results 
are  obtained  with  mixture  (3). 


12  c.c.  Mg.  mix.  (1). 

Test. 

12  c.c.  Mg.  mix.  (3). 

Test. 

99-86 

100-12 

100  -02 

99*98 

P205  per  cent. 

With  neutral  magnesia  mixture  (3),  the  precipitation  is  not  complete 
until  the  ammonia  is  added,  which  should  be  dilute  (No.  3  solution), 
and  should  be  run  in  by  drops,  stirring  constantly.  The  precipitate 
is  highly  crystalline  and  easily  washed ;  the  results  are  accurate. 
Precipitation  in  'presence  of  excess  of  free  ammonia  gives  rise  to  low 
results  ;  thus,  when  a  solution  was  precipitated  containing  85  c.c.  of 
ammonia  (4),  99*63  per  cent  was  obtained,  the  tests  averaging  100'04. 
This  is  probably  due  to  the  fact  that  the  precipitate  being  bulky, 
amorphous,  and  difficult  to  wash,  the  washing  solution  dissolves 
more  of  it  than  in  the  case  of  crystalline  precipitates.  The  precipitate 
is  crystalline  in  presence  of  ammonium  citrate,  oxalate,  or  chloride 
^in  large  quantities),  even  when  there  is  much  free  ammonia. 
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With  regard  to  the  solubility  of  the  precipitate  in  dilute  ammonia,  no 
measureable  difference  has  been  detected  between  the  solubility  of 
the  highly  crystalline  precipitates  and  that  of  the  more  bulky  pre¬ 
cipitates  obtained  in  the  ordinary  test  experiments.  By  a  series  of 
experiments  it  was  found  that  precipitates  washed  with  200  c.c. 
ammonia  (2)  gave  an  average  100*04,  whilst  others  washed  with 
600  c.c.  gave  99*62.  The  difference,  0*42  per  cent.,  represents  the 
solvent  action  of  400  c.c.  of  ammonia  (2),  which  would  amount  to 
0*0063  gram  of  Mg2P207  per  3  litres  of  this  solution.  By  direct 
quantitative  experiments  3  litres  of  ammonia  (2)  washings  gave  an 
average  of  0*0068  Mg2P207.  Prom  similar  observations  with  solu¬ 
tion  (3),  the  numbers  0*0086  gram  calculated,  0*009  gram  found, 
were  obtained.  Therefore,  in  washing  with  ammonia  (2)  0*0002,  and 
with  ammonia  (3)  0*0003  must  be  added  to  the  weight  of  the  pre¬ 
cipitate  for  every  100  c.c.  employed.  Precipitation  in  the  presence  of 
ammonium  chloride ,  oxalate,  and  citrate  is  generally  productive  of  low 
results,  and  that  this  is  not  wholly  due  to  the  solvent  action  of  these 
salts  on  the  precipitate  is  evident  from  the  fact  that  the  quantity  of 
magnesia  mixture  required  to  counteract  the  solvent  action  of  a  given 
quantity  of  oxalate  or  citrate  will  not,  if  used  in  excess,  precipitate 
all  the  phosphoric  acid  in  presence  of  a  similar  quantity  of  oxalate 
or  citrate,  the  volumes  of  the  solutions  being  the  same  in  both 
cases.  It  is  probable,  therefore,  these  reagents  exert  an  action  which 
impedes  the  formation  of  ammonium-magnesium  phosphate,  as  will 
be  observed  by  comparing  some  of  the  results  in  the  tables  (p.  496), 
which  illustrates  the  effect  exerted  by  these  salts  on  the  results 
obtained.  When  citric  acid  is  employed,  it  is  necessary  to  ignite  the 
precipitate  strongly  to  get  rid  of  the  carbon  ;  this  causes  a  somewhat 
greater  loss  in  weight  than  when  ignited  in  the  usual  way. 

There  is  no  evidence  to  support  the  idea  that  excess  of  magnesia 
mixture  throws  down  magnesium  oxalate  or  citrate,  and  therefore 
gives  high  results. 

The  solvent  action  of  these  ammonium  salts  on  the  precipitate  is 
seen  in  the  next  table,  along  with  the  effect  of  using  excess  of  mag¬ 
nesia  mixture,  which  retards  or  even  stops  this  solvent  action. 


Washing  with 
solution  con¬ 
taining 

6  grms.  NH4C1. 

Washing  with 
do.  and  20  c.c. 
Mg.  mix.  (2). 

Tests. 

W  ashing  with 
solution  con¬ 
taining 

1  grm.  NH4.  Ox. 

W ashing  with 
do.  and  20.  c.c. 
Mg.  mix.  (2). 

Tests. 

W ashing  with 
solution  con¬ 
taining 

2grms.Ci(HO)3. 

Washing  with 
do.  and  20  c.c 

Mg.  mix.  (1). 

Tests. 

98*62 

96-96 

99*99 

92-67 

99*96 

100-01 

Ammonium  sulphate  gives  rise  to  slightly  high  results  ;  so  that  if 
reprecipitation  is  necessary  accurate  results  are  required  in  pre¬ 
sence  of  this  salt.  Phosphoric  acid  can  be  separated  by  the  oxalic 
method  quite  as  accurately  as  by  the  molybdic  method,  even  in  the 
presence  of  aluminium  and  iron,  provided  the  simple  but  necessary 
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precautions  indicated  above  are  taken.  Use  only  moderate  excess  of 
ammonium  oxalate  for  precipitating  the  lime  ;  use  citric  acid  freely 
in  presence  of  metallic  oxides ;  precipitate  with  an  excess  of  weak 
magnesia  mixture  added  in  the  manner  recommended,  and  when  the 
precipitate  is  settled  a  large  quantity  of  stronger  magnesia  mixture 
should  be  dropped  in,  &c. 

In  mixing  citric  acid  solutions  of  ferric  chloride  with  ammonia,  the 
ammonia  should  always  be  added,  as  is  generally  done,  after  the  citric 
acid  and  iron,  for  by  doing  the  reverse  the  author  obtained  a  pre¬ 
cipitate  deeply  stained  with  ferric  oxide  in  the  subsequent  precipitation 
of  ammonium  maguesium  phosphate.  D.  A.  L. 

Separation  of  Strontium  from  Calcium.  By  M.  D.  Sidersky 
(Ghent.  News ,  48,  296). — The  method  is  based  on  the  fact  that 
when  a  mixture  of  ammonium  oxalate  and  sulphate  is  added  to  a  solu¬ 
tion  containing  strontium  and  calcium,  all  the  strontium  is  precipi¬ 
tated  as  sulphate,  whilst  the  calcium  is  found  as  oxalate,  or  its  pre¬ 
cipitation  may  be  prevented  altogether  by  acidifying  the  solution  with 
hydrochloric  acid.  It  is  applied  in  the  following  manner: — Iron, 
alumina,  &c.,  having  been  removed,  filtered  off,  &c.,  the  solution  is 
acidified  with  hydrochloric  acid,  and  precipitated  by  a  solution  con¬ 
taining  per  litre  200  grams  of  ammonium  sulphate  and  30  grams  of 
oxalate.  The  strontium  sulphate  is  filtered  off,  and  the  calcium  is 
precipitated  as  oxalate  by  supersaturating  the  filtrate  with  ammonia. 
Satisfactory  results  have  been  obtained.  D.  A.  L. 

Qualitative  and  Quantitative  Separation  of  Bismuth  from 
Copper.  By  J.  Lowe  ( Ghem .  News ,  45,  296). — In  a  previous  com¬ 
munication,  it  was  shown  that  bismuth  and  copper  were  precipitated 
from  their  solutions  by  potash  and  soda  in  the  presence  of  glycerol, 
but  that  they  wTere  redissolved  by  excess  of  the  precipitant.  In  this 
alkaline  solution  both  are  reduced  by  glucose  at  a  boiling  heat,  the 
copper  to  red  oxide,  the  bismuth  to  finely-divided  metal,  but  in  the 
cold  or  at  a  gentle  heat  the  copper  only  is  reduced  after  several  hours, 
whilst  the  bismuth  in  solution  remains  unchanged,  and  even  after 
several  days  only  small  quantities  of  the  metal  are  deposited.  This 
difference  of  behaviour  is  applied  in  the  following  manner  for  analytical 
purposes. 

A  moderately  concentrated  and  slightly  acid  solution  of  the  nitrates 
of  the  metals  in  question  is  mixed  with  a  measured  volume  of  soda 
until  a  precipitate  forms  and  the  liquid  is  alkaline ;  twice  this  volume 
of  soda  is  now  added,  and  pure  glycerol  stirred  in  until  the  precipitate 
is  redissolved  aud  the  liquid  clear.  This  solution  is  now  mixed  with 
a  solution  of  glucose  (1  in  6  or  8  of  water)  in  quantity  sufficient  to 
make  the  sugar  equal  to  three  or  four  times  the  joint  weight  of  the 
metals.  The  beaker  is  now  covered  over  and  left  in  a  cool  dark  place 
for  eight  to  ten  hours,  when  the  liquid  will  have  lost  its  blue  colour, 
and  all  the  copper  will  be  deposited  as  red  oxide,  from  which  the 
supernatant  liquid  is  separated.  The  copper  oxide  is  washed  first  with 
water  containing  glycerol  and  soda,  collected  on  a  weighed  filter,  well 
washed  with  water,  dried  at  100’,  and  weighed.  Tne  alkaline  liquid 
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from  the  copper  oxide  is  boiled  in  a  porcelain  capsule,  stirring  gently, 
for  a  short  time,  and  when  cool  the  metallic  bismuth  is  filtered  on  a 
weighed  filter,  having  been  previously  washed  with  water  containing 
soda ;  it  is  then  washed,  dried,  &c.,  in  the  same  way  as  the  copper. 
The  operations  with  the  finely-divided  bismuth  should  be  conducted 
as  quickly  as  possible.  D.  A.  L. 

Analysis  of  Stannate  of  Soda.  By  P.  T.  Austen  (Amer. 
Ghem.  J.,  5,  210 — 211). — The  amount  of  stannic  acid  in  this  salt  is 
usually  determined  by  adding  sulphuric  acid  to  the  hot  solution 
until  it  becomes  faintly  acid  ;  the  results  so  obtained  are  good,  but 
the  gelatinous  precipitate  is  very  troublesome  to  wash.  By  adding 
strong  nitric  acid  in  excess  and  boiling,  the  author  finds  that  the  tin 
is  completely  precipitated  as  metastannic  acid,  and  is  much  more 
readily  washed  and  filtered  than  that  precipitated  in  the  usual 
manner.  A.  J.  Gr. 

Brucine  a  Test  for  Tin.  By  E.  R.  Dryer  ( Chem .  News ,  48, 
257). — Dissolve  0T  gram  of  crystallised  brucine  in  1  c.c.  pure  nitric 
acid,  add  50  c.c.  water,  heat  to  boiling,  and  cool.  This  solution  gives 
a  purple  coloration  with  solutions  containing  stannous  chloride. 
Neither  zinc  chloride,  nor  nascent  hydrogen,  nor  organic  matter, 
interferes  with  the  reaction,  but  ammonium  sulphide  and  sodium 
hyposulphite  act  like  stannous  chloride.  To  test  for  tin,  dissolve  the 
mixed  sulphides  of  antimony  and  tin,  obtained  in  the  ordinary 
analytical  separation,  in  hydrochloric  acid,  evaporate,  dilute  with 
water,  and  place  a  strip  of  platinum  and  a  strip  of  zinc  in  the  solu¬ 
tion  and  in  contact  for  several  hours ;  metallic  antimony  is  deposited 
on  the  platinum,  whilst  stannous  chloride  remains  in  solution,  and 
can  be  tested  for  with  a  few  drops  of  the  brucine  reagent.  A  distinct 
colour  has  been  obtained  with  a  drop  containing  only  0*0000025  gram 
of  stannous  chloride,  whilst  a  drop  containing  0*00002  gram  gave  a 
barely  perceptible  cloudiness  with  mercuric  chloride.  The  reagent 
must  not  be  too  dilute,  or  the  colour  will  be  pale  and  indistinct ; 
neither  must  it  be  used  in  excess,  for  then  dirty  green  is  produced 
instead  of  purple.  The  author  finds  this  test  for  tin  more  delicate, 
more  striking,  and  more  convenient  than  the  mercuric  chloride 
test.  D.  A.  L. 

Separation  of  Cobalt  from  Nickel.  ByJ.  Clark  (Chem.  News, 
48,  262 — 263). — The  author  has  modified  Dirvelhs  process  (Abstr., 
1880,  287),  the  following  being  the  chief  points: — Instead  of  micro- 
cosmic  salt,  ammonium  phosphate  is  found  most  suitable  for  precipi¬ 
tating  the  cobalt ;  sodium  phosphate  may  be  used,  but  large  excess  is 
necessary,  whilst  only  a  small  amount  of  ammonium  phosphate  over 
that  required  for  precipitating  the  cobalt,  need  be  employed.  Also  it 
is  not  necessary  to  use  ammonium  carbonate  or  acetate,  for  ammonium 
chloride  or  sulphate,  or  nitrate,  will  do  as  well  as  the  latter,  and 
better  than  the  carbonate.  The  following  is  the  process  : — In  ores, 
the  cobalt  and  nickel  are  precipitated  as  sulphides  in  an  acetic  acid 
solution,  great  care  being  taken  to  eliminate  manganese,  which  would 
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interfere  with  the  correct  estimation  of  the  cobalt.  The  mixed  sul¬ 
phides  are  ignited,  weighed,  and  dissolved  in  nitro-hydrochloric  acid. 
The  solution  containing  the  two  metals  is  mixed  with  ammonium 
phosphate  (about  five  times  the  weight  of  the  combined  cobalt  and 
nickel)  and  with  about  5  parts  of  the  hydrochloric  acid  for  every  part 
of  the  ammonium  salt,  the  mixture  is  boiled,  the  vessel  removed  from 
the  flame,  and  while  still  hot  ammonia  is  added  in  small  quantities  at 
a  time  until  the  precipitate,  at  first  formed,  is  redissolved.  The  solu¬ 
tion  is  then  stirred  vigorously,  when  the  fine  purple  crystalline 
ammonium  cobalt- phosphate  separates  out;  10  drops  of  ammonia  are 
added,  and  the  beaker  placed  ou  a  water-bath  for  a  few  minutes.  As 
soon  as  the  precipitate  settles,  it  is  filtered,  &c.,  and  weighed  as 
cobalt  pyrophosphate.  The  filtrate  is  a  clear  blue,  and  probably  con¬ 
tains  a  small  quantity  of  cobalt,  it  is  therefore  heated  at  100°,  until 
the  nickel  begins  to  come  down.  If  there  is  cobalt  the  precipitate 
will  be  reddish,  if  not  it  will  be  green.  The  precipitate  is  dissolved 
in  hydrochloric  acid,  and  the  cobalt  determined  in  the  manner 
described.  The  nickel  is  precipitated  as  sulphide,  and  weighed  as 
oxide.  Very  good  results  have  been  obtained,  and  the  process  is 
approved  of  by  several  chemists.  The  metals  may  be  present  as 
nitrates,  chlorides,  or  sulphates,  and  nitric  or  sulphuric  acid  may  be 
used  instead  of  hydrochloric.  D.  A.  L. 

Volumetric  Determination  of  Manganese.  By  G.  C.  Stone 
( Ghem .  News ,  48,  273). — This  paper  is  a  reply  to  Macintosh’s  criti¬ 
cisms  (this  vol.,  220)  on  the  existence  of  a  precipitate  of  the  com¬ 
position  10MnO2,MnO.  The  author  points  out  that  his  process 
referred  to  the  analysis  of  spiegeleisen,  and  that  Macintosh  ignores 
the  probable  influence  of  the  hydrocarbons  derived  from  the  carbon  in 
the  spiegel.  The  author’s  method  of  analysis  is:  0‘5  gram  of  spiegel 
is  dissolved  by  boiling  in  40  c.c.  nitric  acid  (1*42  sp.  gr.),  excess  of 
potassium  chlorate  gradually  added,  the  whole  cooled,  filtered  through 
asbestos,  and  the  precipitate  washed.  The  precipitate  and  asbestos 
are  added  to  excess  of  standard  oxalic  acid  (8  to  8*5  grams  per  litre), 
sulphuric  acid  is  poured  in,  the  whole  heated  until  dissolved,  and  the 
excess  of  oxalic  acid  titrated  by  permanganate  (3  grams  per  litre). 
The  results  were  in  favour  of  the  formula  10MnO2,MnO,  as  against 
MnO?.  Similar  experiments  show  that  the  author’s  modification 
(see  above)  of  Williams’s  method  is  better  than  the  original.  The 
author  has  not  found  any  appreciable  difference  in  the  results, 
wThether  he  works  with  his  method  of  adding  the  chlorate  or  that 
recommended  by  Macintosh  ( loc .  cit.).  Neither  does  he  recognise  the 
importance  of  the  cooling  for  some  time  after  the  precipitation  with 
chlorate.  Finally,  he  considers  that  his  present  experiments  confirm 
his  original  conclusions  with  regard  to  the  spiegeleisen  precipitate. 

D.  A.  L. 

Titration  of  Organic  Matter  in  Potable  Waters,  by  Means 
of  Permanganate.  By  A.  R.  Leeds  {Anal.  Zeitschr .,  23,  17 — 21). 
— A  few  experiments  are  quoted,  showing  that  on  boiling  standard 
permanganate  in  alkaline  solution  (Schulze-Trommsdorf’s  method) 
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the  permanganate  undergoes  an  appreciable  amount  of  decomposi¬ 
tion,  thus  yielding  indications  of  organic  matter,  which  are  beyond 
the  amounts  present,  whilst  no  such  decomposition  takes  place  on 
boiling  an  acid  solution  (Kubel-Tieman’s  method).  The  latter  mode 
of  procedure  is  therefore  recommended.  0.  H. 

Investigation  of  Petroleum.  By  F.  Beilstein  ( Dingl .  polyt.  J., 
250,  169). — Although  the  forms  of  apparatus  invented  by  Abel, 
Engler,  and  others,  for  the  purpose  of  ascertaining  the  flashing  point 
of  petroleum,  give  concordant  results  in  trained  hands,  it  is  neces¬ 
sary  in  constructing  them  to  adhere  strictly  to  the  same  form  of 
apparatus,  as  a  slight  deviation  influences  the  results  to  a  considerable 
extent.  The  results  obtained  with  the  apparatus  introduced  by 
Liebermann  and  Stoddard  vary  with  the  size  of  the  apparatus  and  the 
mode  of  applying  the  igniting  flame. 

The  author  recommends  the  following  form  of  apparatus.  It  con¬ 
sists  of  a  glass  cylinder  35  mm.  in  diameter  and  175  mm.  long,  marked 
at  a  distance  of  70  and  140  mm.  from  the  bottom  with  a  divisional 
line.  The  cylinder  is  filled  to  the  bottom  line  with  oil.  Air  is 
admitted  through  a  small  brass  tube,  which  dips  into  the  oil  and  is 
bent  round  the  cylinder,  its  end  being  provided  with  a  rose-jet.  The 
bulb  of  the  thermometer  is  immersed  into  the  middle  of  the  oil 
column.  At  intervals  of  every  degree  of  temperature  air  is  forced 
through  the  liquid  at  a  rate  sufficient  to  raise  the  foam  to  the  top 
line,  a  light  being  applied  at  the  same  time  to  test  the  flashing  point. 
The  results  are  said  to  be  5°  higher  than  those  obtained  with  Engler’s 
apparatus. 

The  author  states  that  the  flashing  point  of  petroleum  determines 
only  its  degree  of  inflammability,  and  not  the  burning  properties  of 
the  oil.  This  can  be  tested  only  by  subjecting  the  oil  to  fractional 
distillation.  American  petroleum  should  not  yield  more  than  5  per 
cent,  of  distillate  under  150°,  and  not  more  than  15  per  cent,  of 
heavy  oil  boiling  above  270°.  Caucasian  petroleum  contains  the 
hydrogen  addition-products,  C»H2»,  of  the  aromatic  hydrocarbons  : 
hence  it  has  a  higher  density  and  greater  illuminating  power  than 
American  petroleum.  D.  B. 

Estimation  of  Sulphur  in  Organic  Compounds.  By  E.  H. 

Keiser  ( Amer .  Chem.  5,  207 — 208). — The  author  obtains  very 
accurate  results  by  the  following  modification  of  Liebig’s  method  for 
the  estimation  of  sulphur  in  non-volatile  compounds  : — 10  grams  of 
potash  is  fused  in  a  silver  crucible,  allowed  to  cool,  the  weighed  sub¬ 
stance  (0T — 0*3  gram)  added,  the  crucible  heated  until  the  contents 
have  become  thoroughly  mixed  ;  1  gram  of  potassium  nitrate  is  then 
added,  and  the  heating  continued  until  the  mass  has  become  clear. 
When  cold  the  fused  mass  is  dissolved  in  water,  neutralised  with 
hydrochloric  acid,  and  diluted  to  f — 1  litre,  when  all  silver  taken  up 
from  the  crucible  during  the  fusion  is  precipitated.  This  is  filtered 
off,  and  the  sulphuric  acid  in  the  filtrate  determined  in  the  usual  way, 
by  precipitation  with  barium  chloride.  The  barium  sulphate  does  not 
need  reprecipitation.  A.  J.  G. 
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Potassium  Ferrocyamide  Production.  By  K.  Zulkowsky 
(. Dingl .  polyt.  /.,  249,  168 — 178). — The  author  gives  a  rapid  and 
adequate  method  for  the  examination  of  the  fused  product  in  making 
ferrocyanide.  As  is  well  known,  the  ferrocyanide  is  first  produced 
on  the  addition  of  water  to  the  fused  mass  ;  in  the  solution  obtained, 
other  cyanides  are  present  in  small  quantity  along  with  sulphides, 
potassium  carbonate,  &c.  In  a  manufactory,  the  author  found  a 
method  in  use  for  estimating  ferrocyanide  which  has  not  before  been 
published  ;  it  is  founded  on  the  known  reaction  between  potassium 
ferrocyanide  and  a  soluble  zinc  salt.  The  author  has  investigated  the 
process  and  devised  a  satisfactory  method  of  working  it.  A  standard 
zinc  sulphate  solution  is  acidified  with  dilute  sulphuric  acid,  and  the 
filtered  ferrocyanide  is  run  in  from  a  burette  until  a  slight  excess  has 
been  added ;  this  is  ascertained  by  carefully  placing  a  drop  of  the 
mixed  solutions  on  filter- paper,  and  then  placing  near  a  drop  of  dilute 
ferric  chloride  solution,  care  being  taken  that  no  portion  of  the  zinc 
precipitate  is  touched  with  the  chloride  solution.  Adding  the  zinc 
solution  to  the  potassium  ferrocyanide  is  not  satisfactory.  Too  much 
sulphuric  acid  diminishes  somewhat  the  amount  of  ferrocyanide 
required  for  a  given  amount  of  zinc  solution.  When  the  acidified 
zinc  solution  is  heated  to  boiling  variations  in  the  amount  of  sul¬ 
phuric  acid  no  longer  have  any  influence,  the  zinc  precipitate  is  pul¬ 
verulent,  so  that  more  care  is  required  in  applying  the  ferric  chloride. 
The  following  equation  represents  the  process  : — 

10ZnS04  +  7K4FCy6  =  10K2SO4  +  (5Zn2FeCy6  +  2K4FeCy6). 

Thiocyanates. — Although  a  portion  of  the  thiocyanate  in  the  solu¬ 
tion  is  probably  formed  during  the  lixiviation,  the  amount  found  is 
usually  returned  as  being  present  in  the  fused  product.  To  estimate 
this,  a  measured  volume  of  the  solution  is  treated  with  a  large  excess 
of ‘aqueous  sulphurous  acid,  and  allowed  to  stand  about  a  day.  Sul¬ 
phur  and  a  brown  mass,  produced  by  the  decomposition  of  hydro¬ 
cyanic  acid,  separate  out.  The  acid  liquid  is  neutralised  with  zinc 
oxide,  and  zinc  sulphate  is  added  to  precipitate  the  ferrocyanide. 
The  filtate  is  concentrated,  treated  with  aqueous  sulphurous  acid  and 
sufficient  copper  sulphate  to  produce  a  distinctly  green  colour.  The 
white  precipitate  is  heated  with  sulphur  in  a  current  of  hydrogen. 

J.  T. 

Wine  Examination.  (Dingl.  polyt .  249,  311 — 312.) — Accord¬ 
ing  to  S.  Kilicsan,  not  only  young  wines  but  old  and  well  kept  wines 
contain  ammonia  ;  in  six  samples  from  0*0057 — 0*0113  per  cent,  was 
found.  Formic  acid  can  often  be  detected  in  the  distillate  from 
unsulphured  wines.  Since  the  precipitate  produced  in  a  wine  distil¬ 
late  by  silver  nitrate  contains  carbon,  probably  from  the  presence  of 
organic  acids,  Kilicsan  considers  Wartha’s  process  for  the  detection  of 
sulphurous  acid  in  wines  to  be  untrustworthy. 

J.  Kessler  and  M.  Barth  give  a  method  for  estimating  free  tartaric 
acid  in  wine  as  an  improvement  of  the  original  Berthelot-Fleurieu’s 
process.  50  c.c.  of  wine  are  evaporated  to  thiu  syrup,  this  is  well  shaken 
with  70  c.c.  of  96  per  cent,  alcohol,  and  allowed  to  stand  four  hours  in 
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a  cool  place,  to  permit  the  tartrate  to  settle  out.  The  precipitate  is 
separated,  and  its  acidity  reckoned  as  tartrate.  The  filtrate  is  freed 
from  alcohol,  and  0’5  c.c.  of  acidified  20  per  cent,  solution  of  potassium 
acetate  is  stirred  into  the  syrupy  residue,  and  the  newly  formed 
tartrate  is  estimated  as  before.  But  this  method  fails  in  case  of  wines 
strongly  plastered,  although  negative  values  cannot  be  obtained,  as 
are  sometimes  got  by  the  older  method. 

For  the  estimation  of  sugar  by  Fehling’s  solution,  the  tannin  must 
first  be  removed  by  lead  acetate,  the  excess  of  lead  being  re¬ 
moved  by  sodium  carbonate.  Ordinary  fully  fermented  wine  usually 
contains  under  0T  per  cent,  sugar,  and  may  be  decolorised  by  a 
small  quantify  of  animal  charcoal ;  after  rendering  it  alkaline  with 
a  little  caustic  alkali  or  carbonate,  5  c.c.  is  warmed  with  2  c.c. 
Fehling,  in  a  water-bath.  If  the  blue  colour  completely  disappears 
the  wine  contains  over  0*2  per  cent,  sugar.  If  the  blue  colour  persists 
5  c.c.  more  wine  may  be  added,  and  the  warming  repeated.  In  this 
way  an  approximation  to  the  amount  of  sugar  may  be  made. 

J\  T. 

Detection  of  the  Colouring  Matter  of  Campechy  Wood  in 

Wine.  By  Boni  ( Bied .  Gentr .,  1883,  854). — Decompose  with  milk  of 
lime,  filter,  dilute,  add  sulphuric  acid  until  the  liquid  begins  to  appear 
red,  then  pour  in  absolute  alcohol  and  filter.  The  addition  of  ammo¬ 
nium  molybdate  changes  the  colour  into  purple-red  if  the  wine  has 
been  adulterated.  E.  W.  P. 

Detection  of  Artificial  Colouring  Matters  in  Wine.  By  P. 

Pastrovitch  (Bied,  Gentr,,  1883,  865). — Magenta  is  not  decolorised  by 
manganese  peroxide,  but  the  juice  of  bilberries,  elderberries,  red  and 
blue  woods,  cochineal,  and  orseille  are  all  altei'ed  in  colour ;  cochineal 
is  decolorised,  but  the  red  in  wines  are  changed  to  brown-yellow. 

E.  W.  P. 

Sugar  Analysis.  (. DingLpolyt .  J.,  250,  133 — 136.) — According  to 
Vivien,  it  is  difficult  to  estimate  the  glucose  in  sugar  when  the  quan¬ 
tity  is  less  than  0‘1  per  cent.  The  following  colorimetric  method  is 
recommended  : — 10  grams  of  sugar  are  dissolved  in  200  c.c.  water, 
treated  with  10  mgrms.  glucose,  and  boiled.  If  after  allowing  the 
mixture  to  settle  the  supernatant  fluid  is  decolorised,  and  a  red  pre¬ 
cipitate  formed,  the  sugar  contains  at  least  0T  per  cent,  of  glucose. 
If  no  decolorisation  occurs  the  change  on  raising  the  mixture  to 
boiling  is  compared  with  ten  solutions  of  glucose  similarly  treated, 
containing  1 — 9  mgrms.  glucose.  Zulkowsky  states  that  the  optical 
examination  of  a  mixture  of  cane-  and  invert-sugar  is  adapted  only  to 
cases  in  which  the  quantity  of  invert-sugar  predominates,  as  the 
specific  rotatory  power  of  this  sugar  is  so  small  that  the  unavoidable 
errors  of  observation  give  rise  to  serious  differences.  Clerget’s 
formula  R  =  100  (D  -f-  D1)  :  144  — 0‘5t,  recommended  by  Reichardt 
and  Bittmann  for  the  estimation  of  cane-sugar  in  molasses,  &c.,  gives 
inaccurate  results  when  the  quantity  of  invert-sugar  is  large,  as  then 
the  temperature  must  be  taken  into  account  both  before  and  after 
inversion. 

The  values  for  the  quantity  of  invert-sugar  in  100  c.c.  of  solution 
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for  various  temperatures  are  based  on  the  observations  of  Tuchschmied, 
who  found  that  17*21  grams  of  invert-sugar  obtained  from  16*35  grams 
of  sucrose  dissolved  to  100  c.c.,  exert  an  optical  action  of  —  (44*16  — 
0*506£)°  Soleil.  Zulkowsky  has  accordingly  calculated  the  quantities 
of  invert-sugar,  corresponding  with  1°  of  saccharimeter  for  the  tem¬ 
peratures  of  15 — 22°.  The  following  table  illustrates  the  results 
obtained : — 


Temperature 

observed. 

Grams  invert-sugar  contained  in  100  c.c.  solution  by  the 
optical  action  of 

1°  Soleil. 

1°  Ventzke. 

1°  Wild. 

15° 

0  -470fi 

0-7506 

2  -1676 

16 

0*4772 

0  -7612 

2-1983 

17 

0-4839 

0  7719 

2  2292 

17  *5 

0  *4875 

0-7776 

2  -2456 

18 

0-4910 

0  *7832 

2-2616 

19 

0  -4981 

0-7945 

2  *2944 

20 

0*5056 

0  -8C64 

2  3287 

21 

0  5133 

0-8187 

2  -3642 

22 

0  '5210 

0-8311 

2  *3992 

For  the  determination  of  invert-sugar  and  cane-sugar,  Zulkowsky 
first  determines  the  amount  of  sucrose  by  polarisation,  then  the  quan¬ 
tity  of  invert-sugar.  His  method  is  described  in  detail  in  the  original 
paper.  D.  B. 

Clerget’s  Method  of  Sugar  Analysis  by  Inversion.  By  A. 

J.  Kino  ( Chem .  News ,  48,  229). — In  using  this  method  for  deter¬ 
mining  the  amount  of  cane-sugar  in  a  mixture  already  containing 
invert-sugar,  attention  is  called  to  the  importance  of  taking  the  read¬ 
ing  of  the  polariscope  both  before  and  after  the  inversion  at  the  same 
temperature  ;  for  the  rotatory  power  of  invert-sugar  varies  with  the 
temperature,  a  factor  which  should  remain  constant  if  the  true  value 
of  the  cane-sugar  is  to  be  found  by  this  method  (comp,  ibid.,  45, 
148).  D.  A.  L. 

Estimation  of  Phenol  in  Commercial  Carbolic  Acid.  By 

Klein ert  {Anal.  Zeitschr.,  23, 1 — 13). — The  author  has  compared  the 
results  of  estimating  phenol  by  Koppeschaar’s  method  (titration  by 
means  of  standard  bromine  solution)  and  by  fractional  distillation. 
He  finds  that  they  in  nowise  agree,  the  bromine  titration  yielding 
figures  which  are  far  higher  than  the  quantity  of  phenol  which  can  be 
present.  All  samples  which  he  examined  yielded  but  a  very  small 
proportion  of  products  volatile  between  150°  and  200°,  phenol  distil¬ 
ling  between  those  temperatures.  Between  200°  and  250°  the  largest 
fractions  are  obtained,  practically  devoid  of  phenol,  and  yet  giving 
copious  bromine  precipitates.  Even  at  temperatures  higher  than  250° 
distillates  are  obtained,  which  give  the  bromine  reaction,  but  do  not 
show  the  well-known  phenol  indications  with  ferric  chloride,  hypo- 
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chlorite,  or  fir-wood  and  hydrochloric  acid.  Kleinert  therefore  con¬ 
cludes  that  Koppeschaar’s  method  is  not  applicable  for  the  valuation 
of  commercial  carbolic  acid.  O.  H. 

Estimation  of  Tartaric  Acid  in  Wine.  By  R.  Kayser  (Anal. 
Zeitschr .,  23,  28 — 29). — For  this  purpose  Berthelot’s  method,  con¬ 
sisting  in  the  separation  of  the  acid  in  the  form  of  acid  potassium 
tartrate  and  titration  of  the  latter  with  normal  alkali,  is  usually 
employed  ;  but  in  addition  to  other  sources  of  error  which  have  often 
been  pointed  out,  this  method  involves  the  separation  of  the  calcium 
present  in  the  form  of  calcium  tartrate,  which,  of  course,  is  neutral  to 
normal  alkali.  In  a  number  of  determinations  of  the  lime  contained 
in  the  precipitate,  the  error  involved  was  found  to  vary  from  0*2 — ■ 
0*6  per  cent,  of  tartaric  acid,  and  in  several  instances  was  larger  than 
the  total  amount  of  tartaric  acid  calculated  from  the  acidity  only.  The 
error  is  the  greater  the  older  the  wine  and  the  smaller  the  percentage 
of  tartaric  acid.  The  amount  of  lime  has  therefore  to  be  determined, 
and  an  equivalent  quantity  of  tartaric  acid  to  be  added  to  that  found 
acidimetrically  by  Berthelot’s  method.  O.  H. 

Examination  of  Fats.  By  E.  Valenta  (Dingl.  polyt.  J.,  249, 
270 — 273). — The  author  lias  examined  a  series  of  fats  by  a  method 
proposed  by  J.  Kottstorfer,  for  the  detection  of  foreign  fats  in  butter. 
The  fat  to  be  examined,  if  necessary,  is  filtered  whilst  warm,  and  a 
weighed  portion  is  saponified  with  standard  alcoholic  solution  of 
potash.  After  warming  on  the  water-bath  about  15  minutes,  the 
excess  of  potash  is  titrated  by  half  normal  hydrochloric  acid,  using 
phenolphthale'in  as  indicator.  Pure  butter  fat  requires  per  gram 
about  227  mgrms.  of  potassium  hydroxide  for  saponification,  whilst 
many  fats  used  for  adulteration,  such  as  suet,  lard,  bacon  fat,  mutton 
fat,  rape  oil,  olive  oil,  oleomargarine,  poppy  oil,  and  walrus  oil,  require 
about  L97 — 198  mgrms.  The  author  has  examined  both  animal  and 
vegetable  fats.  Some  of  the  results  obtained  tend  to  throw  doubt  on 
the  suitability  of  the  method  for  butter  testing,  whilst  in  other  cases 
the  nature  of  single  fats  can  be  ascertained,  and  adulteration  can  be 
detected  quantitatively  if  somewhat  considerable.  The  results 
obtained  are  given  in  tabular  form.  Palm-kernel  oil  with  247  mgrms., 
and  cocoa-nut  oil  with  257 — 268  mgrms.,  are  much  higher  than  any 
others  of  the  list,  excepting  cod-liver  oil  with  213  mgrms.  Cocoa-nut 
oil  contains  not  inconsiderable  quantities  of  laurineand  myristic  acids, 
also  small  quantities  of  caprylic  acid,  &c.  These  acids  contain  much 
less  carbon  in  the  molecule  than  do  palmitic,  stearic,  and  oleic  acids, 
hence  the  high  saponifying  value  of  this  fat.  Apricot-kernel  oil,  oil 
of  sweet  almonds,  oil  of  bitter  almonds,  arachis  oil,  cotton-seed  oil, 
olive  oil,  sesame  oil,  average  193  mgrms.  Pumpkin-seed  oil,  oil-cake 
oil,  rape  oil  (Hungarian  product),  average  188*1  mgrms.  Rape  oil, 
mustard-seed  oil,  and  castor-oil  average  177*1  mgrms.  American 
bone-fat,  goose-fat,  pig-fat,  average  191 — 196.  J.  T. 

Iodine  in  Cod-liver  Oil.  By  E.  C.  C.  Stanford  ( Ghem .  News , 
48,  233). — Various  authorities  have  published  results  at  various 
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times  in  which  cod-liver  oil  is  said  to  contain  from  0*487  to  0*0295 
per  cent,  of  iodine,  and  in  Garrod’s  Materia  Medica  it  is  stated  to 
contain  0*06  per  cent.  If  such  were  the  case,  cod-liver  oil  would  be 
one  of  the  richest  sources  of  iodine,  which  the  author  considers  im¬ 
probable.  Bird  (Pharm.  J.  Trans .  [2],  1,  546)  published  results  of 
six  analyses  of  cod-liver  oils,  four  from  Norway  averaging  0*001355 
per  cent,  iodine,  and  two  from  Newfoundland  with  0*000993  per  cent. 
The  author  has  now  made  some  determinations  by  a  process  which  he 
has  employed  daily  for  many  years  in  estimating  small  quantities  of 
iodine,  and  by  which  part  of  iodine  is  easily  detected  and 

measured,  and  up  to  T-0oV0  o  Par^  accurately  estimated.  5000  grains 
of  oil  are  saponified  with  1000  grains  pure  caustic  soda,  then  car¬ 
bonised  in  a  porcelain  crucible,  the  resulting  charcoal  is  treated  with 
water,  and  the  solution  made  up  to  5000  grains  measure.  500  grains 
of  this  solution  are  treated  with  100  grains  measure  of  carbon  bisul¬ 
phide,  and  about  three  drops  of  nitrosulphuric  acid — sulphuric  acid, 
sp.  gr.  1*843,  saturated  with  gaseous  nitrous  anhydride — dropped  in. 
The  testings  are  performed  in  large  even  tubes,  and  the  colour  pro¬ 
duced  compared  with  graduated  standard  solutions  of  potassium 
iodide,  treated  in  the  same  manner.  The  results  of  the  analyses  of 
several  samples  of  cod-liver  oil  and  some  other  substances  are  as 
follows  : — 

Per  cent,  iodine. 


Cod-liver  oil,  pale  . .  0*000410 

,,  Norway .  0*000434 

,,  Carr  and  Sons .  0*000276 

,,  English .  0*000138 

,,  Newfoundland .  0*000315 

Light  brown  cod-liver  oil .  0*000360 

Cod  liver,  fresh  .  0*000817 

*Cod-liver  oil,  dragees .  0*056366 

Oil  vomited  by  the  fulmar,  a  bird  of 

St.  Kilda .  0*000095 

fEresh  cod-fish,  0*00016  . dry  =  0*000829 

f  Scotch  herring,  salted  .  0*00065 

f  „  brine .  0*00012 

Whale  oil,  cold  drawn .  0*00001 

Bottlenose  oil,  cold  drawn .  0*00010 

Seal  oil,  cold  drawn  .  0  00005 


To  analyse  kelp,  100  grains  are  treated  twice  with  four  ounces  of 
hot  water,  the  residue  is  washed,  and  the  solution  made  up  to  5000 
grains ;  500  grains  of  this  are  treated  with  carbon  bisulphide,  &c.,  as 
described  above.  In  the  actual  testing,  the  author  never  operates  on 
a  solution  containing  more  than  one-tenth  of  a  grain  of  iodine  ;  for  if 
this  quantity  is  exceeded,  the  solution  is  diluted  before  testing.  Sea¬ 
weeds  or  organic  materials  are  first  carbonised  previous  to  being 

*  Made  of  cod  liver  from  which  the  oil  is  removed ;  for  analysis  1000  grains 
were  saponified  with  200  grains  of  caustic  soda. 

t  In  these  cases  5000  grains  were  treated  with  500  grains  of  caustic  soda.  Other 
analyses  were  conducted  as  described  above. 
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treated  as  described.  Carbonising  is  preferable  to  burning  to  ash, 
because  all  the  iodine  is  retained  and  the  salts  are  easily  extracted, 
whilst  burning  to  ash  causes  loss  of  iodine  and  frequently  leaves  a 
fused  mass.  For  testing  the  free  iodine,  carbon  bisulphide  is  far 
preferable  to  starch,  inasmuch  as  the  latter  is  liable  to  change,  is  in 
many  cases  untrustworthy,  and  gives  turbid  solutions  with  the  colour 
distributed  throughout ;  whilst  the  former  does  not  change,  is  quite 
trustworthy,  the  solutions  are  clear,  and  the  colour  is  concentrated  at 
the  bottom  of  the  tube.  The  author  recovers  the  iodine  from  the 
bisulphide  by  means  of  zinc  in  the  presence  of  water.  D.  A.  L. 

Examination  of  Beeswax.  By  Hubl  ( Dingl .  polyt  249, 
338- — 342).  —  Along  with  physical  examination,  F.  Becker’s  sapo¬ 
nifying  test  is  of  value.  This  test  is  given  as  Kottstorfer’s  butter 
test  (see  Abstr.,  p.  504).  According  to  Becker,  1  gram  beeswax 
requires  97  to  107  mgrm.  potassium  hydroxide  for  complete  saponi¬ 
fication.  By  mixing  various  waxy  substances,  impure  beeswax  can 
be  made  to  give  the  same  number.  This  difficulty  can  be  overcome 
by  ascertaining  not  only  the  total  amount  of  potash  required  for  com¬ 
plete  saponification,  but  also  that  required  to  saturate  the  free  acid 
(cerotic  acid)  present.  Two  numbers  are  thus  obtained,  which  bear 
the  constant  relation  of  1 :  3*7,  as  determined  in  about  20  samples  of 
yellow  wax.  About  4  grams  wax  is  treated  with  20  c.c.  neutral  95  per 
cent,  alcohol,  heated  to  fusion,  and  titrated  with  alcoholic  potash 
solution,  phenolphthalein  being  used  as  indicator.  When  the  first 
number  has  been  obtained,  20  c.c.  potash  solution  are  added,  and  the 
excess  titrated  with  half  normal  hydrochloric  acid.  For  the  acid  in 
1  gram  wax  about  19  to  21  mgrm.  KHO  are  required,  and  for  the 
saponification  73  to  76  more  are  required.  The  proportion  varies 
between  1 : 3'6  and  1  :  3*8,  and  the  total  potassium  hydroxide  used  is 
92  to  97  mgrm.  The  author  designates  the  numbers  thus  obtained  as 
acid  number,  ether  number,  and  saponifying  number  respectively. 
Wax  substitutes  give  very  different  values  for  these  numbers,  as  the 
following  average  results  show  : — 


Substance. 

Acid 

number. 

Ether 

number. 

Saponifying 

number. 

Proportion 
ether :  acid. 

Japan  wax  . . . . 

20 

200 

220 

10 

Carnauba  wax . 

4 

75 

79 

19 

Tallow  . 

4 

176 

180 

44 

Stearic  acid . . 

195 

0 

195 

0  :  195 

Resin . 

Neutral  substances  ....  1 

110 

1*6 

112 

0*015 

Paraffin .  > 

Ceresine . J 

0 

0 

0 

0 

Yellow  beeswax . 

20 

75 

95 

3-75 

Hence  if  the  saponifying  number  falls  below  92  with  a  proper  pro¬ 
portion,  the  wax  is  adulterated  with  an  inert  substance  (i.e.,  paraffin). 
If  the  proportion  be  greater  than  3‘8,  an  addition  of  Japan  or  car- 
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nauba  wax  or  tallow  is  probable.  If  the  acid  number  be  low,  Japan 
wax  is  excluded,  and  of  the  remaining  two  the  ether  number  will 
determine  which  has  been  used.  If  the  proportion  be  below  3'6, 
stearic  acid  or  resin  has  probably  been  added.  It  is  also  clear  that 
the  simultaneous  presence  of  an  active  and  an  inactive  substance  may 
be  detected  by  the  figures  obtained.  The  subject  is  being  further 
investigated.  J.  T. 

Estimation  of  Urea.  By  W.  H.  Greene  ( Gompt .  rend .,  97,  1141 
— 1142). — A  tube  of  20 — 25  c.c.  capacity,  closed  at  one  end  and 
graduated,  is  sealed  on  to  the  upper  part  of  a  flask  of  about  50  c.c. 
capacity,  with  a  side  tubulus.  The  flask  and  tube  are  completely 
filled  with  sodium  hypobroraite  solution,  and  the  urine  to  be  examined 
is  slowly  introduced  into  the  middle  of  the  flask  by  means  of  a  gra¬ 
duated  pipette  with  a  narrow  curved  end.  When  the  evolution  of 
gas  ceases,  a  funnel  tube  is  attached  by  means  of  the  tubulus,  hypo- 
bromite  solution  is  poured  into  it  until  the  levels  in  the  funnel  tube 
and  the  graduated  tube  coincide,  and  the  volume  of  the  gas  is  read 
off.  Instead  of  using  the  side  tube,  the  apparatus,  with  the  tubulus 
open,  may  be  immersed  in  a  vessel  of  water  until  the  level  of  the 
water  coincides  with  that  of  the  hypobromite.  As  a  control,  a  similar 
experiment  may  be  made  with  a  standard  solution  of  urea. 

C.  H.  B. 

Separation  and  Estimation  of  Digitalin,  Digitale'in,  and 
Digitin.  By  B,.  Palm  (Anal.  Zeitsehr .,  23,  22 — 23). — The  German 
method  of  separating  digitalin  from  the  other  alkaloids  occurring  in 
Digitalis  purpurea  is  based  on  the  precipitation  of  that  alkaloid  by 
means  of  tannin ;  the  French  method  on  the  insolubility  of  digitalin 
and  digitin  in  water,  digitale'in  being  readily  soluble. 

Both  methods  are  troublesome  and  demand  much  time.  The  author 
extracts  the  powdered  herb  with  water,  filters  the  solution  through 
animal  charcoal  until  it  is  colourless,  and  precipitates  the  organic 
acids  with  neutral  plumbic  acetate.  A  solution  of  lead  acetate  and 
alcoholic  ammonia  is  then  added  to  the  filtrate  as  long  as  a  precipitate 
is  produced.  This  contains  all  the  alkaloids  and  is  washed  with 
water,  and  decomposed  with  hydrogen  sulphide.  The  solution,  sepa¬ 
rated  from  the  precipitate,  contains  all  the  digitale'in,  the  precipitate 
consisting  of  plumbic  sulphide,  digitalin,  and  digitin.  The  digitalin 
is  extracted  from  the  dried  residue  by  chloroform,  and  digitin  with 
alcohol.  0.  H. 

Valuation  of  Indigo.  By  C.  H.  Wolff  (Anal.  Zeitsehr .,  23,  29 
— 32). — The  author  has  previously  described  (Anal.  Zeitsehr .,  17, 
310)  a  method  of  estimating  the  percentage  of  indigotin  in  com¬ 
mercial  indigo  by  means  of  quantitative  spectrum  analysis,  as  intro¬ 
duced  by  Vierordt.  He  then  employed  a  standard  solution  made 
from  indigotin,  which  had  been  prepared  by  Trommsdorff.  The  arti¬ 
ficial  preparation  of  indigotin  by  Baeyer’s  process  has  now  furnished 
the  means  of  obtaining  the  colouring  matter  in  a  state  of  perfect 
purity,  and  Wolff  has  compared  this  with  samples  of  indigotin  pre- 
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pared  by  various  manufacturers  and  also  with  commercial  indigos 
when  the  following  results  were  obtained  : — 

Indigo  tin,  Baeyer  .  1 00* 00  per  cent. 


,,  Trommsdorff . 

91-58 

99 

,,  sublimated,  Schuchardt  . . 

83-41 

99 

Wolff . 

82*45 

99 

Vierordt . . 

81-95 

9  9 

*,  crys.  Schuchardt  . . 

79-08 

9? 

Indigo,  Java  . 

72-42 

99 

,,  Bengal,  best  . 

63-97 

99 

,,  ,,  medium . 

60-47 

99 

„  ,,  third  quality.  ....... 

20-94 

99 

,,  Guatemala . . . 

50-70 

99 

,,  Madras  . 

2310 

99 

Manilla  . 

9-41 

99 

O.  H. 
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Antiseptic  Action  of  Carbonic  Anhydride.  By  H.  Kolbe 
(J.  pr.  Cheni.  [2],  28,  61 — 62). — The  author  has  pointed  out  that 
carbonic  anhydride  is  an  excellent  means  for  preventing  the  putre¬ 
faction  of  meat  (Abstr.,  1883,  395).  This  was  observed  by  Hermb- 
stadt  in  1791.  H.  B. 

Illuminating  Gas  and  Gas  Engines.  By  F.  Fischer  (. Dingl . 
polyt.  </.,  249,  178 — 182). — A  sample  of  Hanover  gas,  analysed  by  a 
method  described,  was  found  to  contain 


Benzene .  0*69 

Propylene .  0*37 

Acetylene  . .  2T1 

Methane .  37*55 

Hydrogen .  46*27 

Carbonic  oxide  . .  11*19 

Carbonic  anhydride .  0*81 

Oxygen  .  trace 

Nitrogen .  1*01 


100*00 

When  this  gas  was  used  to  drive  a  6  horse- power  Otto’s  gas  engine, 
the  waste  gases  were  found  to  contain  6*0  to  7*7  per  cent,  of  carbonic 
anhydride,  and  9*9  per  cent,  of  oxygen.  When  the  engine  was  running 
without  load,  the  waste  gases  contained  2*4  per  cent,  carbonic  anhy- 
drine,  and  17*2  per  cent,  oxygen.  The  temperature  was  about  400°  C. 
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An  engine  driven  by  petroleum  gas  gave  waste  gases  with  9*4  per 
cent,  carbonic  anhydride,  and  5‘1  per  cent,  oxygen ;  some  little  petro¬ 
leum  was  carried  over  unconsumed.  The  temperature  was  253°  0.  in 
this  case,  and  when  running  light,  the  temperature  was  130°  0.  with 
6*0  per  cent,  carbonic  anhydride,  and  11*4  per  cent,  oxygen  in  the 
waste  gas.  Evidently  the  gas  engine  works  with  twice  as  much  air 
as  is  necessary,  and  when  running  light,  with  three  or  four  times  as 
much.  Hence  much  poorer  gas  can  be  employed  by  properly  adjusting 
the  amount  of  air  supplied,  and  probably  even  generator  gas  may  be 
used. 

E.  Grabau  shows  that  the  cost  of  steam  driving  per  horse-power 
per  hour  varies  from  3*4  to  8T  pfennige,  whilst  the  price  of  gas 
driving  varies  from  4*3  to  12*55  pfennige,  according  as  gas  varies 
from  3  to  14  pfennige  per  cubic  metre,  J.  T. 

Retort  Furnaces  with  Gaseous  Fuel,  By  F.  Fischer  ( Dingl . 
polyt.  J .,  249,  346 — 350). — The  author  compares  the  working  of 
three  different  systems  in  operation  at  the  Hannover  Gas  Works. 
Samples  of  generator  gas  were  taken  from  two  of  the  furnaces,  the 
Klonne  and  the  Stettin,  and  for  comparison  the  composition  of  gas 
from  the  Munich  generator  is  also  given  on  Table  I.  A  sample 
from  the  third  furnace  (Liegel)  could  not  be  obtained. 


Table  I. 


Klonne. 

Stettin. 

Munich, 

mm 

2. 

3. 

4. 

5. 

6. 

7. 

8. 

9. 

10. 

co„ .... 

3  ’00 

13*10 

7*06 

4*40 

5  -19 

5*40 

9*1 

12  *2 

9*3 

8*6 

CO  .... 

29  *99 

16*39 

27  *43 

30*21 

28*19 

27  76 

19*8 

17  ~4 

20*4 

20*6 

ch4  .... 

— 

1*06 

1  *22 

0-44 

— 

— 

— 

— 

— 

— 

H . 

7*63 

16*18 

15*56 

16*65 

2*58 

3  98 

13  9 

14*0 

9*8 

15  0 

N . 

59*38 

53  *27 

48  73 

48  "30 

62-86 

57-2 

56*4 

60*5 

55*8 

In  sample  1,  the  steam  supply  under  the  grate  was  somewhat  weak  ; 
2  was  taken  just  after  cleaning  out  the  grate ;  3,  taken  with  grate 
somewhat  slagged  ;  4,  working  well ;  5  and  6,  working  well.  In  7,  8, 
9,  and  10,  no  account  appears  to  have  been  taken  of  methane.  An 
average  sample  of  the  coke  used,  taken  on  the  last  day  of  the  experi¬ 
ments,  gave  C  92*7,  H  0  29,  ash  4*95,  0,  N,  S  and  loss  2*06  per  cent. 
The  Klonne  and  Liegel  furnaces  have  a  regenerative  arrangement  to 
heat  the  air  before  combustion,  whilst  the  Stettin  furnace  is  not  so 
provided.  The  following  table  (p„  510)  shows  the  composition  of  the 
waste  gases,  and  an  estimation  of  the  relative  efficiency  of  the  fur¬ 
naces. 

The  results  marked  with  a  (  +  )  are  when  the  furnace  is  working 
normally.  For  each  100  kilos,  coal  in  the  retorts  the  Klonne  furnace 
requires  13  kilos,  coke,  the  Liegel  15  kilos.,  and  the  Stettin  19  kilos. ; 
whilst  by  ordinary  grate  firing  23  kilos,  coke  are  necessary. 
vol.  xlvi.  2  m 
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Furnace. 

Composition  of  gases. 

Temp,  in 
chimney. 

Loss  of 
heat 
per  kilo, 
coke. 

Per  cent, 
of  total 
calorific 
value. 

co2. 

CO. 

0. 

N. 

Klonne . 

•  + 

18*6 

1*4 

80*0 

595° 

2020  C. 

26  -9 

10*6 

9*9 

79-5 

610 

3340 

44  *4 

Liegel . 

•  + 

16  *0 

4*4 

79*6 

730 

2700 

36  *0 

13  -0 

o 

7*5 

79  -5 

715 

3200 

42-6 

Stettin  ........ 

4  + 

18-9 

1*2 

79-9 

1160 

53*3 

16 '1 

0 

4  *4 

79*5 

nos 

1 

57  3 

18*3 

4-7 

1220 

58*6 

8-6 

0 

79-4 

900 

6000 

8*00 

J.  T. 

An  Evaporation  Experiment.  By  F.  Fischer  ( Bingl .  polyt.  J 
250,  72 — 79). — The  author  gives  a  description  of  a  comparative 
experiment  made  with  a  view  to  ascertain  the  evaporative  power  of 
coal  and  the  variations  in  the  composition  of  the  flue  gases.  The 
boilers  employed  were  of  two  constructions.  In  the  one  case,  a 
German  boiler  was  used,  having  a  wide  corrugated  fire-tube  inserted 
laterally;  whilst  as  a  comparison  an  ordinary  Lancashire  boiler  with 
two  smooth  fire  tubes  was  used.  The  heating  surface  in  both  cases 
amounted  to  86  square  meters,  the  area  of  the  hearth  of  the  English 
boiler  being  2*8  square  meters,  and  that  of  the  German  boiler  1*9 
in  the  trials  made  July  5  and  6 ;  and  2*4  square  meters  in  those  made 
August  3  and  4.  The  coal  was  obtained  from  the  Saelzer  and  Ebuaek 
mine,  and  gave  by  analysis  : — 

C.  H.  N.  a.  O.  H20.  Ash. 

79*63  4*08  1*22  0*88  4*43  3*00  6*76 

corresponding  according  to  Dulong’s  formula  to 

[8100  x  79-63  +  28,800  (V08  -^§)  +  2500  x  0-88  -  600  x  3]  :  100 

=  7471  units  of  heat  calculated  on  water  of  20°  as  combustion 
product.  The  results  of  the  experiments  are  summarised  in  the 
subjoined  table  (p.  511). 

The  widest  differences  in  the  composition  of  the  gases  at  intervals 
of  60  minutes  were  obtained  with  the  English  boiler ;  this  the  author 
attributes  to  the  difference  in  the  dimensions  of  the  fire  tubes  of  the 
two  boilers.  D.  B. 

Contamination  of  the  Atmosphere  by  Products  of  Respira¬ 
tion.  By  J.  T.  H.  Hermans  (Dingl.  polyt.  J.,  249,  419 — 423). — It  is 
a  well  known  fact  that  men  who  live  in  crowded  spaces  are  more 
readily  subject  to  disturbances  of  health  than  other  persons,  and  that 
supplies  of  fresh  air  improve  the  health  and  activity  of  such  inhabi¬ 
tants.  The  author  has  made  it  his  object  to  determine  the  causes  of 
atmospheric  contamination  induced  by  the  influence  of  respiration, 
and  the  work  of  the  human  skin. 
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Regnault  and  Reiset  have  shown  that  the  breathing  of  animals  in  air 
containing  10  per  cent,  of  oxygen  is  increased  in  rapidity ;  whilst  air 
containing  4  to  5  per  cent,  of  oxygen  is  incapable  of  sustaining  life. 
According  to  Muller,  breathing  is  retarded  in  air  with  5  to  7*5  per  cent, 
of  oxygen  ;  whilst  air  with  15  per  cent,  of  oxygen  does  not  affect  the 
respiratory  process.  If  the  quantity  of  oxygen  in  the  atmosphere  be 
reduced  to  4 — 7  per  cent.,  and  the  exposure  to  such  air  continued  for 
any  length  of  time,  a  diminution  in  the  oxidative  processes  in  the  human 
body  takes  place,  which  may  be  neutralised  by  an  increase  in  the 
respiratory  functions.  The  quantity  of  carbonic  anhydride  necessary 
to  act  on  the  animal  organism  is  very  considerable.  Thus,  Fried- 
lander  and  Herter  found  that  on  breathing  air  diluted  with  20  per 
cent,  of  carbonic  anhydride,  animals  exhibited  no  toxic  effects,  but 
merely  showed  signs  of  their  respiratory  organs  having  been  excited, 
and  the  work  of  the  heart  increased.  The  atmosphere  of  the  natural 
hot  baths  of  Oeynhausen,  although  containing  several  per  cent,  of 
carbonic  anhydride,  can  be  inhaled  for  30  to  60  minutes  without  diffi¬ 
culty.  Since,  therefore,  the  changes  in  the  normal  constituents  of 
the  atmosphere  are  quantitatively  insufficient  to  explain  the  ill-effects 
of  the  air  in  rooms,  it  has  been  thought  that  besides  carbonic  anhy¬ 
dride,  other  substances  contained  in  small  quantities  in  air  are 
exhaled  by  the  human  body,  which,  being  gradually  re-inhaled,  pro¬ 
duce  poisonou  effects.  The  author  has  undertaken  a  series  of  investi¬ 
gations  in  this  direction,  as  the  conclusions  at  present  arrived  at  have 
not  been  corroborated.  He  found  that  a  small  amount  of  organic 
matter  is  added  to  the  air  during  respiration,  as  well  as  watery 
vapour.  He,  however,  ascertained  that  under  normal  conditions  man 
does  not  exhale  volatile  combustible  products,  at  least  not  in  appre¬ 
ciable  quantity,  and  that  when  found  in  expired  air  their  presence  is 
due  to  the  evolution  of  gases  formed  by  defective  digestion  in  the 
abdomen,  especially  in  consequence  of  the  introduction  of  improper 
food. 

In  conclusion,  it  is  argued  that  the  task  of  removing  the  expired 
gases  from  the  surroundings  of  men  by  means  of  ventilation  is  of  less 
importance  than  the  question  of  limiting  or  preventing  their  forma¬ 
tion.  In  order  to  breathe  pure  air,  it  is  most  essential  to  improve  the 
diet  as  much  as  possible,  and  keep  both  body  and  dress  free  from  dirt. 

D.  B. 

Bromine  as  a  Disinfectant.  By  A.  Frank  (DingL  polyt. 
249,  167). — The  bromine  is  soaked  up  by  infusorial  earth,  and  is 
conveniently  placed  in  a  Bruner’s  pan  of  glass  or  porcelain,  instead  of 
lead,  having  a  very  deep  depression  in  the  cover. 

The  water  sealing  the  joint  of  the  lid  becomes  charged  with  bro¬ 
mine  from  the  interior,  whence  the  bromine  gradually  diffuses  into 
the  room.  To  accelerate  the  rate  of  diffusion,  warm  water  may  be 
poured  into  the  depression  in  the  centre  of  the  cover. 

Frank  recommends  petroleum  to  reduce  the  action  of  bromine  on 
organic  substances  with  which  it  may  come  into  contact,  or  to  quickly 
remove  its  odour.  J.  T. 
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The  Salt  Work  of  Giraud  in  France.  By  G.  Lunge  ( Dingl . 
polyt.  249,  5 17 — 523). — The  salterns  of  Giraud  belong  to  the  great 
firm  of  Pechiney  and  Co.,  who  own  also  the  works  of  Salindres,  where 
the  manufacture  of  soda,  chloride  of  lime,  potassium  chlorate,  sodium 
chlorate,  and  aluminium  is  carried  on.  The  company  has  the  right 
of  possession  over  an  area  of  20,000  hectares  of  water,  which  com¬ 
prises  the  greater  part  of  the  lakes  of  Carmague,  but  only  a  small 
portion  of  these  is  at  present  worked,  the  actual  evaporating  surface 
embracing  only  1,500  hectares.  The  junction  with  the  sea  consists 
in  a  narrow  creek  known  as  “  Grau  de  la  dent,”  leading  to  a  branch 
of  the  Rhone,  which  is  cut  off  from  the  land.  At  a  distance  of 
3  kilos,  from  the  inlet,  a  large  steam  pump  is  stationed,  which  raises 
the  partly  concentrated  sea  water  to  a  height  of  0*7  meter,  and 
delivers  it  into  a  large  primitive  lagoon  having  an  area  of  250  hectares 
called  “  Etang  de  la  Galere.”  The  water  then  flows  into  the  actual 
evaporating  spaces  (surfaces  evaporantes,  partenements,  chauffoirs) 
arranged  in  groups  round  a  reservoir  of  considerable  size,  called  the 
‘‘Cuvette,”  which  occupies  the  lowest  position  in  the  series.  The 
sea  water  which  at  the  commencement  has  a  density  of  3*6°  B. 
gradually  increases  in  concentration,  and  at  16°  B.  deposits  consider¬ 
able  quantities  of  calcium  sulphate.  By  carefully  regulating  the 
supply  of  sea  water  it  is  possible  to  obtain  a  brine  in  the  “  cuvette,” 
having  a  concentration  of  25°  B.,  so  that  1  cubic  meter  of  sea  water  is 
condensed  to  102  litres.  This  process  is  usually  commenced  in  the 
month  of  May,  and  is  ended  in  about  120  days.  From  the  “  cuvette  ” 
the  liquor  passes  through  a  channel,  from  whence  it  is  pumped  into 
raised  salt  beds  (tables  salentes),  which  are  140  meters  in  length  and 
width,  and  30  cm.  in  depth.  The  separation  begins  as  soon  as  the 
brine  reaches  a  density  of  25*6°  B.,  a  layer  of  salt  1  mm.  thick  being 
obtained  every  day  corresponding  with  the  evaporation  of  a  column  of 
water  6  to  7  mm.  in  height.  At  the  end  of  the  evaporating  process 
1  hectare  of  salt  bed  yields  a  layer  of  salt  30  to  55  mm.  in  thickness, 
equivalent  to  800  tons  of  salt. 

At  Giraud,  three  varieties  of  salt  are  produced,  the  first  being 
obtained  from  a  brine  having  a  density  of  25*6  to  27°  B. ;  the  second 
from  the  mother- liquors  of  the  first,  when  they  have  reached  a  con¬ 
centration  of  from  27°  to  28*5°  B. ;  and  the  third  from  the  mother- 
liquors  of  the  second  after  they  have  been  concentrated  to  31°  B. 
The  following  analyses  illustrate  the  composition  of  these  varieties. 
I.  Table  salt ;  II.  Salt  for  works  ;  III.  Salt  for  salting,  &c. : — 


CaS04. 

MgS04. 

KC1. 

MgCl,. 

NaCl. 

h2o. 

Insoluble. 

I. 

1115 

0*221 

— 

0-100 

97*100 

1*400 

0-050 

II. 

0*621 

0*506 

trace 

0-377 

94*212 

4*201 

0*030 

III. 

0-440 

0*612 

0*122 

1-300 

91*217 

5*758 

0-050 

The  final  liquors  when  allowed  to  evaporate  to  a  strength  of  32*5° 
to  35°  B.  deposit  the  so-called  “  sels  mixtes,”  a  mixture  of  sodium 
chloride  and  magnesium  sulphate.  The  residual  mother-liquors  are 
transferred  to  large  cisterns,  and  deposit  in  the  winter  at  a  tempera¬ 
ture  of  +  12°  crystallised  Epsom  salt.  The  temperature  should  not 
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be  less  than  12°,  otherwise  carnallite  crystallises  out  with  the  magne¬ 
sium  sulphate.  The  liquor  remaining  after  the  separation  of  the 
magnesium  sulphate  has  a  density  of  33°  B.,  and  is  worked  up  in  the 
factory.  1  cubic  meter  of  sea  water  yields  only  16  liters  of  this  final 
mother-liquor. 

In  conclusion,  the  author  refers  to  some  improvements  made  by 
Pechiney  in  dehydrating  the  vast  quantities  of  hydrated  sodium 
sulphate  obtained  by  submitting  the  mixed  solutions  of  sodium 
chloride  and  magnesium  sulphate  (sels  mixtes)  to  artificial  refrigera¬ 
tion  by  means  of  Carre’s  machine,  when  double  decomposition  takes 
place,  crystallised  sodium  sulphate  and  solution  of  magnesium  chloride 
being  produced,  which  are  then  separated  from  each  other  by  means 
of  hydro- ex  tractors.  Pechiney  adds  45  per  cent,  of  “  sels  mixtes  ” 
to  the  hydrated  sodium  sulphate,  and  heats  to-  80°,  when  anhydrous 
sodium  sulphate  is  obtained,  which  is  then  separated  by  machining. 
The  whole  process  is  performed  in  a  short  time,  and  its  cost  is  very 
small.  The  filtrate  is  used  for  the  production  of  more  hydrated  sul¬ 
phate.  With  the  view  to  separate  potassium  chloride  in  the  form  of 
carnallite  from  the  mother-liquors  which  have  deposited  magnesium 
sulphate  during  the  winter  season,  the  solutions  must  be  mixed 
together  whilst  hot,  and  in  as  concentrated  a  form  as  possible. 

D.  B. 

Commercial  Sodium  Nitrite.  By  P.  MacEwan  ( Pharm .  J. 
Trans.  [3],  14,  121). — The  author  has  examined  several  samples  of 
this  salt,  and  finds  that  they  contain  widely  different  proportions  of 
nitrite.  He  points  out  that  by  fusing  the  sodium  nitrate  with  lead 
or  copper,  instead  of  carbon,  a  much  purer  product  can  be  obtained. 
He  also  suggests  that  old  stock  of  sodium  nitrite  (a  sample  analysed, 
oontained  only  0*028  per  cent.  HaN02)  should  be  looked  over,  and 
that  the  fused  nitrite  of  soda  of  the  1864  Pharmacopoeia — a  sample 
analysed  contained  only  9*6  per  cent.  NaN.02 — should  not  be  dis¬ 
pensed.  H.  A.  L. 

Improvements  in  Metallurgy.  ( Dingl .  polyt.  J.y  250,  79-— 88, 
and  123 — 133.) — Referring  to  the  reduction  of  agglomerated  mixtures 
of  ores  and  flux  in  zinc  ovens,  Binon  suggests  that  the  mixings  should 
be  introduced  into  the  oven  in  a  strongly  compressed  state.  Hitherto 
it  has  been  supposed  that  by  adding  the  mixings  in  a  finely  divided 
state  the  carbonic  oxide  would  penetrate  more  readily  and  deeply 
into  the  mass,  and  thus  facilitate  the  reduction  process.  This  Binon 
disproves.  In  a  pressedi  form  it  is  possible  to  fill  the  distillation 
tubes  with  50  per  cent,  more  charge,  a  salving  of  10 — 15  per  cent, 
being  simultaneously  effected  in  the  amount  of  reducing  agent 
required. 

Bgleston  states  that  the  presence  of  tellurium  in  copper  is  injurious. 
Samples  of  black  copper  from  Colorado  ores  evolved  fumes  of  tellu- 
rous  anhydride  when  refined.  The  following  is  the  composition  of  the 
matter  of  two  samples  of  the  black  copper  and  of  the  refined 
copper : — 
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Matte. 

Black  copper. 
r~ 

Refined  copper. 

Cu . 

55-02 

97-120 

98*090 

99-705 

Au . 

0*06 

— 

— 

— 

A  g . 

0-40 

0-132 

0-128 

0135 

Pb . 

17-87 

0-777 

0-757 

* - 

Zn  and  Ni .  . 

2-22 

0-070 

0-100 

0-024 

Ee  . 

4-18 

0-130 

0-080 

0-031 

S . 

20-02 

0-236 

— 

traces 

Te . 

0T2 

0093 

0-097 

0-083 

As . 

— 

0-006 

— 

0*091 

Slag,  &c.  . . 

— 

1-270 

0-192 

— 

99-89 

99*834 

99*444 

100-069 

The  refined  copper  had  all  the  appearance  of  being  good  copper, 
but  on  rolling  it  into  plates  30  mm.  in  thickness,  very  fine  cracks 
showed  themselves,  which  penetrated  the  plate  on  each  side.  At  a 
thickness  of  8  mm.  it  began  to  fall  to  pieces.  When  cold  the  metal 
was  tough  and  malleable. 

In  copper  smelting,  the  treatment  of  the  coarse  metal  in  the  Bessemer 
converter  has  been  practised  since  1866.  Manhes  has  recently  worked 
up  the  coarse  metal  at  Eguilles  and  Vedenes  in  this  manner.  In  the 
commencement  a  converter  with  a  charge  of  200  kilos,  was  used.  The 
bottom  of  the  converter  communicated  with  a  blast  chamber  and  a 
number  of  vertical  tuyeres.  It  was,  however,  found  more  expedient 
to  employ  horizontal  tuyeres,  and  to  introduce  the  air  into  the  metal 
bath  some  distance  above  the  bottom  of  the  converter,  as  the  vertical 
tuyeres  soon  became  blocked,  owing  to  the  fact  that  at  the  end  of  the 
operation  the  heat  did  not  suffice  to  keep  the  metal  bath  and  the 
ferruginous  slag  in  a  fluid  condition.  The  apparatus  worked  satis¬ 
factorily,  and  the  copper  produced  did  not  contain  more  than  1*5  per 
cent,  of  foreign  ingredients.  In  the  case  of  poorer  ores  the  process 
was  divided  into  two  operations,  in  the  first  the  coarse  metal  was 
blown  until  it  contained  60  per  cent,  of  copper,  the  slag  was  then 
removed  and  the  operation  completed  in  a  second  converter.  Manhes 
has  refined  coarse  metal  of  various  degrees  of  purity,  also  ores  con¬ 
taining  arsenic,  antimony,  lead,  zinc,  &c.  The  foreign  constituents 
are  volatilised  or  scorified,  and  it  is  recommended  to  add  ferroman¬ 
ganese  to  the  impure  copper,  in  order  to  render  the  slag  more  fluid. 
The  process  is  of  importance  where  fuel  is  expensive  and  cheap  water 
power  at  disposal. 

Johnsson  proposes  to  fuse  sulphuretted  copper  ores  in  a  Pilz- 
Mansfeld  furnace  provided  with  6  or  8  tuyeres.  The  resulting  pro¬ 
duct,  containing  about  35  per  cent.,  copper  and  26  per  cent.,  sulphur, 
is  then  worked  up  into  black  copper- in  a  Siemens  furnace. 

The  treatment  of  the  Riotinto  cupriferous  ores  is  described  in  detail 
in  the  Allgemeine  MetalL  Zeit.,  1883,  1.  The  exported  ores  contain 
3 — 3*5  per  cent,  of  copper,  and  are  used  in  England  and  Germany  for 
the  manufacture  of  sulphuric  acid.  The  burnt  residues  are  worked 
up  for  copper  and  silver  in  the  usual  manner.  After  referring  to  the 
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roasting  of  the  ores  rich  in  copper,  as  conducted  at  Riotinto,  the 
extraction  of  copper  and  its  precipitation  by  iron  is  discussed.  It  is 
stated  that  owing  to  the  fact  that  1  ton  of  refined  copper  requires 
2  tons  of  pig-iron,  this  process  is  being  gradually  abandoned,  and  the 
precipitation  of  the  copper  effected  by  means  of  hydrogen  sulphide. 
The  final  liquors,  which  should  be  free  from  hydrogen  sulphide,  can 
be  used  for  lixiviating  purposes,  as  they  contain  free  acid. 

The  roasting  of  the  ores  has  been  abandoned  at  two  experimental 
stations  of  the  Riotinto  works.  In  its  place  the  Dotsch  process  is 
used,  which  resembles  the  method  introduced  by  Kopp  and  Chalandre. 
According  to  Cumenge  andWimmer,  this  method  of  extracting  copper 
is  applicable  to  pyrites  containing  on  an  average  2*68  per  cent,  of 
copper.  The  metal  is  present  as  CuS  and  Cu2S.  On  treatment  with 
ferric  chloride  the  ores  are  decomposed  according  to  the  equations — 

CuS  +  Fe2Cl6  =  2FeCl2  +  CuCl2  +  S  and  Cu2S  4-  Fe2Cl*  = 

2FeCl2  +  Cu3Cl2  +  S. 

The  practical  utility  of  these  reactions  consists  in  the  circumstance 
that  the  ferric  chloride  in  solution  attacks  the  cupriferous  pyrites  or 
the  copper  sulphides,  whilst  the  iron  pyrites  remains  unaltered. 
Instead  of  ferric  chloride,  a  solution  of  ferric  sulphate  and  salt  may  be 
used,  which  suffers  decomposition  into  sodium  sulphate  and  ferric 
chloride.  This  solution  is  allowed  to  percolate  slowly  through  the 
ores  piled  up  in  heaps.  1  cubic  meter  of  the  filtered  liquor  contains 
5 — 6  kilos,  copper,  mainly  in  the  form  of  cuprous  chloride,  hence  the 
consumption  of  iron  for  precipitation  is  considerably  reduced.  The 
residual  solution  of  ferrous  chloride  is  converted  into  the  ferric  salt, 
and  used  fora  further  operation.  The  conversion  is  effected  by  means 
of  chlorine  obtained  by  heating  a  mixture  of  rock-salt  and  ferrous  or 
ferric  sulphate  in  a  reverberatory  furnace  provided  with  three  doors, 
the  combustion-products  being  supplied  with  a  current  of  air  intro¬ 
duced  into  the  furnace  through  the  fire  bridge. 

It  is  stated  that  on  roasting  ores  containing  lead,  silver,  copper,  or 
nickel,  and  antimony  or  arsenic  with  sodium  chloride,  according  to 
the  process  for  roasting  antimonial  ores  introduced  by  Lyte,  fumes  of 
the  chlorides  of  silver  and  lead  are  given  off,  besides  antimony  and 
other  volatile  chlorides.  To  prevent  this  loss,  the  roasted  or  non- 
roasted  metallic  sulphides  are  subjected  to  the  action  of  hydrochloric 
acid  at  250 — 400°  in  reverberatory  or  muffle  furnaces.  The  less  vola¬ 
tile  chlorides  of  silver  and  lead  remain  in  the  residue,  whilst  the 
chloride  of  antimony  is  volatilised,  its  vapour  being  condensed  in 
hydrochloric  acid.  The  chlorides  of  silver  and  lead  are  extracted  by 
means  of  a  hot  solution  of  salt ;  on  cooling,  lead  chloride  separates  in 
a  crystalline  form.  The  separation  of  the  silver  and  the  remainder 
of  the  lead  from  the  decanted  solution  is  effected  by  means  of  zinc. 

Helmhacker  ( Bergund .  Huttenm.  Zeit.,  1883,  191)  enters  into  a  long 
discussion  on  the  processes  for  recovering  and  refining  antimony. 
According  to  Fohr,  the  Boetius  furnace  is  now  largely  used  in  Upper 
Silesian  zinc  works,  and  is  preferred  to  the  Siemens  furnace. 

D.  B. 
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Metallic  Alloys.  ( Dingl .  polyt.  /.,  250,  31 — 36.) — For  the  pre¬ 
paration  of  alloys  of  chromium  with  iron,  and  of  tungsten  with  iron, 
Guetat  and  Chavanne  recommend  to  mix  the  soluble  salts  of  the 
two  metals  in  the  required  proportions,  and  precipitate  them  by 
double  decomposition  as  chromate  or  tungstate  of  iron.  The  precipi¬ 
tates  are  then  dried,  roasted,  mixed  with  carbon,  and  heated  to  white¬ 
ness  in  well-luted  graphite  crucibles.  For  the  preparation  of  cupric 
phosphide,  cupric  chloride  is  decomposed  with  calcium  phosphate, 
and  the  resulting  cupric  phosphate  reduced  in  graphite  crucibles. 

According  to  Dick,  the  hardness  and  toughness  of  alloys  of  copper 
and  tin,  and  copper  and  zinc,  is  increased  by  the  addition  of  small 
quantities  of  iron. 

Seyboth  proposes  to  clean  metals  and  metallic  alloys  by  means  of 
an  aqueous  solution  of  potassium  or  sodium  carbonate  and  calcium 
phosphate,  mixed  with  pulverised  charcoal  to  a  stiff  paste,  which  is 
then  added  to  the  fused  metal  or  metallic  alloy.  For  cylinders  used 
in  calico  printing,  Hauvell  recommends  an  alloy  of  the  following 
composition : — Cu  =  86,  Sn  =  14,  and  Zn  =  2.  Rendel  analysed 
English  cylinder  metal,  and  found  it  to  contain  Cu  =  5*6,  Zn  =  78*3, 
and  Sn  =  15*8.  Although  these  proportions  yield  a  hard  fine-grained 
alloy,  it  is  thought  that  the  dye-stuffs  employed  in  printing  would 
readily  attack  the  same.  Analyses  of  the  doctors  used  in  printing 
gave  the  following  numbers  : — 

Cu.  Zn.  Sn. 

Yellow  French  doctor  according  to  Salvetat  . .  78*75  12*50  8*75 

Yellow  English  doctor  according  to  Berthier  .  80*50  10*50  8*00 

Yellow  German  doctor  according  to  Eisner  ....  85*80  9*80  4*90 

From  a  series  of  trials  it  is  concluded  that  besides  the  red  cuprous 
oxide,  alloys  containing  25 — 30  per  cent,  zinc,  and  75 — 70  per  cent, 
copper,  are  most  suited  for  printing  purposes.  The  presence  of  lead 
is  condemned.  D.  B. 

Bessemer  Process.  (Dingl,  polyt.  249,  264 — 269.) — As  an 
appendix  to  a  former  paper,  Finkener  shows  that  in  the  basic  process 
silicon  and  manganese  first  diminishes,  then  the  carbon,  and  lastly, 
the  phosphorus  and  manganese,  if  the  latter  has  not  already  disap¬ 
peared  with  the  silicon.  Experiments  show  that  the  carbon  is  removed 
as  carbonic  oxide  essentially,  with  but  very  little  carbonic  anhydride, 
but  the  relative  amount  of  the  two  may  vary  with  the  temperature 
and  quality  of  the  iron,  the  carbonic  anhydride  disappearing  only 
when  the  iron  is  rich  in  carbon.  The  phosphorus  is  oxidised  to 
phosphoric  anhydride  simultaneously  with  so  much  iron  that  a  bibasic 
ferrous  phosphate  is  formed ;  a  compound  with  less  iron  cannot  sepa¬ 
rate  out  from  the  fluid  iron,  as  the  latter  decomposes  it.  So  long  as 
silicon  is  present,  carbonic  oxide  is  reduced  as  fast  as  produced,  silicate 
and  carbide  being  produced.  Ferro-silicon  is  so  powerful  a  reducing 
agent  that  under  its  action  normal  ferrous  silicate  yields  part  of  its 
iron  in  the  metallic  state.  The  more  easily  reduced  phosphate  is 
decomposed,  so  that  no  phosphorus  is  removed  so  long  as  any  silicon 
remains.  As  the  silicon  protects  phosphorus,  so  does  manganese 
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protect  iron.  After  removal  of  the  silicon,  carbonic  oxide  is  evolved 
containing  some  little  carbonic  anhydride ;  the  latter  increases 
slightly  in  amount  as  the  carbon  in  the  iron  diminishes.  Manganous 
or  ferrous  phosphate  is  formed,  but  only  to  a  slight  extent,  the  greater 
portion  being  reduced  again  by  the  iron  carbide  present.  This  reduc¬ 
tion  can  only  be  ascribed  to  the  mixed  carbonic  oxide  and  anhydride, 
on  the  supposition  that  the  reducing  power  of  the  gaseous  mixture 
increases  more  rapidly  with  a  rise  in  temperature  than  does  that  of 
the  carbide. 

Metallic  iron  picked  out  of  the  slag  is  found  to  contain  little  phos¬ 
phorus,  but  if  carbonic  oxide  acted  reducingly  on  the  phosphate  in  the 
slag  this  iron  might  be  expected  to  be  richer  in  phosphorus.  If  iron 
carbide  is  the  reducing  agent,  the  phosphide  produced  combines  with 
iron.  When  carbon  has  been,  removed,  the  separation  of  ferrous 
phosphate  proceeds,  since  this  compound  can  exist  along  with  iron. 
Iron  sulphide  is  undecomposed  after  the  dephosphorisation ;  it  can 
exist  during  the  formation  of  iron  oxide.  A  small  amount  of  sulphur 
remains  almost  unchanged ;  a  larger  amount  of  sulphur  is  reduced, 
owing  to  the  action  of  the  slag  on  the  iron.  After  the  addition  of 
spiegel,  the  amount  of  phosphorus  increases,  some  of  the  phosphate  in 
the  slag  being  reduced,  probably,  as  mentioned  above,  by  the  iron 
carbide  now  present  again.  The  author  gives  details  of  experiments 
showing  the  action  of  silica,  phosphoric  acid,  ferrous  phosphate  and 
pyrophosphate,  sulphurous  anhydride,  and  calcium  sulphite,  on 
metallic  iron,  the  substances  being  heated  up  to  whiteness  in  a  porce¬ 
lain  tube. 

J.  E.  Stead  gives  analyses  of  gannister  from  Sheffield  used  for 
Bessemer  vessel  linings,  also  analysis  of  basic  lining  as  follows  : — 

CaO.  MgO.  A1203.  Fe203.  Si02. 

49-91  30-72  4-50  3*46  1T41  =  100-00 

This  is  mixed  with  tar  and  rammed  in  the  vessels,  or  previously 
moulded  into  blocks.  The  pigriron  now  used  for  the  acid  process 
may  contain  as  much  as  0‘15  per  cent,  sulphur,  whilst  formerly 
005  was  the  maximum  limit;  this  is  due  to  the  richer  spiegel  now 
obtainable,  so  that  more  manganese  can  now  be  added  to  counteract 
tbe  effect  of  the  sulphur.  The  following  figures  show  the  changes 
taking  place  during  an  ordinary  blow  : — 


Beginning  of 
the  blow. 

After 

5  min. 

10  min. 

15  min. 

20  min. 

25  min. 

C .  3-5 

3*6 

3-3 

3r25 

2-0 

trace 

Si  ....  2-25 

1-0 

0-5 

0-2 

0*1 

trace 

Mu  ....  1*00 

0-35 

0-2 

trace 

— 

— 

During  a  hot  blow  the  carbon  burns  more  quickly,  thus :  — 

C .  3-5 

3-6 

33 

2-5 

1-0 

trace 

Si  ....  3*0 

1-75 

0-25 

0-9 

0-7 

0-5 

Mn  ....  0*75 

0-25 

trace 

— 

— 

— 

The  flame  does  not 

drop 

so  readily 

during  a 

hot  blow, 

and  the 
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blast  is  continued  until  brown  fumes  of  burning  iron  appear.  With 
increasing  temperature  consequently  the  affinity  of  oxygen  and 
carbon  increases,  a  circumstance  of  importance  in  the  production  of 
compact  castings  by  the  addition  of  silicon,  since  the  silicon  ceases  to 
act  as  soon  as  the  affinity  of  oxygen  to  carbon  exceeds  that  of  oxygen 
to  silicon.  Pig-iron  suitable  for-  the*  basic  process  has  the  following 
composition  — 


c. 

Mn. 

Si, 

s.. 

P. 

3*35 

0*60 

1*30 

0*15 

1*75 

to 

to 

to 

to 

to 

3:50 

1*00 

1*00 

0*12 

2*75 

After  the  addition  of  15 — 17  per  cent,  of  lime,  the  following  changes 
take  place  during  a  blow : — 

Beginning  of  After 

the  blow.  5  min.  10  min.  15  min.  18  min. 


C .  3*50  3-55  2*35  0*07  trace 

Si  _  1*15  0*50  0*09  *  trace  — 

Mn _  0*71  0*56  0*27  0*12  trace 

P .  1*57  1*60  1*43.  1*22  0*08 

S _  0*16  0*14  0*13  0*12  0*10 


The  highly  basic  ferruginous  slag  formed  is  again  decomposed,  and 
the  more  readily  the  more  intimately  it  is  mixed  with  the  iron.  The 
following  formulae  show  these  various  reactions  : — 

2FeO  +  Si  =  Si02  +  Pe2.  FeO  +  Mn  =  MnO  +  Fe. 

6FeO  +  2P  =  FeP206  +  5Fe..  FeP206  +  6C  =  Fe  +  P2  +  6CO. 
FeP206  +  3Si  =  3Si02P2  +  Fe. 

So  long,  therefore,  as  silicon  and  carbon  are  present,  and  a  thick 
bath  of  iron  exists  over  the  tuyeres,,  practically  no  phosphorus  is 
removed.  On  the  contrary,  with  a  shallow  bath  of  iron  and  a  powerful 
blast  so  that  the  slag  is  kept  well  on  the  surface,  phosphorus  can  be 
removed  before  the  whole  of  the  carbon  has  gone,  as  Thomas  and 
Gilchrist  found  in  their  early  experiments.  With  an  acid  lining, 
phosphorus  is  not  removed,  since  calcium  and  iron  phosphates  are 
converted  into  silicates  by  silica,  with  separation  of  phosphoric  acid, 
which  latter  then  gives  phosphorus-  and  ferrous  oxide  under  the  action 
of  iron.  Analyses  of  the  slags  produced  are  given  by  the  author,  and 
also  of  the  resulting  steel.  J.  T. 

Modern  Processes  for  the  Manufacture  of  Iron  and  Steel 
and  the  Properties  and  Methods  of  Testing  these  Materials. 

By  F.  Kupelwieser  ( Dingl .  polyt.  J .,  250,  37 — 46). — The  author 
states  that  the  manufacture  of  iron  and  steel  embraces  processes 
belonging  to  the  category  of  indirect  processes,  as  the  iron  ores  are 
smelted  in  order  to  obtain  pig-iron  therefrom,  which  is  then  subjected 
to  oxidation  processes.  These  have  for  their  object  the  separation  as 
far  as  possible  of  foreign  substances  which  accompany  the  iron,  and 
the  conversion  of  the  metal  into  soft  iron  or  steel,  eliminating  at  the 
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same  time  more  or  less  carbon.  The  efficiency  of  the  separation  of 
the  impurities  depends  on  the  oxidation  process  employed  ;  as  to 
whether  the  end  product  of  the  oxidation  process  is  obtained  as  spongy 
blooms  or  in  a  perfectly  fluid  condition  depends  on  the  final  tempera¬ 
ture.  By  conducting  the  refining  in  hearth  and  reverberatory 
furnaces,  loose  spongy  iron  masses  are  obtained,  from  which  it  is 
difficult  to  remove  all  the  slag.  In  order  to  obtain  a  fluid  product,  the 
puddled  iron  is  subjected  to  a  final  operation  of  reheating  to  a  weld¬ 
ing  temperature.  The  great  drawback  to  this  process  is  its  cost,  and 
the  difficulty  of  obtaining  a  homogeneous  prodnct.  It  has  therefore 
been  gradually  abandoned. 

Chief  among  the  modern  refining  processes  ranks  the  Bessemer 
process,  which  has  been  brought  to  further  perfection  by  the  improve¬ 
ments  introduced  by  Thomas  and  Gilchrist.  The  Siemens-Martin 
process  differs  from  the  final  operation  of  remelting  the  metal  in 
crucibles  by  the  iron  being  heated  on  the  open  hearth  of  a  regenera¬ 
tive  furnace,  otherwise  it  bears  great  resemblance  to  the  old  process 
of  reheating. 

Referring  to  the  properties  of  iron  and  steel,  it  is  mentioned  that 
they  are  influenced  by  the  quantity  and  quality  of  the  foreign  sub¬ 
stances  present,  also  by  the  homogeneity  of  the  material  and  the 
mechanical  treatment  to  which  the  metal  is  subjected.  The  conditions 
most  suited  for  the  production  of  the  best  kinds  of  iron  are  the  entire 
absence  of  foreign  constituents  except  carbon,  and  the  presence  of 
the  latter  in  quantities  sufficient  merely  to  impart  to  the  metal  its 
requisite  degree  of  hardness,  firmness,  elasticity,  &c.  It  is  difficult 
but  not  impossible  to  obtain  such  a  product  on  a  large  scale. 

The  author  discusses  the  changes  in  the  properties  of  iron  caused 
by  the  presence  of  foreign  ingredients,  such  as  carbon,  silicon,  man¬ 
ganese,  sulphur,  and  phosphorus ;  he  also  refers  to  the  question  as  to 
the  production  of  sound  castings  free  from  porous  and  blistered 
places.  The  paper,  which  is  of  considerable  length,  examines 
minutely  the  probable  causes  and  effects  of  the  differences  in  the 
mechanical  treatment,  temperature  used,  and  uniformity  of  the  raw 
material  employed ;  and  concludes  with  some  remarks  in  connection 
with  the  testing  of  rails.  D.  B. 

Notes  on  the  Dephosphorisation  of  Iron.  By  G.  Hilgen- 
stock  (Ding  l.  poly  t.  J .,  250,  330). — The  slag  obtained  in  the  basic 
process  worked  at  Horde  frequently  exhibits  a  crystalline  appearance. 
Selected  specimens  of  crystals  gave  by  analysis  61*1  per  cent,  lime 
and  38T4  per  cent,  phosphoric  acid,  corresponding  with  the  formula 
Ca4P209. 

According  to  Carnot  and  Richard,  basic  slag  from  Joeuf  contained 
blue  translucent  crystals  of  the  following  composition : — 

Ps05.  Si02.  A1203.  CaO.  MgO.  FeO.  MnO. 

29*65  12*42  2*76  53*20  traces  1*80  traces 

D.  B. 

Action  of  Organic  Acids  on  Nickel-plated  Iron  Vessels. 

By  K.  Birnbaum  ( Dingl .  polyt.  249,  515 — 517). — Culinary  vessels 
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made  of  nickel-plated  iron  have  recently  been  brought  into  commerce, 
and  from  their  pleasing  appearance  will  probably  be  rapidly  intro¬ 
duced  into  kitchens.  It  is  not  unlikely  that  these  vessels  will  be 
used  without  due  regard  to  the  various  operations  in  connection  with 
the  preparation  of  food,  as  in  recommending  them  reference  is  made 
to  a  statement  by  Schulz  that  2  litres  of  milk,  when  kept  in  a  nickel 
pan  for  eight  days,  dissolved  only  0*022  gram  of  metal,  and  that 
a  dog  received  during  21  days  a  total  of  10*5  grams  of  nickelous 
acetate  without  exhibiting  any  marked  symptoms.  The  author  has 
made  a  series  of  experiments,  and  found  that  by  working  with  a  much 
smaller  quantity  of  liquid  than  that  employed  by  Schulz,  considerably 
more  than  0*022  gram  of  metal  was  dissolved,  so  that  the  thin  coating 
of  nickel  would  soon  disappear.  Referring  to  the  physiological  experi¬ 
ments  on  the  toxic  action  of  nickel  and  its  salts,  it  is  doubtful  whether 
human  beings  wiH  not  be  affected  in  a  different  manner ;  moreover, 
it  is  not  shown  whether  the  nickel  compounds  pass  rapidly  through 
the  system  or  remain  in  the  same,  in  the  latter  case,  the  period  of 
observation  of  three  weeks  was  scarcely  sufficient  to  determine  to 
what  extent  nickel  is  poisonous.  Until  this  has  been  definitely 
decided,  nickel-plated  vessels  should  be  used  with  great  caution,  and 
their  use  wholly  abandoned  for  the  preparation  of  hot  foods. 

D.  B. 

Polished  Brass.  By  Meidinger  ( Bingl .  polyt.  250,  330). — - 
About  10  years  ago  large  slabs,  plates,  signs  with  ornaments,  heads, 
Ac.,  pressed  out  of  thin  sheets  of  brass  in  slight  relief,  were  brought 
into  the  market  from  Antwerp,  representing  imitations  of  ancient 
brasses.  They  were  called  cuivre  repousse\  and  were  used  for  decorat¬ 
ing  walls.  About  the  same  time  small  artistic  objects,  such  as  candle¬ 
sticks,  inkstands,  ashtrays,  Ac.,  cast  in  brass,  were  introduced  into 
commerce  as  coming  from  Paris  under  the  name  of  cuivre  poll.  Their 
manufacture  was  subsequently  taken  up  in  Berlin,  where  the  best 
articles  were  prepared.  In  order  to  obtain  a  fine  polished  surface, 
the  castings  were  turned  in  a  lathe,  into  which  wire  brushes,  emery 
discs,  and  polishing  cloths  are  fixed.  D.  B. 

Contribution  to  a  Knowledge  of  Mineral  Fuel.  By  Boussin- 
gatjlt  {Bingl.  poly t.  /.,  250,  331). — The  author  has  examined  bitumen 
from  the  hot  springs  of  Ho-Tsing  in  the  province  of  Szu-Tchaun, 
China.  It  is  fluid  at  the  ordinary  temperature,  but  deposits  naphtha¬ 
lene  (?)  on  cooling.  Composition  : — 

Carbon.  Hydrogen.  Oxygen.  Nitrogen. 

Fluid _  86*82  13*16  —  0*02 

Solid  ....  82*85  13*09  4*06  — 

Asphalte  from  Egypt  (I)  and  mineral  pitch  (Jew’s  pitch)  from  the 
Dead  Sea  (II),  gave  by  analysis : — 

Carbon.  Hydrogen.  Oxygen.  Nitrogen. 


I .  85*29  8*24  6*22  0*25 

II .  77*84  8*93  11*53  1*70 
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Fossil  resin  resembling  amber,  from  the  alluvions  of  New  Granada, 
found  in  one  piece  weighing  12  kilos,  at  the  gold  washing  works  of 
Giron,  near  Bucaramanga  (I),  and  fossil  resin  from  the  deltas  of 
Antioquia  (II),  gave  : — 

Carbon.  Hydrogen.  Oxygen.  Nitrogen. 


I .  82*70  10-80  6*50  — 

II _  71-89  6-51  21-57  003 


Coal  from  Canoas,  on  the  plateau  of  Bogota,  Cordilleras  (I),  and 
coal  from  the  province  of  Antioquia  (II),  had  the  following  com¬ 


position  : — 

Carbon.  Hydrogen.  Oxygen.  Nitrogen. 

I  „ .  80-96  5-13  12*50  1*41 

II .  87-05  5-00  6-56  1*39 

Coal  resembling  wood-charcoal,  hence  called  “  Fusain,”  from  the 
mines  of  Blanzi  (I)  and  Montrambert,  Loire  (II),  gave  by  analysis — 

Carbon.  Hydrogen.  Oxygen.  Nitrogen. 

I  .  87*81  3-88  7*67  0*64 

II .  93-05  3*35  3*43  0*17 


Anthracite  from  Chili  (I)  and  Muso,  New  Granda  (II),  gave — 
Carbon.  Hydrogen.  Oxygen.  Nitrogen. 

I .  92-25  2-27  4*94  0*54 

II .  94-83  1-27  3-16  074 

Graphite  from  Karsoh  contained — 

Carbon.  Hydrogen.  Oxygen.  Nitrogen. 

97-87  0-37  1-70  0*06 

On  treatment  with  dry  chlorine  gas  at  a  red-heat,  pure  carbon  was 
obtained.  D.  B. 


Geological  and  Chemical  Investigation  of  Bentheim 
Asphalte  with  reference  to  Analogous  Occurrences  in  Italy. 

By  Stuippelmann  and  Exgler  {Dingl.  polyt.  /.,  250,  216 — 227,  265 — 
271,  and  316 — 321). — In  the  first  part  of  the  paper,  Strippelmann 
speaks  of  the  occurrence  of  asphalte  at  Bentheim,  and  of  similar 
asphaltic  deposits  at  Paterno,  Castro,  Colla  San  Magna,  and  other 
places.  He  then  enters  into  a  minute  discussion  on  the  formation  of 
these  bitumens.  His  conclusions  confirm  the  views  held  by  Men- 
delejeff  as  to  the  formation  of  bitumen  by  inorganic  means.  Bitumen 
is  frequently  met  with  at  places  where,  from  a  geological  point  of 
view,  its  occurrence  can  be  explained  only  by  duly  recognising  the 
theory  as  to  the  direct  influence  of  volcanic  forces  on  the  formation  of 
fissures,  and  by  assuming  that  the  bitumen  accumulated  within  the 
fissures  is  formed  in  the  same  manner  as  that  contained  in  lavatic 
geodes,  and  separated  from  prehistorical  tufaceous  deposits,  but  by 
inorganic  means. 
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In  regard  to  the  practical  utility  of  the  Bentheim  asphalte,  it  is 
stated  that  it  is  of  high  value  for  the  purpose  of  gas-making  and  for 
the  preparation  of  burning  oil,  paraffin,  lubricating  oil,  and  coke. 
According  to  Engler  the  asphalte  has  a  sp.  gr.  of  1*092.  It  is  insolu¬ 
ble  in  alcohol,  ether,  carbon  bisulphide,  oil  of  turpentine,  and  similar 
solvents,  and  melts  when  heated  strongly.  It  contains — 


L 

II. 

Carbon  . . . 

89*46 

89*33 

Hydrogen . 

9*55 

9*88 

Residue  (ash)  . 

1*09 

1T4 

The  following  products  are  obtained  on  fractional  distillation 

1.  Distilled  in  glass  retorts  without 

steam — 

I. 

II. 

Tar . 

36*8 

38 

Coke . 

48*9 

48 

Loss  (gas  and  water) 

14*3 

14 

The  tar  has  a  sp.  gr.  of  0*834,  and  forms  a  thick  semi-liquid  mass  of 
dark  colour,  boiling  at  80°  and  yielding  the  following  fractions  when 
subjected  to  distillation : — 

At  150°.  10*3  per  cent.  oil.  Sp.  gr.  0*743. 

150 — 310°.  43*3  per  cent,  burning  oil.  Sp.gr.  0*806. 

Residue,  46*4  per  cent. 

2.  Distilled  in  glass  retorts  by  the  aid  of  steam : — 


I.  II. 

Tar .  41*4  41*8 

Coke .  43*5  45*0 


Loss  (gas  and  water)  15*6  13*2 

The  tar  has  a  sp.  gr.  of  0*853,  and  yields  by  fractional  distilla¬ 
tion  : — 

At  150°.  7*1  per  cent,  of  oil.  Sp.  gr.  0*743. 

150 — 310°.  34*4  per  cent,  of  burning  oil.  Sp.  gr.  0*805. 

Residue,  58*4  per  cent. 

3.  Distilled  in  stills  or  retorts  on  a  large  scale: — 

(a.)  Cast-iron  Stills . 

I. 

Tar .  33*0 

Coke .  47*0 

Loss  (water  and  gas)  20*0 

Sp.  gr.  of  the  tar  =  0*0838. 

(b.)  Cast-iron  Horizontal  Retorts. 


Tar .  28*66 

Coke  . 46*09 

Loss  (gas  and  water)  .  25*25 


Sp.  gr.  of  the  tar  =  0*830. 


IT. 

34*5 

45*0 

20*5 
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The  tar  obtained  by  the  distillation  of  the  asphalte  on  a  large  scale 
was  free  from  phenol  and  creosotic  compounds.  On  treatment  with 
4  per  cent,  sulphuric  acid  (containing  95  per  cent.  H2SO4)  at  60°, 
94  per  cent,  of  refined  tar  was  obtained,  this  when  rectified  over 
0*4  per  cent,  caustic  soda  in  cast-iron  stills  yielded  the  following 
products 

Light  Oils  25*5  per  cent . 

Oil  .  2*0  2*4  2-4  2-4  2*4  2*4  11*5 

Sp.  gr .  0776  0  785  0  786  0  789  0  791  0795  0*805 

Medium  Oils  21  ‘8  per  cent. 

Oil  .  10*8  11*0 

Sp.gr .  0*822  0*834 

Oil. .  44*8  2*4  3-2  2*3 

Paraffin  mass  Paraffin  grease  Coke  Loss  of  gases 

making  100  in  all. 

The  paraffin  was  separated  from  the  oil  by  cooling,  filtering,  and 
pressing.  Obtained : — 

9*91  per  cent,  crude  paraffin,  melting  point  51° 

90*09  per  cent,  oil,  sp.  gr.  0*864. 

Hence,  by  subjecting  Bentheim  asphalte  to  distillation  on  a  large 
scale,  the  following  products  are  obtained: — 


Burning  oils . . 

1272 

Gas  and  lubricating  oils  . 

9-78 

Paraffin . . . . 

1*50 

Paraffin  grease . 

0*65 

Coke  from  retorts . 

46*09 

Coke  from  tar  . „ 

0-86 

"Pit  r*h 

■X  J.  Uvil  •  •  »*•••*«•  •  •  •«  »  •  •  ft  •  •  •  ft  •  • 

1-52 

Loss  (gas  and  water) . 

26-88 

10000 

A  series  of  carbonising  trials,  made  with  Bentheim  asphalte,  showed 
that  the  yield  of  gas  obtained  largely  exceeded  that  of  other  kinds  of 

^Engfer  has  investigated  Italian  petrolenm  from  Terra  di  Lavoro. 
The  crude  oil  forms  a  dark  brownish-black  thick  fluid,  having  an  un¬ 
pleasant  smell.  It  has  a  sp.  gr.  of  0~970  at  21°,  and  gives  by 
analysis : — 


I. 

II. 

III. 

IY. 

Carbon. .....  83*72 

83-52 

— 

— 

Hydrogen  . .  1071 

10-88 

— 

— 

Sulphur  ....  — 

— 

1*08 

1-30 

Besides  hydrocarbons,  oxygenated  resinous  substances  are  present 
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in  large  quantities,  also  sulphur  compounds.  Paraffin  could  not  be 
detected,  although,  by  subjecting  the  crude  oil  to  fractional  distil¬ 
lation  the  higher  boiling  portions  deposited  small  quantities  of 
paraffin  on  cooling.  It  is  doubtful,  however,  whether  it  has  not  been 
formed  by  distillation.  Cumene,  which  has  been  detected  in  most 
kinds  of  petroleum  (Pennsylvania,  Galicia,  Baku,  Alsace),  was  found 
also  in  this  variety.  Phenols  or  creosote  are  absent.  Owing  to  the 
high  boiling  point  and  high  specific  gravity,  this  oil  cannot  be  used 
for  burning  purposes ;  it  is,  however,  specially  adapted  for  the  manu¬ 
facture  of  lubricating  oils.  The  subjoined  table  gives  the  results  of 
experiments  on  the  quantity  and  properties  of  the  gas  obtainable  from 
Italian  petroleum  : — 


Investigator. 

Sp.  gr.  of 
the 
petro¬ 
leum. 

Quantity 

of 

petro¬ 
leum  used 
in 

the  trial. 

Duration 
of  the 
distilla¬ 
tion 

in  hours. 

Gas 

for  1  kilo, 
of  petro¬ 
leum. 

Petroleum  re¬ 
quired  for 
the  production 
of  24  cubic 
meters  of  gas 
=  100  candles 
per  hour. 

kilos. 

cub.  meters. 

kilos. 

r 

0*975 

2*00 

0*439 

9  *11 

P.  Jacques,  Turin  . .  , .  < 

[ 

0*975 

2*00 

0*487 

8*21 

r 

0*975 

WWom 

1*55 

0*431 

9*27 

L.  Serrano,  Rome. . . .  < 

L 

0-975 

14*90 

2*00 

0*426 

9*39 

r 

0*975 

17*70 

1  *33 

0*325 

12*31 

F.  Scheuer,  Lugano  . .  - 

0*925 

15*90 

1*32 

0*384 

10*40 

Suizer  Bros.,  Winter- 

r 

0*975 

16*80 

1*59 

0*454 

8*81 

thur . 

i 

0*925 

13*20 

2*00 

0*560 

7-13 

Anonymous  Society  for' 

0*975 

30*00 

2*00 

0*456 

8*77 

water  and  gas  instal- 

0*925 

30*70 

1*42 

0*457 

8-74 

lation,  Vienna  ..... 

r 

0*975 

14*70 

1*39 

0*421 

9*50 

H.  Hirzel,  Leipzig. .  . .  - 

0*925 

16*00 

1  *30 

0*264 

15*13 

The  oils  of  0*925  sp.  gr.  are  rectified,  the  remainder  crude  petro¬ 
leum. 

In  conclusion,  it  is  stated  that  although  the  boiling  points  of  the 
various  fractions  obtained  by  the  distillation  of  Italian  petroleum  and 
Bentheim  asphalte  correspond  with  one  another,  there  is  a  marked 
difference  in  their  respective  specific  gravities.  For  example,  the 
fraction  boiling  below  290°  has  a  sp.  gr.  of  0*882  in  the  case  of  the 
Italian  oil,  whilst  the  density  of  the  corresponding  fraction  from 
the  oils  obtained  from  Bentheim  asphalte,  is  below  0*880.  Engler 
is  of  opinion  that  such  wide  differences  in  the  density  of  the  same  boil¬ 
ing  fractions  of  various  mineral  oils,  have  not  been  observed  hitherto  ; 
this  circumstance  proves  how  variable  the  internal  constitution  of 
these  hydrocarbons  must  be,  although  they  may  belong  to  the  ethane 
or  ethylene  series.  D.  B. 

New  Bye-produet  from  Coal  Distillation.  By  G.  E.  Davis 
( Ckem .  News ,  48,  229). — With  regard  to  the  distillation  of  coal,  &c. 
vol.  xi.vi.  2  n 
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(comp,  this  vol.,  224),  attention  is  drawn  in  the  present  paper  to  the 
use  of  gas  for  heating  and  cooking  purposes,  and  as  it  is  generally 
acknowledged  that  for  such  purposes  a  luminous  and  smoky  flame  is 
not  desirable,  therefore,  before  being  applied  to  this  use,  the  gas  may 
with  advantage  be  deprived  of  illuminants.  Now,  in  the  author’s 
opinion,  all  the  published  analyses,  &c.,  of  coal-gas,  are  misleading, 
valueless,  and  inaccurate,  inasmuch  as  he  finds,  from  experiments, 
that  the  chief  illuminants  of  coal-gas  are  not  ethylene,  diethyl,  &c., 
but  the  vapours  of  easily  condensable  hydrocarbons,  beginning  to 
boil  at  18°,  and  containing  many  hydrocarbons,  including  naphtha¬ 
lene.  These  illuminants  are  easily  absorbed  by  olive,  rape,  or  even 
hydrocarbon  oils ;  and  the  absorption  can  be  made  so  complete  that 
the  gas  after  treatment  burns  with  a  flame  of  exceedingly  feeble 
luminosity.  Five  gallons  of  condensed  hydrocarbons  of  great  techni¬ 
cal  value  can  be  obtained  from  the  gas  yielded  by  one  ton  of  coal ; 
the  author  proposes  to  call  them  “  crude  benzol.”  The  quality  of 
the  “  crude  benzol  ”  depends  greatly  on  the  temperature,  both  within 
and  outside  the  retorts,  and  therefore  if  their  recovery  is  contemplated, 
heating  operations  must  be  conducted  with  greater  care  than  is  neces¬ 
sary  in  ordinary  gas  making.  The  presence  of  paraffins  in  the  “  crude 
benzol  ”  is  proved  by  the  short  yield  of  aniline  obtained  from  them. 

D.  A.  L. 

Artichokes  a  Source  of  Spirit.  (Bied.  Centr.,  1883,  856.) — 
The  spirit  made  from  artichokes  is  somewhat  cheaper  than  that  from 
potatoes,  and  when  potato  disease  is  prevalent  it  is  advantageous  to 
employ  this  plant.  E.  W.  P. 

Evaporation  of  Alcohol  from  Wooden  Vats.  By  A.  Schrobe 
{Bled.  Centr. ,  1883,  854). — During  the  first  year  the  loss  was  073  per 
cent,  monthly,  during  the  second  year  0'42  per  cent,  monthly,  in  the 
third  0*42,  in  the  fourth  0*31,  in  the  fifth  0*31,  and  in  the  sixth, 
seventh,  and  eighth  years  0*21  per  cent,  monthly.  E.  W.  P. 

Presence  of  Arsenic  in  Wines  Free  from  Artificial  Colouring- 
matter.  By  A.  Barth^lemt  ( Compt .  rend.,  97,  752). — Some  wine 
sold  in  the  department  of  Midi  was  found  to  contain  a  relatively 
considerable  quantity  of  arsenic.  This  wine  had  been  kept  in  old 
barrels,  whilst  the  same  wine  stored  in  new  barrels  was  free  from 
arsenic.  The  arsenic  was  derived  from  sulphuric  acid  with  which  the 
old  barrels  had  been  repeatedly  washed,  and  which,  as  sold  in  the 
neighbourhood  of  Toulouse,  contains  a  large  proportion  of  arsenic. 

C.  H.  B. 

Steeping  of  Barley.  By  F.  Ullik  (Bled.  Centr.,  1883,  639 — 
641). — The  author  continues  the  experiments  already  noted  (Abstr., 
1882,  645  and  761),  on  this  occasion  to  ascertain  the  effect  of  different 
quantities  of  water  and  frequent  changes  ;  the  water  had  nearly  the 
same  composition  as  that  previously  used.  He  found  that  when  the 
same  quantity  was  used  frequent  changing  had  no  appreciable  influ¬ 
ence,  but  that  the  employment  of  larger  quantities  extracts  more 
matter  from  the  barley,  and  more  lime  enters  the  grain.  The  potash 
dissolved  is  not  greatly  different,  but  soda,  lime,  magnesia,  and 
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phosphoric  acid  increase,  as  do  organic  matters,  carbohydrates  and 
nitrogen  particularly.  The  use  of  water  containing  a  small  percent¬ 
age  of  sodium  chloride  withdraws  lime,  and  causes  soda  to  enter  into 
the  grain.  Further  experiments  convince  the  author  that  the  condi¬ 
tion  of  the  barley  itself  has  more  effect  on  the  substances  withdrawn 
during  steeping  than  the  quantity  or  quality  of  the  water,  and  that 
greater  quantities  of  extract  are  to  be  had  from  old  than  from  fresh 
barley.  As  the  nitrogenous  substances  possess  particular  interest,  the 
author  made  a  steep  of  600  grams  barley,  and  found  a  total  of  0T33 
gram  nitrogen,  of  which  0"112  gram  remained  in  the  residue  from  the 
phosphotungstic  filtration.  No  peptones  vrere  traceable,  and  the  bulk 
of  nitrogenous  matter  was  derived  from  amides.  The  author  has  begun 
experiments  which  show  that  steeping  causes  changes  to  occur  which 
are  intimately  connected  with  the  life  and  growth  of  the  grain. 

J.  F. 

Employment  of  Maize  in  Brewing.  By  J.  F,  Gent  ( Bied . 
Centr .,  1883,  853). — According  to  this  patent,  the  corn  is  coarsely 
crushed  between  rollers  and  freed  from  husk  and  embryo,  and  then 
softened  by  steam,  and  finally  pressed  and  dried  between  hot  rollers. 
To  brew  from  this,  65  parts  are  added  to  35  parts  of  barley  malt. 

E.  W.  P. 

Pasteurising  Beer.  By  M.  Schwarz  {Bied.  Centr.,  1883,  560). — 
According  to  Behrend,  yeast  cells  are  not  killed  by  warming;  the 
author,  on  the  contrary,  finds  that  at  55°  all  the  cells  are  killed. 
Yeast  killed  at  55°  placed  in  a  food  solution  with  addition  of  fresh 
malt-extract,  did  not  show  a  single  living  cell  after  40  hours  at  a 
temperature  of  6 — 7°.  Every  single  bottle  of  beer  should  be  heated 
uniformly  for  a  considerable  time  to  the  necessary  temperature,  say 
2 — 3°  over  55°.  Badly  pasteurised  beer  remains  clear  when  kept  cool, 
but  the  warmth  of  a  room  turns  it  turbid  from  formation  of  yeast, 
bacteria,  fungi,  albuminate,  and  some  hop  resin.  The  turbidity  of 
well-pasteurised  beer  the  author  finds  to  be  due  to  a  separation  of 
gluten  ;  by  heating  such  beer  to  50°  it  will  again  become  clear,  and 
remain  so  for  a  long  time.  J.  T. 

Behaviour  of  Tannin  in  Hops  towards  the  Albuminoids  in 
Malt.  By  Moritz  and  Lee  {Bied.  Centr.,  1883,  854). — The  tannin  in 
hops  precipitates  as  much  again  of  the  albuminoids  in  malt  as  simple 
boiling  does ;  but  there  is  a  sufficiency  of  these  compounds  in  the  malt 
to  feed  the  hops  after  all  the  tannin  has  been  precipitated. 

E.  W.  P. 

Separation  of  Sugar  from  Molasses  or  Syrup  by  Strontia  or 
Lime  at  Low  Temperatures.  By  C.  Scheibler  and  others  {Bied. 
Centr.,  1883,  637 — 639). — The  author  has  taken  out  another  patent 
relating  to  the  strontia  process,  which  is  thus  described.  On  boiling 
a  mixture  of  sugar  and  strontia  solution,  the  sparingly  soluble  di¬ 
strontium  saccharate  is  precipitated;  this  does  not  occur  in  the  cold, 
but  either  pure  strontium  hydroxide  or  monostrontium  saccharate 
crystallises,  C]2H220nSr0  4~  5H20,  and  the  latter  is  sure  to  happen 
provided  a  certain  quantity  of  the  compound  obtained  from  a  previous 
operation  is  stirred  into  the  mixture  of  molasses  and  strontia.  The 

2  2 
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proportion  yielding  the  best  results  is  obtained  by  adding  so  much 
Sr  (HO)  2  +  8H20  to  the  molasses  as  the  latter  contains  sugar,  the 
strontium  hydroxide  being  previously  dissolved  in  three  times  its 
weight  of  boiling  water.  The  mixture  remains  clear  while  just 
under  the  temperature  of  boiling  water,  but  on  cooling,  the  mono- 
sac  charate  separates  in  warty  masses,  which  are  dried  by  filter- presses 
or  other  means.  The  saceharate  so  obtained  contains  two-thirds  or 
three-fourths  of  the  whole  sugar,  and  the  remainder  can  be  recovered 
as  di-saccharate.  The  monosaccharate  yields  strontium  carbonate  and 
sugar  when  treated  with  carbonic  anhydride.  Another  way  of  obtain¬ 
ing  sugar  from  molasses  in  the  cold  is  described  by  Walters,  by  the 
addition  of  sharply  burnt  lime,  wbieh  first  forms  a  soluble  saccha- 
rate,  but  after  a  time  becomes  an  insoluble  compound — tetra-calcium 
saceharate.  Much  of  the  success  of  this  process  depends  on  the 
manner  of  burning  the  lime  employed.  Lippman  says  that  if  pow¬ 
dered  calcium  hydroxide  be  added  to  a  solution  already  saturated 
with  lime,  at  a  moderate  temperature,  the  sugar  is  precipitated  in  the 
cold  as  a  tribasic  lime  salt  with  an  excess  of  uncombined  lime. 

J.  F. 

Manufacture  of  Maize-starch  as  a  New  Branch  of  Agricul¬ 
tural  Industry,  By  L.  v.  Wagner  ( Dingl.  polyt.  J .,  250,  173 — 
182). — This  paper  discusses  in  detail  the  manufacture  of  maize- 
starch,  and  the  recovery  of  the  bye-products  (proteids)  for  feeding 
purposes.  The  process  recently  introduced  by  Gillitzer  has  the 
advantage  that  in  the  preparation  of  starch  from  maize  the  proteids 
are  recovered  in  an  unaltered  condition,  the  yield  of  starch  and  of 
prote’ids  recovered  being  almost  theoretical.  The  starch  is  of  the 
best  quality.  100  parts  of  maize  produce  52 — 60  parts  starch,  8 — 15- 
parts  proteids  (maize  fibrin  and  gluten),  and  12 — 18  parts  husks,  &c. 
The  author  shows  that  the  cultivation  of  maize  in  conjunction  with 
the  manufacture  of  maize-starch  is  more  remunerative  than  the 
cultivation  of  potatoes.  The  recovery  of  the  bye-products  pays  for 
working  costs,  so  that  the  difference  in  the  price  at  which  the  maize 
is  bought  and  that  at  which  the  resulting  maize-starch  is  sold  is 
profit.  D.  B. 

Researches  by  Witz  on  the  Oxidation  of  Cellulose.  By  H. 

Schmid  (Dingl.  polyt.  J .,  250,  271 — 280). — The  methods  for 
animal ising  vegetable  tissues  with  a  view  to  render  them  better  able 
to  receive  colours  in  dyeing  are  based  on  the  following  reactions : — 
(1)  nitration,  (2)  merceration,  the  result  of  the  action  of  alkalis, 
and  (3)  hydration  of  the  cellulose,  caused  by  the  action  of  acids. 

Witz  has  introduced  a  new  process,  in  which  any  substance  capable 
of  producing  oxidation  may  be  employed.  By  the  action  of  oxidising 
agents  in  acid  or  neutral  solutions,  textile  fabrics  are  so  altered  as  to 
enable  them  to  more  readily  receive  dye-stuffs.  The  author  discusses 
the  investigations  of  Witz  more  minutely.  He  considers  that  Witz's 
reaction  depends  on  the  conversion  of  cellulose — a  carbohydrate  con¬ 
stituted  like  an  alcohol — into  a  compound  having  acid  properties,  so 
that  its  power  to  attract  basic  dye-stuffs  is  analogous  to  the  affinity 
which  characterises  benzoic  aeid,  tannin,  and  other  aromatic  acids. 
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Its  action  would  in  point  of  fact  consist  in  the  precipitation  of  insoluble 
compounds  of  the  complex  amines  of  the  rosaniline-group  and  similar 
colouring  matters.  The  resulting  lakes  do  not,  however,  adhere  to  the 
fibre  as  firmly  as  the  corresponding  tannin  colours.  As  oxidising 
agents,  Witz  has  employed  the  hypochlorites,  also  hypochlorous  acid 
disengaged  from  the  hypochlorites,  chromates,  hydrogen  peroxide, 
ozone,  and  atmospheric  oxygen..  The  goods  may,  moreover,  be  simply 
exposed  to  light.  D.  B. 

Analysis  of  Malt-extract.  By  J.  F.  C.  Jungk  ( Pharm .  J.  Trans. 
[3],  14,  104 — 108).- — An  extract  of  malt  that  is  soluble  in  water,  has 
a  pleasant  taste,  and  remains  unfermented  for  a  long  time,  is  usually 
considered  to  be  good,  but  as  many  worthless  preparations  have  these 
characteristics  their  value  cannot  be  ascertained  from  these  alone.  In 
the  author’s  opinion,  it  should  in  addition  be  light  in  colour,  contain 
but  little  free  acid,  and  only  a  limited  quantity  of  water ;  all  the 
soluble  constituents  of  the  malt  should  be  present,  diastase  being  the 
most  important,  and  the  albuminoids  should  be  in  an  easily  digestible 
form.  The  presence  of  a  large  proportion  of  phosphates  or  other 
ash  constituents  is  no  criterion  of  a  good  extract.  The  author’s 
analytical  examinations  are  based  on  these  considerations.  The  solid 
matter  and  water  are  best  determined  by  means  of  a  maltometer,  or  by 
taking  the  sp.  gr.  at  17‘5°  of  a  solution  of  the  extract  in  an  equal 
weight  of  water,  and  referring  to  a  table  given  in  the  paper.  A  good 
extract  should  not  contain  less  than  50  per  cent,  of  extracted  matter, 
as  in  dilute  extracts,  some  beers,  for  example,  diastase  cannot  exist, 
and  the  preparations  are  often  treated  with  salicylic  acid  in  order  to 
delay  the  decomposition  of  the  dextrin;  this  may  be  detected  by 
agitating  the  extract  with  ether,  evaporating  the  ethereal  extract,  and 
testing  for  the  salicylic  acid  with  ferric  chloride.  For  the  determina¬ 
tion  of  free  acid ,  the  author  employs  a  solution  of  soda  containing 
5  grams  of  sodium  hydroxide  to  a  litre  of  water,  and  very  sensitive 
litmus-papers  for  the  indicator.  10  grams  of  a  good  extract  ought 
not  to  require  more  than  6  or  7  c.c.  of  the  soda  solution  y  if  it  requires 
more  than  10  c.c.,  that  is  more  than  0*5  mm.  of  soda  for  100  c.c.  of 
extract,  it  will  not  retain  its  diastatic  power  for  long.  The  determina¬ 
tion  of  diastase  is  conducted  in  the  following  manner.  Several  clear 
and  uniform  2-oz.  vials  are  charged  with  2  ozs.  of  distilled  water  and 
2  drops  of  iodine  solution  containing  2  grams  of  iodine  and  4  grams 
of  potassium  iodide  dissolved  in  250  c.c.  of  water.  10  grams  of 
starch  are  stirred  with  30  grams  of  water,  then  poured  into  150  grams 
of  boiling  water,  and  stirred  and  boiled  for  some  time ;  a  good  ther¬ 
mometer  is  now  introduced,  and  the  starch  mucilage  is  cooled  to  and 
kept  at  100°  F.  on  a  water-bath.  10  grams  of  malt-extract  dissolved 
in  10  c.c.  of  water  are  stirred  into  the  mucilage,  the  time  being  noted, 
and  after  one  minute,  or  when  the  mucilage  has  become  thin,  two 
drops  are  transferred  to  one  of  the  vials,  which  is  shaken  and  placed 
near  a  window.  This  operation  is  repeated  until  no  coloration,  or 
scarcely  any,  is  produced  in  the  vials ;  the  time  occupied  indicates 
the  amount  of  diastase  present.  Various  colorations  produced  with 
the  iodine  solution  show  the  progress  of  the  changes.  1.  A  greenish- 


530 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


blue  coloration,  and  after  standing  the  appearance  of  a  blue  precipi¬ 
tate  indicates  undecomposed  starch.  2.  A  dark  blue  solution  without  a 
precipitate,  soluble  starch.  3.  A  purple  solution  shows  that  the 
quantity  of  soluble  starch  equals  that  of  the  dextrin  and  sugar.  4.  A 
red  colour  points  to  the  predominance  of  dextrin  or  sugar ,  according 
to  depth,  the  redness  increasing  with  the  former.  5.  No  colour,  or 
scarcely  any  colour,  indicates  completion  of  the  change.  This  plan  of 
procedure  is  adopted  in  the  experiments  with  diastase  described  below. 
A  good  malt-extract  will  convert  its  own  weight  of  starch  at  62°  F. 
within  40  minutes,  at  100°  F.  within  10  minutes,  and  at  150°  F. 
within  3  minutes,  or  it  will  convert  five  times  its  weight  of  starch 
in  40  minutes  at  100°  F.,  or  eight  times  that  amount  in  90  minutes. 
Moreover,  an  extract  of  this  strength  will  digest  the  following 
boiled  amylaceous  articles : — Potatoes,  4  parts  in  3  minutes,  16  parts 
in  15  minutes;  rice,  4  parts  in  10  minutes;  bread,  4  parts  in 
9  minutes,  16  parts  in  45  minutes;  sago,  4  parts  in  12  minutes, 
8  parts  in  30  minutes.  The  albuminoids  are  determined  by  shaking 
in  a  tall  graduated  cylinder  80  parts  of  a  cold  saturated  solution  of 
picric  acid  with  20  parts  of  malt-extract  until  the  extract  is  dissolved; 
the  precipitate  is  allowed  to  settle,  and  after  24  hours  its  height  is 
read  off.  Each  division  represents  1  per  cent,  by  weight  of  nitro¬ 
genous  matter  dried  at  212°  F.  The  quantity  ought  to  be  on  an 
average  from  3  to  3 ’25  per  cent.  These  determinations  are  sufficient 
to  pronounce  an  extract  good  or  worthless.  The  dextrin ,  sugar ,  and 
glycerol  can  be  determined  in  the  following  manner : — 2  to  5  grams  of 
extract  are  mixed  with  20  grams  of  dry  clean  sand,  and  then  dried 
and  weighed,  the  loss  is  water.  The  dried  mixture  is  transferred 
to  a  percolating  tube  supported  on  a  small  wire  stand ;  the  whole  is 
dried  and  weighed,  then  percolated  with  ether,  and  the  residue  is 
dried  and  weighed  ;  the  loss  is  the  resin.  Percolation  of  this  residue 
with  a  mixture  of  2  volumes  of  absolute  alcohol  and  3  volumes  of  ether 
removes  the  glycerol ,  whilst  the  sugar  is  removed  by  subsequent 
exhaustion  with  strong  alcohol.  Treatment  with  hot  water  dissolves 
away  the  dextrin  from  the  albumin ;  and  finally  the  latter  may  be 
destroyed  by  igniting  the  sand,  which  on  cooling  ought  to  weigh  the 
same  as  it  did  at  the  beginning  of  the  operation. 

The  author  has  made  several  experiments  to  study  the  action  of 
acids,  alkalis,  and  alcohol  on  diastase.  The  quantities  employed  in 
each  experiment  were  5  fluid  ounces  of  starch-paste  containing 
100  grams  of  starch  with  100  minims  of  saliva,  or  100  minims  of 
malt-extract  dissolved  in  100  minims  of  water.  The  malt-solution 
was  prepared  fresh  every  day  from  the  same  sample  of  malt-extract, 
and  was  tested  to  secure  a  uniformity  of  diastatic  power ;  it  had  an 
acid  reaction.  The  saliva  was  collected  from  a  number  of  persons, 
adults  and  children,  and  was  tested  from  time  to  time ;  it  was  always 
neutral.  The  starch-paste  was  heated  to  and  kept  at  or  about  100°  F. 
on  a  water-bath,  the  reagent  was  added  and  mixed  well  in,  and  finally 
the  malt-solution  or  saliva.  The  tests  were  made  with  the  iodine  solu¬ 
tion  as  described  above,  and  the  observations  recorded  in  the  follow¬ 
ing  manner : — 
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100  minims  of 

Per  cent, 
reagent. 

Colour  1. 

After  minutes. 

Colour  2. 

After  minutes. 

Colour  3. 

After  minutes. 

Colour  4. 

After  minutes. 

Nearly  colour¬ 
less. 

After  minutes. 

Extract  of  malt  . 

_ 

_ 

m 

2 

7 

Saliva . 

— 

— 

— 

m 

6 

14 

Extract  of  malt  and  HCl  . ; 

to 

— 

— 

i 

— 

2 

Saliva  with  HC1  . \ 

'40 

— 

1 

5 

8 

10 

Extract  of  malt  with  HCl . 

1 

"fro 

— 

— 

— 

— 

— 

Saliva  with  HCl  . 

JL 

— * 

— 

— 

— 

1  — 

Extract  of  malt  +  acetic  acid 

x 

— 

— 

— 

1 

2 

Saliva  and  acetic  acid . 

1 

5 

— 

— 

1 

4 

6 

Extract  of  malt  and  acetic  ... 

— 

1 

2 

3 

6 

Saliva  and  acetic  acid . 

and  so  on. 

60 

120 

■ 

Remarks. 


■)  Relative  diastatic  power  of 
)  malt-extract  and  saliva. 

)  Diastatic  power  of  both 
j  much  increased. 

>  Diastatic  power  com-i 
j  pletely  arrested. 

j  Power  more  than  doubled. 

f  Good  result  with  malt. 

4  Action  of  saliva  arrested 
(  in  2  hours. 


With  a  farther  increasing  quantity  of  acetic  acid,  the  power  of 
malt-extract  gradually  decreases,  until  it  is  arrested  when  per 
cent,  acid  is  exceeded.  With  lactic  acid,  per  cent.,  the  action  of 
both  malt- extract  and  saliva  is  much  increased,  especially  in  the  case  of 
saliva ;  with  per  cent.,  the  malt  increased,  the  saliva  retarded ;  \  per 
cent,  is  favourable  to  malt,  but  fatal  to  saliva ;  and  per  cent,  lactic 
acid  stops  nearly  all  diastatic  action  of  the  malt-extract.  T1^  per  cent, 
of  a  mixture  of  1  part  hydrochloric  acid,  2  parts  lactic  acid,  and 
8  parts  acetic  acid  proves  very  favourable  to  the  action  of  both  malt 
and  saliva,  whilst  i  per  cent,  of  this  mixture  is  favourable  to  the  malt 
only.  Leaving  out  the  lactic  acid  in  the  mixture  caused  a  diminution 
of  diastatic  action  of  both.  per  cent,  of  caustic  soda  totally 
destroys  the  action  of  saliva,  whilst  the  malt  is  rendered  inactive  by 
To  Per  cent-  Alkaline  carbonates  act  less  energetically. 

Alcohol  has  only  a  slight  influence  on  diastatic  action,  and  its  action 
is  more  marked  with  saliva  or  neutral  malt-extract.  The  effect  of 
wines  and  spirits  on  diastatic  power  seems  to  depend  on  the  propor¬ 
tion  the  amount  of  acid  present  bears  to  the  quantity  of  starch  and 
malt-extract  or  saliva ;  so  that  when  the  proportion  of  acid  is  large 
and  the  quantity  of  starch  and  diastase  small,  the  action  is  very 
sluggish  or  stops  altogether.  This  is  more  evident  in  the  case  of 
saliva  than  with  malt-extract.  For  example — 


Alcohol 

Acid 

Extract 

Saliva 

Colourless  in 

p.c. 

p.c. 

n 

p.c. 

p.c. 

minutes. 

Extract  of  malt  with 

wine 

1*5 

0*125 

3*46 

1  *73 

5 

JJ 

>> 

2  56 

0*214 

2*9 

1*45 

— 

5 

53 

?5 

J> 

>> 

55 

0*460 

1*5 

1*5 

— 

f  Colour  2. 

\  After  60  mins. 

Saliva 

V 

3t 

1*5 

0*125 

3*46 

- — 

3*46 

45 

»> 

J) 

5» 

2*56 

0*214 

2*9 

— . 

2*90 

J  Colour  1. 

\  After  60  mins. 

Malt  with  whisky  . . 

•  * 

13*33 

0  *0231 

2*31 

2*31 

— 

7 

Saliva 

13*33 

0  *0231 

2*31 

, _ 

2*31 

4 

D.  A.  L. 
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Contribution  to  a  Knowledge  of  Rye  Grain.  By  E.  Egger 
(Dingl.  polyt.  J.,  249,  425). — By  subjecting  the  fruit  of  rye,  which 
is  generally  of  a  greyish-brown  colour,  to  close  examination,  the 
author  detected  shades  varying  from  yellow  to  dark  brown,  whilst 
the  grain  in  some  instances  exhibited  a  bluish-green  coloration.  Under 
the  microscope,  some  of  the  gluten  cells  showed  a  dark  blue  colour. 
Dilute  hydrochloric  and  sulphuric  acids  change  the  blue  to  red,  and 
dilute  solutions  of  alkalis  give  a  yellow  colour,  which  acids  do  not  re¬ 
convert  into  red.  By  pulverising  and  sifting  the  grain,  and  treating 
the  residual  bran  with  alcohol  acidified  with  hydrochloric  acid,  a  pink 
extract  is  obtained.  D.  B. 

Formation  of  Alcohol  in  the  Fermentation  of  Bread.  By 

V.  Marcano  ( Compt .  rend.,  97,  1070 — 1071). — A  leaven,  known  in 
France  as  levain  de  chef,  made  by  mixing  potatoes,  yams,  &c.,  cooked 
by  steam,  with  water  and  flour,  yielded  on  distillation  an  amount  of 
alcohol  equivalent  to  54*7  c.c.  of  absolute  alcohol  per  kilogram  of 
leaven.  The  solid  residue  consisted  of  cellulose  with  very  little  starch, 
and  the  liquid  was  saturated  with  dextrin. 

A  similar  result  is  obtained  on  distilling  bread  paste  just  before  it 
is  put  in  the  oven.  These  facts  show  that  in  the  tropics  the  forma¬ 
tion  of  alcohol  at  the  expense  of  starch  is  a  constant  and  regular 
phenomenon  in  the  fermentation  of  bread.  C.  II.  B. 

Alteration  of  Flour.  By  Balland  ( Compt .  rend.,  97,  651— 
652). — Wheat  contains  a  ferment  which  appears  to  exist  in  the 
neighbourhood  of  the  embryo.  This  ferment  has  the  properties  of 
organised  ferments,  is  insoluble,  and  withstands  a  temperature  of  100° 
when  dry,  but  is  destroyed  by  boiling  water.  It  is  active  only  in 
presence  of  heat  and  moisture,  a  temperature  of  25°  being  most 
favourable  to  its  development.  When  the  wheat  is  carefully  ground, 
the  greater  part  of  the  ferment  is  left  in  the  bran,  its  proportion  in 
the  flour  being  smaller  the  more  carefully  the  latter  is  dressed.  If 
the  grinding  is  too  rapid  or  violent,  a  larger  quantity  of  the  ferment 
passes  into  the  flour,  hence  the  liability  to  alteration  of  flour  which 
is  said  to  be  echauffee .  This  can  be  avoided  by  grinding  with  rollers. 

The  acidity  of  old  flour  is  not  the  cause  of  the  disappearance  of 
gluten,  but  is  the  result  of  it.  The  gluten  appears  to  exist  as  such 
in  wheat  in  the  same  manner  as  starch,  and  is  not  a  product  of  the 
action  of  water  on  a  glutenogen.  In  stored  flour,  the  gluten  retains 
all  its  properties,  but  the  action  of  the  ferment  is  retarded  by  the 
absence  of  water.  On  adding  water  and  warming,  its  activity  is 
restored.  The  addition  of  oatmeal  to  army  flour,  although  advanta¬ 
geous  on  account  of  its  nutritive  properties  and  cheapness,  renders 
the  flour  much  more  liable  to  alteration.  This  might  however  be 
prevented  by  keeping  the  flour  and  oatmeal  separate,  and  only  mixing 
them  when  required  for  use.  C.  H.  B. 

Acceleration  of  the  Oxidation  of  Drying  Oils.  By  A.  Livachb 
(Compt.  rend.,  97,  1311 — 1314). — When  a  drying  oil,  previously 
treated  with  litharge  or  finely  divided  metallic  lead  (Abstr.,  1883, 
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p.  757),  is  agitated  with  a  solution  of  zinc  sulphate,  all  the  lead  is  pre> 
cipitated  from  the  oil,  hut  the  latter  now  holds  zinc  in  solution.  By 
using  manganese  sulphate,  copper  sulphate,  &c.,  in  this  way,  every 
trace  of  lead  is  removed  from  the  oil,  but  the  lead  is  replaced  by 
manganese,  copper,  Ac.  If  an  oil  charged  with  lead  will  dry  in 
24  hours  when  spread  out  in  a  thin  layer  on  glass,  it  will  dry  com¬ 
pletely  in  five  or  six  hours  if  charged  with  manganese,  in  30  to  36  hours 
with  copper,  zinc,  or  cobalt,  and  in  more  than  48  hours  with  nickel, 
iron,  chromium,  &c. 

It  is  more  convenient  to  use  the  solid  finely  powdered  salt  in  place 
of  a  solution,  since  the  latter  forms  an  emulsion  with  the  oil.  In  fact, 
treatment  with  metallic  lead  and  a  solid  sulphate  may  take  place 
simultaneously,  but  in  this  case  the  oil  will  contain  some  lead  in 
addition  to  the  other  metal. 

Although  solidification  of  a  drying  oil  charged  with  manganese  takes 
place  in  five  or  six  hours  when  spread  out  in  thin  layers,  the  solidifi¬ 
cation  of  thick  layers  requires  a  long  time,  even  though  the  protecting 
pellicle  which  forms  on  the  surface  is  continually  removed.  Oxida¬ 
tion  is  more  rapid  at  a  higher  temperature,  but  with  thick  layers  a 
long  time  is  required  for  complete  solidification,  even  under  these 
conditions. 

A  temperature  of  50 — 60°  accelerates  the  oxidation  of  drying 
oil,  partly  because  the  oil  becomes  more  fluid,  and  partly  because  the 
oxygen  is  more  active  at  a  higher  temperature. 

When  a  manganiferous  oil  is  dissolved  in  an  equal  volume  of 
benzene,  and  agitated  with  air  in  a  closed  vessel,  rapid  absorption 
of  oxygen  takes  place,  especially  at  a  temperature  of  40 — 50°.  If 
the  air  is  continually  renewed,  so  as  to  furnish  the  oxygen  required 
for  the  maximum  oxidation  of  the  oil,  the  liquid  becomes  thick,  and 
on  distilling  and  separating  the  solvent  a  liquid  is  obtained  which 
solidifies  on  cooling  to  a  very  dry  and  perfectly  elastic  solid.  It  is 
evident  that  by  limiting  the  oxidation  a  series  of  products  of  vary¬ 
ing  viscosity  can  be  obtained  intermediate  between  the  original  oil 
and  the  solid  formed  by  maximum  oxidation.  The  last  product  is 
characterised  by  its  remarkable  elasticity,  and  its  absolute  insolubility 
in  water,  alcohol,  and  ether.  It  is  almost  instantly  saponified  by 
potash  in  the  cold,  and  on  subsequent  separation  of  the  fatty  acids  it 
is  found  that  the  solid  fatty  acids  have  undergone  no  alteration, 
whilst  the  liquid  fatty  acid  has  almost  completely  disappeared,  a-nd 
has  been  converted  into  viscous  products,  characterised  by  their  solu¬ 
bility  in  water  and  by  the  various  salts  which  they  form. 

C.  H.  B. 

American  Milk.  By  E.  H.  Jenkins  (Bied.  Gentr .,  1883,  528 — 
530). — The  author  gives  the  following  milk  analyses: — 
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Jersey  cows. 

Guernsey  cows. 

Average 
of  six 
cows. 

From  six 
cows, 

J  ersey. 

From  five 
cows, 
Ayrshire. 

From  six 
cows, 
native. 

1. 

2. 

3. 

W ater  . 

85*28 

87-15 

86*43 

85*02 

82*85 

84  *82 

85*20 

Solid  residue  . 

14  -72 

12  -85 

13  -57 

14*98 

17  -15 

15*18 

14*80 

Casein . 

3 '67 

3*34 

4*22 

4*51 

4*00 

4*08 

Fat . . 

5*21 

4*33 

4*49 

5  *00 

6*62 

5*06 

5*23 

Sugar . 

4*93 

4*82 

4*47 

4-57 

4*69 

4*50 

Ash . 

0*92 

1  *29 

1*45 

1*43 

1*17 

Daily  yield  . .  . 

211b.  3  oz. 

211b.  4  oz. 

221b.  9oz. 

— 

— 

— 

— 

Density . 

“ 

1 *0326 

1 *0353 

The  author  has  made  over  200  analyses  of  milk  collected  from 
various  herds ;  the  average  amount  of  solid  residue  was  12*40  per 
cent.,  with  a  minimum  of  9*8  and  a  maximum  of  14*4;  and  the 
average  amount  of  fat  was  4*02  per  cent,  with  a  minimum  of  2*6  and 
a  maximum  of  5*6.  Only  one  sample  contained  less  than  10  percent, 
of  solid  residue  ;  five  samples  between  10  and  10*5  per  cent. ;  six 
samples  between  10*5  and  11  per  cent.;  19  between  11  and  11*5; 
27  between  11*5  and  12;  and  150  samples  over  12  percent.  The 
author  is  not  quite  certain  that  all  the  samples  were  unadulterated, 
and  thinks  the  one  with  9  8  total  solids  must  have  been.  The  author 
holds  that  milk  with  a  sp.  gr,  less  than  1*029  must  be  adulterated. 

J.  T. 

Utilisation  of  Skim-milk.  By  B.  Folkers  {Bied.  Gentr .,  1883, 
566). — Practical  experiments  extending  over  several  years  have  been 
made  by  the  author  near  Jever.  Fattening  calves  did  not  pay,  but 
for  pigs  the  results  were  economically  satisfactory.  J.  T. 

Butter-making.  By  W.  Fleischmann  and  Blunck-Schilkowitz 
{Bied.  Gentr.,  1883,  554 — 557). — Milk  requiring  to  be  transported 
before  being  skimmed  for  butter-making,  gives  a  better  yield  of  butter 
when  gently  agitated  from  time  to  time  during  cooling,  before  being 
placed  in  transport  vessels. 

Fleischmann  finds  that  butter  made  without  churn  in  a  kneading 
machine  from  very  thick  cream,  has  the  composition  83 — 86  per  cent, 
fat,  10 — 16  per  cent,  water,  0*2  to  0*8  per  cent,  protein.  The  thick 
cream  was  produced  in  a  Petersen’s  machine,  and  such  cream  can  well 
be  made  into  butter  by  kneading.  The  minimum  amount  of  protein, 
0*224  per  cent.,  was  found  in  a  sample  of  butter  made  from  cream 
that  had  been  passed  a  second  time  through  the  machine  along  with 
water.  J.  T. 

Preserved  Butter.  By  W.  Fleischmann  {Bied.  Gentr.,  1883,  557 
— 559). — Such  butter  should  have  4 — 5  per  cent,  salt ;  more  does  not 
help  to  preserve  it,  spoils  the  taste,  and  adds  unnecessarily  to  the 
weight.  Analyses  of  16  samples  gave  8*34 — 13*71  per  cent,  water, 
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82*91 — 87*11  butter  fat ;  0*44 — 0*79  protein  ;  0*36 — 0*87  soluble 
nitrogen-free  matter :  1*08 — 6*13  asli  and  common  salt.  The  author 
remarks  that  the  state  of  the  protein  and  nitrogen- free  organic  matter 
is  of  more  importance  than  the  amount ;  for  if  the  protein  be  already 
in  a  state  of  decomposition  owing  to  defective  preparation,  the  butter 
will  not  keep,  even  if  little  be  present.  The  author  finds  that  sour 
cream  makes  as  good  preserved  butter  as  sweet  cream,  althongh  this 
has  been  denied.  J.  T. 

Insoluble  Patty  Acid  in  Goat’s  Butter.  By  0.  Jehn  (Arch. 
Pkarm.  [3],  21,  262). — A  fatty  acid  insoluble  in  water  was  isolated 
from  goat’s  butter  in  the  following  way  : — 5  grams  of  the  pure  butter 
fat  were  saponified  with  2  grams  of  potassium  hydroxide  and  50  c.c. 
of  alcohol,  the  solution  was  evaporated  to  a  syrup,  diluted  with  100  c.c. 
of  water,  and  decomposed  with  hydrochloric  acid.  The  fatty  acid  was 
washed  with  boiling  water  and  dried.  The  butter  fat  contained  about 
87  per  cent,  of  this  acid.  Goat’s  butter  and  cow’s  butter  are  thus 
shown  to  yield  the  same  quantity  of  insoluble  fatty  acids. 

W.  R.  D. 

Blumenthal’s  Prepared  Rennet.  By  Schmoger  (Bied.  Gentry 
1883,  852). — This  preparation  is  sold  in  the  solid  or  liquid  form  ;  the 
solid  contains  0*87  per  cent,  of  water,  96*01  ash  (principally  RaCl,  and 
3*12  per  cent,  of  organic  matter,  of  which  1*06  is  albuminoid).  At 
35°,  this  solid,  when  dissolved,  curdles  about  80,000  parts  of 
milk,  whilst  the  liquid  preparation  curdles  8,600  at  35°,  and  contains 
1*83  per  cent,  organic  matter  and  13*48  per  cent,  of  ash. 

E.  W.  P. 

“Rennet”  Ferment  from  the  Seeds  of  Withania  Coagulans. 

By  A.  S.  Lea  ( Chem .  News ,  48,  261 — 262). — It  was  noticed  that  both 
the  fruit  and  aqueous  extract  of  the  seed  capsules  of  Withania 
coagulans  coagulated  milk.  This  discovery  is  of  great  importance,  as 
the  introduction  of  the  cheese-making  industry  into  India  depends  on 
finding  a  vegetable  substitute  for  the  ordinary  animal  rennet,  since 
the  natives  will  not  purchase  cheese  made  with  the  latter.  The 
author  has  experimented  on  this  vegetable  “  rennet.”  The  seeds 
were  separated  from  extraneous  matter,  the  cases,  stalks,  soil,  &c., 
by  crushing  and  sifting.  Then  equal  weights  of  the  seeds  were 
extracted  for  24  hours  with  equal  volumes  of  water,  5  per  cent, 
sodium  chloride  solution,  2  per  cent,  hydrochloric  acid,  and  3  per  cent* 
sodium  carbonate  solution,  respectively.  Equal  volumes  of  each  of 
these  extracts  in  an  acid,  alkaline,  or  neutral  condition,  were  added 
to  equal  volumes  of  milk,  and  heated  to  38°.  The  milk  coagulated 
rapidly  with  sodium  chloride  and  carbonate  extracts,  but  much  more 
slowly  with  the  other  two.  Subsequent  experiments  show  that  the 
5  per  cent,  salt  solution  extract  is  the  most  active.  The  ferment  is  also 
soluble  in  glycerol,  and  closely  resembles  animal  rennet.  The  ferment 
is  destroyed  by  boiling,  by  filtering  the  solution  through  animal  char¬ 
coal,  or  by  treating  it  with  finely  powdered  kaolin.  Alcohol  pre¬ 
cipitates  the  ferment  from  its  solutions,  but  the  precipitate,  when 
redissolved,  still  retains  its  coagulating  properties.  A  very  small 
quantity  of  ferment  suffices  to  coagulate  milk,  large  quantities  simply 
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hasten  the  change.  If  neutral  or  alkaline  ferment  solutions  are 
added  to  neutral  milk,  a  normal  clot  is  formed,  with  neutral  or  faintly 
alkaline  reaction,  thus  showing  that  the  coagulation  is  not  due  to  the 
formation  of  acid  by  the  ferment.  The  curd  is  not  a  mere  precipitate, 
but  a  true  clot,  resembling  in  appearance  and  properties  that  formed 
by  animal  rennet.  All  the  extracts  of  the  seeds  are  deep  brown  in 
colour,  which,  however,  is  unimportant,  as  the  colouring  matter 
remains  chiefly  in  the  whey,  the  curd  being  white.  Extracts  may  be 
made  up  to  contain  15  per  cent,  salt,  and  these  may  be  treated  with 
4  per  cent  of  alcohol  without  apparently  impairing  the  coagulating 
activity  to  any  appreciable  extent,  in  fact  such  a  preparation  corre¬ 
sponds  very  closely  in  activity  with  the  commercial  solution  of  animal 
rennet ;  it  is  therefore  probable  that  extracts  of  this  vegetable 
44  rennet  ”  will  be  prepared  for  keeping,  but  how  long  these  will 
remain  active  time  alone  can  show.  The  ferment  has  been  tried  in 
cheese-making,  and,  from  the  results,  it  would  seem  that  the  seeds  of 
Withania  can  be  used  successfully  as  a  substitute  for  animal  rennet. 

D.  A.  L. 

Cheese  from  Skim-milk  and  Foreign  Fat.  By  X.  A.  Willard 
and  others  ( Bied .  Centr.y  1883,  552). — The  well-skimmed  milk, 
according  to  Willard,  is  intimately  mixed  at  54°  with  1^  per  cent, 
lard  at  the  same  temperature  in  a  mixing  machine  ;  the  so-called 
lard-cream  is  thus  formed,  which  is  then  made  into  cheese  with 
rennet.  Such  cheese  is  largely  produced  near  Little  Falls,  U.S.A. 

Griffiths  gives  analyses  of  such  American  cheese  purchased  in 
London,  as  follows  : — 


I.  ,  II.  III.  IY. 

Water .  23*49  28*20  26*55  31*81 

Casein .  36*21  37*01  35*58  36*10 

Fat .  34*92  30*18  33*85  28*68 

Ash .  5*24  4*51  3*90  3*40 


99*86  99*90  99*88  99*99 

A  little  arsenic  was  found  in  the  rind  of  I  and  IV,  possibly  added 
to  keep  off  insects  !  Starch  was  not  found. 

It  is  said  that  olive-oil,  and  even  cotton-seed  oil,  is  largely  used 
instead  of  lard  in  several  American  establishments.  J.  T. 

New  Coal-tar  Dyes.  ( Dingl .  polyt ,  J.,  249, 350 — 355,  and  383 — - 
389.) — The  firm,  late  Meister,  Lucius,  and  Brtining  (Ger.  pat.,  22,545, 
2nd  Sept.,  1882)  obtain  a  yellow  dye,  consisting  of  dinitronaphthol- 
monosulphonic  acid  by  the  simultaneous  action  of  nitrates  and  nitrites 
in  acid  solution  on  naphtbylaminetrisulphonic  acid.  It  is  advantage¬ 
ous  to  prepare  the  a-naphthylaminetrisulphonic  acid  by  first  convert¬ 
ing  the  naphthylamine  into  the  monosulphonic  form,  and  then  further 
sulphonating  by  treatment  with  fuming  sulphuric  acid  and  neutralis¬ 
ing  with  milk  of  lime,  by  which  the  calcium  salt  is  obtained. 
Xaphthylamine,  treated  wdth  fuming  sulphuric  only,  gives  small  quan¬ 
tities  of  the  trisulphonic  compound. 
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The  firm,  late  Bronner  of  Frankfort-on-the-Main  (Ger.  pat.,  22,547, 
July  5,  1882),  convert  the  /3-naphtholmonosulphonic  acid  into  two 
new  y3-naphthylaminesulphonic  acids  for  the  preparation  of  dyes.  The 
monosulphonic  acid  is  produced  by  Schaffer’s  method  ( Annalen ,  152, 
296).  The  ammonia  salt  of  this  acid  is  treated  under  pressure  at 
180°  with  calcium  hydroxide,  or  calcined  soda  and  water :  the  result¬ 
ing  mass  is  dissolved  in  hot  water  and  acidified,  when  the  /3-naphthyl « 
aminemonosulphonic  acid  separates  out.  The  ammonium  salt  maybe 
replaced  by  the  corresponding  sodium  salt,  which  gives  good  results 
when  heated  with  soda  and  ammonium  chloride.  An  easily 
soluble  /3-acid  remains  in  the  mother-liquor  which  is  obtained  by 
neutralising  with  soda,  evaporating  to  dryness,  and  boiling  with 
alcohol ;  the  acid  separates  out  from  the  acidified  alcoholic  solution 
on  cooling.  The  /3-naphthylaminemonosulphonic  acid  thus  obtained 
dissolves  less  easily  in  alcohol  than  the  easily  soluble  sulphonic  acid 
obtained  from  jS-naphthylamine  and  fuming  sulphuric  acid.  The  diazo¬ 
compounds  of  the  first  give,  with  a-naphthol monosulphonic  acid,  a 
beautiful  reddish-blue  dye  ;  the  corresponding  compounds  of  the 
second  acid  give  a  blood-red  dye,  strongly  tending  to  brown.  By 
combining  the  diazo-compounds  of  both  acids  with  phenol,  hydroxy- 
phenols,  and  naphthols,  their  ethers  and  sulphonic  acids,  a  new  series 
of  beautiful  dyes  are  obtained. 

W.  Harmsen  (Ger.  pat.,  22,707,  Sept.  9,  1882)  describes  a  new 
method  for  the  preparation  of  yellow,  orange,  and  red  dyes,  by  mixing 
diazotised  bases  with  aromatic  hydroxy-acids  and  a  (3- hydroxy naphthol- 
sulphonic  acid.  The  hydroxy-acids,  when  mixed  with  equal  molecular 
weights  of  diazotised  bases,  yield  dyes  whose  colours  deepen  from  yellow 
to  red  with  increase  in  the  carbon  present.  The  carboxyl-group 
of  the  hydroxy-acids  remains  unchanged  in  the  new  compounds,  so 
that  they  still  act  as  acids,  decomposing  carbonates  and  even  forming 
salts.  The  new  dyes,  which  by  constitution  are  hydroxyazocarboxylic 
acids,  dissolve  in  alcohol,  giving  bright  colours,  whilst  their  alkali 
salts  are  soluble  in  water,  and  give  fast  colours  on  wool  as  well  as  on 
silk.  To  prepare  the  dyes,  equal  molecular  weights  of  diazotised  bases 
and  of  the  sodium  salt  of  an  aromatic  hydroxy- acid  are  mixed  and 
rendered  alkaline  with  soda,  and  the  filtered  solution  is  treated  with 
common  salt  to  precipitate  the  dye  in  a  flocculent  form.  As  the 
sodium  salt  of  the  dye  derived  from  naphthylamine  is  only  slightly 
soluble  in  water,  it  is  converted  into  the  sulphonic  compound  by  treat¬ 
ing  the  dry  free  acid  with  sulphuric  acid,  sp.  gr.  1*8  at  160°,  and  the 
deep  blue  solution  is  poured  into  water,  whereon  the  sulphonic  acid 
separates  out.  This  is  dissolved  in  soda- lye,  and  treated  with  common 
salt,  when  the  sodium  salt  separates  out.  This  compound  is  more 
soluble  than  the  salt  directly  prepared  from  the  hydroxy-acid,  and 
also  possesses  stronger  dyeing  power.  The  other  dyes  can  be  similarly 
treated  by  using  fuming  sulphuric  acid  instead  of  the  ordinary  acid. 

Brown  Byes  from  Chryso'idine  and  Diazo-compounds . — The  Aniline 
Manufacturing  Company  of  Berlin  (Ger.  pat.,  No.  22,714,  November  8, 
1882)  remark  that  when  diazotised  sulphanilic  acid  or  other  diazotised 
amido-acids  are  used  instead  of  diazobenzene  chloride  for  the  prepara¬ 
tion  of  chrysoidine  from  metaphenylenediamine,  chrysoidinsulphonic 
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acids,  chrysoidincarboxylic  acid,  &c.,  are  obtained  whose  alkali  salts 
are  soluble  in  water.  The  chrysoidine  and  the  derived  acids  just 
mentioned  now  take  a  second  molecule  of  a  diazotised  base  or  amido- 
acid,  and  yield  dyes  of  tbe  type  of  phenylenediaminediazobenzene, 
(C6H5.T^2)2-C6H2(NH2)2,  by  which  the  yellow  to  yellowish-red  colour  of 
the  chrysoidine  becomes  brownish.  Usually  the  dyes  prepared  from 
the  basic  chrysoidines  and  diazo- compounds  are  insoluble  in  water, 
but  soluble  in  alcohol.  To  render  these  dyes  soluble,  they  are  con¬ 
verted  into  sulphonic  acids,  and  salts  of  these  acids  are  employed  ; 
or  the  chrysoidine  may  be  acted  on  with  the  salt  of  a  diazo-compound 
or  a  diazotised  amido-aeid,  or  the  chrysoidine  itself  can  be  treated  with 
a  diazoted  amido-acid. 

E.  bolting  and  E.  v.  Salis  (Ger.  pat.,  No.  22,268,  August  31st, 
1882)  describe  new  yellow,  orange,  and  brown  dyes  obtained  from 
the  sulphonic  acids  of  nitrated  secondary  and  tertiary  aromatic 
amines  which  contain  two  aromatic  and  one  fatty  radical.  They  are 
obtained  by  sulphonating  the  corresponding  nitramine,  or  by  the  action 
of  aromatic  halogen  nitro-eompounds  oil  aromatic  amido- sulphonic 
acids.  Halogen-compounds  in  which  the  nitro-groups  hold  the  ortho- 
or  para-position  with  reference  to  the  halogen,  but  the  meta-position 
with  reference  to  each  other,  act  readily  on  amines  ;  whilst  under  the 
action  of  hydrochloric  acid,  a  secondary  or  tertiary  nitramine  is  formed. 
The  nitramines  so  obtained  are  dyes  which  as  yet  have  not  found 
practical  application  owing  to  their  slight  solubility  and  other  un¬ 
favourable  qualities  ;  they,  however,  yield  useful  dyes  if  converted 
into  sulphonic  acids. 

The  aromatic  halogen  nitro-eompounds  further  act  on  the  sulphonic 
and  carboxyl-derivatives  of  the  amines  and  yield  soluble  dyes. 

The  following  dyes  appear  to  be  of  importance  technically  : — Tri- 
nitrodiphenylaminesulphonic  acid,  which,  as  well  as  its  salts,  form 
yellow  crystals,  soluble  in  water,  especially  if  hot,  and  dyes  silk  and 
wool  yellow  directly  in  an  acid  bath.  Tetranitronaphthylphenylsul- 
phonic  acid,  which  is  very  similar  to  the  foregoing  in  its  properties, 
but  gives  a  yellowish-brown  dye.  Lastly  the  compounds  obtained  by 
acting  with  picryl  chloride,  chlorodinitrobenzene,  and  chlorotetranitro- 
naphthalene  on  amidazomonosulphonic  acid,  amidazodisulphonic 
acid,  and  phenylamidazobenzenesulphonic  acid.  Orange  and  brown 
dyes  are  thus  obtained,  which  in  acid  bath  dye  wool  and  silk  directly. 

Safranine  Dyes. —  It.  Nietzki  has  investigated  this  series  of  dyes 
(Abstr.,  1883,  731).  Witt  proposes  a  method  of  preparation  {Jour. 
Ghem,  I?id .,  1882,  255)  by  oxidising  a  mixture  of  1  mol.  paraphenyl- 
enediamine  with  2  mols.  aniline,  by  which  the  first  member  of  this 
series  of  dyes  is  obtained. 

Phenosaf ranine ,  first  obtained  by  Witt,  is  prepared  by  the  oxidation 
of  2  mols.  aniline  with  1  mol.  paraphenylenediamine  or  of  equal 
molecular  weights  of  aniline  and  paradiamidodiphenylamine.  This 
dye  is  not  very  different  in  tint  from  its  homologues  the  safranines 
of  commerce,  but  is  characterised  by  the  great  facility  with  which  its 
salts  crystallise  out.  The  chloride  forms  cantharides-green  needles, 
slightly  soluble  in  cold  water,  easily  soluble  in  hot,  and  having  the 
composition  OisHisN^HCl,  The  sulphate  forms  long  steel-blue 
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-needles.  Diethylsafranine  is  obtained  by  oxidising  in  the  presence 
of  2  mols.  aniline,  diethylparaphenylenediamine  prepared  from  nitro- 
sodiethylaniline.  This  dye  has  a  magenta-red  colour,  its  chloride 
crystallises  in  beautiful  glittering  green  needles.  The  platino chloride 
forms  green  needles  also,  which,  dried  at  100°,  have  the  composition 
2Ci8H14N4Et2,H2PtCl6.  If  a  mixture  of  1  mol.  paraphenylendiamine 
with  1  mol.  diethylaniline  and  1  mol.  aniline  be  similarly  oxidised, 
a  compound  is  obtained  isomeric  with  and  very  similar  to  the  above. 
Although  both  these  compounds  give  green  sulphates,  they  do  not 
afford  green  diazo-compounds.  Tetrethy Is af ranine  is  obtained  by 
oxidising  a  mixture  of  equal  molecular  weights  of  diethylparaphenyl¬ 
enediamine,  diethylaniline,  and  aniline ;  this  dye  has  a  much  more 
violet  tint  than  the  foregoing.  It  forms  a  very  soluble  chloride,  and  a 
less  easily  soluble  double  chloride  with  zinc,  which  crystallises  beauti¬ 
fully.  The  dye  is  not  sufficiently  permanent  when  exposed  to  light. 
Bindschedler  describes  the  preparation  of  dimethylphenyiene- green , 
2Ci6Hi9N3,HCl,ZnCl2,  also  tetram etkylphenylene-saf ranine ;  its  nitrate, 
C22H22N4,HN03  +  H20,  is  brownish-violet,  and  easily  crystallisable ; 
also  dimethylphenyiene- saf ranine,  a  magenta-red  dye,  C2oH18N4,  and 
analogous  compounds. 

All  the  safranines  are  decolorised  by  reducing  agents.  Pure 
phenylene-safranine,  CiBHi4N4,  reduced  with  ferrous  ammonium  sul¬ 
phate  in  an  atmosphere  of  hydrogen,  was  found  to  take  up  4  atoms 
of  hydrogen  in  passing  to  the  leucophenylene-safranine.  The  safra- 
nines  may  be  represented  by  the  general  formula  C»H2n_22^- 

J.  T. 

Fixation  of  Aniline  Dye-stuffs  by  means  of  Metallic  Sul¬ 
phides.  ( Dingl .  polyt.  J.,  250,  183.) — Balanche  was  the  first  who 
utilised  certain  metallic  sulphides  as  mordants  for  aniline  dyes.  The 
sulphides  of  zinc  and  tin,  when  deposited  on  cotton,  attract  magenta, 
aniline- violet,  Bismark-brown,  &c.,  on  dyeing.  Liissy  has  recently 
experimented  with  antimony  sulphide,  and  finds  that  in  the  dye-bath 
it  absorbs  methylene-blue,  malachite-green,  rosaniline-red,  and  similar 
colouring  matters.  The  sulphide  process  is  suitable  only  for  dyeing 
purposes  :  the  goods  are  treated  with  a  metallic  salt,  and  then 
with  a  soluble  sulphide  or  with  a  soluble  sulpho-salt,  and  the  sul¬ 
phide  is  precipitated  by  an  acid.  The  dyeing  is  the  third  operation. 
In  order  to  apply  the  sulphide  process  to  steam  colours,  Schmid 
recommends  the  thiosulphate  method.  Metallic  salts,  the  sulphides 
of  which  can  be  precipitated  by  means  of  sodium  thiosulphate,  are 
mixed  with  the  latter  and  the  dye-stuff.  The  mixture  is  thickened 
and  printed  on  the  fabric.  On  steaming,  the  insoluble  sulphide  is 
deposited  with  the  dye.  Thus  it  is  possible  to  fix  methylene-blue, 
malachite- green,  dimethyl  aniline-violet,  &c.,  in  one  operation  on  the 
fibre  by  the  aid  of  the  sulphides  of  cadmium,  copper,  lead,  &c.  The 
resulting  colours  resist  soaping  extremely  well.  D.  B. 

Extracting  by  Diffusion.  By  A.  Zwergel  (Dingl.  polyt.  J.,  249, 
307 — -310). — The  author  strongly  recommends  Kohlrausch’s  method 
of  extracting  by  employing  a  battery  of  diffusers,  having  employed  it 
lor  the  extraction  of  log-wood  dye.  The  advantages  over  the  old 
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method  are  said  to  be  (a)  the  liquid  to  be  evaporated  is  reduced  by 
one-half  ;  ( b )  the  raw  material  is  more  thoroughly  exhausted ;  (c)  the 
quality  of  the  extract  is  essentially  improved ;  ( d )  the  work  is 
simplified  and  its  cost  reduced.  J.  T. 

Preparation  of  Aluminium  Acetate.  By  J.  Athenstadt  (Bingl. 
polyt.  J.,  250,  91). — The  author  separates  two- thirds  basic  aluminium 
acetate,  Al2(AcO)4(OH)2,  in  an  amorphous  soluble  form  from  con¬ 
centrated  solutions  by  adding  a  sufficient  amount  of  sodium  sulphate 
at  30 — 35°,  and  stirring  the  mixture.  When  freshly  prepared,  the 
acetate  is  perfectly  soluble  in  water  and  suitable  for  dyeing.  By 
treatment  with  lime,  a  dry  mass  is  obtained  which  yields  a  solution  of 
aluminium  acetate  with  separation  of  gypsum  when  treated  with 
dilute  sulphuric  aeid.  D.  B. 

Aluminium  Thiocyanate  Free  from  Iron.  By  G.  Stein 

( Bingl .  polyt.  J .,  250,  36). — Stork  and  Strobel  having  introduced 
aluminium  thiocyanate  as  a  substitute  for  the  acetate  for  alizarin 
steam  colours,  it  is  important  in  purchasing  this  article  to  ascertain 
whether  iron  is  present  or  not.  Commercial  samples  of  aluminium 
thiocyanate  are  invariably  contaminated  with  a  greater  or  less  pro¬ 
portion  of  iron  which  is  contained  in  the  materials  used  for  its  pre¬ 
paration.  The  dissolved  iron  is  mostly  present  in  the  form  of  ferric 
thiocyanate,  which  ether  dissolves  with  a  red  colour.  It  is  possible 
to  extract  all  the  iron  from  aluminium  thiocyanate  by  means  of  this 
solvent ;  as,  however,  ether  is  miscible  with  the  thiocyanate,  it  is  neces¬ 
sary  to  expel  it  from  the  extract  as  rapidly  as  possible,  otherwise 
sulphur  will  be  separated. 

Aluminium  thiocyanate  is  said  to  produce  fuller  and  redder  steam 
colours  when  free  from  iron.  Thiocyanates  containing  iron  exhibit 
streaky  colours  having  a  bluer  tint.  D.  B. 

Explosives.  By  Berthelot  ( Compt .  rend.,  97,  771 — 772). — A 
summary  of  the  contents  of  the  author’s  new  work,  “  Sur  la  force  des 
matieres  explosives,  d’apres  la  Thermochimie.”  C.  H.  B. 

Liquid  Extract  of  Senega.  By  H.  J.  Rose  (Pharm.  J.  Trans. 
[8],  14,  169). — This  extract  has  a  great  tendency  to  gelatinise  and 
form  a  precipitate.  The  author  has  remedied  the  evil  by  using  a 
mixture  of  alcohol  (7  parts),  spirit  of  nitrous  ether  (2  parts),  and 
water  (7  parts),  as  a  menstruum  for  extraction,  and  proceeding  as 
directed  in  the  United  States  Pharmacopoeia.  D.  A.  L. 
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A  New  Copper  Oxide  Cell.  By  F.  de  Lalande  and  G.  Chaperon 
(Bull.  Soc.  Ghim.  [2],  40,  173 — 176). — A  very  useful  cell,  especially 
for  chemical  laboratories,  can  be  made  by  placing  a  sheet-iron  box 
containing  oxide  of  copper  at  the  bottom  of  a  glass  jar.  A  plate 
formed  by  a  spiral  of  thick  zinc  wire  is  suspended  from  the  lid  of  the 
jar  at  some  distance  above  the  iron  box,  and  the  jar  is  filled  with  a 
30  or  40  per  cent,  solution  of  potash.  The  positive  pole  is  formed  by 
a  copper  wire  coated  with  caoutchouc  passing  through  the  lid  of  the  jar 
and  attached  to  the  iron  box.  Other  forms  of  this  battery  may  be 
constructed  by  taking  advantage  of  the  fact  that  a  paste  of  copper 
oxide  and  magnesium  oxychloride  hardens  to  a  poi'ous  solid  mass. 

w.  c.  w. 


Electrolysis.  By  Schucht  ( Zeitschr .  Anal.  Chem.,  22,  485 — 495). 
— The  author  has  investigated  the  separation  of  a  number  of  metals 
from  their  solutions  electrolytically.  Luckow  (Abstr.,  1880,  282)  has 
shown  that  lead  is  separated  from  solution,  preferably  a  nitric  acid 
one,  as  peroxide,  or  this  mixed  with  hydrated  peroxide.  It  is  only 
from  strongly  acid  solutions  that  the  whole  of  the  lead  separates  as 
peroxide ;  from  feebly  acid  and  concentrated  solutions  the  peroxide  is 
mixed  with  a  large  proportion  of  metallic  lead.  The  separated  per¬ 
oxide  was  found  to  contain  more  water  when  precipitated  from  a 
feeble  acid  solution  than  from  a  strongly  acid  one,  the  presence  of 
much  free  alkali  also  increases  the  proportion  of  water.  Solutions  of 
thallium  resemble  those  of  lead,  the  metal  being  separated  either 
entirely  as  sesquioxide,  or  mixed  with  a  small  proportion  of  metal, 
according  to  the  quantity  of  free  acid  present.  The  thallium  is  sepa¬ 
rated  from  alkaline  solutions  partly  as  sesquioxide  and  partly  in  the 
metallic  state.  Silver  is  precipitated,  in  the  absence  of  nitrates  or 
free  nitric  acid,  as  metal  only,  whilst,  in  the  presence  of  the  above,  a 
small  proportion  of  silver  peroxide,  Ag202,  is  formed.  Solutions  of 
bismuth  are  decomposed  by  the  current  into  metal  andbismuthic  acid, 
the  latter  appearing  only  gradually  at  the  positive  pole,  whilst  the 
peroxides  of  the  former  metals  are  formed  from  the  commencement  of 
the  current.  In  the  electrolysis  of  ammoniacal  solutions  of  nickel  and 
cobalt,  the  sesquioxide  appears  at  the  positive  pole,  but  its  separation 
is  prevented  by  excess  of  ammonia;  the  largest  proportion  of  sesqui¬ 
oxide  obtained  by  the  author  amounted  to  3 — 3*5  per  cent,  of  the 
amount  of  precipitated  metal.  Manganese  is  the  only  metal  which  is 
separated  exclusively  as  peroxide  from  its  solutions.  The  presence  of 
organic  acids,  ferrous  salts,  and  salts  of  chromium  or  ammonium,  pre¬ 
vent  the  formation  of  the  peroxide  and  the  red  coloration  due  to 
permanganic  acid.  Selenium  and  tellurium  are  readily  precipitated 
by  the  current,  both  from  acid  and  alkaline  solutions.  P.  F.  F. 


Electrolysis  of  Sodium  Chloride.  By  L.  Naudin  and  A.  Bidet 
(Bull.  See.  Chim .,  40,  2 — 14). — With  a  view  of  recovering  the  chlorine 
VOL.  XTiVI.  2  o 
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from  bleaching  liquors  the  authors  have  made  a  study  of  the  electro¬ 
lysis  of  sodium  chloride  with  two  Daniell’s  elements  coupled  for 
intensity.  Four  separate  factors  are  to  be  considered : — 1st,  the 
hypochlorous  acid ;  2nd,  the  gaseous  chlorine  dissolved ;  3rd,  the 
gaseous  chlorine  disengaged,  constituting  the  active  chlorine ;  and  4th, 
the  inactive  chlorine  remaining  in  combination  with  the  sodium.  It 
was  observed  that  the  chlorine  disengaged  was  a  function  of  the  time 
of  electrolysis.  From  the  experiments,  an  empirical  equation, 

=  h  =  333,  is  deduced,  in  which  y  is  the  chlorine  disengaged,  and  x 

x 

the  number  of  days,  i.e .,  the  curve  is  parabolic.  The  curves  repre¬ 
senting  the  formation  of  the  hypochlorous  acid  and  the  dissolved 
chlorine  are  in  opposite  directions,  as  the  former  is  produced  at  the 
expense  of  the  latter.  If  the  ions  liberated  at  the  two  poles  be  sepa¬ 
rated  from  one  another,  no  hypochlorous  acid  is  formed ;  after  a 
few  days  the  dissolved  chlorine  remains  constant,  while  the  disengaged 
chlorine  steadily  increases  ;  at  the  end  of  eighteen  days,  however,  the 
active  chlorine  was  only  about  6  in  273  parts  of  total  chlorine. 

Y.  H.  Y. 

Electrolysis  of  Chlorates.  By  Lidoff  and  Tichomiroff  {Bull. 
Soc.  Ghim .,  39,  508). — The  decomposition  of  the  chlorates  by  the 
electric  current  is  never  complete  when  carbon  poles  are  used;  these 
diminish  in  weight,  being  attacked  by  the  liberated  ozone  or  oxygen, 
and  converted  into  mellogen  as  described  by  Bartoli  and  Papasogli. 

Y.  H.  Y. 

Decomposition  of  Carbon-compounds  by  the  Silent  Dis¬ 
charge.  By  Maquenne  {Bull.  Soc .  Ghim .,  40,  60 — 65). — In  this 
paper  a  study  is  given  of  the  decomposition  of  a  few  organic  sub¬ 
stances  under  various  pressures  by  the  silent  discharge,  and  the  gases 
obtained  as  to  their  composition  are  compared  with  those  formed  in  the 
decomposition  of  the  same  substances  at  a  dull  or  bright  red  heat. 

All  the  substances  investigated,  except  benzene,  were  rapidly  de¬ 
composed  into  carbonic  oxide  and  anhydride,  hydrogen,  and  hydro¬ 
carbons  :  the  results  are  appended  below. 


Methyl  Alcohol. 


Decomposition  by  the  silent  discharge.  Decomposition  by  heat. 


Pressure  of  gas.  3 — 4  mm.  100  mm.  Dull  red  heat.  Bright  red  heat. 


CO  .  24-3  196  23-0  31  7 

rjQ  _  _  _  2*5  Q-g 

C,H4  and  C2H2  4-3  0'9  9'4  3'8 

CH4  .  5-1  36-7  34-4  18’3 

H2 .  20-4  42-8  31-7  547 


There  were  also  produced  non-volatile  resinous  products,  which 
escaped  analysis,  and  were  dissolved  in  the  excess  of  the  alcohol. 
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Bthyl  Alcohol. 

Decomposition  by  tlie  silent  discharge.  Decomposition  by  heat. 


Pressure  of  gas. 

2  mm. 

100  mm. 

Dull  red  heat. 

Bright  red  heat. 

co2  . 

2*2 

0*5 

0-5 

0-5 

CO  . 

11-0 

147 

221 

26*4 

C2H4  and  C2H3 

14*0 

VI 

23-5 

137 

c2h6 . 

301 

216 

13-8 

13-6 

Ho . 

42*6 

.627 

40*1 

45-8 

Acetic  Acid. 

Decomposition  by  the  silent  discharge. 


Pressure  of  gas. 

2  mm. 

100  mm. 

co2 . 

.  207 

9*6 

CO  . 

.  33-9 

44*2 

CoH4  and  C2Ho  . 

2*4 

0*3 

CH4 . 

.  38*5 

11*5 

h2 . 

4*5 

34*4 

The  first  products  of  the  reaction  are  probably  carbonic  anhydride 
and  methane,  which  subsequently  act  on  one  another  to  form  car¬ 
bonic  oxide  and  hydrogen. 


Acetone. 

Decomposition  by  the  silent  discharge.  Decomposition  by  heat. 

r - A - \  f  A — ; - 

Pressure  of  gas.  50  mm.  100  mm.  Dull  red  heat.  Bright  red  heat. 


C02 .  1-1  0*6  1-2  0-6 

CO .  400  421  39'5  36*0 

C2H4  .  3‘5  2-9  7*0  3-3 

C2H6  .  297  30-0  22*4  21*8 

H2  .  257  24*4  22*9  38*3 


Methyl  formate  was  selected  in  order  to  compare  the  results  of  its 
decomposition  with  those  of  its  isomeride  acetic  acid. 

Decomposition  by  heat. 

Decomposition  by  the  ( - — * - - ^ 


silent  discharge.  Red  heat.  Bright  red  heat. 

C03  .  3*2  2  3 

CO  .  61-8  56*0 

C2H4 .  1-3  05 

CH4 .  5*8  55 

H2 .  287  357 


From  these  results  it  is  evident  that  the  decomposition  effected  by 
the  silent  discharge  and  by  heat  are  strictly  comparable. 

y.  h.  v. 

Boulier’s  Pyrometer.  By  C.  Lauth  (Bull.  Soc.  Ghim .,  40,  108 — 
110). — Hitherto  all  attempts  to  construct  a  pyrometer  for  estimating 

2  o  2 
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very  high  temperatures,  such  as  those  attained  in  the  porcelain  manu¬ 
facture,  have  been  unsuccessful;  for  this  purpose  Boulier  has  con¬ 
structed  a  pyrometer  consisting  of  a  thin  copper  cylinder  several 
centimeters  in  length;  one  end  is  closed,  the  other  terminates  in  two 
tubes,  one  of  which  is  connected  with  a  reservoir  of  water,  the  other 
is  joined  to  a  thermometer.  In  order  to  make  an  observation,  the 
thin  copper  tube  is  introduced  in  the  furnace  whose  temperature  is 
to  be  ascertained,  and  a  current  of  water  allowed  to  circulate  from 
the  reservoir.  The  water  in  the  cylinder  is  heated  by  contact  with 
the  hot  air  or  flame,  and  the  rise  of  temperature  marked  by  the 
thermometer  at  the  exit.  In  order  to  ensure  the  regular  circulation 
of  the  water,  an  electric  balance  is  introduced  into  the  copper  vessel, 
which,  at  the  least  interruption,  stops  the  water  flow.  At  present 
this  apparatus  has  only  been  used  for  relative  and  not  for  absolute 
differences  of  temperature.  V.  H.  Y. 

Thermochemical  Study  of  Hydrofluoric  Acid.  By  Guntz 
(Bull.  Soc.  Chim .,  40,  54 — 57). — In  this  memoir,  are  given  the  deter¬ 
minations  of  the  heats  of  solution  in  water  of  gaseous  and  liquid 
hydrofluoric  acid  of  various  degrees  of  concentration. 

The  heat  of  solution  of  the  gaseous  acid  was  found  for  one  equi¬ 
valent — 

HF  (gas)  +  H20  (liq.)  =  HF  (dissolved)  =  +11*8 
but  HF  (liq.)  +  H20  (liq.)  =  HF  (dissolved)  =  4*56 

The  heat  of  volatilisation  of  hydrofluoric  acid  is  the  difference 
between  these  values  =  11*8  —  4’56  =  7*22. 

In  order  to  determine  the  heat  of  dilution  of  hydrofluoric  acid,  a 
certain  quantity  of  solution  containing  a  known  quantity  of  the 
anhydrous  acid  was  added  to  400  equivalents  of  water.  The  results 
are  appended  below — 

Heat  disengaged. 


HF  anhydrous  added  to  400  H20 .  4*56 

HF  -f-  5H20  .  2*05 

HF  +  1  67  H,0 .  0*72 

HF  +  2*25 .  0*45 

HF  +  6*5 .  0*1 


These  results  can  be  represented  by  the  empirical  equations,  Q  ==  heat 
of  dilution — 

For  n  =  5  to  n  =  2 .  Q  =■  -  (I) . 

^  0*18  +  n  w 

„  n  =  2  to  w  =  10  .  Q  =  0_™+  n  -01  (II)- 

Equation  (I)  is  that  of  a  hyperbola  asymptotic  to  the  axis  of  the 
abscissa  and  parallel  to  the  axis  of  the  ordinates  ;  equation  (II)  is 
also  that  of  a  similar  hyperbola,  the  ordinates  of  which  are  diminished 
by  0*1.  These  results  seem  to  indicate  the  existence  of  a  definite 
hydrate,  HF,2H20,  and  thus  confirm  the  conclusions  of  Bineau,  who 
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obtained  a  hydrate  of  this  composition  on  the  distillation  of  the 
aqueous  acid. 

It  is  further  noticeable  that  the  dilution  of  the  acid  containing  more 
than  2  mols.  H20  does  not  produce  a  sensible  evolution  of  heat ;  in 
this  point,  hydrofluoric  differs  from  hydrochloric,  hydrobromic,  and 
hydriodic  acids.  V.  H.  V. 

HeatofPormationofFluorid.es,  By  Gentz  (Compt.  rend.,  97, 
1483 — 1486). — Ammonium  Fluoride. — NH3  diss.  +  HF  diss.  =  NH4F 
diss.,  develops  4-  15*2  cal.  Taking  Favre’s  value  for  the  heat  of  solution 
of  ammonium  fluoride,  it  follows  that  NH3,  gas,  4-  HF,  gas,  =  NH4F, 
solid,  develops  4-  37*3  cal.,  and  NH3,  gas,  +  HF,  liquid  =  NH4F, 
solid,  develops  30T  cal.  These  values  are  somewhat  lower  than  the 
corresponding  values  for  potassium,  as  is  the  case  with  other  acids. 

Barium  Salt. — BaO  diss.  4~  2HF  diss.  =  BaF2  diss.,  develops 
4-  34*8  cal.,  and  BaH202,  solid,  4~  2HF,  gas,  =  BaF2,  solid,  4-  2H20, 
solid,  develops  4-  71*4  cal.  This  value  is  affected  by  the  solubility  of 
the  fluoride,  and  is  somewhat  too  low. 

Strontium  Salt. — SrO  diss.  4-  2HF  diss.  =  SrF2  diss.,  develops 
4-  35*8  cal.,  and  SrH202,  solid,  4-  2HF,  gas,  =  SrF2,  solid,  4*  2H20, 
solid,  develops  4-71*8  cal.  This  value  is  affected  by  the  partial 
solubility  of  the  fluoride,  but  not  to  such  a  great  extent  as  in  the  case 
of  barium. 

Calcuim  Salt. — CaO,  diss.  4-  2HF,  diss.  =  CaF2,  solid,  develops 
4-  37*2  cal.,  and  CaH202,  solid,  4-  2HF,  gas,  =  CaF2,  solid,  4-  H20, 
solid,  develops  4-  66*6  cal. 

A  comparison  of  the  heats  of  formation  of  the  fluorides,  chlorides, 
and  sulphates  of  the  alkalis  and  alkaline  earths,  shows  that  in  the 
case  of  sodium,  potassium,  and  ammonium,  the  heat  of  formation  of 
the  fluoride  is  less  than  that  of  the  chloride;  in  the  case  of  barium, 
the  difference  is  much  smaller,  whilst  in  the  case  of  strontium  and 
calcium  the  heat  of  formation  of  the  fluoride  is  greater  than  that  of 
the  chloride.  The  heats  of  formation  of  sodium,  ammonium,  potas¬ 
sium,  and  barium  sulphates,  are  greater  than  those  of  the  correspond¬ 
ing  fluorides  ;  in  the  case  of  strontium,  the  difference  is  very  small, 
and  in  the  case  of  calcium  the  heat  of  formation  of  the  fluoride  is 
slightly  greater  than  that  of  the  sulphate.  C.  H.  B. 

Heat  of  Formation  of  Fluorides.  By  D.  Tommasi  (Compt.  rend., 
98,  44 — 45). — The  heats  of  formation  of  the  alkaline  fluorides 
recently  determined  by  Guntz  agree  very  closely  with  the  values  cal¬ 
culated  by  the  author’s  law  of  thermochemical  constants.  This 
agreement,  however,  does  not  obtain  in  the  case  of  calcium,  barium, 
and  strontium  fluorides,  a  result  due  to  the  fact  that  these  compounds 
are  insoluble  in  water,  whilst  the  author’s  law  applies  only  to  soluble 
substances.  C.  H.  B. 

Heat  of  Formation  of  Fluorides.  By  Berthelot  (Compt.  rend., 
98,  61 — 63). — A  criticism  of  Tommasi’s  claim  to  the  law  of  thermo¬ 
chemical  constants.  C.  H.  B. 
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Sodium  Fluorides.  By  Guntz  ( Compt .  rend.,  97,  1558—1560). 
— The  heat  of  formation  of  these  compounds  is  deduced  from  their 
heats  of  solution  and  neutralisation.  The  heat  of  solution  of  NaF  is 
0*6  cal.  at  12u,  and  that  of  HaHF2  is  —6*2  cal.  Combining  these 
data  with  Thomsen’s  values  for  the  heats  of  neutralisation,  it  follows 
that — 

HaHO  solid  +  HF  gas  =  NaF  solid  +  H20 


solid .  develops  +  39*9  cal. 

HaF  solid  -f  HF  gas  =  HaHF2  solid  .  „  +17*1  cal. 


These  values  are  somewhat  lower  than  the  corresponding  values 
for  potassium,  and  the  heat  of  formation  of  sodium  fluoride  is  lower 
than  that  of  the  chloride  and  sulphate,  as  in  the  case  of  the  corre¬ 
sponding  potassium  compounds.  On  the  other  hand,  the  heat  of 
formation  of  sodium  hydrogen  fluoride  is  greater  than  that  of  sodium 
hydrogen  sulphate,  although  the  difference  is  not  so  great  as  with  the 
potassium  salts.  C.  H.  B. 

Heat  of  Formation  of  Aleoholates.  By  De  Fo  rcrand  (Bull. 
Soc .  Ghim .  [2],  40,  177 — 183). — Three  aleoholates  of  sodium  can  be 
prepared  by  the  action  of  metallic  sodium  on  alcohol  and  distilling 
the  product  in  a  vacuum.  C2H5.NaO,3EtHO,  is  obtained  in  colour¬ 
less  needles  if  the  reaction  takes  place  at  the  ordinary  temperature, 
but  if  the  alcohol  is  heated  at  70°  the  product  has  the  composition 
C2H5.HaO,2EtHO  ;  C2H6.HaO  may  be  prepared  by  heating  either  of 
the  preceding  compounds  at  200°  in  a  current  of  hydrogen.  These 
compounds  are  easily  decomposed  by  moisture  and  by  oxidation. 
They  generally  contain  one-thirteenth  of  an  equivalent  of  sodium 
hydroxide. 

The  heat  of  solution  in  water  of  each  of  these  compounds  is  respec¬ 
tively  +  13*47,  +  10*46,  and  +  12*34.  From  these  numbers  the  heat 
of  formation  of  C2H5.HaO  may  be  calculated  to  be  +  17*35,  starting 
from  $a20  or  +  0*25  from  HaHO,  when  0  =  8. 

C2H6.HO  +  Fa  =  C2H5.HaO  +  H  =  +  32*13 
and  4(C2H5.HO)  +  Ha  =  C2H5.HaO,3EtHO  4-  H  =  +  40*77. 

The  heat  of  formation  of  HaHO  bv  the  action  of  Ha  on  H20  is 
+  33*3. 

The  heat  of  solution  of  C2H5.HaO  in  a  large  excess  of  alcohol  is 
+  12*56. 

Barium  alcoholate  generally  contains  one-tenth  to  one-fifth  of  an 
equivalent  of  baryta. 

The  heat  of  formation  for  the  compound  by  the  action  of  an  equiva¬ 
lent  of  alcohol  on  an  equivalent  of  barium  monoxide  is  +  7*24,  and  on 
the  hydroxide  =  —  0*84. 

A  small  quantity  of  water  added  to  the  alcoholic  solution  of  barium 
ethylate  throws  down  a  precipitate  of  barium  hydroxide. 

w.  c.  w. 
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Heats  of  Combustion  of  Ketones  and  Carbonic  Ethers.  By 

W.  Louguinine  (Compt.  rend.,  98,  94 — 97). 


Diethyl  ketone  . 

Dipropyl  ketone . 

Diisopropyl  ketone . 

Methyl  hexyl  ketone . 

Dimethyl  carbonate  . 

Diethyl  carbonate  . . .  ^ ^ . 


Per  1  gram. 

8569*0  cal. 
92445  „ 

9172*4  „ 

9467*1  „ 
3774*34 
5442*8 


Per  gram-molecule. 

736,931  cal. 
1,053,873  „ 
1,045,654  „ 
1,211,789  „ 
339,691  „ 
642,250  „ 


The  difference  between  the  heats  of  combustion'  of  the  isomerides 
dipropyl  ketone  and  diisopropyl  ketone  is  only  0*8  percent,  of  the  total 
value,  a  difference  within  the  error  of  experiment.  This  affords 
further  confirmation  of  the  law  that  isomerides  of  the  same  chemical 
function  develop  approximately  the  same  quantities  of  heat  on  com¬ 
bustion. 

The  difference  between  the  heats  of  combustion*  of  diethyl  ketone 
and  dipropyl  ketone  is  316,939  caL  for  2CH2,  or  158,470  for  CH2.  In 
the  case  of  dipropyl  ketone  and  methyl  hexyl  ketone,  the  difference 
is  157,916  cal.  forCH2.  These  values  are  similar  to  those  obtained  in 
other  homologous  series. 

In  the  case  of  the  two*  carbonates,  the  difference  for  CH2  is  151,280 
cal.  for  CH2,  or  slightly  less  than  in* other  homologous  series. 

On  comparing  the  heats  of  combustion  of  dimethyl  carbonate  and 
dimethyl  ketone,  which  differ  only  by  02,  it  is  found  that  the  intro¬ 
duction  of  these  two  atoms  of  oxygen  into  the  molecule  diminishes 
the  heat  of  combustion  by  84,310  cal.,  or  42,155  cal.  for  each  atom  of 
oxygen.  A  similar  comparison  between  diethyl  carbonate  and  diethyl 
ketone  gives  a  difference  of  47,342  cal.  for  each  atom  of  oxygen.  The 
difference  between  these  two  values  for  the  influence  of  oxygen  is  not 
much  greater  than  the  error  of  experiment.  C.  H.  B. 


Glyeollide.  By  De  Forcrand  (Bull.  Soc.  Chim.  [2],  40,  57 — 60). 
— Various  methods  have  been  prepared  for  the  preparation  of  gly col¬ 
lide  :  (I)  distillation  of  tartaric  acid  (Dessaignes) ;  (II)  distillation  of 
glycollic  acid  (Heintz)  ;  (III)  heating  hydrated  sodium  monochlor- 
acetate  (Kekule).  But  in  all  these  processes  water  is  eliminated 
simultaneously  with  the  formation  of  glyeollide;  as  these  substances 
tend  slowly  to  reunite,  there  is  established  a  final  equilibrium  between 
the  glyeollide  formed  and  the  glycollic  acid  reproduced ;  the  yield  is 
thus  materially  diminished.  Further,  the  final  product  is  contaminated 
with  substances  of  composition  intermediate  between  glycollic  acid 
and  glyeollide.  The  most  practical  method  of  preparing  glyeollide 
consists  in  heating  dry  sodium  monochloracetate. 

From  the  following  data,  the  heat  of  hydration  of  glyeollide  can  be 
calculated : — 


Heat  of  neutralisation  of  glycollic  acid  by  soda .  =  -f  13*6 

Heat  of  solution  of  solid  glycollic  acid .  —  2*76 

Heat  of  transformation  of  glyeollide  to  sodium  glycollate  +  11*96 
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Therefore 

C2H2O2  (solid)  +  H20  (liquid)  =  C2H4O3  (solid)  —  -f  1T2 

and 

C2H2O2  (solid)  +  H20  (solid)  =  C2H4O3  (solid)  =  —  0*31 

Thus  the  reaction  with,  liquid  water  is  exothermic  although  the 
heat  evolved  is  very  small ;  these  results  are  in  accordance  with  the 
transformation  of  gly collide  into  gly  collie  acid. 

Glycollide  is  thus  the  thermic  analogue  of  lactide,  but  stands  in 
marked  contrast  with  such  anhydrides  as  sulphuric  ;  whilst  on  the 
other  hand,  Berthelot’s  experiments  tend  to  show  that  the  conversion 
of  dissolved  carbonic  anhydride  into  carbonic  acid  would  be  an  endo¬ 
thermic  reaction.  Y.  H.  Y. 

Disodium  Glycollate.  By  De  Forcrand  (Bull.  Soc.  CMm.,  40, 
104 — 106). — In  the  course  of  a  study  of  the  heat  of  formation  of  dif¬ 
ferent  salts  of  glycollic  acid,  it  was  observed  that  the  addition  of 
excess  of  soda  to  neutral  sodium  glycollate  caused  an  appreciable 
development  of  heat,  which  varied  with  the  degree  of  dilution  of  the 
liquid. 

In  order  to  isolate  the  disodium  glycollate,  the  existence  of  which 
was  suspected  from  the  above  phenomenon,  a  syrupy  solution  of 
caustic  soda  was  added  to  a  supersaturated  solution  of  sodium  glycol¬ 
late,  and  the  resultant  liquid  evaporated  in  a  vacuum ;  very  delique¬ 
scent  small  needles  of  a  salt  C7H203Nao,2H20  separated  out.  Its  heat 
of  formation  can  be  expressed  by  the  equation  2NaHO  (sol.)  -f 
C2H4O3  (sol.)  =  C2H2Xa2032H20  (sol.)  =  -f  3T42,  or  if  the  anhydrous 
salts  be  formed,  2NaHO  (sol.)  -f  C2H403  (sol.)  —  C2H2Na203  (sol.)  + 
2H20  (sol.)  =  +  2476.  Y.  H.  Y. 

Crystallisation  of  Substances  at  High  Pressures.  By  E. 

Jannettaz,  Neel,  and  Clermont  (Bull.  Soc.  CMm.  [2],  40,  51 — 54). — 
Spring  has  recently  succeeded  in  transforming  pulverulent  amorphous 
substances  into  crystalline  masses  by  means  of  a  pressure  of  5000 
atmospheres.  These  experiments  have  been  repeated  by  Friedel  with 
a  different  form  of  machine,  but  with  negative  results.  This  paper 
deals  with  some  further  experiments  in  this  direction,  especially  as 
regards  the  relation  of  the  propagation  of  heat  in  substances,  and 
their  structure,  whether  natural  or  artificial.  The  following  sub¬ 
stances  were  subjected  to  pressures  of  6000 — 8000  atmospheres : — 

Metals.  Finely  powdered  tin,  copper,  lead,  zinc,  and  iron ;  anti¬ 
mony  and  bismuth  ;  Darcel’s  alloy. 

Sulphides  of  lead  and  zinc. 

Chlorides  of  sodium,  lead,  and  mercury. 

Precipitated  magnesia  and  alumina. 

Pulverised  silica,  chalk. 

All  these  substances  were  agglutinated  into  solid  masses,  but  dis¬ 
played  no  signs  of  crystalline,  but  of  schistose  form. 

The  experiments  of  Sorby,  Tyndall,  and  Daubree  have  established 
that  clays  take  a  schistose  form  when  subjected  to  pressure,  and  the 
cleavage  plane  is  perpendicular  to  the  direction  of  the  pressure.  One 


GENERAL  AND  PHYSICAL  CHEMISTRY. 


549 


of  the  authors  has  also  proved  that  the  plane  of  propagation  of  heat  is 
identical  with  that  of  cleavage.  On  examining  the  metallic  masses 
obtained  by  compression,  it  was  found  that  they  possessed  the  thermic 
property  characteristic  of  a  schistose  structure. 

V.  H.  V. 

Crystallisation  of  Substances  under  Pressure.  By  W.  Spring 
( Ber .,  16,  2833—2835). — A  reply  to  Jannettaz,  Neel,  and  Clermont 
(preceding  Abstract). 

Dissociation.  By  Isambert  ( Compt .  rend.,  98,  97 — 100). — The 
author  applies  Berthelot’s  general  formula  of  dissociation  to  cases  in 
which  a  gas  is  produced,  and  introduces  a  term  representing  the 
mechanical  work  effected.  He  deduces  various  relations  between 
the  temperatures,  specific  heats,  and  maximum  tensions,  and  shows 
that  they  are  in  agreement  with  his  observations  on  the  dissociation 
of  ammonium  dihydrosulphide  and  ammonium  carbonate. 

C.  H.  B. 

Combustion  of  Explosive  Gaseous  Mixtures.  By  Mallard  and 
Le  Chatelter  (Bull.  Soc.  Ghim .,  39,  57 2 — 581). — A  continuation  of 
the  author’s  researches. 

The  irregularity  of  the  velocities  of  propagation  cause  determina¬ 
tions  of  mean  velocities  between  any  two  given  points  to  be  but  of  a 
secondary  interest ;  for  the  mean  value  varies  not  only  between  two 
successive,  but  also  between  the  same  points  in  different  experiments. 
By  means  of  a  photographic  method,  the  velocities  of  propagation 
of  explosion  of  mixtures  of  carbon  bisulphide  with  oxygen  or  nitric 
oxide  have  been  studied.  These  observations  show  that  there  are 
several  distinct  phases  or  periods  of  propagation. 

(I.)  Uniform  Movement. — The  flame  advances  regularly  and  uni¬ 
formly. 

(II.)  Vibratory  Movement. — The  flame  advances  in  oscillations 
whose  amplitude  and  duration  vary  very  rapidly. 

(in.)  Wave  of  Explosion. — It  is  projected  suddenly  towards  the 
end  of  the  tube. 

(IV.)  Extinction. — In  certain  cases,  the  flame  is  suddenly  extin¬ 
guished,  and  all  combustion  ceases. 

1st  Phase.  The  velocity  of  this  uniform  movement  is  very  constant 
in  different  experiments  with  tubes  of  the  same  diameter,  but  of 
different  lengths  ;  with  tubes  of  different  diameters,  the  velocity 
diminishes  with  decrease  of  diameter.  The  following  may  be  stated 
as  a  general  result :  on  first  ignition  of  an  explosive  mixture  the  com¬ 
bustion  is  propagated  with  a  uniform  velocity  less  than  30  metres  per 
second. 

2nd  Phase.  The  further  progression  of  the  flame  is  marked  with 
oscillatory  movement.  This  phase  is  always  noticeable  in  slow  burn¬ 
ing  mixtures  such  as  carbon  bisulphide  and  nitric  oxide  ;  it  is  not  so 
distinct  with  more  explosive  mixtures.  The  duration  of  successive 
vibratory  movements  varies  from  0*025  to  0*0034  second  ;  they  stand  to 
one  another  in  a  simple  arithmetical  progression.  Their  amplitude  is 
greater  the  longer  the  period  of  the  vibration  ;  in  some  cases  it  was 
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found  to  be  enormous.  The  brilliancy  of  the  flame  varies  during  the 
successive  phases  of  the  same  vibration  ;  in  the  recoil,  it  is  less  than  in 
the  advance.  The  mechanism  of  this  vibratory  movement  is  analogous 
to  that  of  musical  flames. 

3rd  Phase.  The  explosive  wave  has  been  minutely  studied  by 
Berthelot  and  Yieille ;  the  mixtures  of  carbon  bisulphide  with  oxygen 
and  nitric  oxide  displayed  this  phenomenon,  but  its  mode  of  produc¬ 
tion  varied  in  the  two  cases ;  with  the  former,  it  developed  itself  very 
rapidly,  succeeding  almost  immediately  the  phase  of  uniform  move¬ 
ment  ;  with  the  latter,  it  succeeds  the  period  of  long  vibration. 

4th  Phase.  With  mixtures  of  carbon  bisulphide  and  nitric  oxide 
in  tubes  of  0T  in.  diameter,  the  amplitude  of  the  flame  oscillations 
increases  very  rapidly,  then  the  combustion  ceases.  This  result  is 
analogous  to  that  obtained  by  Schiitzenberger  in  his  study  of  the 
combustion  of  limited  mixtures  of  hydrogen  and  oxygen,  when  he 
observed  an  extinction  of  combustion  at  one  of  the  nodes  of  vibration 
of  the  eudiometric  tube,  i.e.,  the  point  of  the  greatest  oscillation  of 
the  flame. 

In  conclusion,  a  general  summary  of  the  various  observed  phe¬ 
nomena  is  given,  with  especial  reference  to  the  explosive  wave.  If 
the  hypothesis  of  Berthelot  and  Yieille  be  correct,  then  its  course  of 
propagation  can  be  explained  ;  for  the  ignition  of  the  first  section  of 
gas  tends  to  increase  its  volume,  and  to  produce  an  immediate  com¬ 
pression  of  the  sections  in  front,  followed  by  a  recoil.  This  alternat¬ 
ing  compression  and  recoil  travels  from  section  to  section  with  the 
velocity  of  sound  ;  they  tend  temporarily  to  increase  or  decrease  the 
temperature  of  each  successive  section,  but  the  increase  is  not  suffi¬ 
cient  to  ignite  the  inflammable  mixture,  nor  the  decrease  sufficient  to 
extinguish  it,  if  ignited.  Y.  H.  Y. 

ProuPs  Hypothesis.  By  M.  Gerber  (Bull.  Soc.  Ghim .,  39,  562 — 
572). — Prout’s  hypothesis,  supported  by  a  considerable  weight  of 
evidence,  and  by  a  priori  probability,  is  admitted  generally  in  prin¬ 
ciple,  although  the  value  of  the  fundamental  unit  is  quite  unknown. 
If  the  elements  be  divided  into  four  classes,  characterised  by  their 
dominant  atomicity,  there  is  for  each  class  a  common  factor,  integer 
multiples  of  which  include  all  the  sufficiently  known  atomic  weights. 
These  common  factors  are  in  simple  relation  to  one  another.  The 
table  below  contains  the  four  factors — 


0  -  15*96. 

O  =  16. 

dx  = 

jj>H 

13  ^  * 

.  0-7673 

0-7692 

ill  — 

2H . 

.  1-995 

2-0 

C?3  — 

....  1-5586 

1-5625 

d\  — 

. 

.  1-247 

1-25 

In  the  original  memoir,  the  atomic  weights  from  Clarke’s  calculations 
are  compared  with  the  values  calculated  from  the  integer  multiples  of 
these  several  factors. 

In  the  course  of  discussion  the  simplicity  of  the  multiples  of  these 
factors  is  noticed  in  certain  groups  of  elements  such  as  0,  S,  Fe,  or 
Li,  K,  Rb,  but  a  complexity  in  other  groups  as  Cl,  Br,  I. 
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In  some  cases  an  element  can  equally  be  classed  in  two  of  the  four 
divisions,  for  the  terms  of  the  progression  nd±  coincide  frequently 
with  those  of  the  progression  net*,  as,  for  example,  4ad$—  5cZ4 ;  zinc  or 
mercury  can  be  classed  similarly  in  the  second  or  fourth  division. 

Further,  the  stoichometrical  determinations  will  decide  whether 
these  relations  are  merely  fortuitous  or  whether  they  form  a  part  of  a 
wider  generalisation.  Y.  H.  Y. 

Relation  between  Molecular  Weight  and  Velocity  of  Evapo¬ 
ration  of  Liquids.  By  C.  Schall  ( Ber 16,  3011 — 3014). — If  equal 
volumes  of  benzene  and  water  are  distilled  consecutively  in  the  same 
apparatus,  and  with  as  nearly  as  possible  equal  rates  of  ebullition, 
different  amounts  by  weight  of  the  two  liquids  distil  over  in  a  given 
time.  The  amount  of  benzene  in  a  rough  experiment  w7as  about  double 
the  amount  of  water.  In  a  more  exact  trial,  the  liquids  were  heated 
in  their  respective  vapours,  and  the  lengths  of  time  required  for  the 
evaporation  of  equal  volumes  was  observed.  These  observations  were 
reduced  by  means  of  the  sp.  gr.  of  the  liquids  at  their  boiling  points 
to  equal  weights,  and  the  time  of  evaporation  then  calculated.  The 
values  obtained  for  two  comparable  substances  are  nearly  inversely 
proportional  to  their  molecular  weight.  If  m  and  m'  are  the 
molecular  weights,  and  t  and  tf  the  time  of  evaporation  for  each,  then 

t' 

m  ;m  =  t*  :  t  and  m  =  m  — .  Thus  he  obtained — 

t 

Benzene.  Chloroform. 

Boiling  point .  79*2°  Boiling  point .  61*5° 

Sp.  gr .  0*8136  Sp.  gr .  1*4048 

Length  of  Time  of  Evaporation  of  Equal  Volumes . 


Calculated  for  equal 
Benzene.  Chloroform.  weight  of  benzene. 

1 .  12*7  min.  14*3  min.  8*25  min. 

II .  12*95  „  14*5  „  8*4  „ 

III .  12*3  „  14  0  „  8*28  „ 


By  means  of  the  above  formula  he  obtains  for  the  molecular  weight 
of  chloroform:  I,  119*64;  II,  120*25;  III,  115*88. 

The  author  also  finds  that  the  ratio  of  the  volumes  of  liquids  dis¬ 
tilled  in  equal  time  is  equal  to  the  ratio  of  their  atomic  volume  at  the 
boiling  point.  The  ratio  of  benzene  to  chloroform  in  experiment  I  is 
1*126  :  1,  and  taking  the  atomic  volume  of  benzene  at  95*94,  that 
calculated  for  chloroform  in  this  way  is  85*2,  whilst  Schiff  found 
84*65.  The  author  has  obtained  equally  good  results  with  benzene 
and  carbon  bisulphide,  but  less  satisfactory  with  other  liquids.  With 
some  compounds  of  equal  molecular  weights,  such  as  amyl  alcohol  and 
ethyl  acetate,  he  obtained  equal  lengths  of  time  of  evaporation  for 
equal  weights  of  substances.  He  intends  continuing  his  work  on  this 
subject. 

In  comparing  the  latent  heat  of  vaporisation  of  liquids  in  relation 
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to  their  molecular  weight,  it  has  been  found  in  seven  compounds  that 
the  former  decreases  as  the  latter  increases. 


Water  . 

Latent  heat  of 
vaporisation. 

. .  536-67 

Mol.  wt. 
18 

Alcohol . 

. .  214-3 

46 

Acetone . 

. .  12972 

58 

Ethyl  acetate  . 

90-7 

74 

Carbon  bisulphide  . . 

83-7 

76 

Chloroform . 

61-0 

119 

Carbon  tetrachloride 

46-5 

154 

Also  that  certain  substances  may  be  grouped,  from  the  fact  that  the 
products  of  the  latent  heat  of  vaporisation  into  the  molecular  weight 
gives  a  number  nearly  constant  for  members  of  a  group.  Thus  water 
and  alcohol  form  a  group ;  and  acetone,  chloroform,  and  carbon  tetra¬ 
chloride,  a  second.  A.  B. 

Lecture  Experiments.  By  V.  Meyee  ( Per 16,  2998—3001). — 
For  the  purpose  of  showing  the  action  of  light  on  an  explosive  mixture 
of  chlorine  and  hydrogen ,  the  author  fills  jars  25  cm.  high  and  35  mm. 
wide  with  the  mixture,  and  closes  them  with  paper  covers  ;  one  is 
left  colourless  and  others  coloured  violet  and  yellow  by  means  of  spirit 
varnish  and  aniline  colours.  On  igniting  a  large  quantity  of  magne¬ 
sium-dust  in  a  Bunsen  burner,  the  gas  in  the  colourless  and  violet  jars 
instantly  explodes,  but  that  in  the  yellow  jar  does  not,  and  may  be 
fired  with  a  burning  chip.  A  fourth  colourless  jar  may  be  kept  to 
show  photochemical  induction ,  for  whilst  with  sufficient  magnesium- 
dust  the  explosion  takes  place  instantly,  on  exposing  the  mixture  to 
burning  magnesium  wire,  several  seconds  elapse  before  the  gases 
combine. 

Preparation  of  Chlorine  Monoxide ,  C120. — This  gas  can  be  prepared 
by  passing  a  regular  stream  of  dry  chlorine  over  commercial  yellow 
mercuric  oxide  (previously  heated  for  some  time  at  about  400°)  in  a 
horizontal  glass  tube,  m.  long,  cooled  in  ice.  The  chlorine  mon¬ 
oxide  which  is  formed  is  collected  by  displacement  in  a  vertical 
narrow  cylinder,  and  can  be  exploded  by  throwing  in  flowers  of 
sulphur  or  with  a  light,  or  if  collected  in  a  strong  test-tube  and 
closed  with  an  india-rubber  stopper  by  heating  the  bottom  of  the  tube. 
The  explosion  although  accompanied  with  development  of  light  and 
formation  of  smoke,  is  not  dangerous. 

The  author,  with  the  aid  of  a  drawing,  describes  a  form  of  funnel 
which  he  uses  for  protecting  liquids  from  dust,  during  evaporation 
on  the  water-bath.  The  rim  of  the  inverted  funnel  is  turned  in 
So  as  to  form  a  circular  trough,  in  which  the  condensed  vapours  are 
collected.  By  this  means  the  water-bath  and  the  floor  of  the  draught 
cupboard  are  protected  from  acid  and  other  droppings.  A.  B. 
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Ebullition  of  Liquid  Oxygen  and  Solidification  of  Nitrogen. 

By  S.  Weoblewski  (Conipt,  rend.,  97,  1553 — 1555). — When  oxygen, 
liquefied  by  means  of  the  apparatus  previously  described,  is  allowed  to 
evaporate  rapidly  by  sudden  removal  of  the  pressure,  it  does  not 
solidify  like  carbonic  anhydride,  but  a  white  crystalline  residue  is 
deposited  on  the  bottom  of  the  apparatus.  This  residue  disappears 
as  the  temperature  rises,  but  whether  it  is  solid  oxygen  or  is  due  to 
some  impurity  in  the  oxygen  (which  was  made  from  potassium  chlo¬ 
rate  and  manganese  dioxide)  has  not  been  determined. 

Determinations  by  a  thermoelectric  method  indicate  that  the  tem¬ 
perature  produced  by  the  rapid  ebullition  of  oxygen  under  these 
conditions  is  about  —186°.  Nitrogen  gas  cooled  at  this  temperature 
and  then  allowed  to  expand  forms  a  snow-like  mass  of  crystals  of 
considerable  size. 

Hydrogen  compressed  under  about  150  atmos.  at  —136°  and  then 
allowed  to  expand  suddenly,  shows  no  signs  of  liquefaction. 

C.  H.  B. 

Density  of  Liquid  Oxygen.  By  Menges  (Compt.  rend.,  98.  103 
— 104). — Wroblewski’s  method  of  determining  the  density  of  liquid 
oxygen  is  not  satisfactory,  because  it  is  assumed  that  the  quantity 
remaining  gaseous  is  proportional  to  the  total  amount  of  the  gas, 
which  is  improbable. 

If  the  tube  of  a  Cailletet  apparatus  is  partly  immersed  in  a  cold 
liquid  whilst  the  remainder  of  the  tube  is  surrounded  by  a  liquid  at 
the  ordinary  temperature,  then — 

Q  =  vd  +  Yx, 

where  v  is  the  volume  of  the  liquid  portion,  V  that  of  the  gaseous 
portion,  d  the  density  of  the  liquid,  and  Q  the  total  weight.  If 
another  experiment  is  made  with  a  shorter  length  of  the  same  tube 
in  the  cold  liquid,  matters  being  so  arranged  that  the  volume  of  the 
liquefied  gas  is  the  same  as  in  the  first  experiment,  then— 

Q  =  Vid  +  Yx  +  YA, 

where  Y  -f  Vi  is  the  total  volume  of  the  gaseous  part,  the  volume 
of  the  liquid,  and  dx  the  density  of  the  gas  in  that  part  of  the  tube 
near  the  mercury.  The  pressure  and  the  temperature  of  this  part  of 
the  tube  being  known,  the  value  of  dx  can  be  calculated,  and  the  two 
equations  yield  the  expression — 


d  = 


Y  i  d\ 

V—Vi  * 


C.  H.  B. 


Duration  of  the  Solidification  of  Superfused  Sulphur.  By 

D.  Gternez  (Compt.  rend.,  97,  1477—1480;  see  also  this  vol.,  389). 
—In  the  course  of  the  experiments  described,  in  former  papers,  the 
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author  observed  the  formation  of  crystals  of  sulphur,  the  time  of 
solidification  of  which,  whatever  its  absolute  value,  is  always  inter¬ 
mediate  between  that  of  the  octohedral  and  that  of  the  prismatic 
variety.  These  crystals  are  long  prisms  with  a  nacreous  lustre,  and, 
instead  of  increasing  equally  in  all  three  directions,  as  in  the  case  of 
the  prisms  and  octohedra,  they  increase  far  more  rapidly  in  the  direc¬ 
tion  of  the  longitudinal  axis  than  in  the  direction  of  the  transverse 
axes.  In  order  to  produce  all  three  varieties  under  the  same  condi¬ 
tions,  a  graduated  U-tube  is  filled  with  superfused  sulphur  and  the 
formation  of  octohedra  is  started  in  one  limb.  As  soon  as  the  surface 
of  the  sulphur  in  this  limb  has  become  solid,  a  glass  thread  or  plati¬ 
num  wire  is  passed  down  the  other  limb  to  the  bend  of  the  tube,  and 
is  gently  tapped  against  the  walls  of  the  tube.  The  formation  of  the 
nacreous  prisms  begins  from  the  points  which  have  been  struck,  and 
proceeds  more  rapidly  than  the  growth  of  the  octohedra.  After  a 
short  time,  a  crystal  of  prismatic  sulphur  is  dropped  into  the  second 
limb,  and  the  formation  of  prisms  at  once  begins  and  proceeds  very 
rapidly,  eventually  extending  round  the  bend  into  the  limb  in  which 
the  octohedra  were  first  formed.  If  the  wire  is  struck  too  forcibly 
against  the  sides  of  the  tube,  the  formation  of  the  ordinary  prisms 
ensues.  The  nacreous  prisms  are  obtained  by  a  slight  cooling  at  any 
point  in  superfused  sulphur ;  if  dropped  into  a  tube  of  the  superfused 
substance,  they  give  rise  exclusively  to  similar  crystals,  which  de- 
vitrify  somewhat  rapidly  when  cooled  to  the  ordinary  temperature, 
but  "which  can  be  broken  in  the  liquid  without  changing  their  form. 

Observations  on  the  formation  of  these  nacreous  crystals  similar  to 
those  made  with  the  other  two  varieties,  show  that  their  time  of 
solidification  is  very  short  when  the  temperature  of  superfusion  is 
very  low,  but  gradually  increases  as  this  temperature  approaches  the 
melting  point  of  the  sulphur.  The  time  of  solidification  depends  on 
the  time  during  which  the  sulphur  was  heated  above  the  melting 
point,  and  also  on  the  time  during  which  it  has  remained  in  a  super- 
fused  condition.  When  heated  to  different  initial  temperatures,  the 
nacreous  crystals  behave  like  the  other  two  varieties ;  the  time  of 
solidification  increases  very  considerably  if  the  sulphur  has  been 
heated  up  to  about  170°,  but  diminishes  if  the  initial  temperature  has 
been  much  higher.  These  results  were  obtained  with  sulphur  which 
had  not  previously  been  fused.  Experiments  with  sulphur  which  had 
been  converted  into  the  nacreous  prisms  several  times,  or  which  had 
been  previously  solidified  in  octohedra  or  in  prisms,  confirm  the 
author’s  conclusions  as  to  the  instability  of  ordinary  prismatic  sulphur 
and  the  influence  of  time  on  the  modifications  which  the  sulphur  is 
capable  of  undergoing.  C.  H.  B. 

Time  of  Existence  of  Thiosulphuric  Acid  in  Aqueous  Solu¬ 
tion.  By  H.  Landolt  ( Ber 16,  2958—2967). — The  method  of 
observation  was  to  mix  solutions  of  sodium  thiosulphate  and  an  acid 
such  as  oxalic  acid  at  the  same  temperature,  and  by  means  of  a  stop 
watch  to  note  the  time  which  elapsed  before  the  appearance  of  the 
sulphur  precipitate.  The  author  found  that  with  a  solution  which 
remained  unaltered  for  30  seconds,  his  error  of  observation  did  not 
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exceed  1*5  seconds,  and  usually  was  a  fraction  of  a  second.  He  also 
found  that  different  organic  or  inorganic  acids  ;  an  excess  of  sodium 
thiosulphate  or  of  acid  in  the  same  quantity  of  water ;  or  the  gross 
quantity  of  solution  used,  made  no  difference  in  the  time  of  existence. 
The  difference  in  time  depends  on  the  relative  quantity  of  water  to 
thiosulphuric  acid  formed,  and  on  the  temperature  of  the  solutions. 
As  the  result  of  many  observations,  he  finds  that  the  time  increases 
exactly  in  proportion  to  the  dilution  of  the  solutions  at  constant 
temperature,  or  in  other  words  to  the  number  of  parts  by  weight  of 
water  to  one  part  by  weight  of  thiosulphuric  acid  formed;  and  that 
the  higher  the  temperature  the  more  rapid  the  decomposition.  The 
accelerating  influence  of  heat,  however,  diminishes  as  the  tempera¬ 
ture  is  raised,  and  this  diminution  of  the  time  of  existence  for  a 
difference  in  temperature,  of  say  10°,  is  more  observable  the  greater 
the  proportion  of  water  by  weight  to  thiosulphuric  acid.  An  equation 
has  been  evolved  to  give  the  time  of  existence  (E)  for  any  temperature 
(t)  between  10°  and  50°,  and  for  any  solution  in  which  the  parts  by 
weight  of  water  ( n )  to  one  part  by  weight  of  thiosulphuric  acid  are 
between  51  and  279  ;  and  the  results  of  40  tabulated  observations  are 
in  accordance  with  it : — 

Ex  =  <0-6428  -  0-02553*  +  0-000272^). 

Neither  light  nor  electricity  have  any  influence  on  the  decomposi¬ 
tion,  but  alcohol  increases  the  time  of  existence  very  materially, 
50  per  cent,  of  alcohol  in  place  of  50  per  cent,  of  water  prolonging  in 
one  case  the  time  of  existence  from  64  seconds  to  510  seconds. 

A.  B. 

Sulphur  Salts  derived  from  Phosphorus  Trisulphide.  By  G. 

Lemoixe  (Compt.  rend.,  98,  45 — 48). — When  an  excess  of  phosphorus 
trisulphide  is  allowed  to  act  on  a  very  dilute  solution  of  sodium 
hydroxide  at  0°,  and  the  solution  is  evaporated  in  a  vacuum,  hydrogen 
sulphide  is  given  off,  and  acid  sodium  phosphite  is  alone  obtained. 
If,  however,  the  sodium  hydroxide  is  in  excess,  and  the  filtered 
liquid  is  evaporated  in  a  vacuum  over  sulphuric  acid  and  phosphoric 
anhydride,  in  about  five  months  it  deposits  quadratic  prisms  of  the 
composition  Na2S,5H20.  After  another  month,  the  compound 
P203,2Na2S,5H20  or  P20S2,2Na20,5H20  separates  out;  its  solution 
gives  an  orange-yellow  precipitate  with  lead  acetate.  After  four 
months  a  third  compound,  P20S2,3Na20,4H20,  separates.  Its  solu¬ 
tion  gives  a  slightly  yellowish- white  precipitate  with  lead  acetate. 
Another  different  preparation  gave  a  salt  of  the  composition 
P203,3Na20,3H2S,3H20.  The  substance  P20S2,3Na20,4H20  is  in¬ 
teresting  because  it  represents  a  sulphur  derivative  of  phosphorous 
acid  in  which  all  three  atoms  of  hydrogen  have  been  replaced  by  a 
base. 

When  an  excess  of  phosphorus  trisulphide  is  gradually  added  in 
small  portions  to  ammonium  hydrosulphide,  cooled  at  0°,  and  the 
liquid  allowed  to  stand  about  15  days,  white  crystals  of  ammonium 
phosphite,  2(NH4)2HPOh  +  H20,  separate  out  mixed  with  small 
quantities  of  a  sulphur  compound.  If  the  mother-liquor  is  evapo¬ 
rated  in  a  vacuum,  hydrogen  sulphide  is  given  off  in  large  quantities. 
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and  after  about  28  weeks  the  compound,  P20S2,2(IIH4)20,3H20,  is 
deposited.  Its  solution  gives  an  orange-yellow  precipitate  with  lead 
acetate.  If  this  salt  is  dissolved  in  water,  and  the  solution  evaporated 
in  a  vacuum,  the  compound,  P202S,2(NH4)20,6H20,  separates  out.  It 
is  evident  from  this  fact  that  these  salts  lose  hydrogen  sulphide  very 
easily.  This  last  compound  may  be  regarded  as  derived  from  mono- 
thiophosphorous  acid,  P202S,^H20,  whilst  the  others  are  derived  from 
dithiophosphorous  acid  P20S2,wH20.  C.  H.  B. 

Maximum  Solubility  of  Sodium  Sulphate.  By  E.  Pauchon 
( Compt .  rend.,  97,  1555 — 1556). — The  heat  of  solution  of  a  salt  in 
water  can  be  calculated  by  means  of  an  equation  given  by  Kirchoff, 
and  in  this  way  it  can  be  shown  that  the  heat  of  solution  of  sodium 
sulphate  is  at  first  negative,  but  changes  its  sign  above  33°.  It 
follows  therefore  that  the  crystallisation  of  the  salt  below  33°  ought 
to  develop  heat,  and  heat  should  be  absorbed  at  higher  temperatures  ; 
and  this  supposition  agrees  with  the  facts.  It  is  well  known  that  the 
salt  is  hydrated  if  crystallised  below  33°,  but  anhydrous  if  crystallised 
at  a  higher  temperature.  Berthelot  has  shown  that  in  the  latter  case 
the  heat  of  solution  is  negative  at  low  temperatures,  and  the  author 
finds  that  it  is  still  negative  at  50°.  C.  H.  B. 

Action  of  Bromine  and  Iodine  on  Silver  Chloride,  Bromide, 
and  Iodide.  By  P.  Julius  (Zeitschr.  Anal.  Ghem.,  22,  523 — 525). — 
On  passing  a  current  of  air  saturated  with  bromine- vapour  over  silver 
iodide  contained  in  a  porcelain  boat  and  heated  to  fusion  in  a  piece  of 
combustion  tubing,  the  whole  of  the  iodide  is  converted  into  silver 
bromide  in  10  minutes.  On  substituting  silver  chloride  for  the  iodide, 
the  whole  of  the  chloride  is  converted  into  silver  bromide  in  1 — 2  hours’ 
time.  If  a  current  of  air  saturated  with  iodine- vapour  is  passed  over 
fused  silver  chloride  or  bromide,  these  are  wholly  converted  into  silver 
iodide,  the  change  requiring  6 — 10  hours  with  the  former  and  3 — 4 
hours  with  the  latter.  P.  P.  F. 

Decomposition  of  the  Acid  Phosphates  of  the  Alkaline 
Earths  in  Presence  of  Water.  By  A.  Jolt  ( Cowpt .  rend.,  97, 
1480 — 1483). — When  a  dilute  solution  of  phosphoric  acid  is  mixed 
with  an  equivalent  quantity  of  a  solution  of  calcium  or  barium 
hydroxide,  so  that  the  liquid  contains  equal  equivalents  of  acid  and 
base,  the  solution  is  acid  to  litmus  but  neutral  to  “  helianthine.” 
Solutions  as  dilute  as  those  furnished  by  lime-water  and  baryta- 
water  remain  neutral  when  saturation  is  complete,  but  if  the  sides  of 
the  vessel  are  rubbed  with  a  glass  rod,  or  if  the  liquid  is  heated  to 
about  80°  hydrated  dicalcium  phosphate  is  precipitated  and  phosphoric 
acid  is  liberated,  the  liquid  becoming  acid  to  helianthine.  In  presence 
of  water,  the  monobasic  phosphate  first  formed  is  partially  decomposed 
by  mechanical  disturbance  or  by  elevation  of  temperature  into  dibasic 
phosphate  and  free  phosphoric  acid,  whilst  the  remainder  of  the 
monobasic  phosphate  remains  in  solution.  Similar  decomposition  is 
produced  if  a  fragment  of  dibasic  phosphate  is  dropped  into  the 
original  solution.  The  proportion  of  dibasic  phosphate  precipitated 
depends  on  the  dilution  of  the  solution,  and  increases  with  the  con- 


INORGANIC  CHEMISTRY. 


557 


centration  until,  when  the  latter  passes  a  certain  point,  a  neutral 
liquid  cannot  be  obtained  because  the  dibasic  phosphate  is  at  once 
precipitated. 

When  pure  calcium  carbonate  is  dissolved  in  an  excess  of  phosphoric 
acid  and  the  liquid  evaporated  in  a  vacuum,  the  monobasic  phosphate 
is  obtained  in  transparent  rhombo’idal  lamellae  which  have  the  com¬ 
position  CaH4P208  +  H20,  and  do  not  alter  on  exposure  to  air  :  in 
contact  with  water  at  the  ordinary  temperature  these  crystals  decom¬ 
pose  and  yield  a  crystalline  precipitate  of  the  composition  ChHPO*  + 
2ILO.  When  the  same  weight  of  water  is  allowed  to  act  for  some 
time  on  increasing  quantities  of  the  monobasic  phosphate,  the  amount 
of  phosphoric  acid  liberated  continually  increases,  and  the  ratio,  R, 
between  the  total  phosphoric  acid  and  that  remaining  in  combination 
when  decomposition  has  ceased  varies  from  1  to  1*5.  Bejmnd  the 
latter  limit,  any  further  quantity  of  the  monobasic  phosphate  dissolves 
in  the  acid  liquid  without  decomposition,  and  the  ratio  diminishes 
slightly.  On  the  other  hand,  if  one  of  the  more  concentrated  solu¬ 
tions  containing  precipitated  bibasic  phosphate  is  diluted  with  water, 
the  precipitate  partly  redissolves  and  It  diminishes,  and  in  very  dilute 
solutions  tends  to  unity.  A  solution  containing  a  given  percentage  of 
phosphoric  acid  can  dissolve  a  certain  maximum  weight  of  the  mono¬ 
basic  phosphate  without  decomposition,  but  if  this  limit  is  exceeded 
decomposition  takes  place  and  dibasic  phosphate  is  precipitated.  If 
a  dilute  solution  of  this  kind  is  concentrated  by  evaporation  in  a 
vacuum,  the  ratio  R  increases,  dibasic  phosphate  is  precipitated, 
and  by  slow  evaporation  can  be  obtained  in  beautiful  crystals. 
When  R  reaches  its  maximum  value,  1*5,  the  monobasic  phosphate  is 
in  turn  deposited  and  the  proportion  of  free  acid  in  the  liquid 
increases. 


If  a  small  quantity  of  any  substance  capable  of  combining  with 
phosphoric  acid  to  form  a  soluble  or  insoluble  compound  (e.gr.,  soda, 
potash,  alkaline  acetates,  ferric  oxide,  &c.)  is  added  to  one  of  the 
acid  solutions  obtained  by  the  decomposition  of  monocalcium  phos¬ 
phate  in  presence  of  water,  equilibrium  is  destroyed  and  dibasic 
calcium  phosphate  is  precipitated. 

It  is  evident  from  these  facts  that  the  decomposition  of  monobasic 
calcium  phosphate  by  water  is  not  analogous  to  the  decomposition  of 
antimony  and  bismuth  compounds  by  the  same  liquid. 

C.  H.  B. 


Cerite  and  the  Extraction  of  Cerium,  Lanthanum,  and  Didy- 
mium  therefrom.  By  A.  Arche  (Monatsh.  Ghem .,  4,  913 — 925). — 
Two  samples  from  Trommsdorff  were  analysed.  The  analyses  add  up 
to  10 4  26  and  103*29  ;  this  is  due  to  the  method  employed  for  the 
decomposition  of  the  mineral,  viz.,  fusion  with  sodium  and  potassium 
carbonate:  the  silica  so  obtained  when  treated  with  hydrofluoric  acid 
left  a  residue  containing  cerium,  lanthanum,  and  didymium.  If  the 
mineral  be  decomposed  by  sulphuric  acid,  then  the  silica  obtained  is 
pure. 

After  allowing  for  the  small  quantities  of  copper,  bismuth,  molyb¬ 
denum,  and  sulphur,  as  also  carbonic  anhydride  and  the  corresponding 
amount  of  lime,  the  author  expresses  the  composition  by  the  formula 
VOL.  xlvi.  2  p 
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(Ce,La,Di)6Si50ig.2H20.  After  discussing  the  several  methods  pro¬ 
posed  to  decompose  cerite,  the  following  is  mentioned  as  giving  the 
best  results.  The  substance  is  obtained  as  an  impalpable  powder  by 
grinding  and  washing.  The  dried  cerite  powder  is  well  stirred  into 
half  its  weight  of  strong  sulphuric  acid,  the  mass  thickens,  heats,  and 
gives  off  fumes  of  sulphuric  acid.  After  cooling  it  is  easily  crushed, 
and  is  then  added  with  constant  stirring  to  12  or  20  times  its  weight 
of  ice-cold  water.  The  solution  obtained  is  worked  up  according  to 
Bunsen’s  method;  the  residue,  which  may  contain  undecomposed 
mineral  as  well  as  silica,  may  be  again  treated  with  sulphuric  acid. 

H.  B. 

Preparation  of  Bismuth  Free  from  Arsenic.  Atomic 
Weight  of  Bismuth.  By  J.  Lowe  ( Zeitschr .  Anal .  Chew.,  22,  498 — 
505). — The  author  has  already  pointed  out  (Abstr.,  1272,  329)  that 
bismuth  hydroxide,  precipitated  from  a  nitric  acid  solution  by  means 
of  caustic  potash  or  soda,  dissolves  in  an  excess  of  these  reagents  in 
the  presence  of  glycerol.  From  this  solution  the  whole  of  the  bis¬ 
muth  is  precipitated  in  a  finely  divided  metallic  state  on  adding  a 
sufficient  quantity  of  grape-sugar  and  boiling.  Iron  and  nickel  if 
present  do  not  dissolve  in  the  alkaline  glycerol,  whilst  arsenic  does. 
The  sugar  should  be  added  in  the  cold,  so  that  any  silver  or  copper 
may  be  precipitated  as  metal  or  suboxide  respectively,  and  filtered  off, 
whilst  the  bismuth  is  not  separated  until  the  solution  is  boiled.  In 
this  manner  bismuth  may  be  obtained  perfectly  free  from  arsenic. 
The  author  has  determined  the  atomic  weight  of  bismuth  by  taking 
a  known  weight  of  the  metal  so  prepared,  dissolving  it  in  nitric  acid, 
converting  the  nitrate  into  oxide  by  ignition,  and  then  weighing. 
Taking  the  atomic  weight  of  oxygen  to  be  15*96,  the  author  finds  that 
of  bismuth  to  be  207*330,  whilst  if  oxygen  =  16,  it  is  207*845.  The 
previous  determinations  of  the  atomic  weight  of  bismuth  have 


Vippvi  . - 

Dumas  .  210*27 

Schneider .  207*995 

Lothar  Meyer  and  Seubert .  206*9 — 208*2 

P.  F.  F. 


Pure  Chromic  Sulphate.  By  H.  Baubigny  ( Com.pt .  rend.,  98, 
100 — 103). — An  aqueous  solution  of  carefully  purified  potassium 
dichromate  is  saturated  with  hydrogen  sulphide,  and  then  heated  to 
boiling.  The  chromium  is  completely  precipitated  as  hydroxide,  and 
the  solution  contains  potassium  sulphate,  thiosulphate,  and  poly¬ 
sulphide,  to  the  latter  of  which  it  owes  its  yellow  colour.  The  pre¬ 
cipitate  is  carefully  washed  first  with  cold  and  afterwards  with  hot 
water,  and  then  consists  of  chromic  hydroxide  free  from  alkalis,  and 
containing  only  traces  of  oxysulphur  compounds,  which  have  no 
injurious  effect.  It  is  dissolved  in  the  least  possible  quantity  of 
nitric  acid,  and  the  solution  heated  in  order  to  form  the  violet  salt. 
A  slight  excess  of  dilute  sulphuric  acid  is  added,  and  the  violet 
chromium  sulphate  is  precipitated  by  alcohol,  in  which  the  green 
variety  is  soluble.  The  precipitated  salt  is  rapidly  filtered  off,  re¬ 
dissolved  in  dilute  sulphuric  acid,  again  precipitated,  and  finally 
purified  by  repeated  solution  in  water  and  precipitation  by  alcohol. 
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Another  method  consists  in  carefully  reducing  chromic  mono- 
chlorhydrin  with  alcohol  in  such  a  way  as  to  avoid  elevation  of  tern- 
perature,  then  add  the  requisite  quantity  of  dilute  sulphuric  acid, 
precipitate  by  alcohol,  and  purify  as  above.  These  are  the  only 
methods  which  yield  the  perfectly  pure  sulphate,  since  this  salt 
obstinately  retains  traces  of  free  acid  even  in  a  vacuum  at  440°. 

The  chromic  oxide  is  tested  for  alkali  by  heating  it  at  a  high  tem¬ 
perature  in  a  muffle,  treating  the  ignited  substance  with  dilute  nitric 
acid,  and  testing  the  solution  for  chromic  acid  by  adding  a  few  drops 
of  silver  nitrate  solution  and  evaporating  to  dryness,  when  red  silver 
chromate  is  left. 

Dichromates,  when  heated  to  redness,  lose  chromic  anhydride, 
which  decomposes  into  oxygen  and  chromic  oxide,  the  latter  being 
deposited  on  the  sides  of  the  muffle  in  crystalline  lamellae. 

C.  H.  B. 

Borotungstates.  By  D.  Klein  {Bull.  Soc.  Chim.,  39,  581 — 589). 
— A  continuation  of  the  author’s  researches  (Abstr.,  1881,  23,  24,  224, 
879,  880  ;  1882,  17  ;  1883,  23,  786). —  On  boiling  a  saturated  solution 
of  sodium  paratungstate  with  three-quarters  of  its  weight  of  boracic 
acid,  and  precipitating  the  crude  product  of  the  reaction  with  barium 
chloride,  a  barium  salt  of  composition  10WO3,2BaO,B2O3  +  20H2O,  is 
obtained.  It  crystallises  in  orthorhombic  prisms.  V.  H.  V. 

Reduction  of  Molybdenum  and  Tungsten  Compounds. 

By  O.  v.  D.  Pfordten  ( Annalen ,  222,  137 — 165). — The  experimental 
part  of  this  paper  has  already  been  given  (Abstr.,  1883,  122  and 
785).  The  author  tabulates  the  colours  of  the  oxides  of  the  chromium 
group  in  acid  solution  as  follows  : — 


Cr  =  52. 

Mo  96. 

W  184. 

U  240. 

I. 

CrO,  blue 

_ 

_ 

II. 

Cr304)*  black 

f  reddish- 

1 

— 

III. 

— 

Mo507  «  brown ; 

— 

(  dil.  yellow 

I 

f  reddish- 

Mo-A  j  red  or 

IV. 

Cr203  <  violet  or 

l  - 

U2O3,  dark -red 

L  green 

l  green 

J 

Y. 

Cr02,  brownish- 
red 

f  brownish- 
Mo02  s  red  ;  dil. 

(_  yellow 

}W0*  {rWn' 

U02,  green 

VI. 

— . 

Mo308,  blue 

W308,  blue 

IhiGg,*  greenish- 

black 

YII. 

Cr03,  yellowish- 

Mo03,  colourless 

W03,  colourless 

U03,  yellow 

red 

! 

The  end-products  obtained  by  the  reduction  with  zinc  and  hydro¬ 
chloric  acid  (CrO,  Mo507,  W02,  U203),  and  also  by  the  chlorination 
(Cr2CJ6,  Mo^Clio,  WC16,  U2Clio),  do  not  quite  follow  the  order  of  the 

*  Not  known  in  acid  solution. 


2  p  2 
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atomic  weights  of  this  group.  With  other  reducing  agents,  however, 
the  results  are  quite  regular. 


H  at  high  tem¬ 
peratures. 

HC1. 

HI  in  aqueous 
solution. 

h2s. 

Cr03. 

Metal,  easily 

Cr203  j 

Cr203 

Cr203 

Mo03. 

Metal,  easily 

Bluish-green 
oxide,  Mo03  + 
Mo02 

M00O5  (or 
Mo02I) 

Blue  oxide  be¬ 
tween  Mo03 
and  Mo02 

W03. 

Metal,  but  with 
more  difficulty 

Pale  greenish 
coloration  from 
slight  reduction 

tio3.. 

uo2 

1  *JTTT 

' 

The  author  believes  the  irregularity  in  the  former  case  to  be  dne  to 
the  varying  conditions  under  which  the  reactions  are  necessarily 
carried  out.  L.  T.  T. 


Researches  on  the  Complex  Inorganic  Acids.  By  W.  Gibbs 
(. Amor .  Ghent.  5,  06 1 — 383). — A  continuation  of  the  author’s  pre¬ 
vious  investigations  on  this  subject  (this  Jour.,  1877,  847  ;  Abstr., 
1882,  469,  702;  1884,  161). 

Hytophosphomolyb  dates. — Ammonium  htjpophospJio molybdate, 
8Mo03,2H3P02,2(NH4)2d  +  2H20, 

is  precipitated  on  adding  hydrochloric  acid  to  mixed  solutions  of  14 :  6 
acid  ammonium  molybdate  and  sodium  hvpophosphite.  It  forms 
colourless  prismatic  crystals,  readily  soluble  in  hot  water,  the  solution 
being  first  pale  blue,  but  soon  deepening  in  colour;  it  dissolves  in  cold 
water  to  a  colourless,  strongly  acid  solution,  which  gives  the  fol¬ 
lowing  reactions: — With  thallious  nitrate,  a  white  flocculent  preci¬ 
pitate  ;  with  mercurous  nitrate,  a  canary-yellow  precipitate ;  with 
argentic  nitrate,  a  nearly  white  precipitate,  which  speedily  blackens. 
The  following  salts  give  precipitates  only  after  addition  of  ammonia  : 
barium,  strontium,  and  calcium  chlorides,  colourless  flocculent  pre¬ 
cipitates,  becoming  granulo-crystalline  after  a  time ;  manganese  sul¬ 
phate,  a  white  flocculent  precipitate  ;  cupric  sulphate,  a  green  flocculent 
precipitate.  On  heating  the  ammonium  salt,  it  blackens,  fumes 
slightly,  and  melts  to  a  dark  blue  mass,  which  gives  off  a  little 
molybdenum  teroxide  when  heated  to  redness. 

Hypophosphotcjngstates. — The  Potassium  salt ,  18W03,6H3P02,4K20 
4-  7H20,  is  prepared  by  mixing  a  strong  solution  of  hypophosphorous 
acid  with  12:5  acid  sodium  molybdate  solution,  dissolving  the  re¬ 
sulting  gelatinous  mass  in  hot  water,  and  adding  potassium  bromide, 
when  a  white  crystalline  precipitate  forms.  On  recrystallisation,  the 
salt  is  obtained  in  small  colourless  granular  crystals,  soluble  in  hot 
water  to  a  somewhat  turbid  acid  liquid.  The  solution  gives  no  pre¬ 
cipitate  with  copper  salts,  even  on  boiling ;  a  precipitate  of  silver  on 
boiling  with  silver  nitrate;  a  white  fhcculent  precipitate  with  mer¬ 
curous  salts ;  and  a  white  precipitate  of  indistinct  feathery  crystals 
with  barium  salts. 
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Phosphoroso-molybdates. — -Ammonium  salt , 

24Mo08,4H3POS)4(NH4)aO  +  17H20, 

is  obtained  by  the  action  of  phosphorus  acid  on  14:6  acid  ammonium 
mobybdate  as  a  pale  yellow  indistinctly  crystalline  precipitate,  inso¬ 
luble  in  cold  water,  very  slightly  soluble  in  hot  water,  readily  soluble 
in  alkalis.  It  decomposes  readily  when  heated,  fusing  at  a  low  red 
heat  with  evolution  of  fumes  of  molybdic  teroxide.  The  following 
reactions  are  obtained  by  boiling  the  salt  with  solutions  of  metallic 
salts : — Barium  chloride  forms  a  fine-grained  crystalline  salt ;  silver 
nitrate,  a  nearly  colourless  fiocculent  substance,  which  soon  darkens, 
and  finally  assumes  a  dull  violet  colour;  mercurous  nitrate,  a  pale 
yellow  fiocculent  salt ;  cupric  sulphate  dissolves  the  salt  to  a  clear 
blue  liquid. 

Vanadio-molybdates. — Analytical  methods.  The  separation  and 
estimation  of  vanadium  and  molybdenum  present  some  difficulties, 
but  may  be  effected  by  the  two  following  methods  : — 1.  Any  vanadium 
present  as  dioxide  is  to  be  oxidised  to  vanadic  acid  by  heating  it  with 
nitric  acid,  the  solution  nearly  neutralised  by  means  of  an  alkali  car¬ 
bonate,  and  vanadic  and  molybdic  acids  precipitated  together  by 
means  of  mercurous  nitrate  and  mercuric  oxide ;  the  precipitate  is 
then  carefully  ignited,  and  finally  heated  to  redness  with  a  weighed 
quantity  of  normal  sodium  tungstale,  the  increase  in  weight  on 
which  gives  the  sum  of  the  weights  of  the  molybdic  and  vanadic 
oxides ;  the  weight  of  the  vanadium  oxide  alone  being  determined  in 
another  portion  of  the  precipitate  by  heating  it  in  a  current  of  air  when 
all  the  molybdic  oxide  is  volatilised.  Another  method  is  founded  on 
the  precipitation  of  the  vanadium  as  ammonic  metavanadate,  the 
vanadium  in  the  precipitate  being  determined  volumetrically.  The 
author  mentions  incidentally  that  very  good  determinations  of  the 
vanadium  in  alkaline  vanadates  may  be  effected  by  precipitation  with 
mercurous  nitrate  and  mercuric  oxide,  ignitiou  of  the  precipitate, 
solution  in  hydrochloric  acid,  and  titration  of  the  vanadic  pentoxide 
with  standard  solution  of  ferrous  ammonium  sulphate,  the  end-point 
being  determined  by  means  of  potassium  ferrieyanide. 

6  :  1  Series. — The  ammonium  salt,  6Mo03,V205,2(]!^H4)20  -f-  5H20, 
prepared  by  dissolving  molybdic  teroxide  in  solution  of  ammonium 
metavanadate,  crystallises  in  lemon-yellow  octohedrons,  and  is  soluble 
in  a  large  quantity  of  cold  water.  It  gives  a  fiocculent  yelithv  preci¬ 
pitate  with  silver  nitrate;  a  bright  yellow  precipitate  with  mercurous 
nitrate;  a  pale  yellow  fiocculent  precipitate  with  thallious  nitrate; 
and  with  barium  chloride,  on  standing,  a  deposit  of  well-defined 
octohedral  crystals. 

8:1  Series . — The  barium  salt,  16Mo03,2V205,5BaO  +  28H20,  is 
prepared  by  adding  vanadic  pentoxide  in  small  quantities  at  a  time  to 
a  boiling  solution  of  acid  ammonium  molybdate,  allowing  to  cool 
somewhat,  and  adding  barium  chloride,  when  an  abundance  of  beau¬ 
tiful,  well-defined,  yellow  octohedrons  separate. 

18  : 1  Series. — The  ammonium  salt,  18Mo03,V205,8(NH4)20  +  15H20, 
is  obtained  in  pale  green  tabular  crystals  by  dissolving  molybdic 
teroxide  in  a  boiling  solution  of  ammonium  metavauadate,  and  allow- 
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ing  it  to  crystallise.  The  crystals  are  decomposed  if  boiled  with 
water. 

Vanadio-tungstates.  —  The  vanadium  and  tungsten  in  these  com¬ 
pounds  can  be  estimated  by  methods  founded,  either  on  decomposition 
by  boiling  with  alkalis  and  precipitation  of  the  vanadium  as  ammo¬ 
nium  metavandate,  or  on  the  evolution  of  chlorine  by  the  action  of 
strong  hydrochloric  acid  on  vanadic  pentoxide. 

5  :  1  Series. — The  ammonium  salt,  5Wo03,V205,4(NH4)20  +  13H20, 
crystallises  indistinctly  in  orange-yellow  crusts ;  it  is  obtained  by 
boiling  12:  5  ammonium  tungstate  with  solution  of  ammonium  meta- 
vanadate. 

When  the  oxides  obtained  by  igniting  a  mixture  of  ammonium 
metavanadate  with  12:5  sodium  tungstate  are  boiled  with  water,  a 
greenish-yellow  solution  is  obtained,  which  takes  an  orange  colour  on 
being  boiled  with  nitric  acid,  and  on  standing  deposits  a  sulphur- 
yellow  crystalline  substance  of  the  formula  10WO3,V2O5  +  22H20. 
The  mother-liquor,  from  which  the  preceding  acid  had  separated, 
gave  on  evaporation  beautiful  crystalline  needles  of  an  acid  having 
the  formula  18W03,V206,36H20.  A.  J.  Gr. 

Manganese  Chloro-silicate.  By  A.  G-orgeu  ( Compt .  rend.,  98, 
107 — 110). — When  a  mixture  of  20  grams  pure  manganous  chloride 
and  1  gram  precipitated  silica  is  heated  at  a  cherry-red  heat  for  about 
45  minutes  in  a  current  of  moist  hydrogen,  a  regulus  is  obtained  con¬ 
sisting  of  rhodonite,  tephroite,  and  a  chloro- silicate.  The  latter  is 
decomposed  by  water,  but  is  only  very  slowly  acted  on  by  alcohol, 
and  the  excess  of  manganous  chloride  can  be  removed  by  means  of 
this  latter  liquid.  The  residue  is  a  mixture  of  the  hire  Tractive  sili¬ 
cates  with  large  lamellae,  which  have  brilliant  faces,  and  do  not  act  on 
polarised  light.  By  careful  treatment  with  a  1 — 2  per  cent,  solution 
of  pure  nitric  acid  mixed  with  a  few  drops  of  sulphurous  acid,  the 
chloro-silicate  can  be  dissolved  out  without  sensibly  affecting  the 
simple  silicates.  The  chloro-silicate  has  the  composition  Si02,2Mn0 
4-  MnCl2,  and  forms  anhydrous  crystals,  which  in  all  probability 
belong  to  the  cubic  system,  but  the  exact  form  of  which  could  not  be 
determined.  They  do  not  alter  when  exposed  to  dry  air,  but  they 
rapidly  absorb  moisture  from  a  damp  atmosphere  and  turn  brown. 
When  gently  heated,  the  chloro-silicate  loses  its  chlorine  in  the  form 
of  hydrochloric  acid,  and  the  manganese  is  mainly  converted  into 
peroxide.  Wafer  free  from  air  causes  the  separation  of  a  neutral 
hydrated  silicate,  but  in  presence  of  air  silica  is  liberated,  and  the 
manganese  is  converted  into  peroxide.  The  chloro-silicate  is  also 
decomposed  by  saturated  solutions  of  carbonic  acid  and  hydrogen 
sulphide,  and  by  a  solution  of  sodium  hydrogen  carbonate.  The 
general  action  of  acid  and  oxidising  reagents  is  similar  to  that  which 
they  exert  on  the  normal  silicate,  but  is  more  energetic.  This  chloro- 
silicate  can  also  be  obtained  by  fusing  the  normal  silicate  with  an 
excess  of  the  chloride  in  a  current  of  dry  hydrogen. 

When  manganous  bromide  is  fused  with  silica  in  a  similar  manner, 
it  yields  crystalline  lamellee  of  similar  appearance  and  properties. 
Manganous  iodide  under  the  same  conditions  yields  the  simple  sili- 
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cates,  and  only  forms  the  iodosilicate  in  very  small  quantity.  The 
latter  can,  however,  be  obtained  by  fusing  artificial  tephroite  in  a 
mixture  of  manganous  and  potassium  iodides.  C.  H.  B. 
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Occurrence  of  Diamonds  in  a  Pegmatite  in  Hindustan. 

By  Chaper  ( Corrvpt .  rend .,  98,  113 — 115). — Not  far  from  Bellary  iii 
the  Nizam,  diamonds  occur  in  situ ,  associated  with  amorphous  corun¬ 
dum,  in  a  pegmatite  which  also  contains  epidote.  The  diamonds  are 
crystallised  in  octohedra  with  brilliant  faces,  but  the  forms  of  the 
crystals  are  not  so  distinct  as  in  the  case  of  the  South  African 
diamonds.  The  pegmatite  undergoes  disintegration  and  denudation 
at  its  outcrop,  and  the  heavy  rains  wash  the  debris  down  to  lower 
levels,  leaving  fresh  surfaces  of  the  rock  exposed.  This  explains  the 
fact  that  from  time  immemorial  the  Hindus  in  this  district  have 
found  diamonds  on  the  surface  of  the  soil  after  the  rainy  season.  It 
seems  probable  that  this  rock  has  furnished  the  diamonds  found  in 
the  various  alluvial  deposits  in  Hindustan,  for  it  is  stated  that  all 
these  deposits  contain  “granite,”  although  the  particular  granitoid 
rock  is  not  specified.  The  irregular  distribution  and  not  very  frequent 
occurrence  of  the  pegmatite  will  explain  the  facts  that  the  diamonds 
are  generally  very  rare,  and  that  different  deposits  vary  considerably 
in  their  richness.  Since  the  diamond  has  been  formed  in  a  rock  so 
old  as  pegmatite,  it  may  occur  in  the  various  deposits  such  as  grits, 
quartzites,  Ac.,  which  have  been  formed  by  the  denudation  of  peg¬ 
matite,  and  its  occurrence  in  sedimentary  rocks  associated  with 
crystallised  quartz,  &c.,  does  not  necessarily  prove  that  it  has  been 
developed  in  a  sedimentary  paste,  or  has  been  formed  in  the  same 
manner  as  minerals  in  veins.  It  would  seem  that  the  diamond  has 
been  formed  by  different  methods,  for  it  is  not  probable  that  the 
diamonds  in  pegmatite  and  those  in  the  aqueous  magnesian  breccia  of 
South  Africa  have  been  formed  in  the  same  way.  C.  H.  B. 

Amalgam  from  the  Friedriehssegen  Mine  near  Oberlahn- 
stein.  By  F.  Sandberger  ( Jahrb .  f.  Min .,  1884,  1,  Mem.,  191 — 
192). — Amalgam  having  been  found  to  exist  at  the  Friedriehssegen 
Mi  ne,  it  occurred  to  the  author  to  test  the  specimens  of  the  so-called 
native  silver  for  mercury.  The  two  specimens  examined  Avere  pur¬ 
chased  from  Stiirtz  in  Bonn,  and  were  described  as  native  silver  and 
native  copper  respectively.  Both  were  situated  on  white  lead  ore. 
In  both  cases,  the  mercury  reaction  was  very  distinct.  B.  H.  B. 

Native  Lead  and  Minium  in  Idaho.  By  W.  P.  Blake  (Jahrb. 
f.  Min .,  1884,  1,  Ref.,  198,  and  Amer.  J.  Sci .,  25,  161). — At  the  Jay 
Gould  Mine,  Alturas  Co.,  Idaho,  metallic  lead  occurs  enclosed  in 
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galena.  The  metal  forms  rounded  masses  from  -§■  to  ^  in.  in  diameter, 
or  in  reniform.  bunches.  The  metal  is  surrounded  by  a  crust  of 
minium.  B.  H.  B. 

Minerals  from  Brazil.  By  A.  Kenngott  (Jahrh.  f.  Min 1884,  1, 
Mem.,  187 — 191). — This  paper  contains  a  crystallographical  description 
of  specimen  s  of  encla  se,  topaz,  diamond  and  pyrrhotine,  from  the  province 
of  Minas  Geraes,  recently  presented  by  G.  Heusser  and  G.  Claraz  to 
the  mineral  collection  of  the  Zurich  Polytechnicum.  B.  H.  B. 

Sagvandite.  By  H.  Rosenp.usch  (Jahrh.  f.  Min.,  1884,  1,  Mem., 
195 — 198). — The  rock  named  Sagvandite  by  Pettersen  occurs  inter- 
stratified  in  the  deeper  beds  of  slate  of  the  Balsfjord  group  between 
the  lakes  Sagvand  and  Tagvand.  The  rock  consists,  for  the  most 
part,  of  an  irregular  granular  mixture  of  a  colourless  transparent 
mineral  of  the  pyroxene  group  and  a  rhombohedral  carbonate.  The 
microscopic  and  chemical  examination  of  the  rhombic  pyroxene  prove 
it  to  be  bronzite,  and  the  carbonate  is  found  on  analysis  to  have  the 
composition  indicated  by  the  formula  9MgC03  -f  FeC03.  Small  grains 
and  octohedral  crystals  of  chrome-picocite,  sp.  gr.  4' 843,  also  take 
part  in  the  composition.  Pyrites  is  met  with  occasionally.  A  colour¬ 
less  mica  occurs  more  frequently,  and  with  a  certain  amount  of  regu¬ 
larity.  Lastly,  around  the  spinelle-mineral,  a  colourless  substance 
occurs  but  sparingly,  and  never  independently.  The  indices  of  re¬ 
fraction  of  this  substance  are  about  the  same  as  those  of  zircon  or 
sphene.  B.  H.  B. 

Artificial  Reproduction  of  certain  Silicates  and  Titanates. 

By  L.  Bourgeois  (Jahrh.  f.  Min.,  1884,  1,  Ref.,  196 — 198). —  Wollaston - 
ite. — Equivalent  amounts  of  CaO  and  Si02  were  fused  together  and 
cooled.  The  experiment  lasted  two  days.  The  crystals  obtained  were 
long  prisms,  frequently  twins,  with  positive  double  refraction.  Sp.  gr. 
=  2 '7.  The  product  thus  differed  from  the  natural  wollastonite.  The 
author  is  of  opinion  that  calcium  silicate  is  dimorphous,  and  that  a 
product  exactly  similar  to  the  natural  wollastonite  has  never  yet  been 
obtained  artificially. 

Meionite . — A  mixture  having  the  composition  Ca5Na2Al8Si9036,  was 
fused.  The  microliths  observed  on  cooling  were  uniaxial  with  posi¬ 
tive  double  refraction,  and,  hence,  do  not  exactly  correspond  with  the 
natural  meionite.  By  fusing  a  mixture,  Ca6Al8Si9036,  the  author 
obtained  anorthite  and  glass. 

Gehlenite  was  obtained  in  tetragonal  crystals  by  fusing  a  mixture, 
Ca3Al2Si2Oio.  The  author  also  obtained  distinct  crystals  of  gehlenite 
from  mixtures  in  which  the  lime  was  partially  replaced  by  MgO  and 
the  A1203  by  Fe203. 

Melilite. — A  mixture  of  12  parts  of  lime  to  1  of  A1203  and  Fe203, 
and  9  of  Si02,  after  fusing  and  cooling,  gave  sections  which  were 
recognised  as  biaxial. 

Another  experiment,  in  which  2  parts  CaO  were  replaced  by  MgO, 
was  more  successful,  tetragonal  sections  being  obtained  which 
optically  corresponded  to  melilite.  The  same  mineral  was  obtained 
by  fusing  a  mixture,  lOCaO,  2MgO,  |A1203,  ^Fe203,  9Si02. 
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Very  perfect  crystals  were  obtained  from  a  mixture: 

CuqIVL^vN  U2  AI4S19O36. 

When  the  soda  was  replaced  by  potash,  melilite  was  also  obtained. 

Garnet. — Various  mixtures  corresponding  with  garnet  in  composi¬ 
tion  were  fused,  but  only  in  one  case  with  success;  the  mixture, 
Mn3Al2Si30i2,  giving  hausmannite  and,  probably,  spessartine. 

Dichroite.—  A  mixture,  Mg0,Al20;j,f  Si02,  gave  a  mass  of  microliths, 
the  optical  properties  of  which  corresponded  with  those  of  dichroite. 

Rhodonite  was  obtained  by  fusing  together  Mn02  and  Si02.  By 
fusing  together  3  parts  Mn02  and  2  parts  Si02,  the  author  obtained  a 
mixture  of  tephroite,  hausmannite,  and  rhodonite. 

Sphene  and  Perowskite . — A  mixture  of  lime,  silica,  and  Ti02,  corre¬ 
sponding  with  sphene  in  composition,  was  fused,  but  without  any 
satisfactory  results.  When  the  elements  of  melilite  were  fused  with 
those  of  perowskite,  crystals  of  the  two  minerals  were  obtained.  The 
two  minerals  were  also  obtained  when  melilite  was  fused  with  sphene. 
When  the  elements  of  sphene  were  fused  with  those  of  perowskite, 
crystals  of  perowskite  were  obtained  together  with  calcium  silicate 
and  a  glassy  mass.  B.  H.  B. 

Synthetical  Mineralogical  Studies.  By  C.  Doelter  and  E. 
Hijssak  ( Jahrh .  f.  Min.,  1884,  1,  Mem.,  158 — 177). — I.  Garnet. — The 
authors  have  already  shown  (Abstr.,  1884,  401)  that  garnet,  when 
fused  in  rocks,  gives  spinelle,  glass  and  augite.  The  success  of  this 
experiment  induced  them  to  study  the  products  obtained  when  the 
various  varieties  of  garnet  are  fused  alone.  The  first  experiments 
soon  showed  that  from  fused  garnet,  garnet  is  not  again  formed.  The 
varieties  fused  were  :  melanite,  pyrope,  almandine,  and  grossular.  An 
experiment  lasted  12 — 14  hours.  All  the  garnets,  when  fused,  were 
decomposed  into  other  minerals  :  meionite  and  melilite,  anorthite, 
lime-olivine,  lime-nepheline,  iron-glance,  and  spinelle;  the  latter  ap¬ 
pearing  when  glass  occurs.  1.  Melanite  from  Frascati  was  decom¬ 
posed  into  a  meionite  mineral  with  positive  double  refraction,  and 
anorthite,  together  with  a  biaxial  mineral,  probably  lime-iron-olivine. 
2.  Grossular  from  Rezbanya  gave  a  mineral  of  the  meionite  group 
chemically  resembling  melilite,  with  positive  double  refraction, 
together  with  lime-olivine,  and  very  rarely  anorthite.  3.  Grossular 
from  Wilui  gave  meionite,  some  anorthite,  iron-glance  (?),  and  a 
melilite-like  mineral.  4.  Pyrope  from  Krimlitz  gave  anorthite, 
melilite,  and  pleonast.  5.  Almandine  from  Zillerthal  and  the  garnet 
from  the  granite  of  Aschaffenburg  gave  lime-nepheline,  melilite, 
pleonast,  and  some  glass.  6.  The  brown  garnet  from  Franklin  gave 
anorthite,  lime-iron-olivine,  and  some  iron  glance.  7.  The  authors 
repeated  Fouque’s  experiment  of  fusing  nepheline  and  augite  ;  but  no 
melanite  was  obtained. 

The  decomposition  of  garnet  into  meionite  and  melilite  may  be 
expressed  as  follows  : — 

6(R''3R'''2Si3012)  =  Ca6Al8Si90,6  +  R/,12R,"4Si90J6. 

Garnet.  Meionite.  Melilite. 


566 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


The  decomposition  into  anorthite  and  lime-olivine  : — 

Ca3Al2Si30i2  -=  CaAl2Si208  -f-  Ga^SiOi. 

Garnet.  i  Anorthite.  Lime-olivine. 

II.  Vesuvian. — The  fusion-products  of  vesuvian  are  the  same  as 
those  of  garnet,  namely  :  meionite,  melilite,  anorthite  and,  perhaps, 
lime-olivine.  Vesuvian  from  the  Bympfischwang  gave  meionite,  meli- 
lite,  some  anorthite  and  hausmanuite.  The  green  vesuvian  from  Ala 
Avas  reproduced ;  a  meionite-like  mineral  and  melilite  were  also  ob¬ 
served.  Anorthite  was  not  visible,  but  a  brown  mineral  belonging 
to  the  spinelle-group  occurred.  Similar  results  were  obtained  on 
fusing  vesuvian  from  Vesuvius.  The  manganese-holding  vesuvian 
from  Ala  gave  meionite,  anorthite,  and  a  mineral  probably  belonging 
to  the  olivine-group. 

In  these  experiments,  the  variable  character  of  the  double  refraction 
of  the  minerals  of  the  meionite-group  is  very  remarkable.  Bourgeois 
has  recently  shown  (see  preceding  Abstract)  the  positive  character  of 
the  double  refraction  of  artificial  meionite.  In  the  fusion-products  of 
garnet  and  vesuvian,  the  melilite  and  meionite  minerals  show  some¬ 
times  positive,  sometimes  negative  double  refraction ;  the  former 
being  the  more  Sequent.  The  double  refraction  of  nepheline,  arti¬ 
ficial  or  natural,  is  always  negative.  B.  H.  B. 

The  Scapolite  Group.  By  G.  Tschermack  (Monatsh.  Chem .,  4, 
851 — 888). — The  known  minerals  of  this  group  are  cry  stall  ographi- 
cally  identical,  and  are  distinguished  by  their  appearance  and  chemi¬ 
cal  composition  ;  the  numbers  and  characteristics  of  the  members  of 
this  group  are  not  definitely  determined.  The  variations  of  inter¬ 
facial  angles  are  very  small,  the  prismatic  cleavage  is  always  the 
same,  and  the  variation  of  form  is  also  inconsiderable.  The  crystals 
have  been  reported  as  showing  pyramidal  and  then  trapezohedral- 
hemihedry  ;  owing  to  the  irregularities  of  the  crystals,  it  is  impossible 
to  decide  this  by  mere  inspection  of  the  occurring  faces.  By  observ¬ 
ing,  however,  the  etching  figures  produced  by  hydrofluoric  acid,  and 
in  a  few  cases  the  natural  etching  figures  and  raised  faces  (vicinal- 
flachen)  the  pyramidal  hemihedry  is  satisfactorily  established.  The 
recognised  chemical  constituents  are  oxygen,  silicon,  aluminium, 
calcium,  and  sodium  ;  the  calcium  and  sodium  appear  to  replace  each 
other,  but  no  specimens  have  been  found  containing  only  one  or  other 
of  these  two.  Potassium  often  displaces  sodium  in  part;  magnesium 
and  iron  belong  to  foreign  impurities ;  water  is  present  in  minute  quan¬ 
tity  only ;  carbonic  anhydride  is  generally  due  to  admixed  calcite,  but 
the  author  is  of  opinion  that  a  molecular  compound  of  a  silicate  and 
carbonate  is  occasionally  present.  Chlorine  is  also  present,  and 
increases  with  the  percentage  of  sodium  and  sulphuric  acid,  but 
in  such  small  and  variable  quantity  as  not  to  allow  of  the  deter¬ 
mination  of  its  mode  of  occurrence.  A  table  containing  five  complete 
analyses  is  given,  as  also  one  of  six  analyses,  showing  that  as  the 
silica  rises  from  40  to  62  per  cent.,  the  alumina  falls  from  33  to  22 
per  cent.,  the  lime  from  24  to  5  per  cent.,  whilst  the  alkalis  rise  from 
2  to  10  per  cent. 
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The  chemical  resemblance  between  the  sea, polite  and  plagioclase 
minerals  has  often  been  pointed  out,  and  it  is  here  shown  that  the 
relation  between  the  silica  and  the  alumina  is-  the  same  as  in  the 
felspars,  viz.,  as  2  :  1  in  the  calcium,  and  as  6:1  in  the  sodium  com¬ 
pound.  Further,  it  is  shown  that  the  ratio  of  alumina  to  lime  plus 
soda  is  as  3  :  4,  differing  thus  from  the  ratio  in  the  felspars,  which 
is  1  :  1.  But  as  before  noticed,  chlorine  is  an  essential  constituent, 
and  its  quantity  increases  with  the  amount  of  sodium  ;  taking  those 
analyses  showing  the  most  chlorine  with  but  little  sulphuric  acid,  it  is 
seen  that  the  sodium  and  chlorine  are  to  each  other  in  the  ratio  4:1. 
Coupling  together  these  observations,  the  author  infers  that  the 
scapolite  minerals  are  composed  of  an  isomorphous  mixture  of  two 
substances,  Si6Al6Ca4025  and  Si9Al3Na4028Cl,  which  he  designates  by 
the  names  meionite  and  marialite,  the  composition  of  these  most 
nearly  corresponding  with  the  above  formulas.  Having  regard  to  the 
composition  and  isomorphism  of  anorthite  and  albite,  the  author 
writes  the  above  formulae  : — Meionite,  3(Si4Al4Ca20i6)  -f  2CaO  ;  marial¬ 
ite,  3(Si6Al2Na2016)  -f  2NaCl. 

The  scapolite  minerals  form  an  indefinite  series  of  intermediate 
products ;  they  may,  however,  be  arbitrarily  divided  into  three  groups 
containing  (1)  40*31  to  about  48  per  cent,  silica,  viz.,  meionite,  and 
among  other  opaque  varieties  wernerite  ;  (2)  48  to  56  per  cent,  (about) 
of  silica,  viz.,  mizzonite  and  scapolite,  Ac.,  as  opaque  varieties ; 
(3)  56  to  63*83  per  cent,  of  silica,  viz.,  marialite  and  riponite,  Ac., 
which  are  opaque. 

Tables  are  given  comparing  the  numbers  obtained  in  thirty  ana¬ 
lyses  with  those  calculated  from  the  above  formulae  ;  the  two  series  of 
numbers  compare  very  favourably.  The  approximate  densities  are 
calculated  to  be,  meionite  2*764,  and  marialite  2*540.  The  relation¬ 
ships  between  the  composition  of  these  two  minerals  and  plagioclase, 
epidote,  muscovite,  and  kaolin  are  pointed  out,  as  also  the  formation 
of  pseudomorphs  after  these  minerals  or  after  the  scapolite  minerals. 

H.  B. 

Decay  of  Rocks  Geologically  Considered.  By  T.  Sterry 
Hunt  ( Jcihrb.f \  Min.,  1884,  1,  Ref.,  225,  and  Amer.  J.  Sci.,  26,  190 — 
213). — Recent  geological  studies  point  to  the  antiquity  and  uni¬ 
versality  of  the  weathering  of  crystalline  rocks.  The  decay  took 
place,  to  a  great  extent,  in  pre-Cambrian  times.  The  products  have 
frequently  remained  undisturbed  either  by  being  covered  by  overlying 
strata,  or  by  being  in  positions  sheltered  from  erosion.  Although  the 
weathering  process  is  continuous,  it  has  been  very  insignificant  since 
the  glacial  period,  on  account  of  the  relatively  small  time  which  has 
since  elapsed.  This  weathering  process  has  furnished  the  material 
for  the  formation  of  the  sedimentary  rocks,  and  of  the  crystalline 
limestones,  iron-ore  beds,  Ac.  The  rounded  masses  left  during  the 
process  of  decay  constitute  the  boulders  of  the  drift,  and  the  similar 
masses  in  pre-glacial  conglomerates.  The  outlines  of  the  eroded 
regions  of  crystalline  rocks  were  also  determined  by  sub-aerial  decay. 

B.  H.  B. 

The  More  Recent  Eruptive  Rocks  of  Elba.  Bv  W.  R.  Nessig 
( Jahrb .  /.  Min.,  1884,  1,  Ref.,  232 — 233). — The  eruptive  rocks  of  the 
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central  portion  of  the  Island  of  Elba  are  quartz-porphyries,  and  may 
be  classed  as  granitic  porphyries,  porphyritic  microgranites,  and  com¬ 
pact  quartz-porphyries.  In  spite  of  their  apparently  eocene  age,  they 
have  nothing  in  common  with  the  rhyolites.  Tourmaline  occurs  only 
in  the  granitic  porphyries  and  microgranites.  Zircon  occurs  widely 
distributed  in  all  the  rocks  with  the  exception  of  the  porphyritic 
microgranites.  Twin  crystals  of  zircon  occur  but  rarely.  The  author 
is  of  opinion  that  the  porphyries  are  independent  rocks,  and  have 
nothing  to  do  with  the  Capanne  granite.  B.  H.  B. 

Hypersthene  Andesite.  By  C.  W.  Cross  ( Jahrb .  f.  Min.,  1884, 
1,  Ref.,  227 — 229). — The  author  finds  that  an  apparently  typical 
augite-andesite  from  the  Buffalo  Peaks,  Colorado,  contains  hyper¬ 
sthene  as  its  chief  pyroxenic  constituent.  The  hypersthene  was 
isolated  by  Fouque’s  method,  and  gave  on  analysis  the  following 
results  : — 


Si02.  Alo03.  FeO.  MnO.  CaO.  MgO.  Total.  Sp.  gr. 

51*157  2154  18*360  0*363  3*812  24*251  100*097  3*307 

The  interesting  results  obtained  by  the  author  from  the  investigation 
of  the  Buffalo  Peaks  rocks  induced  him  to  examine  carefully  a  series 
of  European  augite-andesites.  Be  arrived  at  the  conclusion  that  the 
greater  part  of  the  pyroxene  corresponds  optically  and  structurally  with 
the  hypersthene  of  the  Buffalo  Peaks  rocks.  B.  H.  B. 

Chemical  Composition  of  the  Phonolites  of  Hegau.  By  C. 

F.  Fohr  (Jahrb.  f.  Min.,  1884,  1,  Ref.,  233 — 235). — Analysis  I  gives 
the  composition  of  the  phonolite  of  Hohentwiel;  sp.  gr.  2*41;  54*8 
per  cent,  soluble  in  hydrochloric  acid.  II  gives  the  results  of  the 
analysis  of  the  yellow  natrolite  (sp.  gr.  2*171)  from  the  fissures  in  the 
rock.  Ill,  the  natrolite  (sp.  gr.  2*183)  from  the  phonolite  of  Hohen- 
krahen.  IV,  the  hornblende  needles  (sp.  gr.  3*414)  of  the  rock. 
V,  the  phonolites  of  Grennersbohl ;  39*19  percent,  was  soluble,  and  gave 
on  analysis  the  figures  under  VI,  the  insoluble  portion  having  the 
composition  VII.  VIII  is  an  analysis  of  the  phonolite  of  Staufen  ; 
sp.  gr.  2*452  ;  62*79  per  cent,  being  insoluble.  IX  is  an  analysis  of 
the  phonolite  of  Schwintel  ;  sp.  gr.  2*471;  51*87  per  cent,  being 
insoluble.  X  is  an  analysis  of  the  phonolite  of  Magdeberg  ;  sp.  gr. 
2*4999,  with  66*22  per  cent,  of  insoluble  constituents. 

In  the  phonolite  tuffs  of  Hegau,  the  author  found  brown,  glassy, 
rounded  nodules  resembling  volcanic  bombs;  sp.  gr.  2*221.  An 
analysis  gave  the  figures  under  XI:  — 
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I. 

II. 

III. 

IY. 

Y. 

YI. 

Si(V . 

55-01 

47-69 

47  -68 

45-07 

51  -02 

32-61 

A1203 . 

21-67 

25  65 

25'24 

8-80 

18-63 

23  -76 

Ti02 . . 

0'27 

— 

— 

— 

trace 

— 

Cu . 

0-12 

0*18 

trace 

0*71 

0*15 

■ — - 

Mn . 

0-22 

0  -056 

trace 

3  07 

0-59 

0*28 

Fe203 . . 

1-95 

1  -86 

2  24 

8-13 

3  14 

0-98 

FeO . 

1  -86 

— 

— 

22-65 

0-84 

109 

CaO . 

2*12 

0-64 

0  55 

0-81 

7-89 

15-03 

MgO . 

0-13 

— 

— 

2-98 

1  -02 

1-19 

m,o . 

9-78 

14-76 

14-35 

4-28 

413 

6-47 

x2o . 

3*54 

■ - 

— 

368 

6'08 

2-97 

Cl . 

0*08 

— 

— 

— 

0-09 

0*23 

so3 . 

0*41 

0*89 

0-71 

— 

0’29 

0*74 

p2o5 . 

0-08 

— 

— 

— 

0*16 

0-41 

B<>0  . 

2  -17 

8-82 

9-45 

_ 

1  TO 

2-81 

Organic  matter . 

trace 

trace 

— 

4*53 

11*56 

Total  . 

99-66 

100*13 

YII. 

YIII. 

IX. 

X. 

XI. 

Si02  . 

62-88 

55-92 

55-91 

56*43 

73*45 

A1203  .  . . 

15*33 

20*35 

19-73 

20  -58 

10*11 

TiOo . 

trace 

trace 

trace 

_ 

Cu . 

_ 

0*18 

Mn . . 

0-79 

0*50 

0-46 

0-66 

0*40 

Fe203. ............. 

4'53 

2-16 

2*73 

2*88 

1*05 

FeO . 

0-67 

0*94 

1  -36 

1*28 

0-96 

CaO  . 

3  26 

2*21 

2-39 

1-45 

2-47 

MgO . 

0*90 

0-62 

0*75 

0-28 

0  06 

NaaO . 

2*63 

835 

7  -24 

8-62 

3*94 

x2o . 

8'12 

4-83 

2  13 

423 

0  79 

Cl . 

. 

0  -06 

o-io 

0  -07 

0  56 

so3 . 

— 

0-23 

0-21 

0-22 

1*24 

p2o5  ..  . .  . . 

— 

0-18 

0*18 

0-06 

— 

h2o  . 

3  -51 

4-33 

2-90 

6  *35 

Organic  matter  ..... 

— 

1-89 

Total  . 

99*11 

100  *04 

99  '41 

99-66 

100-38 

B.  H.  B. 


Action  of  Water  containing  Carbonic  Acid  on  the  Tra¬ 
chyte  of  Gleichenberg.  By  C.  Clar  ( Jahrb .  f.  Min.,  1884,  1, 
Bef.,  229). — 100  grams  of  finely  powdered  trachyte  from  the  quarry 
near  the  Klansner  spring  at  Gleichenberg,  together  with  2  litres  of 
distilled  water  saturated  with  C02  at  a  pressure  of  10  atmospheres, 
were  rotated  for  seven  weeks  in  a  tinned  copper  cylindrical  vessel. 
The  analysis  of  the  clear  fluid  gave  for  2000  c.c.  the  figures  under  II ; 
I  gives  the  results  of  the  analysis  of  the  rock ;  III,  the  composition 
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of  the  fluid  per  litre ;  and  IV,  that  of  the  Klausner  spring  also  per 
litre. 

Si  On.  Fe203.  FeO.  A]203.  CaO.  MgO. 

1 .  6501  2-28  1-18  1812  3‘05  087 

II .  0-1291  —  0-0887  —  0-2871  0-0116 

Na20.  KoO.  H20.  Total. 

1 .  3-38  4 *96  1-56  100-41 

II .  0-0283  0-0338  —  0*8756  gram 

Si02.  FeC03.  Mg0O3.  CaC03.  K2C03.  Na2C03.  N*C1. 

III.  0-0645  0-0715  0*0149  0*2564  0*0304  0-0301  — 

IV.  0-7127  0-01037  0*00590  0*02357  —  —  0*00025 

Na2S04.  K2S(Xi.  Na3P04.  A12P205.  Total. 

III.  —  —  0*4678 

1Y.  0-01263  0-00695  0-00125  0-00098  0*13317 

B.  H.  B. 


Tachylyte  of  the  Western  Isles  of  Scotland.  By  J.  W.  Judd 
and  G.  A.  J.  Cole  ( Journ .  Geol.  80c .,  39,  444 — 464;  and  Jahrb.  f. 
Min.,  1884,  1,  Ref.,  236 — 237). — Basalt-glass  or  tachylyte  has  been 
detected,  by  the  authors,  in  five  places  only,  viz. :  Lamlash,  near 
Arran ;  the  Beal,  near  Portree,  in  Skye  ;  Some,  in  Mull ;  between 
Gribun  and  Kilfinichen,  in  Mull ;  and  Screpidale,  in  Raasay. 

Tachylyte  is  always  found  in  the  Hebrides  as  a  selvage  to  dykes, 
and  some  varieties  differ  from  any  tachylyte  hitherto  described  by 
their  high  sp.  gr.  (2  9),  and  by  their  low  percentage  of  Si02  (45). 

From  a  consideration  of  the  chemical  composition  of  tachylytes,  the 
authors  come  to  the  conclusion  that  the  basalts  which  show  a  ten¬ 
dency  to  the  vitreous  condition  are  those  with  a  high  percentage 

of  silica  and  alkalis.  This  is  confirmed  by  the  composition  of  the 

basalt-glass  of  the  Beal,  which  was  found  to  be — 

Si02.  A1203.  Fe203.  MnO.  CaO.  MgO.  Na203.  K20.  Ignition.  Total. 

52-59  17*33  11*14  0*66  6*47  262  4*24  2-40  3*27  100*72 

The  basic  glasses  of  Some,  Screpidale,  and  Gribun  form  much 
narrower  selvages  than  the  more  acid  ones  of  the  Beal  and  Lamlash. 
In  its  microscopic  characters,  basalt-glass  was  found  to  resemble  other 
vitreous  rocks.  In  the  gradual  transition  into  basalt,  all  stages  of 
devitrification  can  be  observed.  B.  H.  B. 
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Haloid  Derivatives  of  Ethane.  By  L.  Henry  ( Gompt .  rend., 
97,  1491 — 1494). — Monoehlorethylene  dibromide,  CH2Br. CHClBr, 
when  treated  with  alcoholic  potash  in  molecular  proportions,  yields 
pure  potassium  bromide,  and  unsymmetrical  chlorobromethylene, 
CH2  CCIBr,  boiling  at  62 — 63°.  The  bromine  in  the  chain  CH2Br 
is  alone  eliminated.  Potassium  cyanide  produces  the  same  result. 

Monobromethylene  dibromide,  CH2Br.CHBr2,  when  treated  with 
potash,  sodium  ethylate,  potassium  acetate,  &c.,  in  alcoholic  solution, 
yields  unsymmetrical  dibrom ethylene,  CH2 !  CBr2,  boiling  at  86 — 88°. 
The  bromine  eliminated  is  exclusively  that  in  the  chain  CH2Br. 

When  2  mols.  monoehlorethylene  dibromide  are  gently  heated  with 
1  mol.  antimonic  chloride,  dichloromonobrome thane,  CH2Br.CHCl2, 
boiling  at  137 — 138°,  is  obtained,  and  this,  when  treated  with  alcoholic 
potash,  yields  unsymmetrical  dichlorethylene,  CH2 !  CC12,  boiling  at 
35 — 37°.  The  bromine  in  the  chain  CHClBr  is  alone  attacked  by  the 
antimonic  chloride. 

Ethylidene  bromide  reacts  with  antimonic  chloride  more  energeti¬ 
cally  than  does  ethylene  bromide,  and  yields  exclusively  ethylidene 
chloride  boiling  at  59°,  without  any  intermediate  formation  of 

CH^.CHClBr, 

even  when  the  substances  are  in  the  proportion  of  1  mol.  antimonic 
chloride  to  2  mols.  ethylidene  bromide.  In  the  case  of  ethylene 
bromide,  the  bromine  is  replaced  successively  with  formation  of 

CH2Cl.CH2Br, 

and  finally  CH2C1.CH2C1.  This  difference  in  the  mode  of  action  of 
the  two  isomerides  illustrates  the  difference  which  exists  between  a 
monatomic  multiple  compound ,  such  as  CH2Br.CH2Br,  and  a  polyatomic 
monocarbon  compound,  such  as  MeCHBr2. 

When  monobromethylene  bromide  is  treated  with  antimonic  chlo¬ 
ride  (not  in  excess),  dichloromonobromethane,  CH2Br.OHCl2,  boiling 
at  137 — 138°,  is  exclusively  obtained  even  when  the  proportions  are 
1  mol.  SbCl5  and  2  mols.  C2H3Br3 ;  and  this  when  treated  with  alco¬ 
holic  potash  yields  unsymmetrical  dichlorethylene,  CH2 1  CC12,  boiling 
at  35—37°. 

These  different  reactions  of  the  chains  CH2Br,  CHBr2,  and  CHClBr 
show  that  with  respect  to  positive  reagents  the  reaction  aptitude  of 
bromine  is  diminished  by  a  diminution  in  the  number  of  adjoining 
hydrogen-atoms,  or  by  the  replacement  of  one  of  them  by  a  negative 
radicle  such  as  chlorine  or  bromine ;  whilst  with  respect  to  the  nega¬ 
tive  reagent,  antimonic  chloride,  it  is  increased  under  the  same  condi¬ 
tions.  C.  H.  B. 

Preparation  of  Higher  Olefines,  Dodecylene,  Tetradeeylene, 
Cetene  or  Hexadecy len  e,  and  Octadecylene.  By  F.  Krafft 
( Ber .,  16,  3918 — 3024). — By  the  action  of  phosphorus  pentachloride 
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on  palmitic  acid  on  the  water-bath,  and  subsequent  separation  of  the 
phosphorus  oxychloride  formed,  by  distillation  under  reduced  pres¬ 
sure,  an  oil,  palmityl  chloride,  016H:n0Cl,  is  obtained.  This  latter 
acts  on  normal  primary  dodecyl  alcohol  (Abstr.,  1882,  1075)  with 
evolution  of  hydrochloric  acid.  To  complete  the  reaction  the  mixture 
is  heated  at  170°.  If  molecular  quantities  are  taken,  and  the  product 
purified  by  boiling  with  alcohol,  pure  dodecyl  palmitate,  (C28H5602),  is 
obtained.  It  is  soluble  in  alcohol,  more  easily  in  ether,  and  crystal¬ 
lises  in  plates  melting  at  41°.  It  distils  without  decomposition  at 
very  reduced  pressures,  but  at  ordinary  atmospheric  pressure,  or 
better  at  600  mm.,  it  is  almost  completely  decomposed  into  the  fatty 
acid  and  the  olefine  C12H24.  The  latter  distils  at  96°  by  15  mm.  pres¬ 
sure,  whilst  the  palmitic  acid  distils  at  215°.  This  process  is  that  of 
Smith  (Ann.  Chim.  Pfiys.  [8],  6,  40)  for  the  preparation  of  cetene 
from  spermaceti,  modified  chiefly  as  regards  the  pressure. 

In  precisely  similar  way,  tetradecyl  alcohol,  cetyl  or  hexadecyl  alco¬ 
hol,  and  octadecyl  alcohol  form  with  palmityl  chloride,  palmitates  and 
hydrochloric  acid,  and  by  distillation  at  reduced  pressures  these  pal¬ 
mitates  yield  respectively  the  olefines,  tetradecylene,  cetene  or  hexa- 
decylene  and  octadecylene.  Hexadecvlene  was  also  prepared  from 
spermaceti  (cetyl  palmitate),  and  found  identical  in  physical  proper¬ 
ties  to  that  obtained  from  artificially  prepared  hexadecyl  palmitate. 
The  following  table  gives  the  physical  properties  of  these  olefines : — 


Melting 

point. 

Sp.  gr.  at  the 
melting  point. 

Boiling  at 
15  mm. 

Dodecylene  .... 

c12h24 

-31° 

d_n  =  0-7054 

96° 

Tetradecylene  . . 

CuH28 

-12 

d_l2  =  0-7936 

127° 

Hexadecylene  . . 

0  ieH-32 

+  4 

dt  =0-7917 

155° 

Octadecylene .... 

CieHM 

+  18 

dls  =  0-7910 

179° 

A.  B. 

Action  of  Acetylene  Hydrocarbons  on  Mercuric  Salts.  By 

Kotcheroff  (Bull  Soc .  Chim.,  39,  595 — 596). — On  agitating  aqueous 
solutions  of  mercuric  salts  with  allylene,  white  crystalline  precipitates 
are  obtained  of  general  formula  mHg  X2,?iHgO.^(C3H4HgO),  the 
values  of  the  coefficients  m,  n ,  and  p  varying  with  the  mercuric  salt 
used.  These  precipitates  are  insoluble  in  water,  but  dissolve  in  acids 
with  formation  of  acetone.  This  property,  together  with  their  inaptitude 
to  detonate  by  percussion  or  rise  of  temperature,  distinguishes  them 
from  the  precipitates  produced  by  the  action  of  allylene  on  ammonia- 
cal  solutions  of  silver  or  copper.  The  author  considers  these  com¬ 
pounds  to  be  combinations  of  basic  salts  of  mercury  with  acetone  in 
which  two  atoms  of  hydrogen  are  replaced  by  one  of  mercury.  The 
hydration  of  acetylene  hydrocarbons  by  means  of  mercuric  salts  can 
be  explained  by  these  facts  ;  the  reaction  is  effected  in  two  phases  : 
1st,  an  intermediate  substance  is  formed  by  the  combination  of  a 
basic  salt  of  mercnry  with  the  group  CnH2„_2HgO  ;  2nd,  this  sub¬ 
stance  is  decomposed  by  the  acid  disengaged  in  the  first  change,  and 
the  basic  is  converted  into  a  neutral  mercuric  salt ;  while  the  group 
C„H2n_2HgO  furnishes  an  acetone  and  a  neutral  salt  of  mercury 
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resulting  from  the  interchange  of  one  atom  of  hydrogen  for  one  of 
mercury.  V.  H.  V. 

Ferric  Ethylate  and  Colloidal  Ferric  Hydrate.  By  F. 

Grtmaux  ( Gompt .  rend ,  98,  105 — 107). — When  1  mol.  of  ferric 
chloride  in  alcoholic  solution  is  mixed  with  6  mols.of  sodium  ethylate, 
sodium  chloride  is  precipitated  and  a  deep  red-brown  limpid  liquid  is 
obtained,  which  is  free  from  chlorine,  but  contains  all  the  iron  in 
solution  as  ferric  ethylate.  The  alcohol  can  be  distilled  off,  and  the 
ferric  ethylate  is  left  as  a  black  pasty  mass,  soluble  in  absolute  alco¬ 
hol,  benzene,  chloroform,  ether,  petroleum,  and  methyl  alcohol.  If, 
however,  this  residue  is  heated  in  a  vacuum  so  as  to  expel  the  last 
traces  of  the  solvent,  the  small  quantity  of  water  present  almost  com¬ 
pletely  decomposes  the  ethylate,  and  ferric  hydroxide  separates  out. 
If  the  operations  of  filtration,  &e.,  have  been  conducted  in  dry  air, 
the  ethylate  is  not  completely  decomposed.  An  alcoholic  solution  of 
ferric  ethylate  is  not  precipitated  by  a  current  of  dry  ammonia,  but 
with  dry  carbonic  anhydride  it  yields  a  brown  precipitate.  Dry 
hydrogen  sulphide  reduces  it  to  a  ferrous  salt,  and  potassium  ferro- 
cyanide  precipitates  ferric  hydroxide. 

The  action  of  water  varies  with  the  proportion  in  which  it  is 
present.  If  the  alcoholic  solution  is  exposed  to  a  moist  atmosphere, 
or  is  mixed  with  a  small  quantity  of  water,  ferric  hydrate  is  deposited 
as  a  jelly.  If,  however,  the  alcoholic  solution  of  ferric  ethylate  is 
poured  into  an  excess  of  water,  limpid  liquids  are  obtained  which 
have  the  properties  of  the  solutions  of  colloidal  ferric  hydroxide  de¬ 
scribed  by  Graham.  They  coagulate  spontaneously  after  some  time,  and 
are  coagulated  by  addition  of  various  substances,  such  as  carbonic  anhy¬ 
dride,  sulphuric  acid,  tartaric  acid,  potassium  chloride,  sodium  chloride, 
river  water,  &c.  Acetic,  nitric,  and  hydrochloric  acids  and  ammonia 
have  no  effect.  Hydrogen  sulphide  produces  a  black  precipitate.  The 
time  which  elapses  before  coagulation  takes  place  increases  with  the 
dilution  of  the  solution,  and  is  diminished  by  an  increase  of  tempera¬ 
ture.  A  higher  temperature  is  required  to  produce  coagulation  the 
greater  the  amount  of  water  present,  and  a  solution  of  1  vol.  ferric 
ethylate  solution  in  15  vols.  of  water  is  not  coagulated  even  after  four 
hours’  ebullition. 

The  coagulated  ferric  hydroxide  forms  a  thick  jelly,  which  always 
fills  the  vessel  even  if  the  solution  is  dilute.  At  first  it  is  transparent, 
but  it  gradually  contracts  with  elimination  of  water.  The  coagula¬ 
tion  of  the  ferric  hydroxide  varies  with  the  conditions  in  the  same 
way  as  the  coagulation  of  blood,  a  fact  which  indicates  that  inorganic 
colloids  are  analogous  to  the  nitrogenous  colloids  of  the  animal  orga¬ 
nism.  C.  H.  B. 

New  Derivatives  from  Mannitol.  By  A.  Fauconnier  and 
others  ( Bied .  Gentr .,  1883,  789). — By  dry  distillation  of  mannitol,  a 
yellowish-brown  liquid  was  obtained,  from  which  voluminous  crystals 
of  the  second  anhydride  of  mannitol  separated.  They  were  found  to 
agree  with  the  formula  C6H10O4;  they  melt  at  87°,  and  boil  in  a 
vacuum  at  176°.  With  acetic  anhydride,  a  diaceto-compound  is 
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obtained.  Phosphorous  chloride  gives  other  derivatives,  and  an  ethyl 
compound  is  formed  when  it  is  heated  with  ethyl  iodide  and  potash. 

J.  K.  0. 

Influence  of  the  Quantity  of  the  Constituents  of  Fehling’s 
Solution  on  the  Rate  of  Separation  of  Cuprous  Oxide  by 
Invert-sugar.  By  F.  TJrech  (Per.,  16,  2825 — 2827). — The  author 
previously  described  the  effect  of  an  excess  of  invert-sugar  (Abstr., 
1883,  385),  and  he  now  shows  that  the  results  obtained  are  in  accord¬ 
ance  with  theory.  With  an  excess  of  the  constituents  of  Fehling’s 
solution,  the  rapidity  of  separation  of  cuprous  oxide  is  likewise  accele¬ 
rated  provided  the  amount  of  wafer  be  not  increased.  With  the 
addition  of  water  the  rapidity  is  diminished ;  whilst  with  increased 
concentration  the  rate  of  separation  is  accelerated  to  a  certain  point, 
beyond  which,  it  gradually  becomes  diminished.  Experiments,  in 
which  the  quantity  of  alkali  and  Rochelle  salt  was  diminished,  showed 
a  lower  rate  of  separation.  On  employing  an  excess  of  copper  sul¬ 
phate  alone,  it  is  found  that  the  rate  of  separation  is  not  increased  to 
the  same  extent  as  by  the  employment  of  an  excess  of  invert-sugar. 

A.  K.  M. 

Action  of  Sodium-amalgam  on  Glucoses  and  Saccharin. 

By  C.  Scheibler  (Per.,  16,  3010 — 3011).— The  quantity  of  mannitol 
obtained  by  the  action  of  sodium- amalgam  on  a  solution  of  dextrose 
or  levulose  is  very  small,  for  from  500  grams  Kruse mann  only 
obtained  40  grams  mannitol  in  each  case.  This  the  anthor  considers 
to  be  dne  to  the  fact  that  glucose  is  very  unstable  in  presence  of  caustic 
soda,  and  that  as  soon  as  the  latter  is  formed  by  the  action  of  the 
sodium-amalgam,  a  complicated,  and  as  yet  unknown,  decomposition 
of  the  glucose  takes  place.  He  considers  also  that  the  formation  of 
mannitol  may  be  dne  to  the  addition  of  hydrogen  to  one  of  these 
products  of  decomposition.  In  this  preliminary  notice  he  states  that 
he  undertakes  the  study  of  the  decomposition  of  glucoses  by  alkalis 
and  alkaline  earths,  and  also  of  the  action  of  sodium-amalgam  on 
saccharin  (which  is  not  accompanied  with  evolution  of  hydrogen)  and 
on  iso-saccharin.  A.  B. 

Starch.  By  P.  Museums  (/.  pr.  Chew.  [2],  28,  496 — 504). — This 
is  a  paper  written  to  criticise  Salomon’s  paper  (this  vol.,  p.  36) 
entitled  :  “  The  behaviour  of  starch  in  the  presence  of  inorganic  and 
organic  acids.”  The  anthor  states  that  Salomon  only  treats  of  crys¬ 
talline  soluble  starch  in  his  treatise,  completely  ignoring  the  amor¬ 
phous  variety.  The  author  himself  was  the  first  to  prepare  crystalline 
staieh.  Nageli  obtained  amylum  four  years  later  in  fine  needles,  and 
gave  to  it  the  name  of  amylodextrin.  Dilute  solutions  of  crystalline 
soluble  starch  give  a  red  coloration  with  iodine,  concentrated  solutions 
yielding  a  blue  colour.  The  crystalline  variety  dialyses  slowly,  and 
reduces  Fehling’s  solution  on  boiling.  The  author  suggests  that 
Salomon’s  solution,  with  which  he  tried  to  reduce  alkaline  copper 
solution,  was  probably  too  dilute.  The  amorphous  modification  is 
soluble  in  cold  water,  and  always  gives  a  blue  coloration  with  iodine. 
It  cannot  be  dialysed,  nor  does  it  reduce  Fehling’s  solution.  Salomon 
states  that  only  one  dextrin  exists,  and  that  the  different  colours 
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which  it  yields  with  iodine  are  dne  merely  to  admixed  soluble  starch, 
and  also  that  the  various  rotatory  and  reducing  powers  are  due  to  the 
presence  of  sugar.  The  author  claims  that  he  has  previously  shown 
that  crystalline  soluble  starch  owes  its  power  of  producing  a  red  colour 
with  iodine  to  the  presence  of  dextrin.  Briicke’s  erythrodextrin  con¬ 
sists  of  dextrin  which  gives  no  colour  with  iodine.  The  author  states 
that  the  evidence  of  the  existence  of  several  dextrins  does  not  rest 
alone  on  their  behaviour  with  iodine.  Bondonneau  prepared  in  1875 
two  dextrins  which  gave  no  coloration  with  iodine,  but  which  differed 
in  their  solubilities  in  alcohol  and  their  rotatory  powers.  The  author 
{Bull.  Soc .  Chim.y  30,  4,  1878)  has  prepared  three  dextrins,  which 
gave  no  iodine  coloration,  and  which  differed  from  one  another  in 
their  behaviour  with  diatase.  They  also  differ  in  the  time  required  to 
dialyse. 

Salomon  states  that  maltose  has  never  been  prepared  by  boiling 
starch  with  dilute  sulphuric  acid  :  the  author  ( Zeitschr .  f.  Physiol. 
Ghem .,  1879),  Dubrunfaut,  and  O’Sullivan  have  all  prepared  it  in  this 
way.  Salomon  has  fallen  into  error  by  assuming  that  dextrin  has 
a  greater  rotatory  power  in  an  acid  solution  than  in  a  neutral  one  ; 
for  he  has  endeavoured  to  detect  the  formation  of  maltose  by  the 
variation  in  the  rotatory  power  of  the  solution. 

J.  I.  W. 

Contribution  to  the  more  exact  Knowledge  of  the  Chemical 
Nature  of  Starch-grains.  By  B.  Brukner  {Monatsh.  Ghem .,  4, 
889 — 912). — In  1856,  Nageli  extracted  a  substance  turned  blue  by 
iodine,  and  termed  “  granulose,”  from  starch-grains,  without,  however, 
destroying  their  form.  In  1859  Jessen  found  that  on  rubbing  starch- 
grains  with  water,  that  a  portion  of  the  soluble  starch  was  dissolved. 
Nasse,  in  1866,  gave  the  name  amidulin  to  a  soluble  body  obtained 
from  starch-paste.  Nageli,  in  1874,  extracted  by  dilute  hydrochloric 
acid  a  body  essentially  different  from  starch,  which  he  called  amylo- 
dextrin.  The  first  object  of  the  author  is  to  determine  the  relation 
existing  between  these  four  bodies. 

Amidulin. — Starch  has  generally  been  considered  as  insoluble  in 
water.  Jessen  and  Delff,  by  rubbing  starch  with  water,  extracted  a 
portion ;  this  might,  however,  have  been  due  to  the  conversion  into 
starch-paste  by  the  heat  evolved  in  the  crushing  of  the  granules. 
W.  Nageli  imbedded  starch-grains,  and  then  cut  sections  ;  the  portions 
of  the  granules  were  turned  blue  by  iodine,  as  also  was,  to  some 
extent,  the  small  quantity  of  water  employed,  and  hence  a  portion 
must  have  gone  into  solution.  By  rubbing  dry  starch  granules,  they 
may  be  broken,  and  if  subsequently  treated  by  water  and  filtered, 
they  give  a  clear  solution  turned  blue  by  iodine.  But  on  allowing 
wheaten  starch  to  digest  with  water  for  three  weeks,  filtering,  evapo¬ 
rating  to  one-fifth,  and  testing  with  iodine,  no  blue  coloration  was 
obtained  ;  hence  it  is  impossible  to  extract  the  inner  and  soluble  starch 
with  water  until  the  outer  membrane  is  either  changed  or  broken; 
the  character  of  the  solution  is  that  of  a  micellar  solution;  it  is  not 
capable  of  diffusion.  The  substance  soluble  in  cold  water  and  coloured 
blue  by  iodine,  the  amidulin  of  Nasse  and  the  granulose  of  Nageli, 
are  identical. 
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Starch-paste. — Schimper  and  Hageli  are  not  agreed  as  to  the  dis¬ 
tinction  between  swollen  starch  and  starch- paste.  Between  these  two 
states  there  is  no  sharp  distinction ;  thus  at  46°  potato-starch  swells 
distinctly  ;  at  59°  it  begins  to  lose  its  form  ;  and  at  62*5°  it  is  con¬ 
verted  into  a  paste,  and  shows  no  trace  of  the  original  form.  After 
discussing  Hageli’s  micellar  theory,  viz.,  that  the  smallest  particles  of 
starch  and  similar  substances  consist  not  of  molecules,  but  of  larger 
groups,  Le.y  micellae,  which  owing  to  their  comparatively  slow  move¬ 
ments,  due  to  their  greater  size  and  weight,  easily  unite  into  micellar 
clusters,  the  author  concludes  that  swollen  starch  and  starch-paste 
differ  in  nothing  but  the  aggregate  condition  of  their  micellae ;  they 
differ  therefore  physically  but  not  chemically,  and  accordingly  starch- 
paste,  amidulin,  and  granulose  are  identical. 

j Wrythrogranulose. — Erythrogranulose  and  erythrodextrin  are  the 
names  given  to  two  bodies  coloured  red  by  iodine  (Briicke).  By 
digesting  starch  solution  with  diastase,  and  testing  portions  from  time 
to  time  with  iodine  and  with  tannin  solution,  it  was  shown  that  so 
long  as  iodine  produced  a  blue  coloration,  tannin  produced  a  precipi¬ 
tate,  but  with  a  red  coloration  no  precipitate  was  formed,  nor  under 
these  conditions  was  a  precipitate  produced  by  adding  hydrochloric 
acid:  hence  the  red  coloration  is  due  to  the  presence  of  dextrin.  If 
very  dilute  iodine  be  added  to  starch -granules  (or  paste)  a  red  colour 
is  first  produced ;  this  is  due  to  the  presence  of  dextrin  (erythrodex¬ 
trin)  and  its  greater  solubility  in  water. 

Amylo dextrin. — -W.  Nageli  states  tbit  soluble  starch  is  distinguished 
from  amylodextrin  by  being  precipitated  from  solution  by  tannin  and 
by  lead  acetate,  and  further  that  freshly  precipitated  starch  is  insoluble 
in  water,  whilst  freshly  precipitated  amylodextrin  is  soluble.  Hone 
of  these  differences  can  be  confirmed.  ,  Further,  amylodextrin  does 
not,  like  starch,  swell  up  with  an  alkaline  solution,  but  simply  dis¬ 
solves  ;  this,  however,  is  not  a  distinctive  test,  since  precipitated 
starch  behaves  exactly  like  amylodextrin;  amylodextrin  is  tinted  by 
organic  matter  just  as  starch  is.  It  is  also  stated  that  Trornmer’s 
copper  test  is  not  reduced  by  amidulin,  but  is  by  amylodextrin  ;  but  it 
has  been  shown  that  the  starch-grains  themselves  contain  dextrin, 
and  further,  during  the  progress  of  the  test,  the  starch  becomes  con¬ 
verted  into  dextrin  and  into  sugars,  and,  still  more  important,, dextrin 
is  formed  during  the  preparation  of  amylodextrin. 

The  author  has  been  quite  unable  to  confirm  the  statement  as  to 
the  crystalline  nature  of  amylodextrin.  Amidulin  and  amylodextrin 
are  identical.  That  amydulin — a  body  not  capable  of  diffusion,  can 
be  extracted  from  starch-grains  by  dilute  acid,  is  explained  by  the 
action  of  the  acid  on  the  micellar  aggregates. 

The  Iodine  Reaction. — The  so-called  iodide  of  starch  is  no  chemical 
compound;  it  has  been  stated  to  be  decomposed  when  heated;  this 
depends  on  the  affinity  of  warm  water  for  iodine  being  greater  than 
that  of  cold  water ;  and  if  this  greater  absorptive  power  be  satisfied 
by  addition  of  more  iodine,  then  the  blue  colour  is  not  destroyed  even 
by  boiling.  The  author  considers  the  blue  colour  to  be  simply  due  to 
the  solution  of  iodine  in  potato-starch,  just  as  violet  and  brown 
colours  are  obtained  on  solution  m  chloroform  and  water  respectively. 
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Potato-  and  arum-starch  yield  blue  colorations,  wheat*  and  rice-starch 
yield  violet,  but  after  boiling  they  also  are  turned  blue  by  iodine. 
Starch -grains  have  a  greater  attraction  for  iodine  than  unorganised 
starch  ;  thus  a  cold  clear  solution  prepared  from  crushed  starch-grains 
and  coloured  blue  by  iodine,  is  completely  decolorised  by  adding  whole 
starch -grains.  Similarly,  it  is  shown  that  starch  grains  attract  iodine 
more  energetically  than  dextrin,  the  red  solution  being  decolorised , 
and  the  starch- grains  turning  blue. 

In  conclusion,  soluble  starch,  starch-paste,  granulose,  amidulin,  and 
amylodextrin  are  identical,  i.e.,  give  identical  reactions,  as  also  are 
erythrogranulose,  erythrodextrin,  and  dextrin.  H.  B. 

Action  of  Cuprammonium  Solutions  of  Cellulose  on 
Polarised  Light.  By  A.  Levallois  ( Compt .  rend .,  98,  44). — Solu¬ 
tions  of  cotton,  flax,  Berzelius’  paper,  and  German  filter-paper  in 
Schweitzer’s  reagent  were  examined  with  polarised  light  by  means  of 
the  electric  arc.  All  the  solutions  are  strongly  laovogyrate,  and  the 
degree  of  rotation  seems  to  be  proportional  within  certain  limits  to 
the  concentration  of  the  solution.  This  fact  would  indicate  that  the 
ammonio-cupric  compound  of  cellulose  is  not  definite.  It  is  observed, 
however,  that  the  intensity  of  the  blue  colour  diminishes  when  the 
liquid  is  highly  charged  with  cellulose.  C.  H.  B. 

Action  of  Ammonia  Gas  on  Methyl  Nitrate.  By  E.  Duvillier 
and  H.  Malbot  ( Compt .  rend.,  97,  1487 — 1488). — When  ammonia 
gas  is  passed  into  methyl  nitrate  mixed  with  about  one-tenth  its 
volume  of  wood-spirit,  and  contained  in  a  flask  connected  with  an 
inverted  condenser,  the  ammonia  is  absorbed  with  development  of 
heat,  and  when  the  liquid  is  saturated  it  contains  different  ammonias 
in  approximately  the  following  proportions  : — 

Ordinary  ammonia  .  5 

Tetramethylammonium  oxide . 3 

Monomethylamine  .  2 

Dimethylamine  and  trimethylamine .  Very  small 

quantities 

Under  these  conditions,  tetramethylammonium  oxide  and  not 
monomethylamine  is  the  principal  product  (compare  Duvillier  and 
Buisine,  Abstr.,  1880,  545).  C.  H.  B. 

Trimethylamine  Aurochloride.  By  0.  Hesse  (. Ber .,  16,  3014). 
— The  author  states  that  in  1857  ( J .  pr.  Chem .,  [2],  27,  425)  he 
determined  the  formula  and  described  the  properties  of  this  compound 
lately  communicated  by  Zay  (Abstr.,  1884,  286).  A.  B. 

Oxallyldiethylamine.  By  E.  Reboul  {Compt.  rend.,  97,  1556 — 
1558). — Oxallyldiethylamine,  HEt2C3H50,  is  the  most  volatile  of  the 
bases  obtained  by  the  action  of  epichlorhydrin  on  diethylamine. 
(See  next  Abstract.)  It  is  a  thick  colourless  liquid  with  a  powerful 
poisonous  odour  resembling  that  of  diethylamine.  It  boils  at  about 
160°,  gradually  becomes  yellow  when  exposed  to  light,  and  is  very 
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soluble  in  water.  Wben  treated  with  excess  of  dilute  hydrochloric 
acid  and  then  with  platinum  tetrachloride,  it  yields  garnet-red  rhombic 
prisms  which  are  not  oxallyldiethylamine  platinochloride,  but  are  the 
platinochloride  of  a  base,  chlorhydroxyallyldiethylamine, 

2SrEt2.C3H5(OH)C], 

formed  by  the  union  of  HC1  with  the  unsaturated  radicle  oxallyl,  C3H50. 

This  chlorhydroxyallyldiethylamine  is  the  first  product  of  the 
action  of  epichlorhydrin  on  diethylamine.  The  epichlorhydrin 
behaves  like  chloro propylene  oxide,  and  unites  directly  with  1  mol. 
diethylamine  after  the  manner  of  the  glycollic  anhydrides,  C3H50C1 
+  NHEt2  =  NEt2.C3H5*(OH)Cl,  and  this  product  reacts  with  a  second 
molecule  of  diethylamine  with  formation  of  hydroxy  ally  ltetrethyl- 
amine  and  liberation  of  hydrochloric  acid,  NEfc2.C3H5(OH)Cl  + 
NHEhs  =  HC1  +  (NEt2)2C3H5.OH.  C.  H.  B. 

Hydroxyallyldiamines.  By  E.  Reboul  (Gompt.  rend.,  97,  1488 
— 1491). — Epichlorhydrin  and  diethylamine  react  at  the  ordinary 
temperature,  with  gradual  development  of  heat;  and  unless  the  mixture 
is  cooled,  the  temperature  rises  sufficiently  high  to  cause  an  explosion 
even  in  a  strong,  sealed  flask.  The  product  of  the  reaction  is  some¬ 
times  a  very  thick  syrupy  liquid,  sometimes  is  mainly  solid,  and  con¬ 
tains  several  bases  in  proportions  depending  on  the  temperature  and 
on  the  pi’oportions  of  the  original  substances.  It  is  made  alkaline 
with  potash,  and  the  free  bases  are  distilled  off',  or  better,  are  extracted 
with  ether.  The  chief  products  are  a  monamine,  diamine,  and  tri¬ 
amine,  together  with  polyamines.  With  1  vol.  epichlorhydrin  and 
1*5  vol.  of  diethylamine,  the  principal  product  is  the  diamine  formed 
according  to  the  equation — 

C3H50C1  +  2NHEt2  =  HC1  +  (]STEt2)2C3H5.OH. 

This  equation  simply  represents  the  final  products.  The  diamine  is 
really  formed  by  the  action  of  the  diethylamine  on  a  chloro- monamine 
formed  by  the  union  of  1  mol.  epichlorhydrin  with  1  mol.  diethyl¬ 
amine.  This  diamine,  (NEt,)2C3H5.OH,  is  hydroxy  ally  Uetr  ethyl  diamdne , 
It  is  a  very  stable  liquid  lighter  than  and  only  slightly  soluble  in 
water  ;  it  boils  at  236 — 238°  without  decomposition  under  atmospheric 
pressure.  It  forms  a  crystalline  orange  platinochloride, 

N2Et4C3H5OH,H2PtCl6, 

and  with  sulphuric  and  oxalic  acids  it  forms  neutral  syrupy  salts 
which  do  not  crystallise. 

In  a  sealed  tube  at  100°  hydroxy  ally  Itetrethyldiamine  combines 
with  2  mols.  ethyl  iodide,  forming  a  syrupy  liquid  which  solidifies  to 
a  translucent  mass.  This  product  could  not  be  obtained  in  crystals, 
but  it  is  hydroxy  ally  Ihexethyldiammonium  iodide ,  N2Et6C3H5OHI2. 

The  diamine  mixes  perfectly  with  allyl  bromide  in  the  cold,  and 
after  some  time  the  liquid  becomes  turbid,  and  a  syrupy  upper  layer 
consisting  of  a  compound  of  2  mols.  allyl  bromide  with  1  mol.  hydroxy- 
allyltetrethyldiamine  separates  out.  The  diamine  also  combines 
directly  in  the  cold  with  ethylene  bromide  in  the  proportion  of  equal 
molecules. 

Epichlorhydrin  reacts  violently  with  ethylamine,  forming  hydroxy- 
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allyldiethyldiamine,  (NHEt)2C3H5.OH,  a  colourless  syrup  which  dis¬ 
solves  in  water  in  all  proportions,  and  boils  at  about  185°  without 
decomposition.  C.  H.  B. 

Action  of  Heat  on  Aldol  and  Paraldol.  By  A.  Wurtz  {Gompt. 
rend.,  97,  1525 — 1530). — The  principal  products  of  the  action  of  heat 
on  aldol  are  crotonaldehyde  and  water,  but  the  exact  nature  of  the 
decomposition  depends  on  the  temperature  and  on  the  purity  of  the 
original  substance.  When  the  aldol  contains  small  quantities  of 
crotonaldehyde  and  gives  a  slight  turbidity  with  water,  the  product 
of  decomposition  consists  of  a  small  colourless  and  aqueous  lower 
layer  and  an  abundant  dark-brown  or  black  upper  layer  'which  con¬ 
sists  mainly  of  crotonaldehyde  together  with  condensation-products 
of  high  boiling  point.  Purer  specimens  of'  aldol,  on  the  other  hand, 
when  heated  in  sealed  tubes  at  160g  or  1703  for  four  or  six  hours, 
yield  a  homogeneous  almost  colourless’  product  which  contains  a 
smaller  proportion  of  crotonaldehyde  than  in  the  first  case,  together 
with  products  boiling  between  250°  and  300°.-  This  higher  fraction 
contains  a  substance  which  is  soluble  in  water,  and  the  yield  of  which 
is  never  more  than  15  per  cent,  under  the  most  favourable  conditions. 
Very  often  it  is  not  formed  at- all,  and  the  conditions  under  which  its 
formation  takes  place  could  not  be  definitely  ascertained.  It  can, 
however,  be  obtained  in  larger*  proportion  by  heating  paraldol  in 
sealed  tubes  at  170°  for  about  four  hours.  The  almost  colourless 
product  is  distilled,  and  the  fraction  boiling  between  260°  and  300°  is 
washed  with  water,  treated  repeatedly  witfh’ small  quantities  of  ether 
to  remove  oily  products,  the  solution  concentrated  in  a  vacuum  to  a 
syrupy  consistency,  and  then  distilled  in  a  vacuum.  This  new  com¬ 
pound  has  the  composition  C4H802,  and  is  a  viscous  colourless  liquid 
which  boils  at  about  170°  under  a  pressure  of  15  mm.,  and  at  about 
280°  at  the  ordinary  pressure ;  sp.  gr.  at  0°  =  1*095.  Its  vapour- 
density  by  V.  Meyer’s  method  in  mercury  vapour  is  about  3. 

This  compound  has  the  appearance  and  general  characters  of  a 
glycol.  With  nascent  hydrogen,  it  yields  8-butyl  glycol.  It  reacts 
energetically  with  acetic  chloride,  benzoic  chloride,  and  phosphorus 
pentachloride  with  evolution  of  hydrochloric  acid  and  formation  of 
ethereal  derivatives,  and  when  heated  with  acetic  anhydride  it  yields 
an  acetyl  derivative.  It  does  not  combine  energetically  with  bromine 
in  the  cold,  and  this  would  indicate  that  it  does  not  contain  an  open 
chain  of  4  carbon-atoms  two  of  which  are  united  by  a  double  bond,  a 
supposition  which  is  also  confirmed  by  its  boiling  point. 

When  the  substance  is  heated  with  an  excess  of  acetic  anhydride, 
first  at  100°  and  finally  at  110°,  it  yields  a  colourless  liquid  which 
boils  at  176°  under  a  pressure  of  15  mm.,  and  at  about  275°  under 
ordinary  pressure ;  sp.  gr.  at  0°  =  1*095.  It  is  insoluble  in  water, 
and  is  saponified  when  heated  with  this  liquid  in  sealed  tubes  for 
several  days.  The  only  formula  which  agrees  with  the  percentage 
composition  of  this  compound  and  with  the  amount  of  acid  which  it 
yields  on  saponification,  is  that  of  a  diacetyl  derivative  of  butyl  glycol 
oxybutyrate, 

C8H14K204,  or  CHMe(OH).CH2.CH2.O.CO.CH2.CHMe.OH. 
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It  would  appear  to  be  a  compound  ether  containing  two  hydroxyls, 
and  therefore  possessing  some  of  the  properties  of  glycols.  When 
saponified  it  yields  butyl  glycol,  acetic  acid,  and  /3- oxybutyric  acid  or 
its  derivative  crotonic  acid.  This  supposition  does  not  agree  with  the 
vapour-density  of  the  substance  or  of  its  acetyl  derivative,  but  the 
determinations  were  not  satisfactory.  C.  H.  B. 

Pentachloracetone.  By  C.  Cloez  (Bull.  Soc.  Ghim.  [2],  39, 
636 — 641).— Pentachloracetone  is  generally  prepared  by  the  action 
of  hydrochloric  acid  and  potassium  chlorate  on  quinic  or  citric  acid, 
but  the  process  presents  the  difficulty  of  the  incomplete  removal  of 
chlorine  oxides  from  the  final  product.  In  this  paper  it  is  proposed 
to  prepare  this  substance  either  by  passing  chlorine  through  a  tubu- 
lure,  filled  with  pumice  stone,  over  which  trickles  a  continuous  stream 
of  citric  acid  solution  ;  the  whole  apparatus  being  kept  at  a  tempera¬ 
ture  of  100°  :  or  secondly,  by  the  action  of  dry  chlorine  on  dry  acetone 
in  presence  of  sunlight.  Thus  prepared,  pentachloracetone  is  a  mobile 
liquid  boiling  at  192°,  of  sp.  gr.  =,1'576,  and  transformed  by  ammonia 
into  dichloracetamide  and  chloroform. 

But  by  the  action  of  chlorine  on  symmetrical  dichloracetone,  there 
is  produced  an  isomeride  of  pentachloracetone  boiling  at  185°,  sp.  gr. 
=  1*617,  and  converted  by  ammonia  into  trichloracet amide  without  a 
trace  of  chloroform.  According  to  prevalent  views,  the  molecule  of 
acetone  is  represented  by  a  formula  in  which  the  two  methyl-groups 
are  symmetrically  associated  with  the  carbonyl-group ;  if  these  views 
be  correct,  then  only  one  pentachloracetone  is  possible.  On  the  other 
hand,  if  the  hypothesis  of  Chancel  and  Gerhardt  be  correct,  that  one 
methyl-group  is  less  intimately  associated  writh  the  carbonyl -group 
than  the  other,  then  one  pentachloracetone  might  be  represented  by 
the  formula  C2HC120.CG13,  converted  into  dichloracetamide  and  chlo¬ 
roform,  the  other  by  the  formula  C2G130.CHC12,  converted  into  trichlor- 
acetamide.  Y.  H.  Y. 

Duplothiacetone.  By  W.  Spring  (Bull.  Soc.  Chim 40,  66 — 
71).-By  the  action  of  phosphorus  pentasulphide  on  acetone,  Wis- 
licenus  obtained  a  thiacetone,  2C3H6S,  boiling  between  183°  and  185°, 
which,  according  to  Claus  and  Kiihlze,  can  be  obtained  from  isopropyl 
mercaptan,  and  is  transformable  into  isopropylsulphonic  acid.  On 
distilling  the  crude  product  of  the  above  reaction,  the  author  obtained 
besides  methyl  and  isopropyl  mercaptans,  a  liquid  of  no  fixed  boiling 
point,  which  decomposed  continuously  into  duplothiacetone  and  ace¬ 
tone  ;  this  substance,  probably  of  formula  C3H6S,C3H60,  may  be  called 
oxythiacetone. 

By  sodium-amalgam,  duplothiacetone  is  transformed  into  isopropyl 
mercaptan,  and  a  substance,  C6H20S/,  the  sulphur  analogue  of  mesityl 
oxide.  With  nitric  acid,  duplothiacetone  yields  besides  other  oxida¬ 
tion  products,  isopropyl-  and  methyl-sulphonic  acids,  and  a  nitroso- 
acid,  C9Hio(S03H)(NO)2,  probably  derivable  from  the  hitherto 
unknown  thiophorone,  C9H14S. 

Chlorine  converts  duplothiacetone  into  isopropylsulphonic  acid  and 
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sulphonyl  chloride  and  chlorine  derivatives  of  formulae,  C6H6SC10, 
and  C6H6SC120,  probably  also  referable  to  mesityl  sulphide. 

Y.  H.  Y. 

Isonitroso-compounds.  By  B.  Westenberger  ( Ber 16,  2991 
— 2998). — Isonitrosoisopropylacetone ,  Me.CO.C(NOH).CHMe2.  This 
member  of  the  series  of  isonitrosoketones,  of  which  nitrosoacetone  is 
the  first,  is  obtained  by  dissolving  isopropyl  acetoaeetate  in  dilute 
potash,  treating  the  solution  with  sodium  nitrite  in  excess,  and  after¬ 
wards  acidifying  it.  On  evaporating  the  ethereal  extract,  it  yields  white 
crystals  melting  at  75°,  and  soluble  in  alcohol,  ether,  alkalis,  and  hot 
water,  but  only  sparingly  soluble  in  cold  water. 

(Enanthaldoxime,  C7H,5NO. — This  aldoxime  is  obtained  by  the  action 
of  hydroxylamine  on  an  alcoholic  solution  of  oenanthaldehyde.  It 
crystallises  from  alcohol  in  white  plates  melting  at  50°  and  boiling  at 
125°,  and  is  soluble  in  ether  and  hot  water.  Unlike  the  known 
aldoximes,  it  does  not  combine  with  dry  hydrochloric  acid  or  with 
sodium  ethylate  to  form  a  sodium  compound,  but  with  silver  nitrate 
it  yields  a  compound,  (C7H5N0)2.AgN03 ;  this  is  soluble  in  hot 
water,  and  was  proved  to  be  a  nitrite  by  its  reaction  with  diphenyl- 
amine.  Ethyl  oenanthaldoxime ,  C9H19NO,  formed  by  the  action  of 
sodium  ethylate  and  ethyl  iodide,  is  an  oil  boiling  at  185 — 187°. 

Aiiis  aldoxime,  C8H902N,  melting  at  45°,  and  Guminaldoxime , 
C]oHi3NO,  melting  at  52°,  obtained  by  the  action  of  hydroxylamine  on 
anisylaldehyde  and  cuminaldehyde  respectively,  are  also  crystalline 
substances  soluble  in  alcohol  and  ether. 

Terephthalaldoxime,  C6H4(CH  1  NOH)2,  obtained  by  the  action  of 
hydroxylamine  on  terephthaldehyde,  is  also  a  crystalline  substance 
melting  at  114°,  soluble  in  alcohol  and  ether.  This  compound  was 
prepared  in  order  to  ascertain  if  one  or  both  aldehyde-groups  would 
be  acted  on  by  hydroxylamine.  The  ethyl  derivative , 

C6H4(CH :  NOEt)2, 

melts  at  55°  ;  an  acetyl  derivative ,  NAc  !  CH.CelU.CH  !  N.OAc,  melting 
at  155°,  was  obtained  by  the  action  of  acetic  chloride. 

Action  of  Hydroxylamine  on  Ethylic  Acetoaeetate. — By  this  reaction 
ethylic  /3-isonitrosobutyrate,  CMe(  !  NOH).CH2.COOEt,  is  formed  as 
an  cil  which  neither  crystallises,  nor  distils  without  decomposition. 
By  saponifying  it  with  alkali  in  the  cold,  /3-isonitrosobutyric  acid  is 
obtained  melting  at  140°  with  decomposition,  and  but  sparingly 
soluble  in  water,  alcohol,  or  ether.  The  following  have  also  been 
prepared  :  Ethylic  isonit rosomethy l ethylacetate, 

CMe( !  NOH).CHMe.COOEt, 

from  ethylic  methylacetoacetate ;  ethylic  isonitrosodiethylacetate , 

CMe( :  NOH)  .CHEt.COOEt, 

from  ethylic  ethylacetoacetate ;  and  ethylic  isonitrosotriethylacetate , 
CMe(  !  NOH).CEt2.COOEt,  from  ethylic  diethylacetoacetate. 

A.  B. 

Action  of  Acids  on  Methyl  Acetate.  By  W.  Ostwald  (J.  pr. 
Ghem.  [2],  28,  449 — 495). — When  aqueous  solutions  of  ethyl  acetate, 
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methyl  acetate,  or  similar  compounds  are  allowed  to  stand  at  the 
ordinary  temperature,  they  undergo  a  slow  decomposition  into  alcohol 
and  acid.  When  dilute  acids  are  added,  the  process  of  decomposition 
is  accelerated.  It  is  found  that  the  velocity  of  the  action  is  de¬ 
pendent  on  the  quantity  and  the  nature  of  the  acid  which  is  present. 
The  acid  does  not  take  any  chemical  part  in  the  reaction.  According 
to  Guldberg  and  Waage,  if  a  be  the  amount  of  the  acid,  and  b  the 
amount  of  the  salt,  then  the  amount  dx  decomposed  in  an  interval  of 
time  dt ,  will  be  proportional  to  the  product  of  the  masses  taking  part 
in  the  reaction,  when  a  remains  unaltered  and  b  and  x  decrease. 
•  dx 

Therefore  if  a  be  a  constant,  we  have  —  =  c  .  a  (b  —  x)  or  —  log 

dt 


(b  —  x)  =  cat  —  log  b  (the  log  being  natural).  This  equation  log 
b  -  log  ( b  —  x)  =  cat  represents  very  correctly  the  progress  of  this 
reaction,  b  represents  not  the  whole  of  the  salt  which  is  present; 
but  only  that  part  which  is  decomposable.  The  author  finds  that  if 
acetone  be  added  to  the  solution,  the  progress  of  the  decomposition 
is  retarded  in  exact  proportion  ta  the  amount  of  acetone  which  is  pre¬ 
sent.  Methyl  alcohol  exerts  a  greater,  but  not  quite  so  regular,  in¬ 
fluence.  Ethyl  alcohol  occasions  great  irregularity  in  the  decomposi¬ 
tion,  and  the  general  formula  does  not  appear  to  be  trustworthy  in 
this  case. 

Experiments  made  with  hydrochloric,  bydrobromic,  and  nitric  acids, 
show  conclusively  that  the  rate  of  decomposition  varies  with  the 
amount  of  acid  present. 

The  nature  of  the  acid  employed  affects  the  rate  of  decomposition. 
The  following  numbers,  given  in  columns  I  and  II,  compiled  from  an 
extensive  series  of  experiments,  represent  the  velocities  for  various 
acids  referred  to  HC1  =  100.  Column  III  contains  results  obtained 
by  the  volume  method  (J.  pr.  Ghem ,  [2],  18,  362, 1878).  Columns  IY 
and  Y  consist  of  figures  obtained  in  an  investigation  of  the  solubility 
of  calcium  oxalate  in  acids,  made  for  the  purpose  of  estimating  their 
affinities  : — 


I. 

II. 

III. 

IV. 

V. 

Hydrochloric  acid  . . . 

100  *0 

100  *0 

98  0 

97  *9 

100*0 

Hydro  bromic  „  . 

89*3 

99*1 

— 

99*0 

94*9 

Hydriodic,  „  . 

96  *3 

98*1 

— 

— 

— 

Nitric  ,,  ......... 

91*5 

95  *7 

100*0 

100*0 

110*0 

Chloric  ,,  . 

94  *4 

97  *2 

— 

99  *8 

103*6 

Sulphuric  „  . 

54  *66 

73*93 

66*0 

74  *2 

70*0 

(109  *32) 

(104*56) 

— 

— 

— 

Methyl  hydrogen  sulphate  . . 

100  *74 

100*37 

— 

— 

— 

Ethyl  hydrogen  „  .... 

98*67 

99*33 

- — 

— 

— 

Propyl  hydrogen  ,,  .... 

97  -96 

98*98 

— 

— 

— 

Isobutyl  hydrogen  ,,  .... 

97  06 

98*58 

— 

— 

— . 

Amyl  hydrogen  „  .... 

95*88 

97*82 

— 

— 

— 

Ethylsulphonic  acid . 

97*88 

98*94 

— 

— 

— 

Isethionic  „  . 

97-75 

98*87 

— 

— 

— 

Eenzenesulphonic  ,,  . 

99*09 

99*54 

— 

— 

Eormic  „  ....... 

1  *310 

11*49 

3*9 

12*90 

2*59 
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I. 

II. 

III. 

IY. 

Y. 

Acetic  acid. . 

0 

345 

5 

87 

1-23 

7*35 

1  05 

Propionic  „  . . 

0 

304 

5 

51 

104 

— 

— 

Butyric  „  . . 

0 

299 

5 

47 

0*98 

— 

— 

Isobutyric  ,,  . . 

0 

268 

5 

18 

0-92 

— 

— 

Monochloracetic 

acid . 

4 

30 

20 

8 

7-0 

21  *3 

5  *1 

Dichloracetic 

23 

04 

48 

0 

330 

48-8 

18*3 

Trichloracetic 

68 

2 

82 

6 

80-0 

89-9 

64'2 

Lactic 

0 

901 

9 

49 

3-3 

13-3 

4*1 

Oxyisobutyric 

,,  ....... 

0 

921 

9 

60 

— 

Triclilorlactic 

))  . * 

6 

90 

26 

3 

— 

• — 

Pyroracemic 

,,  ....... 

6 

70 

25 

9 

— 

— 

— 

Oxalic 

})  . 

17 

46 

43 

0 

— 

— 

— 

Malonic 

. 

2 

87 

16 

9 

— - 

— 

— 

Succinic 

j) 

0 

496 

7 

04 

1-45 

9 '30 

2*05 

Malic 

JJ  •■••••• 

1 

181 

10 

*86 

2*82 

12  *05 

5 '05 

Tartaric 

55  . 

2 

296 

15 

*15 

5  2 

14*16? 

4'62 

Racemic 

2 

296 

15 

*15 

— 

— 

— 

Citric 

»  . . 

1 

*635 

12 

79 

“  *  ’ 

14-44 

3  *06 

J.  I.  W. 


New  Method  of  Preparing  Glyeocine.  By  M.  Nencki  ( Ber .,  16, 

2827 — 2828). — This  consists  in  heating  chloracetic  acid  with  three 
times  its  weight  of  dry  powdered  ammonium  carbonate,  the  operation 
being  conducted  in  an  open  flask  in  a  bath  of  sulphuric  acid.  The 
action  begins  at  60 — 70°,  and  on  gradually  raising  the  temperature  to 
130°,  the  mass,  after  previously  melting,  again  solidifies.  The  melt  is 
dissolved  in  water,  boiled  with  lead  oxide  to  expel  the  ammonia,  the 
lead  separated  by  means  of  hydrogen  sulphide,  and  the  filtrate  con¬ 
centrated  on  a  water-bath.  The  yield  by  this  method  is  20  per  cent, 
of  theory.  A.  K.  M. 

Action  of  Carbamide  on  Ethylic  Acetoacetate.  By  B.  Behrend 
( Ber .,  16,  3027 — 3028). — Carbamide  and  ethylic  acetoacetate  combine 
at  100 — 110°  with  separation  of  water.  The  product,  CtHioNTsOs,  is 
insoluble  in  water,  soluble  in  ether  and  alcohol,  and  forms  crystalline 
needles  melting  at  147°.  The  quantity  is,  however,  small,  being  only 
10  to  20  per  cent,  of  the  acetoacetate  employed.  On  heating  the  new 
compound  with  dilute  acids,  it  is  reconverted  into  carbamide  and 
ethylic  acetoacetate.  With  sodium  acetate,  it  readily  forms  a  com¬ 
pound  of  the  formula  C5H7N203Na.  The  author  is  investigating  the 
constitution  and  properties  of  these  compounds,  and  the  action  of  sub¬ 
stituted  carbamides  and  ketones  on  ethylic  acetoacetate.  A.  B. 

Preparation  of  Glyeollic  Acid.  By  A.  Holzer  (Ber.,  16,  2954 
— 2957). — On  boiling  monochloroacetic  acid  with  water,  the  glyeollic 
acid  formed  is  prevented  by  the  resulting  hydrochloric  acid  from 
crystallising.  In  the  use  of  caustic  potash  a  difficulty  is  found  in  the 
separation  of  the  potassium  glyeollate  from  potassium  chloride ; 
and  in  the  use  of  caustic  lime  a  digly collate  is  obtained  along  with 
calcium  glyeollate,  the  separation  of  the  two  being  difficult.  The 
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author’s  method  is  to  add  560  grams  powdered  marble  to  500  grams 
monochloroacetic  acid,  dissolved  in  4  litres  water,  and  to  heat  these 
in  a  flask  with  upright  condenser  on  the  water-bath  for  two  or  three 
days.  On  cooling,  a  crystalline  mass  is  obtained,  which  consists  of 
two  or  three  layers ;  the  top  one  is  a  hydrated  calcium  glycollate, 
Ca(C2H302)2  +  4H30  ;  the  second,  which  does  not  always  exist,  is 
anhydrous  calcium  glycollate  ;  and  the  lowest  is  a  double  salt  of  cal¬ 
cium  chloride  and  glycollate,  CaClC2H302  +  3H20.  The  second  layer 
can  be  converted  into  the  first  by  dissolving  it  in  boiling  water  and 
recrystallising ;  and  the  third  also  by  dissolving  it  in  boiling  water, 
recrystallising,  and  forcing  out  the  more  soluble  calcium  chloride  in  a 
filter-press.  About  66  per  cent,  of  the  theoretical  quantity  can  thus 
be  obtained.  The  acid  is  obtained  by  precipitating  the  calcium  salt 
with  oxalic  acid.  The  author  finds  that  calcium  glycollate  crys¬ 
tallises  with  4  mols.  of  water  of  crystallisation,  and  gradually  loses 
part  of  them  over  sulphuric  acid.  A.  B. 

Water  of  Crystallisation  of  Normal  and  Acid  Potassium 
Succinate.  By  T.  Salzer  ( Ber .,  16,  3025 — 3027). — Owing  to  the 
improbability  of  these  salts  having  the  same  number  of  molecules  of 
water  of  crystallisation  and  also  to  the  disagreement  in  Fehling’s  and 
Doppling’s  determinations,  fresh  specimens  were  prepared  and 
analysed.  The  author  finds  that  normal  potassium  succinate  crys¬ 
tallises  over  sulphuric  acid  in  large  thin  plates  as  C4H404K2  +  3H2G, 
which  at  100°  lose  2  mols.  H20  ;  the  third  at  130°.  The  acid  salt 
was  found  to  have  the  formula  KHC4H404  +  2H20.  A.  B. 

Action  of  Hydroxylamine  on  Carboxytartronic  Acid.  Ethers 
of  Isonitrosophenylacetic  Acid.  By  A.  Muller  (Ber.,  16,  2985 
— 2987). — By  acting  on  sodium  carboxytartronate  with  hydroxyl¬ 
amine  nitrate  and  subsequent  addition  of  silver  nitrate,  a  preci¬ 
pitate  is  obtained.  On  removing  the  silver  from  this  precipitate 
by  hydrochloric  acid,  filtering,  and  evaporating  the  solution  over 
sulphuric  acid  in  a  vacuum,  an  acid  crystallised  out  in  prisms  ;  on 
analysis  this  was  found  to  be  di-isonitrososuccinic  acid.  Its  formation 
is  represented  by  the  equation  COOH.CO.CO.COOH  +  2H2N.OH  = 
2H20  A  COOH.C(N.OH).C(N.OH).COOH.  This  acid  melts  at  128°, 
but  explodes  at  a  somewhat  higher  temperature.  It  gives  insoluble 
salts  with  the  heavy  metals.  Some  of  its  properties  are  similar  to 
those  of  isonitrosoma Ionic  acid.  This  formation  is  in  accordance  with 
the  constitutional  formula  COOH.CO.CO.COOH  for  carboxytartronic 
acid,  as  advocated  by  Kekule  (Abstr.,  1884,  41),  but  not  with  the 
supposed  formula  C(COOH)3.OH. 

The  author  has  prepared  methyl  isonit rosopheny lace tate, 

CPh(NOH).COOMe, 

melting  at  138°,  from  isonitrosophenylacetic  acid,  and  by  the  action 
of  sodium  ethylate  and  methyl  iodide  on  this,  dimethyl  isonitrosophenyl- 
acetate,  CPh(NOMe).COOMe,  melting  at  55—56°,  is  formed.  Both 
'compounds  are  crystalline  ;  the  former  is  soluble  in  boiling  water, 
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whilst  the  latter  is  insoluble,  and  both  decompose  on  attempting  to 
distil  them.  A.  B. 

Furfuraldehyde  Derivatives.  By  E.  Odernheimer  (Ber.,  16, 
2988 — 2991). — This  investigation  of  the  action  of  hydroxylamine  on 
compounds  of  the  furfuraldehyde  group  was  undertaken  in  the  hope 
of  throwing  some  further  light  on  the  constitution  of  the  radical 
C4H3O. 

Furfuraldoxime ,  C4H3O.CH  !  NOH,  is  obtained  by  the  action  of 
2  mols.  hydroxylamine  hydrochloride  and  soda  on  furfuraldehyde, 
and  is  deposited  in  thin,  white,  odorous  refractive  crystals  from  its 
solution  in  light  petroleum,  but  in  spite  of  frequent  recrystallisa¬ 
tions,  it  had  an  inconstant  melting  point.  Analysis  leads  to  the 
above  formula.  An  attempt  to  replace  the  second  oxygen-atom  by  the 
action  of  hydroxylamine  hydrochloride  in  excess  failed,  and  the  author 
has  also  failed  to  obtain  an  isomeride  of  the  compound,  which,  owing  to 
the  variable  melting  point,  was  suspected  to  be  present.  Furfuraldoxime 
melts  at  89°,  and  is  soluble  in  ether,  alcohol,  carbon  bisulphide,  ben¬ 
zene,  and  glacial  acetic  acid,  and  sparingly  in  water.  It  distils  at 
201 — 208°  with  slight  decomposition.  By  oxidising  reagents,  it  is 
decomposed  with  evolution  of  hydrocyanic  acid,  but  reducing  reagents 
give  negative  results.  It  evolves  hydroxylamine  when  boiled  with 
acids. 

Furfuraldoxime  hydrochloride ,  C4H3O.CH  !  NOH,HCl,  is  obtained 
by  the  action  of  dry  hydrochloric  acid  gas  on  the  ethereal  solution  of 
furfuraldoxime  ;  it  is  a  white  crystalline  mass,  soluble  in  alcohol  and 
water,  and  readily  decomposed  on  exposure  to  air  with  evolution  of 
hydrochloric  acid.  The  sodium  salt,  C4H3O.CH  !  NONa  +  3H20,  ob¬ 
tained  by  the  action  of  sodium  ethylate  on  an  ethereal  solution  of 
furfuraldoxime,  is  soluble  in  alcohol,  and  gives  characteristic  coloured 
precipitates  with  the  salts  of  the  heavy  metals. 

Fthylfurfuraldoxime ,  C4H3O.CH  *.  NOEt,  is  obtained  by  the  action 
of  sodium  ethylate  and  ethyl  iodide  on  the  aldoxime,  and  extraction 
with  ether.  Furfuraldoxime  yields  dye-stuffs  with  aniline,  toluidine, 
&c. 

Hydroxylamine  does  not  act  on  pyromucic  acid  or  on  furfuryl 
alcohol ;  it  is  also  without  action  on  phthalanil  and  phthalimide. 

A.  B. 

Synthesis  of  Pyroeoll.  By  G,  L,  Ciamician  and  P.  Silber 
{G&zzetta,  563 — 567).— This  substance,  obtained  by  the  dry  distillation 
of  gelatin  (Abstr.,  1881,  295),  and  represented  by  the  empirical  for¬ 
mula  C5H3NO,  has  been  regarded  as  probably  consisting  of  the 
anhydride  of  carbopyrrolic  acid,  C5H5N03  —  H20  =  C5H3NO  ;  but  it 
has  not  hitherto  been  prepared  by  dehydration  of  this  acid.  More¬ 
over,  its  vapour- density  indicates  that  its  true  formula  is  C10H6N2O2, 
and  this  conclusion  is  confirmed  by  the  existence  of  a  monobromo- 
derivative,  CioH5BrN202.  The  dehydration  of  carbopyrrolic  acid 
cannot  be  effected  by  means  of  the  ordinary  dehydrants,  P2O5,  S04H2 
or  HC1,  but  the  authors  have  effected  it  through  the  medium  of  the 
acetyl-derivative,  which,  when  heated  ttq  300°,  gives  off  a  molecule  of 
acetic  acid  and  leaves  pyroeoll,  2C5H4AcN02  =  2AcOH  +  Ci0H6N2O2. 
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The  preparation  is  effected  by  distilling  a  solution  of  carbopyrrolic 
acid  in  acetic  anhydride,  and  heating  the  oily  residue  to  the  tempe¬ 
rature  above  mentioned;  the  pyrocoll  then  sublimes  in  yellow  scales, 
which  melt  at  267°,  and  exhibits  all  the  properties  of  pyrocoll  obtained 
from  gelatin.  H.  W. 

The  Thiophene  and  Pyrroline  Groups.  By  Y.  Meyer  ( Ber 
16,  2968 — 2975). — In  this  preliminary  notice  the  field  which  the 
author  with  his  collaborators  intends  to  take  up  in  the  study  of  the 
derivatives  and  homologues  of  thiophene  is  defined.  For  purposes  o 
nomenclature,  it  is  proposed  to  call  the  radical  C4H3S  thienyl,  by  con¬ 
traction  of  thiophenyl,  to  distinguish  it  from  other  phenyl  derivatives 
containing  sulphur. 

Simple  Condensation-products  of  Thiophene. — Like  aromatic  hydro¬ 
carbons,  thiophene  gives  condensation-products.  With  chloral  in 
presence  of  glacial  acetic  acid  and  sulphuric  acid,  a  crystalline  sub¬ 
stance,  CCI3CH  I  (C4H3S)2,  is  formed ;  a  similar  compound  with 
brornal ;  and  with  methylal,  a  compound  dithienylmethane,  so  closely 
resembling  diphenylmethane  as  to  have  even  the  same  strong  charac¬ 
teristic  smell  of  oranges,  are  formed.  Almost  all  the  thiophene 
derivatives  give  the  blue  colour  due  to  the  formation  of  indophenine 
when  heated  with  isatin  and  sulphuric  acid.  Thiophene  reacts  with 
benzyl  chloride,  benzoic  chloride,  and  phthalic  chloride  in  presence  of 
aluminium  chloride,  due  regard  being  paid  to  the  prevention  of 
formation  of  sulphuretted  hydrogen  ;  with  benzoic  chloride  it  forms 
for  example  phenyl  thienyl  ketone,  Ph.CO.C4H3S,  analogous  to  di¬ 
phenyl  ketone.  This  derivative  yields  with  hydroxylamine  the 
isonitroso-compound  CPh(NOH).C4H3S,  which  latter,  when  heated 
with  soda-lime,  breaks  up  directly  into  benzoic  acid  and  thiophene. 
The  investigation  of  similar  consequential  reactions  is  in  process. 

Homologues  of  Thiophene. — Owing  to  the  difficulty  of  obtaining  the 
monobromo-derivative  of  thiophene,  Fittig’s  synthesis,  which  doubt¬ 
less  otherwise  would  be  found  applicable,  has  not  been  available  for 
the  formation  of  methylthiophene.  As,  however,  the  purest  toluene 
obtained  from  tar  contains  some  sulphur,  the  presence  of  methyl¬ 
thiophene  was  suspected  (Abstr.,  1884,  45),  and  on  treatment  of 
2000  kilos,  in  a  manner  similar  to  that  by  which  thiophene  was  ob¬ 
tained  from  benzene  (Abstr.,  1883,  1091),  it  was  extracted.  The  pure 
substance  has  not  yet  been  isolated,  but  dibromomethyl thiophene, 
C4HBr2Me,  has  been  obtained  chemically  pure,  and  is  an  oil  similar 
in  character  to  aromatic  dibromo- derivatives,  boiling  at  227 — 229°. 
The  corresponding  thiophenes  may  be  expected  to  be  obtained  from 
coal-tar  xylene,  and  cumene.  Thiophene  also  yields  a  large  number 
of  dye-stuffs.  The  violet  dye-stuff  obtained  by  the  action  of  phenyl- 
glyoxylic  acid  on  benzene  is  due  to  the  presence  of  thiophene.  As  a 
general  rule,  ketones  which  consist  only  of  carbon,  hydrogen,  and 
oxygen,  give  dye-stuffs  with  thiophene  if  they  contain  the  group 
CO. CO ;  simple  ketones,  or  double  ketones  which  do  not  contain  the 
two  carbonyl  groups  as  above,  do  not.  Phenanthraquinone  yields  a 
violet  dye-stuff,  CigH^SO,  with  methylthiophene,  and  with  thiophene 
a  green  dye-stuff,  insoluble  in  ether,  benzene,  light  petroleum,  and 
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concentrated  sulphuric  acid,  but  soluble  in  chloroform.  Dibenzoyl 
and  thiophene  give  a  blue,  and  alloxan  and  thiophene  a  deep-blue 
dye-stuff ;  on  the  other  hand,  phenyl  methyl  ketone  (acetophenone), 
diphenyl  ketone  (benzophenone),  anthraquinone,  &c.,  give  none. 
Phenanthraquinone,  as  an  ortho-diketone,  yields  a  dye-stuff,  whilst 
anthraquinone  does  not.  Thiophene  also  yields  dye-stuffs  with  isatin, 
benzoyl  cyanide,  &c.,  and  various  aldehydes  (with  benzaldehyde  a  deep 
blue)  ;  but  the  formation  of  these  is  due  to  a  more  complicated  con¬ 
densation  than  the  above.  The  intensity  of  the  dye-stuff  formed 
depends  on  the  chromogenic  nature  of  the  substance  containing  the 
group  CO. CO.  Thus  with  compounds  of  the  aromatic  series  or  of 
the  uric  acid  group,  the  colours  are  beautiful  and  deep,  whilst  this  is 
less  the  case  with  compounds  of  the  paraffin  series. 

Thiophenesulphonic  Acid. — In  conjunction  with  Weitz  the  author  has 
prepared  numerous  derivatives  of  this  acid,  some  of  which  have  been 
already  described  (Absfcr.,  1884,  45),  and  at  present  they  are  inves- 
tigatingthe  sulphinic  acid  derivative,  C4H3S.SO2H,  and  the  mercaptan, 
C4H3S.SH ;  the  latter  is  of  special  interest,  as  the  corresponding  com¬ 
pound,  C4H3S.OH,  has  not  yet  been  obtained. 

Coal-tar  Dyes  containing  Nitrogen. — From  a  coal-tar  oil  distilling 
between  90°  and  109°,  the  author  has  also  obtained  with  isatin  and 
dilute  sulphuric  acid  a  deep  blue  dye-stuff,  which  has  been  found  to 
be  due  to  the  presence  of  pyrroline.  The  same  dye-stuff  has  been 
obtained  with  ease  from  pure  pyrroline.  It  is  an  indigo-blue  powder, 
soluble  in  acetic  acid,  but  only  sparingly  in  alcohol,  ether,  and  concen¬ 
trated  sulphuric  acid. 

From  these  and  other  properties  the  author  considers  that  thio¬ 
phene,  pyrroline,  and  furfurane  ( Ber .,  16,  1476)  must  be  considered 
analogous,  as  shown  by  the  graphic  formulae  : — 

CHzzCH  CH=:CH  CH=:CH 

I  >s,  !  >NH,  I  >0; 

CH~C3=l  CBzzCW  CUzzCW 

also  that  they  are  related  to  benzene  by  the  replacement  of  one  of  the 
three  acetylene-groups  which  form  the  benzene  molecule  by  S,  NH, 
or  O,  and  that  this  takes  place  without  obliterating  the  peculiar  cha¬ 
racteristics  of  benzene  and  its  derivatives.  A.  B. 

Oxidation  of  Diethylbenzene.  By  Allen  and  Underwood 
(Bull.  Soc.  Chim .,  40,  100 — 101). — The  diethylbenzene  boiling  at  176 
— 179°,  obtained  as  one  of  the  products  of  the  action  of  ethyl  chloride 
on  benzene  in  presence  of  aluminium  chloride,  if  submitted  to  partial 
oxidation  with  chromic  acid  mixture  yields  an  acid, 

COOH.C6H4.CH2.COOH, 

crystallising  in  white  needles,  which  sublime  without  melting  at  200 — 
210°.  By  more  prolonged  oxidation  of  this  acid,  or  by  oxidation  of 
the  original  hydrocarbon  with  potassium  permanganate,  the  [1:3] 
phthalic  acid  is  formed.  Further  experiments  on  the  relation  between 
the  diethylbenzene  and  of  these  acids  derived  from  it  are  promised. 

v.  h.  y. 
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Preparation  of  Mesitylene.  By  E.  Varenne  (Bull  Soc.  GMm., 
40,  266 — 267). — Attempts  to  convert  acetone  into  mesitylene  by  the 
action  of  zinc  chloride  under  different  conditions  led  to  negative 
results.  A  good  yield  was  obtained  by  treating  180  grams  of  acetone 
with  300  grams  of  strong  sulphuric  acid  for  an  hour.  The  liquid  is 
then  heated  in  a  flask  until  it  begins  to  froth  up,  when  it  is  distilled 
in  a  current  of  steam  ;  40  grams  of  mesitylene  were  obtained  from 
the  distillate.  W.  C.  W. 

Bromine  Derivatives.  By  V.  Merz  and  W\  Weith  (Ber,,  16, 
2890 — 2896). —  Chloranil  is  comparatively  readily  converted  into  per- 
chlorobenzene  by  the  action  of  phosphorus  pentachloride  ( Annalen , 
146,  12),  whilst  the  analogous  conversion  of  bromanil  into  perbromo- 
benzene  is  found  to  require  a  much  higher  temperature  (260 — 280°), 
and  to  be  even  then  very  incomplete.  Perbromobenzene  is  more 
readily  obtained  by  heating  pentabromophenol  with  phosphorus  penta- 
bromide.  Berthelot  and  Jungfleisch  showed  that  acetylene  tetra¬ 
chloride  is  decomposed  at  360°  into  perchlorobenzene  and  hydro¬ 
chloric  acid.  On  heating  acetylene  tetrabromide  in  a  sealed  tube  at 
300°,  it  becomes  carbonised,  a  trace  of  a  substance  being,  however, 
obtained  which  does  not  melt  at  300°,  and  is  probably  perbromoben¬ 
zene.  On  heating  benzonitrile  with  bromine  containing  iodine  at 
about  350°,  it  is  converted  into  perbromobenzonitrile;  this  is  very 
sparingly  soluble  in  boiling  alcohol  or  ether,  and  is  not  readily  dis¬ 
solved  by  hot  benzene  or  carbon  bisulphide.  It  melts  above  300°, 
and  sublimes  with  slight  carbonisation  in  the  form  of  long  slender 
needles ;  it  is  no  less  stable  than  the  corresponding  chlorine  deriva¬ 
tive,  hydrochloric  acid  at  200°  having  scarcely  any  action  on  it, 
although  alcoholic  alkali  at  180 — 200°  slowly  decomposes  it  with  for¬ 
mation  of  ammonia  and  metallic  chloride.  By  the  action  of  an  excess 
of  bromine  on  potassium  ferro-  and  ferri-cyanides,  an  abundant  yield 
of  cyanuric  bromide  is  produced,  from  which  pure  cyanuric  acid  can 
be  readily  obtained.  When  ferrocyanide  is  employed,  it  should  be 
heated  with  10  times  its  weight  of  bromine  for  8 — 10  hours  at  200 — 
220°,  whilst  in  the  case  of  potassium  ferricyanide  6  parts  of  bromine 
are  recommended,  the  mixture  being  heated  for  5 — 6  hours  at  about 
220°.  A.  K.  M. 

Exhaustive  Chlorination  of  Aromatic  Substances.  I.  By  V. 

Merz  and  W.  Weith  ( Ber .,  16,  2860 — 2889). — Ruoff  showed  that  the 
energetic  chlorination  of  diphenyl  yields  perchlorodiphenyl  and  not 
perchlorobenzene  ( Ber .,  9,  1491).  Phenanthrene  on  the  other  hand, 
although  a  diphenyl-derivative,  is  converted  into  perchlorobenzene. 
In  the  case  of  certain  diphenyl-derivatives,  different  results  were, 
however,  obtained,  being  affected  apparently  either  by  the  way  in 
which  the  chlorination  is  carried  out,  or  by  the  presence  of  impurities. 
The  chlorination  is  effected  by  treating  the  substance  with  a  large 
excess  of  antimony  pentachloride,  and  after  the  reaction  (if  any)  has 
ceased,  heating  the  mixture  gradually  np  to  360°,  and  maintaining  it 
at  this  temperature  until  no  more  hydrochloric  acid  is  liberated.  If 
antimony  pentachloride  acts  too  violently,  the  substance  is  first  treated 
with  chlorine,  and  subsequently  with  the  pentachloride.  At  the  end 
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of  the  reaction,  the  decomposed  pentachloride  is  renewed,  and  the 
mixture  again  heated  to  insure  complete  chlorination.  Treated  in 
this  way,  phenanthraquinone  (unlike  phenanthrene)  is  converted 
almost  entirely  into  perch lorodiphenyl  with  formation  of  very  little 
perchlorobenzene.  Diphenic  acid  yields  similar  results,  although  a 
somewhat  larger  proportion  of  perchlorobenzene,  whilst  in  the  case 
of  diphenyleneglycollic  acid,  a  large  proportion  of  perchlorodiphenyl 
was  obtained  in  some  experiments,  and  in  others  a  considerable  amount 
of  perchlorobenzene.  Similar  differences  were  observed  with  carbazol, 
but  as  a  rule  the  perchlorobenzene  is  largely  in  excess  of  the  perchloro¬ 
diphenyl,  although  under  certain  conditions  the  latter  alone  is  pro¬ 
duced.  Benzidine  yields  principally  perchlorobenzene  with  very  little 
perchlorodiphenyl.  Ditolyl  yields  perchlorodiphenyl  and  perchloro- 
methane,  whilst  dibenzyl,  trimethylmethane,  and  diphenylenepheny  1- 
methane  yield  perchlorobenzene.  Iliphenyleneacetic  acid  and  fluorene 
could  not  be  completely  decomposed,  perchlorofluorene  being  appa¬ 
rently  the  chief  product.  The  chlorination  of  rosaniline  and  violani- 
line  is  also  very  incomplete,  very  little  perchlorobenzene  being  formed 
whilst  the  product  still  contained  nitrogen.  Chrysene  is  compara¬ 
tively  readily  acted  on  and  yields  perchloromethane,  perchlorethane, 
and  perchlorobenzene  ;  pyrene  on  the  other  hand  offers  a  greater 
resistance  to  the  action  of  chlorine,  and  yields  perchloromethane 
and  the  two  compounds  C15CI10  and  CuCl10.  Diphenylbenzene  and 
triphenylbenzene  are  converted  into  the  corresponding  chlorine- 
derivatives,  CiflClu  and  C24CI18,  the  former  separating  from  hot  nitro¬ 
benzene  in  crystalline  grains,  the  latter  in  needles.  Benzonitrile 
yields  perchlorobenzonitrile,  CeCls.CN,  on  chlorination,  whilst 
/8-naphthonitrile  yields  perchlorobenzene.  Perchlorobenzonitrile  is 
sparingly  soluble  in  cold  alcohol  or  ether,  readily  in  boiling  alcohol, 
from  which  it  crystallises  in  clusters  of  colourless  needles,  also  in  car¬ 
bon  bisulphide  and  chloroform.  It  melts  at  210°,  is  not  acted  on  by 
hydrochloric  acid  even  at  200°,  but  is  decomposed  when  heated  with 
alcoholic  soda  with  formation  of  ammonia  and  metallic  chloride ;  per¬ 
chlorobenzene  and  perchlorodiphenyl  are  also  decomposed  when 
treated  with  alcoholic  soda.  From  the  above  results,  it  is  seen  that 
certain  diphenvl-derivatives  yield  perchlorobenzene,  and  practically 
no  perchlorodiphenyl.  From  the  chlorination  of  the  immediate 
derivatives  of  benzene,  no  perchlorodiphenyl  is  produced.  The  for¬ 
mation  of  perchlorodiphenyl  by  perchlorination  would  seem  to  indicate 
the  pre-existence  of  a  diphenyl-substance,  and  the  reaction  will  at  any 
rate  in  some  cases  throw  light  on  the  constitution  of  aromatic  com¬ 
pounds.  A.  K.  M. 

Methyl  Ethers  of  Phenol.  By  C.  Vincent  {Bull.  80c.  Chim .,  40, 
106 — 107). — In  order  to  convert  the  phenols  into  their  corresponding 
methyl  ethers,  the  sodium  or  potassium  phenate  is  heated  in  a 
rapid  current  of  commercial  methyl  chloride.  For  example,  phenol 
is  thus  converted  into  anisoil,  together  with  smaller  quantities  of 
methyl paracresol  derived  from  impurities  of  the  phenol.  Similarly, 
a-  or  /3-nap hthol  is  converted  into  the  corresponding  a-  or  /8-methyl 
naphthol  ether. 

VOL.  xlyi.  2  r 
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This  process  is  to  he  recommended  for  its  simplicity  of  execut:on, 
and  the  purity  of  the  products  thereby  formed.  V.  H.  V. 

Condensation  of  Aromatic  Aldehydes  with  Phenols.  By 

W.  Trzcinski  ( Ber .,  16,  2835 — 2841). — -According  to  Baeyer  and  his 
pupils,  aldehydes  of  the  paraffin  series  unite  with  phenols  in  the  pro¬ 
portion  of  1  mol.  to  2,  whilst  with  aromatic  aldehydes  they  unite  in 
equal  molecular  proportions  (Ber«,  5,25,280,1094;  6,  220;  7,  1181). 
By  the  action  of  salicylaldehyde  on  phenol,  Liebermann  ( Ber .,  9,  800; 
11,  1436)  obtained  a  substance  the  composition  of  which  differed 
entirely  from  that  indicated  in  either  of  the  equations  :  2C7H602  4- 
2C6H60  -  H*0  =  C26H2205  or  C7H602  +  2C6H60  -  H20  =  C19H1603, 
and  from  parahydroxybenzaldehyde  and  phenol  he  obtained  a  com¬ 
pound,  C26H2206,  which  he  imagined  to  be  formed  thus  :  2C7HG02  + 
2C6Ii60 .+  O  =  C26H2206  +  H20,  and  to  have  the  constitution — 

(C6H4.OH)2C(OH).C(OH).(C6E4.OH)2. 

By  heating  parahydroxybenzaldehyde  (5  parts)  with  ^-naphthol  (12 
parts)  and  concentrated  sulphuric  acid  (50  parts)  on  a  water-bath,  the 
author  has  prepared  an  orange-yellow  crystalline  and  very  stable 
compound,  which  is  the  trisulphonic  acid  of  a  condensation-product  of 
the  formula  C34H2o03.  On  treating  the  product  with  water,  m,elinoin- 
trisulphonic  acid  is  obtained  in  yellow  flakes.  It  yields  a  calcium  salt 
readily  spluble  in  hot  water,  and  on  decomposing  this  with  hydro¬ 
chloric  acid,  a  yellow  precipitate  is  produced  which  is  a  compound  of 
the  new  substance  with  hydrochloric  acid.  Melinointrisulphonic  acid 
is  insoluble  in  absolute  alcohol,  moderately  soluble  in  water.  In  thin 
layers  it  is  pink  with  a  green  fluorescence,  and  in  thicker  layers  pure 
yellow.  Concentrated  sulphuric  and  nitric  acids  dissolve  it  readily 
with  green  fluorescence ;  but  it  is  precipitated  from  its  aqueous  solu¬ 
tion  by  mineral  acids.  In  alkaline  solutipn  it  can  be  reduced  by  zinc- 
dust,  and  on  treating  the  filtrate  with  hydrochloric  acid,  the  reduction- 
product  separates  in  brownish-red,  concentrically  grouped  prisms, 
which  readily  oxidise  to  the  original  substance. 

Melinointrisulphonic  acid  does  not  melt  at  300°  ;  it  is  a  powerful 
acid,  forms  colourless  solutions  with  the  alkalis,  and  is  not  precipi¬ 
tated  from  its  salts  by  dilute  acetic  acid.  The  potassium  salt, 

C34Ei703(S03K)3, 

forms  slender  colourless  needles  readily  soluble  in  water,  sparingly  in 
alcohol;  it  contains  water  of  crystallisation,  which  it  loses  in  the 
desiccator.  The  calcium  salt  (C34Hn03)2(S206Ca)3,  also  forms  colour¬ 
less  needles  containing  water  of  crystallisation,  whilst  the  barium  salt, 
(C34H1703)2(S206Ba)3,  is  obtained  as  an  amorphous  precipitate,  or 
from  very  dilute  solutions  in  microscopic  needles.  The  ammonium 
salt  crystallises  in  slender  silky  colourless  needles,  readily  soluble  in 
water. 

Melinointrisulphonic  acid  is  also  formed  when  0-naphtholsulphonic 
acid  is  employed  in  the  place  of  naphthol,  but  cannot  be  produced  from 
salicylaldehyde  and  /3-naphthol,  nor  from  parahydroxybenzaldehyde 
and  a-naphthol,  nor  from  /3-dinaphthol  and  parahydroxybenzaldehyde. 
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It  is,  however,  produced  on  heating  bitter  almond  oil  with  0-naphthol 
and  sulphuric  acid  at  200 — 220°,  this  being  the  most  economical 
method  of  preparing  it  in  quantity.  Disregarding  the  sulphonic 
groups,  the  author  regards  the  constitution  as  represented  by  one  of 
the  following  formulas : — 


C10H6.C^ - CeH 

0<  IN 


O 


XCioHe.C—  CBH 


6^4 

>°, 

«H/ 


c10h,.cl — c6h4 

or  of  ]  J>0  >0. 

XLHi  .  C  - —  CioHf 


The  composition  of  the  substance  obtained  from  salicylaldehyde  and 
phenol  shows  that  oxidation  occurs  in  these  condensations  besides  the 
Reparation  of  water.  The  author  has  prepared  this  compound  by  the 
method  employed  by  Liebermann  (J5er.,  11,  1437),  and  obtained  a 
dye-stuff  which  does  not  form  a  crystalline  product  with  hydrochloric 
acid,  its  alkaline  solution  having  a  more  violet  shade  than  aurin. 
From  its  formula,  C19H14O4,  the  author  names  itoxyaurin,  and  explains 
its  formation  by  the  following  equation  : — 

C7H602  +  2C6H60  +  03  =  C19Hu04  +  2H20. 

A,  K.  M. 

Action  of  Aniline  on  Resorcinol  and  Quinol.  By  A.  Calm 
( Ber .,  16,  2786 — 2814). — When  resorcinol  (1  mol.)  is  heated  with 
aniline  (4  mols.)  and  anhydrous  calcium  chloride  (2  mols.)for  8  hours 
at  270 — 280°,  metahydroxydiphenylamine ,  CeH4(OH).NHPh,  is  formed 
and  can  be  separated  either  by  solution  in  hydrochloric  acid  and  sub¬ 
sequent  precipitation  of  the  base,  or  by  distillation  with  superheated 
steam.  It  crystallises  in  white  nacreous  scales,  melts  at  81*5—82°,  and 
distils  at  about  340°  ;  it  dissolves  in  large  quantities  of  water  and  also 
in  acids  and  in  alkalis  with  formation  of  salts,  the  hydrochloric  acid 
solution  yielding  a  yellowish  crystalline  precipitate  with  platinic 
chloride.  It  is  also  readily  soluble  in  wood  spirit,  alcohol,  ether, 
acetone,  and  benzene,  sparingly  in  light  petroleum;  it  dissolves 
in  pure  concentrated  sulphuric  acid  without  coloration,  but  a  little 
nitric  acid  colours  the  solution  deep  red-brown;  sodium  nitrite  pro¬ 
duces  a  yellowish  -  green,  and  manganese  dioxide  a  bluish-violet 
coloration,  Metahydroxydiphenylamine  is  reduced  by  distillat'on 
with  zinc-dust  to  diphenylamine.  Metahydroxydiphenylamine  sulphate , 
(C^HnITO^IDSCh,  crystallises  in  lustrous  needles,  and  is  rapidly 
decomposed  by  water  or  alcohol.  The  hydrochloride ,  Ci2HnNO,HCh 
forms  readily  decomposable  small  white  needles.  The  potassium  and 
sodium  derivatives  crystallise  from  warm  concentrated  alkali  in 
colourless  needles ;  their  solutions  yield  precipitates  with  the  alkaline 
earths  and  heavy  metals.  The  barium,  derivative ,  (Ci2H10hrO)2Ba,5H3O, 
forms  crystalline  scales  soluble  in  water  and  in  alcohol. 

Metahydroxydiphenylamine  is  also  produced  when  resorcinol  and 
aniline  are  heated  together  at  a  high  temperature.  To  prepare 
diphenylmetaphenylenediamine ,  CeH^NHPb^,  the  resorcinol  (1  mol.) 
is  best  heated  with  aniline  (4  mols.),  calcium  chloride  (3 — 4  mols.), 
and  zinc  chloride  mol.)  for  30 — 40  hours  at  about  210°,  and  tho 
product  treated  with  glacial  acetic  or  hydrochloric  acid,  the  hydroxy - 
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diphenylamine  being  separated  by  washing  with  water  and  treatment 
with  alkali.  It  forms  colourless  needles  melting  at  95°,  is  insoluble  in 
water,  dilute  acids,  and  alkalis,  slightly  soluble  in  concentrated 
hydrochloric  acid,  readily  in  concentrated  sulphuric  acid  ;  it  is  readily 
soluble  in  ether  and  hot  benzene,  less  so  in  cold  benzene  and  hot 
alcohol,  sparingly  in  cold  alcohol,  and  warm  light  petroleum.  Its 
colourless  solution  in  sulphuric  acid  becomes  yellowish- green,  and 
then  bluish- violet  on  addition  of  potassium  nitrate  or  nitric  acid, 
whilst  sodium  nitrite  produces  a  reddish  violet-blue  coloration.  Potas¬ 
sium  dichromate  produces  a  greenish  and  then  a  bluish-violet  colora¬ 
tion,  the  latter  colour  being  also  produced  on  warming  the  sulphuric 
acid  solution  with  manganese  dioxide. 

Diphenylmetaphenylenediamine  hydrochloride ,  C6H4(NHPh,HCl)2,  is 
obtained  by  passing  dry  hydrochloric  acid  into  a  solution  of  the 
diamine  in  benzene.  The  acetyl- derivative,  C6H4(NPhJc)2,  is  spar¬ 
ingly  soluble  in  cold  alcohol  and  ether,  more  readily  in  benzene  and 
in  chloroform,  very  sparingly  in  water  and  light  petroleum ;  it  melts 
at  163°.  The  benzoyl- derivative,  C6H4(HPhBz)2,  melts  at  184°,  is 
readily  soluble  in  hot  benzene  and  in  chloroform,  less  so  in  hot  alcohol 
and  in  ether,  sparingly  in  cold  alcohol  and  in  light  petroleum.  Di- 
n'troso-diphenylmetaphenylenediamine,  C6H4(NPh.NO)2,  is  obtained  on 
adding  hydrochloric  acid  to  an  alcoholic  solution  of  diphenylmeta- 
phenylenediamine  and  then  gradually  sodium  nitrite.  It  crystallises 
in  needles  melting  at  102°,  and  is  readily  soluble  in  alcohol,  ether, 
benzene,  and  glacial  acetic  acid,  almost  insoluble  in  light  petroleum. 
It  dissolves  in  concentrated  sulphuric  acid  with  a  very  characteristic 
violet-blue  coloration,  whilst  with  phenol  and  sulphuric  acid  it  yields 
a  bluish- violet  coloration  gradually  changing  to  green. 

To  prepare  parahydroxydiphenylamine,  C6H4(OH).NHPh,  quinol 
(1  mol.)  is  heated  with  aniline  (4  mols.)  and  calcium  chloride  (2  mols.) 
for  8 — 10  hours  at  250 — 260°.  It  crystallises  in  scales  melting  at  70°, 
and  boils  at  330°.  Pure  concentrated  sulphuric  acid  dissolves  it 
almost  without  coloration,  but  the  addition  of  nitric  acid  colours  the 
solution  brownish-yellow  to  brownish-red.  It  is  readily  soluble  in 
methyl  and  ethyl  alcohols,  ether,  chloroform,  and  warm  benzene  and 
toluene,  sparingly  in  hot  water,  very  slightly  in  cold  water  and  in 
light  petroleum ;  it  also  dissolves  in  acid  and  alkaline  solutions. 
When  distilled  with  zinc-dust  it  is  converted  into  diphenylamine. 
dParahijdroxydiphenylamine  hydrochloride .  C^HnNCbHCl,  crystallises 
in  white  needles  which  become  greenish  by  exposure  to  light.  The 
derivatives  of  the  alkali  and  alkaline  earth- metals  are  more  readily 
soluble  and  less  crystalline  than  the  corresponding  derivatives  of  the 
meta-compound.  Parahydroxydiphenylamine  can  likewise  be  obtained 
by  heating  quinol  with  aniline  for  16  hours  at  290 — 300°,  in  which 
case  it  is  accompanied  by  a  second  substance  which  is  insoluble  in 
hydrochloric  acid.  Diphenylparaphevylenediamine,  C6H4(lSTIPh)2, 
can  be  most  conveniently  prepared  by  heating  quinol  and  aniline  with 
a  mixture  of  zinc  and  calcium  chlorides  by  themselves  (see  above)  for  18 
hours  at  200 — 210°.  Diphenylparaphenylenediamine  forms  colourless 
lustrous  scales  melting  at  152°,  and  distilling  unchanged  at  a  high 
temperature.  It  is  readily  soluble  in  warm  benzene,  toluene,  glacial 


ORGANIC  CHEMISTRY. 


593 


acetic  acid,  ether,  and  chloroform,  less  readily  in  even  warm  alcohol, 
very  sparingly  in  light  petroleum,  and  is  practically  insoluble  in  dilute 
acids.  It  forms  a  colourless  solution  with  pure  concentrated  sul¬ 
phuric  acid,  the  addition  of  nitric  acid,  potassium  nitrate,  or  sodium 
nitrite  producing  a  splendid  red  coloration  ;  chlorine-water  produces 
the  same  colour,  whilst  bromine-water  colours  the  solution  reddish- 
violet,  then  bluish- violet ;  manganese  dioxide  colours  the  solution 
violet  to  violet-blue.  Fuming  nitric  acid  in  small  quantity  gives  a 
blood-red  coloration  with  the  diamine.  Diphenylparaphenylenediamine 
hydrochloride Ci8H16N2,2HC1,  is  obtaiued  partly  in  the  form  of  slender 
white  needles  and  partly  as  a  granular  crystalline  greyish-white  mass, 
and  is  readily  decomposed  by  water.  The  acetyl-derivative , 

C«H4(ISrPh  I5)2, 

crystallises  in  small  plates  or  prisms  melting  at  191*7°;  it  dissolves 
readily  in  warm  benzene  and  in  chloroform,  less  so  in  hot  alcohol,  spar¬ 
ingly  in  cold  benzene,  alcohol,  and  light  petroleum,  and  is  insoluble  in 
water.  The  benzoyl- derivative ,  CeH^NPhBz^,  melts  at  218*5°,  is 
moderately  soluble  in  hot  benzene,  toluene,  amyl  alcohol,  and  chloro¬ 
form,  sparingly  in  cold  benzene,  and  very  sparingly  in  light  petroleum, 
cold  alcohol,  and  ether.  The  dinitroso- derivative,  C6H4(NPhNO)2, 
forms  golden-yellow  scales  sparingly  soluble  in  alcohol,  ether,  glacial 
acetic  acid,  benzene,  and  light  petroleum ;  the  alcoholic  solution 
becomes  deep  red  when  heated,  probably  from  decomposition.  Power¬ 
ful  reducing  agents  convert  it  into  diphenylparaphenylenediamine. 
The  nitroso-compound  is  coloured  red  by  pure  sulphuric  acid,  the 
colour  becoming  more  violet  in  the  presence  of  phenol. 

On  heating  parahydroxydiphenylamine  with  paratoluidine,  and 
calcium  and  zinc  chlorides,  with  the  view  to  produce  paratolylphenyl- 
paraphenylenediamine,  C6H4Me.NH.C6H4.NHPh,  a  different  result  was 
obtained,  a  substance  being  formed  agreeing  in  composition  and  pro¬ 
perties  with  diparatolylparaphenylenediamine,  C6H4(NH.C6H4Me)2, 
prepared  from  quinol  and  paratoluidine.  Diphenylparaphenylene- 
diamine  is  also  produced.  A.  K.  M. 

Indophenol-like  Dyes  and  Indophenols.  By  B.  Mohlau  ( Ber ., 
16,  2813 — 2857). — From  differences  in  composition  and  properties, 
the  author  divides  these  substances  into  two  classes  :  he  suggests  that 
the  former  (indophenol-like  dyes)  should  be  termed  indophenols  from 
their  pronounced  phenol  character,  and  the  latter  indoanils ,  indicating 
their  derivation  from  aniline.  The  first  group  contains  the  colouring 
substances  first  mentioned  by  Hirsch  (Ber.,  13,  1909),  and  which  may 
be  obtained  thus :  By  the  action  of  quinonechlorimides  on  phenols, 
and  by  the  oxidation  of  a  paramidophenol  and  a  phenol  in  molecular 
proportions.  The  view  that  the  action  of  quinoneehlorimide  on 
phenol  took  place  as  in  the  equation 

NCI  /N.C6H4.OH 

C6H4<  |  +  PhOH  =  C6H4<  |  +  HC1, 

N0  X0 

was  not  confirmed  by  Hirsch,  as  he  was  unable  to  isolate  the  quinone- 
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phenolimide,  and  the  author  has  therefore  examined  the  reaction, 
employing  dibromoquinonechlorimide  in  the  hopes  of  obtaining  crys- 
tallisable  products.  To  prepare  dibromoquinonechlorimide , 

/NCI 

C6H2Br/  |  , 

N0 

dibromoparamidophenol,  from  the  corresponding  paranitrophenol,  is 
treated  with  chloride  of  lime  in  the  usual  way.  The  product  crystal¬ 
lises  from  alcohol  or  glacial  acetic  acid  in  long  dark  yellow  prisms 
melting  at  80°,  and  decomposing  at  121  °.  On  introducing  dibromo¬ 
quinonechlorimide,  mixed  with  dilute  alcohol,  into  solution  of  phenol 
in  caustic  soda,  the  sodium  derivative  of  dibromoquinonephenolimide 
N.C6H4.ONa 
C6H2Br2<  | 
xO 

splendid  golden-green  lustrer  but  is  blue  by  transmitted  light,  and 
yields  blue  solutions  with  water  and  alcohol.  On  warming  it  with 
dilute  soda  solution,  the  colour  changes  to  pale  red,  probably  from 
the  formation  of  the  compound  06H2Br2(ONa).N(OH)C6H4.ONa.  Di¬ 
bromoquinonephenolimide  is  obtained  on  gradually  adding  acetic  acid 
to  a  warm  aqueous  solution  (60°)  of  the  sodium  derivative.  It  crys¬ 
tallises  in  dark  red,  almost  black,  prisms  of  metallic  lustre,  yields  red 
solutions  with  alcohol,  ether,  and  glacial  acetic  acid,  but  is  insoluble 
in  water.  By  the  action  of  strong  mineral  acids  it  yields  dibromopar¬ 
amidophenol  and  quinone .  When  an  alkaline  solution  of  the  sodium 
derivative  of  dibromoquinonephenolimide  is  warmed  with  glucose,  the 
colour  disappears,  owing  to  the  formation  of  the  sodium  salt  of  a 
leuco-derivative,  which,  from  its  solubility  and  from  the  readiness 
w  ith  which  it  becomes  oxidised,  is  very  difficult  to  isolate.  Leuco- 
dibromoquinonephenolimide,  C6H2Br2(0H).NH.C6H4.0H,  is,  however, 
readily  obtained  in  colourless  prisms  on  passing  sulphurous  anhy¬ 
dride  into  a  warm  aqueous  solution  of  the  sodium  salt ;  it  dissolves 
readily  in  the  usual  solvents,  water  excepted,  and  melts  at  170°  with 
darkening..  If  the  reaction  between  dibromoquinonechlorimide  and 
phenol  be  a  typical  process,  it  proves  the  correctness  of  Hirsch’s  view. 
The  colour-reactions  produced  by  the  union  of  dibromoquinonechlor¬ 
imide  with  other  phenols  in  alkaline  solution,  and  the  behaviour  of 
dibromoquinonephenolimide  towards  mineral  acids,  show  that  it  is  the 
hydrogen-atom  in  the  para-position  to  the  hydroxyl  of  the  phenol 
which  is  eliminated  by  the  chlorine-atom  of  the  chlorimides.  Di¬ 
bromoquinonephenolimide  can  also  be  obtained  by  dissolving  dibrom- 
amidophenol,  and  phenol  in  caustic  soda  solution,  and  oxidation  with 
potassium  dichromate.  Dibromamidophenol  crystallises  from  alcohol 
in  lustrous  prisms,  melts  at  180°,  is  soluble  in  dilute  acids,  and 
much  more  readily  soluble  in  alkalis. 

The  indophenols  (indoanils)  are  distinguished  from  the  above  by 
not  yielding  soluble  salts  with  the  alkalis,  whilst  they  show  a  more  or 
less  distinctly  basic  character,  due  to  the  presence  of  a  tertiary  amido- 
group.  Phenol-blue  and  a-naphthol-blue  can  be  prepared  by  the 
action  of  nitrosodimethylaniline  on  phenol,  and  on  a-naphthol  in  alka- 


separates.  It  crystallises  in  long  prisms  of  a 
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line  solution  at  the  ordinary  temperature,  especially  in  the  presence  of 
reducing  agents  ;  also  by  the  oxidation  of  dimethyl  paraphenylene- 
diamine  and  phenol  (or  a-naphthol)  under  like  conditions.  Trichloro- 
quiuonedimethylanilenimide,  which,  according  to  the  author,  also 
belongs  to  this  class  of  substances,  is  formed  by  the  action  of  tri- 
chloroquinonechlorimide  on  dimethyhmiline,.and  from  the  resemblance 
in  its  properties  to  those  of  phenol-blue  and  a-naphthol-blue,  the 
author  assumes  that  these  have  an  analogous  constitution  to  that  of 
trichloroquinonedimethylanilenimide,  namely,  that  they  are  respect- 


/ 


ively  benzoquinonedimethylanilenimide ,  CgH4\^ 


N.CeH^NMe, 

i 

0 


and  ol- 


naphthaquinoneditiiethylanenilimide,  CioH6 


/ 

\ 


N.C6H4.NMe3 

i 

0 


On  treat¬ 


ing  indophenol  paste  (a-naphthol-blue)  with  hydrochloric  acid  a  dark 
yellow  solution  is  obtained,  which  soon  solidifies  to  a  grey  jelly,  and 
on  agitating  this  with  ether,  a-naphthaquinone  is  extracted,  whilst 
dimethylparaphenylenediamine  hydrochloride  remains  in  the  acid  solu¬ 
tion.  Phenol-blue  treated  in  the  same  way  yields  benzoquinone  and 
dimethylparaphenylenediamine.  A.  K.  M. 


Crystalline  Bases  of  Methyl- violet.  By  H:  Wichelhaus  ( Ber ., 
16,  3044 — 3045). — A  question  'of  priority. 


Constitution  of  Methylene-blue.  (Preliminary  notice.)  By  E. 
Erlenmeyer  {Ber.,  16,  2857 — 2858). — According  to  the  author’s  views 
Bindschedler’s  green  has  the  constitution 

NMe2.C6H4.N<^2>NMe,HCl. 

By  the  action  of  hydrogen  sulphide  on  this,  he  thinks  that  the  com¬ 
pound  NMe2.C6H4.NH.CH2.NMe.CeH4.SH  may  possibly  be  formed, 
which,  by  the  action  of  feiuic  chloride,  is  converted  into  methylene- 

blue,  NMe2.C6H4.N<g  ^  ^  >NMe.  Methylene- white  is  assumed  to 

have  the  constitution  NMe2.C6H4.NH.S.C6H4.NMe2.  The  author  thinks 
it  improbable  that  the  sulphur-atom  in  methylene-blue  occupies  a 
position  between  two  nitrogen-atoms,  as  assumed  by  Mohlau. 

A.  K.  M. 

Methylene-blue  and  Allied  Dye-stuffs.  By  A.  Bernthsen 
{Ber.,  16,  2896 — 2904). — The  close  relation  between  methylene- blue 
and  Laut’s  violet  obtained  from  paraphenylenediamine  is  indicated  by 
analytical  results,  and  if  the  formula  C34H2oN6S3  be  halved  and  modi¬ 
fied  to  Ci2H9N3S,  in  accordance  with  the  law  of  even  numbers,  it 
would  seem  probable  that  methylene-blue  is  homologous  with  Laut’s 
violet,  and  that  its  formula  is  Ci6H17N3S,  and  not  Ci6Hi9N3S,  as  pre¬ 
viously  supposed  by  the  author.  By  heating  a  mixture  of  diphenyl- 
amine  and  sulphur  (10:  4)  at  250 — 300°,  hydrogen  sulphide  is  evolved 
and  thiodiphenylamine ,  Ci3H9NS,  obtained.  This  appears  to  be  the 
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parent  substance  to  the  above  dye-stuffs,  tbe  lenco- violet  being  prob¬ 
ably  a  diamidothiodiphenylamine ,  and  tbe  leuco-blue  a  tetramethyldi- 
amido  thiodiphenylamine.  Thiodiphenylamine  crystallises  from  alcohol 
in  pale  yellow  lustrous  plates  ;  it  is  moderately  soluble  in  cold 
ether,  sparingly  in  cold  alcohol,  glacial  acetic  acid,  and  benzene, 
although  more  readily  when  heated.  It  has  no  basic  properties,  melts 
at  180°,  and  can  be  distilled  almost  unchanged,  its  boiling  point  being 
about  871°;  its  vapour-density  (determined  in  nitrogen)  agrees  with 
the  formula  given.  It  is  oxidised  by  exposure  to  air,  its  alcoholic 
solution  assuming  a  red  coloration,  whilst  ferric  chloride  and  bromine 
vapour  produce  a  green  coloration.  Solid  thiodiphenylamine  is 
coloured  brownish-red  by  nitrous  acid.  It  forms  a  greenish-brown 
solution  with  cold  concentrated  sulphuric  acid,  from  which  water 
throws  down  a  crystalline  precipitate.  The  following  is  a  character¬ 
istic  and  delicate  reaction  :  the  substance  is  treated  with  a  few  drops 
of  fuming  nitric  acid,  water  added,  and  the  product  boiled  with  acid 
stannous  chloride  solution.  The  tin  is  then  thrown  down  by  means  of 
zinc,  and  an  excess  of  ammonia  added,  when  the  solution  soon  assumes 
an  intense  violet  coloration  from  the  absorption  of  oxygen.  If 
ferric  chloride  is  added  after  removing  the  tin,  a  reddish- violet 
precipitate  is  produced  if  the  solution  is  concentrated,  and  a  violet 
coloration  if  dilute.  Acetylthiodiphenylamine ,  Ci2H8NSXc,  prepared 
by  boiling  thiodiphenylamine  with  excess  of  acetic  anhydride,  is 
sparingly  soluble  in  hot  glacial  acetic  acid,  alcohol,  and  benzene,  and 
crystallises  from  alcohol  in  thin  glistening  prisms.  It  resembles  thio¬ 
diphenylamine  in  its  behaviour  to  sulphuric  acid,  and  in  giving  the 
above  colour  reaction.  Methylthiodiphenylamine ,  Ci2H8NSMe,  ob¬ 
tained  on  heating  thiodiphenylamine  with  methyl  iodide  and  methyl 
alcohol  at  100 — 110°,  forms  magnificent  long  prisms,  is  moderately 
soluble  in  cold  alcohol  and  ether,  readily  in  hot  alcohol,  melts  at99'3°, 
and  volatilises  at  higher  temperatures  almost  unchanged.  It  yields  a 
greenish-brown  solution  with  sulphuric  acid,  and  with  nitric  acid  a 
bright  yellow  nitro-derivative  ;  when  this  is  treated  with  stannons 
chloride  and  hydrochloric  acid,  a  product  is  obtained  crystallising  in 
white  needles.  Ethylthiodiphenylamine,  Ci2H8NSEt,  melts  at  102°, 
and  crystallises  from  hot  alcohol  in  long  thin  white  prisms.  The 


KEL 


formula  of  thiodiphenylamine  is  probably  CeH^g^OeH*.  By  the 


oxidation  of  its  methyl- derivative  by  potassium  permanganate,  a  sub¬ 
stance,  CisIIuNSCh,  is  obtained,  which  is  probably  methyldiphenyU 
aminesulplione.  It  is  sparingly  soluble  in  alcohol,  ether,  and  glacial 
acetic  acid,  insoluble  in  water;  it  melts  at  about  222°,  has  neither 
basic  nor  acid  properties,  and  is  not  altered  by  boiling  concentrated 
potash,  nor  by  hydrochloric  acid.  On  heating  it  wTith  concentrated 
sulphuric  acid,  a  blue  solution  is  obtained,  and  on  pouring  this  into 
wrater,  the  colour  changes  to  brownish-violet. 

The  close  relationship  of  thiodiphenylamine  to  Laut’s  violet  and  to 
methylene-blue  is  indicated  by  the  following  considerations  :  Thio¬ 
diphenylamine  is  very  readily  acted  on  by  nitric  acid  with  formation 
of  a  dinitro-derivative,  soluble  in  alkalis  and  in  strong  ammonia.  On 
treating  the  nitro-derivative  with  acid  stannous  chloride  solution,  a 
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colourless  liquid  is  obtained  containing  the  tin  double  salt  of  a  leuco- 
base,  and  by  the  oxidation  of  this  a  violet  dye-stuff  is  produced  which 
bears  a  very  close  resemblance  to  Lant’s  violet.  Instead  of  treating 
diphenylamine  with  sulphur,  and  subsequently  introducing  amido- 
groups,  experiments  are  being  made  with  the  view  to  obtain  violet 
and  blue  dye-stuffs  by  the  introduction  of  sulphur  into  amidodiphenyl- 
amines.  On  reducing  a  slightly  acid  solution  of  dimethylphenylene- 
green,  Cj6HigN3,  by  hydrogen  sulphide  to  tetramethyldiamidodiphenyl - 
amine ,  and  then  oxidising  by  means  of  ferric  chloride,  a  green 
coloration  is  at  first  produced,  but  soon  changes  to  blue-green  with 
separation  of  sulphur,  and  finally  to  blue,  the  product  containing 
methylene-blue.  A.  K.  M. 

Preparation  of  Phenylhydrazine.  By  V.  Meter  and  M.  T. 
Lecco  (Ber.,  16,  2976). — Phenyl  hydrazine  hydrochloride  is  easily 
obtained  by  the  action  of  stannous  chloride  and  hydrochloric  acid  on 
diazobenzene  chloride,  PhN\*  hT.Cl  4-  3HC1  +  2SnCl2  —  2SnCl4  + 
NHPh.NH2.  It  may  be  obtained  direct  from  aniline  by  dissolving 
10  grams  aniline  in  200  grams  concentrated  hydrochloric  acid,  and 
slowly  adding  to  the  cooled  solution  7*5  grams  sodium  nitrite  dissolved 
in  50  c.c.  water,  and  afterwards  45  grams  stannous  chloride  dissolved 
in  415  grams  concentrated  hydrochloric  acid.  The  reaction  takes  place 
at  once,  and  a  white  crystalline  mass  of  the  salt  is  obtained.  By 
decomposing  this  with  alkali  and  exhausting  with  ether  the  pure  base 
may  be  obtained  in  the  crystalline  state.  A.  B. 

Action  of  Aldehydes  on  Phenols.  (I.)  By  A.  Michael  ( Amer . 
Ohem .  /.,  5,  339—349). — Benzaldehyde  and  resorcinol  may  be  heated 
together  in  closed  vessels  for  days  without  any  reaction  occurring ; 
heated  in  sealed  tubes  at  200°  a  resinous  substance  is  formed.  In  the 
presence  of  acids,  on  the  contrary,  the  substances  react  with  great 
readiness.  The  addition  of  one  drop  of  hydrochloric  acid  to  a  solution 
of  1  gram  resorcinol  and  1  gram  benzaldehyde  in  3  grams  absolute 
alcohol  causes  the  temperature  to  rise  to  55 — 60°,  and  a  crystalline 
deposit  is  formed.  The  filtered  alcoholic  liquid  is  poured  into  water, 
when  a  white  resin  is  precipitated ;  this  cannot  be  crystallised,  and 
assumes  a  reddish  tinge  if  dried  in  a  current  of  carbonic  anhydride  ; 
analysis  gave  numbers  agreeing  with  the  formula  C26H20O4.  It  is 
readily  soluble  in  alcohol,  benzene,  ether,  and  glacial  acetic  acid,  and 
also  in  alkalis.  It  melts  jit  about  330°  with  decomposition.  The 
acetyl-derivative,  C2gH1604Ac4,  which  is  white  and  amorphous,  is  some¬ 
what  less  soluble  than  the  resin.  The  crystalline  deposit  mentioned 
above  is  formed  by  the  action  of  acids  on  the  resin  ;  it  is  best  pre¬ 
pared  by  heating  5  parts  of  benzaldehyde  and  10  parts  of  resorcinol 
in  20  parts  of  water  on  the  water- bath,  and  then  adding  a  few  cubic 
centimeters  of  very  dilute  hydrochloric  acid.  It  consists  of  two  sub¬ 
stances,  one  crystallising  in  square  plates,  the  other  in  needles.  The 
former,  which  is  separated  by  extracting  the  deposit  with  alcohol,  has 
the  formula  C,6H20O4  -f  4H20,  melts  with  decomposition  at  above 
330°,  is  moderately  soluble  in  hot,  sparingly  soluble  in  cold  alcohol, 
insoluble  in  water  and  ether.  It  dissolves  in  alkalis,  and  is  reprecipi- 
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tated  by  acids  in  the  amorphous  form.  On  fusion  with  potash 
it  yields  resorcinol  and  benzoic  acid.  The  acetyl-derivative, 

C26H16G4AC4, 

crystallises  in  obliquely  truncated,  translucent  prisms,  insoluble  in 
cold,  sparingly  soluble  in  hot  alcohol.  The  second  substance  obtained 
by  the  action  of  acids  on  the  resin  is  only  obtained  in  small  quantity ; 
it  crystallises  in  needles,  and  is  only  very  slightly  soluble  in  hot 
alcohol.  The  conversion  of  resorcinol  and  benzaldehyde  into  a  resin 
is  effected  also  by  small  quantities  of  other  acids,  such  as  sulphuric, 
phosphoric,  acetic,  oxalic  acids,-  &c.,  also  by  the  fixed  alkalis  and 
potassium  carbonate.  A.  J.  G. 

Action  of  Aldehydes  on  Phenols.  (II.)  By  A.  Michael  and 
A.  M.  Comey  (Amer.  Ckem.  J.y  5,  349- — 353). — The  addition  of  a 
drop  of  hydrochloric  acid  to  a  mixture  of  acetaldehyde  and  orcinol  at 
100°  causes  an  abundant  precipitate  of  small  round  plates  of  a  sub¬ 
stance  of  the  formula  Ci8H20O4.  It  is  insoluble  in  the  ordinary  organic 
solvents,  but  is  soluble  in  alkalis,  the  solution  rapidly  oxidising  on 
exposure  to  air.  Resorcinol  gives  a  similar  substance,  which  could 
not,  however,  be  obtained  in  a  state  fit  for  analysis. 

Five  parts  of  chloral  hydrate,  10  parts  resorcinol,  and  40  parts  of 
water  were  heated  for  12 — 24  hours  in  a  flask  provided  with  a  reflux 
condenser;  a  crystalline  product  separates  which,  after  purification, 
forms  fine  yellowish  needles  of  the  formula  C8H603,  somewhat  soluble 
in  hot  water,  readily  soluble  in  hot  alcohol  and  acetic  acid.  Its  solu¬ 
tion  in  concentrated  sulphuric  acid  assumes  a  fine  blue  colour  on 
exposure  to  air.  Potassium  permanganate  completely  oxidises  it  to 
carbonic  anhydride.  The  acetyl-derivative,  CeH403Ac2,  forms  white 
prismatic  crystals  melting  at  120°.  The  benzoyl-derivative,  C8H403Bz2, 
is  obtained  in  small  crystals  of  a  slight  pinkish  tint  melting  at  165°. 
Chloral  hydrate  and  orcinol  yield  a  similar  compound  melting  at  250°, 
whose  acetyl-derivative  melts  at  150°.  A.  J.  G. 

Action  of  Bromacetophenone  on  Ethyl  Sodacetoacetate.  By 

C.  Paal  ( Ber .,  16,  2865 — 2869). — By  the  action  of  bromacetophenone 
on  ethyl  sodacetoacetate  in  alcoholic  solution,  sodium  bromide  sepa¬ 
rates,  and  in  a  few  minutes  the  reaction  is  complete  : — - 

CHAcNa.COOEt  +  CH2Br.COPh  =  CH2Bz.CHAc.COOEt  +  NaBr. 

The  product  is  diluted  with  water,  the  oil  which  separates  taken  up 
with  ether,  the  solution  dried  with  calcium  chloride  and  evaporated. 
The  heavy,  slightly  reddish-brown  coloured  oil  obtained  ( ethyl  aceto - 
• phenoneacetoacetate )  is  almost  insoluble  in  water ;  it  is  decomposed  by 
distillation,  even  under  diminished  pressure.  In  order  to  prepare 
aceto  phenoneacetoacetic  acid,  CH2Bz.CHAc.COOH,  its  ethyl-deriva¬ 
tive  is  treated  with  rather  more  than  the  calculated  quantity  of  a 
2  per  cent,  aqueous  potash  solution  for  some  hours  with  repeated 
agitation  ;  it  is  then  filtered  into  dilute  sulphuric  acid,  when  the  liquid 
at  first  becomes  milky,  the  liberated  acid  however  soon  becoming 
crystalline.  This  is  extracted  with  ether,  the  solutiou  evaporated, 
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and  the  crystalline  mass  washed  with  ether  to  remove  adhering  oiL 
It  is  of  a  pure  white,  but  rapidly  becomes  yellow,  dissolves  in  alkalis 
with  a  yellow  colour,  and  on  warming  the  solution  an  oil  separates ; 
but  from  a  cold  solution  the  acid  can  be  reprecipitated  unchanged  by 
mineral  acids.  It  melts  at  about  130 — 140°,  heat  decomposing  it  into 
carbonic  anhydride  and  an  oil.  Owing  to  the  readiness  with  which 
it  is  decomposed,  this  acid  has  not  been  obtained  pure  enough  for 
analysis  ;  after  two  crystallisations  from  ether  the  oil  already  men¬ 
tioned  alone  remains.  This  oil  is  acetophenoneacetone , 

CH3.CO.CH2.CH2.COPh, 

andean  be  obtained  in  larger  quantities  by  heating  acetophenoneacetic 
acid  with  absolute  alcohol,  when  carbonic  anhydride  is  abundantly 
evolved.  Acetophenoneacetone  is  a  yellowish  oil,  heavier  than  water, 
in  which  it  is  sparingly  soluble  in  the  cold,  somewhat  more  readily 
when  heated ;  it  is  insoluble  in  alkalis.  By  distillation  under  di¬ 
minished  pressure,  water  is  given  off,  an  oil  of  penetrating  odour 
passing  over,  whilst  a  portion  of  the  diketone  is  entirely  decomposed. 
The  author  has  not  succeeded  in  obtaining  a  di-isonitroso* derivative 
by  means  of  Meyer’s  hydroxylamine  reaction.  The  mon-isonitroso- 
derivative, 

CMe(HOH).CH2.CH2.COPh  or  CH3.CO.CH2.CH2.CPh  I  NOH, 

is  obtained  on  mixing  the  calculated  quantities  of  hydroxylamine, 
diketone,  and  sodium  carbonate  in  dilute  alcoholic  solution,  when  it 
soon  separates  in  small  crystals.  It  forms  long  white  lustrous  needles 
melting  at  122 — 123°,  and  soluble  in  acids  and  in  alkali.  When 
ethyl  acetophenoneaeetoacetate  is  added  to  boiling  alcoholic  potash, 
the  mixture  boiled  for  a  short  time,  poured  into  water  and  dilute  sul¬ 
phuric  acid  added,  an  acid,  C12H10O3,  is  precipitated  in  yellowish  flakes  ; 
this  crystallises  from  dilute  alcohol  in  clusters  of  long  needles  melting 
at  114 — 115°.  Its  formation  is  explained  thus: — C14H16O4  -4-  KOH 
=  C12H903K  4-  C2H5OH  4-  H30.  A.  K.  M. 

Substituted  Benzoic  Acids.  By  H.  Hubner  (. Annalen ,  222, 
16b — 203).  Part  II. — This  paper  is  a  continuation,  in  conjunction 
with  other  investigators,  of  Part  I,  already  abstracted  (this  vol.,  314). 
V.  Metabromometanitrobenzoic  Acid  and  its  Derivatives. 

By  F.  Hesemann  and  L.  Kochler. — Metamidometanitrobenzoic  acid 
is  dissolved  in  glacial  acetic  acid,  aqueous  hydrobromic  acid  (sp,  gr. 
1*49)  added,  the  cold  mixture  saturated  with  nitrous  anhydride,  and 
the  whole  then  heated  until  nitrogen  ceases  to  be  evolved.  The  crude 
acid  is  purified  by  means  of  its  crystalline  barium  salt.  Metabromo¬ 
metanitrobenzoic  acid  crystallises  in  needles  or  plates  melting  at  161°. 
It  is  easily  soluble  in  alcohol,  ether,  and  glacial  acetic  acid,  more 
sparingly  in  benzene,  carbon  bisulphide,  and  chloroform,  very 
sparingly  in  water.  The  potassium  salt ,  C7H3BrN04K  4~  -|H20,  crys¬ 
tallises  in  long,  yellowish,  glistening  needles :  the  barium  salt , 
(C7H3BrN04)2Ba  4~  5^H20,  in  colourless  needles  easily  soluble  in 
boiling,  sparingly  so  in  cold  water:  the  calcium  salty  (C7H3BrlTO4)2Ca 
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4-  H20,  in  colourless  prisms  :  the  magnesium  salt  in  colourless  needles 
with  1  mol.  H20 :  the  zinc  salt  in  small  colourless  needles  with 
4^H20  :  the  cadmium  salt  in  colourless  needles  with  4^H20  :  the 
strontium  salt  in  colourless  anhydrous  needles :  the  anhydrous  silver 
salt  forms  a  white  precipitate  very  sparingly  soluble  in  boiling  water, 
from  which  it  crystallises  in  long  colourless  needles  :  the  lead  salt 
forms  a  white  precipitate. 

Metabromometamidobenzoic  acid  was  obtained  by  the  reduction  of 
the  nitro-acid  with  tin  and  hydrochloric  acid.  It  is  thus  obtained  in 
the  form  of  its  hydrochloride,  from  which  the  free  acid  is  liberated 
by  sodium  acetate.  It  crystallises  in  needles  melting  at  215°,  easily 
soluble  in  alcohol,  sparingly  in  benzene,  almost  insoluble  in  water. 
The  metallic  salts  crystallise  with  difficulty ;  those  formed  with  acids 
easily.  The  hydrochloride,  C7H6BrN02,HCl,  crystallises  in  prisms 
easily  soluble  in  boiling  water ;  the  sulphate,  (C7H6BrN02)2,H2S04, 
in  prisms  which  are  decomposed  by  water.  The  barium  salt  crystal¬ 
lises  with  4H20  ;  the  calcium  salt  with  5^-H20  ;  the  silver  salt  forms 
an  almost  insoluble  crystalline  precipitate.  Dimetabromobenzoic  acid 
was  obtained  from  the  bromamido-acid  by  means  of  the  diazo-reaction. 
It  is  easily  soluble  in  alcohol  and  glacial  acetic  acid,  sparingly  in 
benzene  and  boiling  water;  crystallises  in  flakes  and  melts  at  213 — - 
214°.  The  barium  salt  crystallises  in  colourless  needles  with  4H20  ; 
the  calcium  salt  with  5H20 ;  the  cadmium  salt  with  4H20  ;  and  the 
lead  salt  forms  an  insoluble  white  precipitate. 

Dimetabromorthonitrobenzoic  acid , 

C6H2Br2(N02).C00H  [COOH  :  Br  :  Br  :  K02  =  1  :  3  :  5  :  2], 

was  obtained  by  gradually  adding  the  dibromo-acid  to  about  10  times 
its  weight  of  warm  fuming  nitric  acid  (sp.  gr.  1*53).  It  crystallises 
in  long  colourless  needles,  sparingly  soluble  in  boiling  water,  benzene, 
and  glacial  acetic  acid;  easily  in  ether  and  boiling  alcohol.  It  melts 
at  233 — 234°,  and  sublimes  unchanged.  The  barium  salt  crystallises 
with  4H20 ;  the  'potassium  and  calcium  salts  yield  anhydrous  crystals ; 
the  lead  and  silver  salts  almost  insoluble  white  precipitates. 

Dimetabroviorthamidobenzoic  acid ,  obtained  by  the  reduction  of  the 
nitro-acid  with  tin  and  hydrochloric  acid,  crystallises  in  colourless 
needles  soluble  in  glacial  acetic  acid,  hot  concentrated  hydrochloric 
acid,  and  boiling  alcohol ;  almost  insoluble  in  water  ;  it  melts  at  225°. 
The  barium  and  calcium  salts  crystallise  with  4H20 ;  the  copper  salt 
forms  a  light  green  crystalline  precipitate  :  the  alkaline  salts  crystallise 
from  water  with  difficulty,  more  easily  from  alcohol.  The  ortho¬ 
position  of  the  amido-  and  nitro- groups  in  these  two  acids  was  proved 
by  the  reduction  of  the  amido-acid  with  sodium-amalgam.  The 
orth ami doben zoic  acid,  melting  at  143 — 144°,  obtained,  was  converted 
into  salicylic  acid  by  the  diazo-reaction. 

VI.  Parabromobenzoic  and  Parachlorobenzoic  Acids  and 
their  Derivatives. 

Parabromometanitrobenzoic  Acid.  By  J.  W.  Raveill. — This 
acid,  obtained  by  adding  pure  parabromobenzoic  acid,  melting  at  248°, 
to  slightly  wanmed  fuming  nitric  acid,  crystallises  in  long  colourless 
needles  easily  soluble  in  alcohol  and  boiling  water,  sparingly  so  in 
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cold  water :  it  melts  at  199°.  Parabromometamidobenzoic  acid  was 
prepared  by  tbe  reduction  of  tbe  nitro-aeid  with  tin  and  hydrochloric 
acid.  It  forms  small  colourless  needles  which  become  reddish  when 
exposed  to  the  light.  It  fuses  at  225°  and  sublimes  unchanged. 
Burghard  has  examined  the  following  compounds  of  this  acid.  Para¬ 
bromometamidobenzoic  acid  hydrochloride  forms  colourless  needles 
which  become  discoloured  by  exposure  to  light ;  the  sulphate, 
(C7H6BrITO2)2,Il2S04,  crystallises  in  needles;  the  nitrate  in  flat 
prisms  :  all  three  compounds  are  decomposed  by  water.  The  copper 
salt  forms  a  green,  the  lead  salt  a  white  insoluble  powder.  Metamido- 
benzoic  acid,  melting  at  174°,  was  obtained  by  the  action  of  sodium- 
amalgam  on  the  bromo-amido-acid,  thus  proving  the  meta-position  of 
the  nitro-  and  amido-groups.  Parachlorometanitrobenzoic  acid ,  melting 
at  179 — 180°  (Hiibner  and  Biedermann,  Annalen ,  147,  257),  has  been 
re-examined.  Its  calcium  salt ,  (C7H301NT)4)2Ca  -f  5^H20,  forms 
yellowish  needles  which  effloresce  in  the  air :  the  sodium  salt , 
C7HaC1^04Na  -f  (?)H20,  crystallises  in  long  yellowish  needles  easily 
soluble  in  water,  sparingly  in  alcohol.  The  ethyl  salt  was  obtained 
by  acting  on  parachlorometanitrobenzoyl  chloride  (prepared  by  treat¬ 
ing  the  acid  with  phosphoric  chloride  at  120°)  with  alcohol.  It  forms 
long  yellow  needles  easily  soluble  in  alcohol,  benzene,  and  glacial  acetic 
acid,  very  sparingly  so  in  water,  and  melting  at  59°.  Parachlorometa - 
nitrobenza7iilide  is  produced  by  acting  on  the  benzoyl  chloride  with 
aniline.  It  crystallises  in  shining  prisms,  easily  soluble  in  alcohol, 
benzene,  and  glacial  acetic  acid,  almost  insoluble  in  water.  It  melts 
at  131°.  By  reducing  the  nitro-acid  with  tin  and  hydrochloric  acid, 
it  yields  the  amido-acid,  which  is  further  reduced  to  metamidobenzoic 
acid  by  the  action  of  sodium-amalgam. 

Parabromometabromobenzoic  Acid.  By  Btjrghard  and  Beut- 
nagel. — This  acid  was  obtained  by  diazotising  parabromometamido¬ 
benzoic  acid  and  decomposing  the  resulting  compound  with  hydro- 
bromic  acid.  It  forms  colourless  needles  or  plates,  easily  soluble  in 
alcohol,  sparingly  in  water,  and  melts  at  229 — 230°.  The  barium  and 
strontium  salts  both  crystallise  in  needles  with  4H20  :  the  copper  salt 
is  precipitated  from  solution  as  an  insoluble  light-green  powder:  the 
silver  salt  first  separates  in  a  gelatinous  form,  becoming  afterwards 
flocculent :  the  lead  salt  is  pale  yellow,  the  zinc  salt  a  white  powder  : 
the  potassium  salt  forms  a  very  soluble  crystalline  mass.  The  ethylic 
salt  crystallises  from  chloroform  in  long  needles  melting  at  38 — 38*5°. 
Dibromobenzamide  was  prepared  from  the  acid  chloride  by  treatment 
with  aniline.  It  crystallises  in  small  needles  melting  at  151*5°. 

Parametadibromorthonitrobenzoie  Acid.  By  E.  F.  Smith. — 
Prepared  by  dissolving  the  dibromo-acid  in  fuming  nitric  acid  heated 
to  100°.  It  is  easily  soluble  in  boiling  water  and  in  alcohol,  crys¬ 
tallises  in  colourless  needles,  melts  at  162°,  and  sublimes  under 
partial  decomposition.  The  barium  salt  crystallises  with  1  mol.  H20  : 
the  calcium  salt  with  3^H20  :  the  sodium  and  potassium  salts  give 
easily  soluble,  the  magnesium  salt  sparingly  soluble  anhydrous  crys¬ 
tals  :  the  ammonium  salt  forms  colourless  needles :  lead ,  copper ,  iron, 
and  silver  salts  yield  respectively  white,  green,  yellow,  and  white  pre¬ 
cipitates.  Parametadibromorthamidobenzoic  acid ,  obtained  by  the 
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reduction  of  the  nitro-acid,  is  very  sparingly  soluble  in  water,  more 
easily  in  alcohol,  from  which  it  crystallises  in  colourless  needles 
melting  at  225°.  The  barium  salt  crystallises  with  4H20 ;  the 
strontium  salt  with  2H20  ;  the  calcium  salt  with  4|H20  :  copper  salts 
yield  a  yellow  precipitate  ;  lead  salts  a  white  precipitate  ;  and  silver 
salts  a  white  precipitate  which  is  decomposed  by  boiling  water:  the 
sodium  salt  yields  very  soluble  scales.  The  ortho- position  of  the 
nitro-  and  amido-groups  in  these  acids  was  proved  by  M.  Ulrich  by 
converting  them  successively  into  orthamidobenzoic  acid  and  salicylic 
acid.  Their  constitution  is  therefore — 

COOH  :  Br  :  Br  :  |  =  1  :  3  -  4  :  6,  or  less  probably  =  1 :  3  : 4 :  2. 

VII,  Orthochlorobenzoic  Acid  and  its  Derivatives.  By  F. 

Wileens  and  G-.  Rack. — Orthochlorobenzanilide  (Kekule,  Annalen, 
117,  157)  melts  at  114°.  Dissolved  in  cold  fuming  nitric  acid  it 
yields  orthochlorobenzoparanitranilide ,  C6H4Cl.CO.NH.C6H4.NO2.  The 
latter  crystallises  in  yellow  needles  soluble  in  alcohol,  benzene,  and 
glacial  acetic  acid,  but  insoluble  in  water,  and  melts  at  180°.  Heated 
with  alcoholic  potash,  it  yields  parani tramline  and  orthochlorobenzoic 
acid.  In  the  process  of  nitration,  a  small  quantity  of  the  ortho- 
nitranilide  appears  always  to  accompany  the  para-body.  Orthochloro- 
metanitrobenzoic  acid  was  obtained  by  Hiibner  (Ber.,  6,  175)  by 
adding  orthochlorobenzoic  acid  to  about  five  times  its  weight  of 
fuming  nitric  acid  and  heating  gently  until  the  former  was  dissolved. 
Rack  has  carefully  investigated  this  reaction,  but  could  find  no  trace 
of  an  isomeric  acid  :  small  quantities  of  a  chlorodinitrobenzoic  acid 
crystallising  in  colourless  needles  easily  soluble  in  water,  alcohol,  and 
ether  and  petroleum,  melting  at  238°,  were  however  obtained.  The 
ammonium  salt  of  orthochlorometanitrobenzoic  acid  crystallises  in 
easily  soluble  anhydrous  plates ;  the  sodium  salt  in  soluble  needles  ; 
the  barium  salt  in  yellow  needles  with  3H20  ;  the  strontium  salt  with 
4^H20  ;  the  zinc  salt  in  long  easily  soluble  needles  with  5^H20  ;  the 
cadmium  salt  with  5H20  ;  the  lead  salt  yields  anhydrous  yellow 
needles;  the  copper  salt  sparingly  soluble  blue  needles.  The  follow¬ 
ing  new  salts  of  the  orthochlorometamidobenzoic  acid,  obtained  by 
the  reduction  of  the  nitro-acid,  have  been  examined  : — A  dark-green 
basic  copper  salt ,  (C7H6C1N02Cu)20  ;  the  lead  salt  crystallises  in 
brownish  needles  with  1^H20  ;  the  barium  salt  conld  not  be  obtained 
in  a  crystalline  form.  The  hydrochloride  forms  small  needles  easily 
soluble  in  water :  the  acid  sulphate  forms  large  colourless  needles,  and 
Buffers  slight  decomposition  on  solution :  the  nitrate  crystallises  in 
reddish  easily  soluble  needles.  With  sodium -amalgam,  this  acid 
yields  metamidobenzoic  acid.  The  nitro-group  must  therefore  be  in 
the  ?weto-position  to  the  carboxylic -group,  and  the  constitution  be 
COOH  :  Cl  :  N02  =  1  :  2  :  5  or,  less  probably  =  1:2:3. 

Orthochlorometachlorobenzoic  acid  was  obtained  from  the  chlor- 
amido-acid  by  means  of  the  diazo-reaction.  It  crystallises  in  colour¬ 
less  needles  melting  at  150°,  and  is  soluble  in  1176  parts  of  water  at 
14°,  more  soluble  in  boiling  water.  The  barium  salt  yields  efflorescent 
and  easily  soluble  needles  with  3H20  ;  the  calcium  salt  colourless 
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needles  with  2H20  :  the  lead  salt  forms  a  white  precipitate.  Ortho- 
metachlorobenzanilide  crystallises  from  benzene  in  large  prisms 
melting  at  240c.  B.  T.  T. 

(3 -Phenyltribromopropionie  Acid.  By  L.  P.  Kinnicutt  and 
G.  M.  Palmer  ( Amer .  Ghem.  5,  583 — 587). — /3-phenyltribromo- 
propionic  acid  is  prepared  by  the  action  of  dry  bromine  on  f3-mono- 
bromocinnamic  acid  ;  it  is  crystalline,  melts  at  151°,  and  is  soluble  in 
alcohol,  ether,  carbon  bisulphide,  chloroform,  and  benzene.  (According 
to  Glaser,  Annalen ,  143,  339,  ^-bromocinnamic  acid  melts  whilst 
absorbing  bromine,  and  the  liquid  acid  thus  formed  solidifies  after 
some  days,  and  then  melts  at  45 — 48°.  The  authors  cannot  confirm 
this  statement.)  When  boiled  with  water,  /3-phenyltribromopropionic 
acid  yields  dibromostyrene,  a-monobromocinnamic  acid,  and  a  crystal¬ 
line  acid  of  the  formula  C9H8Br203,  melting  at  184°,  readily  soluble  in 
water,  alcohol,  and  ether,  soluble  in  chloroform,  sparingly  soluble  in 
carbon  bisulphide  and  benzene ;  it  is  probably  phenyldibromolactic 
acid. 

Dibromostyrene,  on  exposure  to  bromine-vapour,  is  converted  into 
a  thick  viscous  oil  of  the  formula  C8H6Br4.  This  is  soluble  in  alcohol, 
ether,  and  carbon  bisulphide,  and  is  readily  decomposed  by  heat. 

A.  J.  G. 

Substituted  Aromatic  /3-Lactones  and  Derivatives  of  Cin¬ 
namic  Acid.  By  A.  Basler  (Ber.,  16,  3001 — 3007). — This  is  an 
account  of  the  para-derivatives  of  nitrocinnamie  acid,  the  ortho¬ 
derivatives  of  which  have  been  prepared  by  A.  Einhom  (Abstr.,  1884, 
65).  Paranitrophenyl-ft-bromopropionic  acid , 

C6H4(N02).CHBr.CH2.C00H, 


is  not  obtained  direct  from  paranitrocinnamic  acid,  as  is  the  ortho¬ 
acid,  but  by  the  action  of  5  parts  hydrobromic  acid  dissolved  in  glacial 
acetic  acid  at  0°,  on  the  dry  ether,  subsequently  heating  it  for  two  or 
three  hours  in  a  sealed  tube  at  100°.  The  acid  crystallises  out  and 
is  purified  by  recrystallisation  from  alcohol  or  acetone.  It  forms 
white  cubical  crystals,  melting  with  decomposition  at  170 — 172°,  dis¬ 
solves  in  the  above-mentioned  solvents,  but  is  nearly  insoluble  in 
other  ordinary  solvents,  and  is  decomposed  by  water.  Concentrated 
sulphuric  acid  dissolves  it  in  the  cold,  and  decomposes  it  on  heating. 
Boiled  with  dilute  sulphuric  acid  (1  to  4),  it  yields  paranitrocinnamic 
acid  by  separation  of  water  from  intermediately  formed  paranitro- 
phenyllactic  acid.  When  boiled  with  water,  it  yields  27*5  per  cent, 
paranitrosostyrene  and  72  per  cent,  paranitrophenyllactic  acid.  With 
sodium  carbonate  in  the  cold,  the  reaction  is  precisely  similar  to  that 
of  the  ortho-acid  (Absfcr.,  1884,  65),  but  with  boiling  sodium  carbo¬ 
nate  it  yielded  29  per  cent,  nitrosostyrene  and  65  per  cent,  paranitro- 
phenyl -/3  lactic  acid.  The  ethyl  derivative  is  very  stable,  but  on 
prolonged  boiling  with  soda  or  water  yields  paranitrocinnamic 
acid,  without  any  nitrosostyrene  or  the  expected  nitrophenyllactic 
acid. 
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(3- Lactone  of  paranitrophenyllactic  acid ,  C6H4(N02).CH<[  q  3)>CO, 

is  obtained  by  the  action  of  sodium  carbonate  in  the  cold  as  described 
by  Einhorn  for  the  ortho-compound.  It  crystallises  from  absolute 
alcohol  in  needles,  melting  at  91‘9°,  and  is  soluble  in  hot  benzene, 
alcohol,  and  ether.  The  following  reactions  are  proof  of  its  being  a 
/3-lactone  : — 1st.  On  heating  it  slightly  above  the  melting  point,  it 
forms  paranitrostyrene  with  evolution  of  carbonic  anhydride.  2nd. 
With  hydrobromic  acid  in  glacial  acetic  acid,  the  original  acid  is 
regenerated.  3rd.  With  water  or  alkali  the  corresponding  or  hydroxy- 
acid  is  formed,  which  may  be  converted  into  the  original  acid  by 
treatment  with  hydrobromic  acid  at  150°.  4th.  The  hydroxy-acid, 

C6H4(H02).CH(0H).CH2.C00H, 

is  identical  with  the  oxidation -product  of  the  substance  formed  by 
the  condensation  of  paranitrobenzaldehyde  and  aldehyde,  meltin^  at 
129—131°. 

Paranitrostyrene ,  C6H4(N02).CH  !  CH2,  obtained  by  heating  the 
lactone,  crystallises  from  hot  light  petroleum  in  yellow  prisms,  melting 
at  29°,  which  smell  of  cinnamic  alcohol,  and  by  further  application  of 
heat  or  in  time,  are  converted  into  a  polymeric  insoluble  form.  It  is 
decomposed  by  distillation. 

Paranitrostyrene  dibromide ,  C6H4(N02).CHBr.CH2Br,  is  formed 
from  the  above  by  the  action  of  bromine.  It  is  crystalline,  melting  at 
72 — 73°,  and  is  soluble  in  hot  benzene,  alcohol,  and  ether.  Paranitro- 
phenyl-fi-lactic  acid ,  C6Hi(N02).CH(0H).CH2.C00H,  is  obtained  as 
mentioned  above  by  heating  the  lactone  with  20  times  its  volume  of 
water.  On  evaporation,  the  acid  crystallises  out  without  water  of 
crystallisation,  melting  at  130 — 132°,  and  is  barely  soluble  in  cold 
water,  ether,  or  benzene,  but  soluble  in  hot  water,  alcohol,  ether,  and 
light  petroleum.  Unlike  the  lactones,  it  is  very  stable.  With  dilute 
sulphuric  acid,  it  behaves  as  does  the  ortho-acid ;  with  calcium  and 
silver,  it  forms  crystalline  soluble  salts.  The  ethyl  and  methyl  deri¬ 
vatives  melt  at  45°  and  72 — 74°  respectively.  The  action  of  ammo¬ 
nia,  &c.,  on  the  /3-lactones  is  under  investigation.  A.  B. 


Phenylglyeidic  Acid.  By  J.  Plochl  (Per.,  16,  2815 — 2825). — 
When  benzaldehyde  and  hippuric  acid  are  heated  with  excess  of 
acetic  anhydride,  a  condensation- product  is  produced,  and  may  be 
purified  by  recrystallisation  from  hot  alcohol.  It  melts  at  164 — 165°, 
has  a  feebly  alkaline  reaction,  is  insoluble  in  water,  sparingly  soluble 
in  ether,  more  readily  in  hot  alcohol,  from  which  it  crystallises  in 
yellow  needles.  Its  formation  may  be  represented  thus : 

Ph.CHO  +  COOH.CHo.NHBz  +  Te20  =  C16H1303N  +  2SOH, 
and  2C16H1303N  +  Ac20  =  Ca2H2405H2  +  2AcOH. 


It  is  the  anhydride  of  benzoylimidocinnamic  acid, 


PhCH 

I  >NBz, 

cooh.cit 


into  which  it  may  be  converted  by  heating  with  mineral  acids  until 
the  yellow  colour  has  disappeared.  By  saponification  with  alkalis,  a 
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portion  of  the  acid  is  decomposed  and  the  yield  considerably  dimi¬ 
nished.  Benzoylimidocinnamic  acid  crystallises  in  monoclinic  needles 
resembling  those  of  hippuric  acid  ;  it  melts  at  225°  with  decom¬ 
position,  is  almost  insoluble  in  water,  readily  soluble  in  ether  and 
alcohol.  That  this  substance  has  the  above  constitution  and  not  that 
of  benzoylamidocinnamic  acid,  CHPh  *.  C(NHBz).COOH,  is  indicated 
by  its  properties.  It  yields  no  addition-compound  with  hydrobromic 
acid,  and  is  not  converted  into  a  nitroso-derivative  by  nitrous  acid. 
Heated  with  dilute  hydrochloric  acid  at  120°  in  a  sealed  tube,  ammon¬ 
ium  chloride,  benzoic  acid,  a  new  acid  of  the  formula  C9H803,  and  a 
substance  (probably  a  polymeric  phenyl  ethylene  oxide)  insoluble  in 
sodium  carbonate  solution  are  formed,  the  latter  crystallising  in  glis¬ 
tening  flat  needles  melting  at  171°.  The  benzoic  acid  is  separated 
from  the  oxy-acid  by  fractional  precipitation  from  the  alkaline  solution, 
the  acid  C9H803  being  precipitated  last  as  an  oil.  The  same  acid  is 
also  obtained  if  benzoylimidocinnamic  acid  is  boiled  with  alkalis  as 
long  as  ammonia  is  evolved.  It  is  a  strong  acid,  very  sparingly 
soluble  even  in  hot  water,  readily  in  ether  and  alcohol,  and  crys¬ 
tallises  from  chloroform  in  lustrous  scales  melting  at  154 — 155°,  with 
evolution  of  carbonic  anhydride ;  its  alcoholic  solution  gives  an 
intense  green  coloration  with  ferric  chloride.  Its  constitution  is 


Ph.CH 

I  >. 

COOH.CH' 


This,  however,  is  the  same  as  that  assigned  by 


Erlenmeyer  to  .Glaser’s  phenyloxyacrylic  acid  ( Annalen ,  147,  100; 
I?er.,  13,  300),  a  body  of  very  different  properties  to  the  above.  Since 
epicblorhydrin  can  be  obtained  from  both  dichlorhydrins,  and  glycidic 
acid  from  both  cl-  and  0-chlorolactic  acids,  the  two  phenylbromolactic 
acids  might  be  expected  to  yield  the  same  phenylglycidic  acid,  unless 
in  the  splitting  off  of  the  hydrobromic  acid  the  bromine  should  com¬ 
bine  with  the  hydrogen-atom  directly  united  to  the- carbon,  in  which 
case  hydroxycinnamic  acids  would  be  formed. 


PhCH.OH  PH.CHBr 

I.  |  or  |  +  KOH  = 

COOH.CHBr  COOK.CH.OH 

Ph.CH 

|  >0  +  KBr  +  H30. 

COOK.CH^ 


II.  CHPh(OH).CHBr.COOK  +  KOH  = 

CPh(OH)  :  CH.COOK  +  KBr  +  H20. 

III.  CHPhBr.CH(OH).COOK  4-  KOH  = 

CHPh  :  C(OH).COOK  +  KBr  +  H,0. 

On  treating  phenyl-^-bromolactic  acid  with  alcoholic  potash,  the 
chief  product  is  resinous,  but  the  potassium  salts  of  two  acids  are  also 
produced,  neither  of  which  is  identical  with  Glaser’s  phenyloxyacrylic 
acid.  The  one  salt  is  decomposed  by  mineral  acids,  yielding  plienyl- 
ethaldehyde  and  stycerinic  acid,  whilst  the  other  yields  a  stable  acid 
melting  at  154—155°,  and  identical  with  the  author’s  phenylglycidic 
VOL.  xlyi.  2  s 
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acid.  This  acid  cannot  be  obtained  from  phenyl-a-bromolactic  acid, 
either  by  means  of  alcoholic  or  of  aqueous  alkalis.  The  experiments 
show  that  whilst  phenyl-0-bromolactic  acid  is  decomposed  according 
to  equations  I  and  III  (see  above),  the  corresponding  a-acid  suffers 
only  the  one  decomposition  shown  in  equation  II.  Phenylglycidic 
acid  resembles  glycidic  acid  in  yielding  an  amido-derivative  when 
heated  with  ammouia  at  100°,  whilst  Glaser’s  phenoxyacrylic  acid 
yields  no  amido-acid  under  like  conditions.  Phenylamidolactic  acid 
is  sparingly  soluble  in  water,  insoluble  in  ether,  soluble  in  hot  alcohol, 
from  which  it  crystallises  in  prisms  melting  at  189 — 190°.  Phenyl¬ 
glycidic  acid,  unlike  glycidic  acid,  does  not  combine  with  hydrobromic 
acid,  but  this  is  readily  explained  by  the  resistance  offered  by  the 
very  negative  character  of  the  compound,  the  conversion  of  the  stable 
saturated  phenylglycidic  acid  into  the  less  stable  phenyl-£-bromolactic 
acid  being  improbable.  On  the  assumption  of  Erlenmeyer’s  formula 
for  Glaser’s  phenyloxyacrylic  acid,  this  would  be  expected  to  yield 
a-phenyllactic  acid  by  reduction ;  the  /3-acid,  melting  at  94°,  is  how¬ 
ever  produced,  whilst  the  a-acid  is  readily  obtained  by  the  reduction 
of  the  author’s  phenylglycidic  acid. 

Prom  these  results,  it  is  inferred  that  Glasers  phenoxyacrylic 
acid,  obtained  from  phenyl-a-bromolactic  acid,  is  /3-hydroxycinnamic 
acid,  CPh(OH)  *  CH.COOH,  and  that  the  two  acids  obtained  from 
phenyl-/3-bromolactic  acid  are  distinct  from  Glaser’s  acid,  the  one 
being  a-hydroxycinnamic  acid,  CHPh !  C(OH).COOH,  and' the  other 
phenylglycidic  acid*  CHPh — CH.COOH,  with  which  the  author’s 


0 


oxy-acid  (see  above)  is  identical. 

With  regard  to  the  influence  of  the  phenyl- group,  the  author  points 
out  the  stability  of  the  salts  of  the  halogen-lactic  acids  of  the  fatty 
series,  those  of  the  two  phenyl-halogen-lactic  acids  being  very  un¬ 
stable,  although  the  acids  theniselves  are  stable ;  whilst  the  former 
yield  the  same  glycidic  acids  on  treatment  with  alcoholic  potash,  those 
of  the  aromatic  series  yield  unsaturated  hydroxy-acids,  and  in  the  case 
of  phenyl- /3-bromolactic  acid  also  a  small  quantity  of  phenylglycidic 
acid.  Both  glycidic  and  phenylglycidic  acids  are  stable,  and  both 
yield  stable  salts. 

The  above  condensation  of  benzaldehyde  and  hippuric  acid  differs 
from  Perkin’s  reaction,  the  carbon-atom  of  the  aldehyde  radicle 
uniting  with  both  nitrogen-  and  carbon-atoms  in  the  hippuric  acid. 

A.  K.  M. 

Violet  Derivatives  of  Triphenylmethane.  By  0.  Fischer 
and  G.  Korner  (Ber.,  16*  2904 — 2911). — In  continuation  of  work 
published  by  Fisher  and  German  (Absti\,  1883,  1097)  the  authors  of 
this  paper  confirm  the  presence  of  other  Substances  (containing  free 
ami  do-hydrogen)  in  commercial  methyl-violet  besides  the  dye  which 
yields  the  reduction- product  melting  at  173°  (hexamethylparaleuc- 
aniline).  When  methyl-violet  prepared  from  pure  dimethylaniline  is 
reduced  and  the  product  crystallised  from  alcohol,  the  substance 
melting  at  173°  separates  out,  whilst  the  mother- liquor  contains  other 
substances  yielding  acetyl- derivatives,  which  show  the  same  behaviour 
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on  oxidation  as  tetramethylacetylparaleucaniline  previously  described. 
The  methyl-violet  is  heated  with  an  excess  of  acetic  anhydride  and 
fused  sodium  acetate  for  several  hours  on  a  water-bath,  the  melt  dis¬ 
solved  in  water  and  the  dve-stuff  precipitated  by  salt  and  zinc  chloride. 
The  substance  obtained  is  dissolved  in  water  and  fractionally  preci¬ 
pitated  by  salt,  when  the  unattacked  violet  separates  first,  the  green 
acetyl- derivative  remaining  in  solution.  On  adding  alkali  to  the 
solution,  a  grey  flocculent  precipitate  is  obtained,  which,  after  recrys¬ 
tallisation  from  alcohol,  melts  at  2*23 — 225°.  The  figures  obtained 
on  analysis  agree  with  the  formula  C28H33N303  (  diace  tylpentamethyl- 
pararosaniline).  Investigation  shows  that  one  acetyl-group  is  attached 
to  nitrogen,  whilst  the  other  is  united  to  the  oxygen  of  the  earbinol- 
group.  It  is  insoluble  in  water,  sparingly  soluble  in  alcohol,  the 
solution  assuming  a  violet  coloration  on  exposure  to  air ;  on  adding 
acetic  acid,  the  formation  of  the  green  dye  takes  place  gradually  in 
the  cold,  instantly  on  heating.  The  salts  are  soluble  in  water  with 
splendid  emerald-green  coloration,  but  the  dye  is  too  unstable  to  be 
of  technical  value.  On  reducing  the  acetic  acid  solution  vrith  zinc- 
dust  and  adding  alkali,  a  precipitate  is  obtained,  crystallising  from 
alcohol  in  aggregates  of  colourless  concentrically- grouped  needles 
melting  at  142 — 143°,  and  from  the  numbers  obtained  on  analysis  is 
very  probably  acetylpentamethylparaleucaniline ,  C2$H3iN30.  By 

careful  oxidation,  it  is  reconverted  into  the  green  dye-stuff.  On 
boiling  it  with  hydrochloric  acid,  the  acetyl-group  is  split  off,  and 
pentamethylparaleucaniline,  C04H29N3,  obtained,  crystallising  from 
dilute  alcohol  in  groups  of  colourless  needles,  melting  at  115 — 116°; 
on  oxidation,  it  yields  a  violet  intermediate  in  shade  between  tetra- 
and  hexa-methyl- violet.  The  position  of  the  amido-groups  is  the  same 
as  in  thetetra-  and  hexa-methylparaleucaniline  and  in  paraleucaniline, 
since  it  yields  the  same  methiodide  as  the  latter  when  heated  at 
100°  with  methyl  iodide  and  methyl  alcohol.  It  is  thus  shown  to  be  a 
true  methyl-derivative  of  paraleucaniline.  A.  K.  M. 

Acridine.  By  C.  Graebe  ( Ber .,  16,  2828 — 2832). — The  researches 
of  Riedel  (Abstr.,  1883,  1152)  and  of  Bernthsen  and  Bender  (Abstr., 
1883,  1133)  show  that  the  formula  of  acridine  is  most  probably 
C13H9N,  and  not  Ci2H9N,  as  previously  assumed  by  Graebe  and  Caro. 
The  author  bas  prepared  the  pure  base  from  repeatedly  crystallised 
hydrochloride  and  sulphite,  and  on  analysing  it  his  figures  also  agree 
with  the  formula  Ci3H9N.  The  low  percentage  of  carbon  obtained  in 
previous  analyses  is  probably  due  to  the  absorption  of  oxygen  by  the 
acridine,  which  is  especially  observable  when  the  latter  is  melted. 
Analyses  of  the  platinochloride,  (Ci3H9N)2.,H2PtCl6,  and  aurochloride, 
Ci3H9N,HAuC14,  also  confirm  the  above  formula,  whilst  the  author’s 
previous  vapour- density  determination  (6*02)  agrees  well  with  both 
formulae.  Acridine  sulphite,  (Ci3H9N)2,H2S03,  is  obtained  as  a  very 
characteristic  salt  by  the  action  of  sulphurous  acid  on  a  solution  of 
the  hydrochloride ;  it  separates  in  the  form  of  reddish-brown  needles. 
It  can  also  be  prepared  by  mixing  solutions  of  acridine  hydrochloride 
and  sodium  sulphite,  and  then  acidulating  with  hydrochloric  acid, 
when  it  is  obtained  in  larger  yellowish-red  needles.  If,  instead  of 
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acidulating,  the  solution  be  concentrated,  the  salt  CiaH9N,S03NaH 
crystallises  out  in  colourless  prisms,  very  soluble  in  water.  On  heating 
its  solutions,  cridine  and  acridine  sulphite  are  produced.  The  addi¬ 
tion  of  hydrochloric  acid  precipitates  acridine  sulphite.  Octohydro - 
acridine,  Ci3H17N,  is  prepared  by  heating  acridine  (5  grams)  or  its 
hydrochloride  (6  grams)  with  amorphous  phosphorus  (2  grams),  and 
hydriodic  acid  (6 — 7  c.c.)  for  6—7  hours  at  220 — 230°.  The  product 
is  crystallised  from  water  and  the  base  separated  by  means  of  ammo¬ 
nia.  It  crystallises  from  alcohol  in  colourless  scales  or  long  plates, 
melts  at  84°,  and  distils  at  320°.  Its  solutions  do  not  fluoresce,  and  it 
has  not  the  powerful  action  on  the  skin  and  mucous  membrane  so 
characteristic  of  acridine.  The  hydrochloride,  C13H17N,HC1,  forms 
colourless  plates,  readily  soluble  in  hot,  sparingly  in  cold  water.  With 
acetic  anhydride  and  with  benzoic  chloride,  it  yields  acetic  and  benzoic 
derivatives,  and  with  methyl  iodide,  it  forms  methylacetohydroacridine. 
In  the  conversion  of  hydroacridine  into  octohydroaeridine,  a  well  cha¬ 
racterised  base  is  produced  from  a  non-basic  imido-compound,  a 
change  analogous  to  the  conversion  of  carbazol  into  carbazoline : 


Carbazol.  '  Hydroacridine. 


the  reduction  of  the  C6H4-groups  affecting  the  chemical  character  of 
the  nitrogen. in  the  same  way  in  both  cases.  A.  K.  M. 


Hydrides  of  Naphthalene.  By  C.  Graebe  and  P.  A.  Guye  ( Ber ., 
16,  3028 — 3032). — Agrestini  (Abstr.,  1883,  345)  having,  in  his 
attempt  to  prepare  Graebe’s  naphthalene  tetrahydride,  only  obtained 
naphthalene  hexhydride  along  with  naphthalene,  the  authors  repeated 
the  former  experiments  (this  Journal,  1873,  1008).  Their  results 
confirm  the  work  previously  published.  They  heated  10  grams  of 
naphthalene,  3  of  red  phosphorus,  and  9  of  hydriodic  acid  boiling  at 
127°  in  a  sealed  tube  at  210 — 225°  for  7\  hours,  and  obtained  without 
any  separation  of  iodine  7 — >8  grams  naphthalene  tetrahydride  boiling 
at  205°.  The  difference  in  Agrestini’s  results  seem  to  be  due  to  the 
higher  temperature  (235°)  which  he  employed.  Analysis  and  a 
vapour- density  estimation  confirmed  the  formula  Ci0Hi2,  but  in  a  short 
time  the  hydride  is  partially  oxidised. 

Tetrahydronaphthalenesulphonic  acid  was  also  again  prepared.  The 
monosulphonic  acid  is  obtained  by  heating  the  tetrahydride  with 
3y  parts  of  concentrated  sulphuric  acid  at  40°  for  three  hours.  At 
lu0°  the  disulphonic  acid  is  formed.  The  sodium  salt,  CioHnSOsNa,  is 
soluble  in  alcohol  and  water,  and  crystallises  in  plates.  The  barium 
salt,  (CioHnSOa^Ba^-H^O,  is  soluble  in  hot  wTater  and  alcohol,  and 
crystallises  in  plates. 

Naphthalene  hexhydride  is  obtained  by  heating  6‘7  grams  naph¬ 
thalene  with  3  of  red  phosphorus,  and  9|  of  hydriodic  acid  (127°  b.  p.) 
in  a  sealed  tube  for  nine  hours  at  245°.  No  iodine  separates  out,  but 
some  phosphonium  iodide  is  formed.  About  80  per  cent,  of  a  hydride 
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is  obtained,  which  analysis  proves  to  be  the  hexhydride.  Its  boiling 
point  is  199*5°;  Agrestini  gives  205°,  and  the  authors  suppose  that 
his  specimen  may  have  been  slightly  oxidised,  as  they  have  found 
that  by  oxidation  in  air  the  boiling  point  of  these  hydrides  is  raised. 
The  observation  that  naphthalene  dihydride  can  be  obtained  by  treating 
naphthalene  trahydride  with  bromine  was  also  confirmed. 

A.  B 

Two  Isomeric  Benzylnaphthalenes.  By  C.  Vincent  and  L. 
Roux  {Bull.  Soc.  Chim.  [2],  40,  163 — 166). — A  good  yield  of  <z- 
benzylnaphthalene  is  obtained  by  heating  a  mixture  of  benzyl  chloride 
and  naphthalene  at  150°  for  1^  hours,  zinc  chloride  being  added  from 
time  to  time  in  small  quantities.  The  product  is  decanted  before  it  solidi¬ 
fies  in  order  to  remove  the  zinc  chloride  ;  it  is  then  purified  by  distilla¬ 
tion  and  by  recrystallisation  from  alcohol.  After  drying  over  sulphuric 
acid,  it  is  crumbled  to  powder  between  the  fingers  and  sifted.  The  a- 
derivative  passes  through  the  meshes,  and  is  purified  by  two  or  three 
crystallisations  from  alcohol.  The  ^-derivative  is  retained  by  the  sieve. 

Pure  a-benzylnaphthalene  is  deposited  from  alcohol  in  brilliant 
rhombic  plates,  which  act  powerfully  on  polarised  light.  The  crystals 
(sp.  gr.  1*165)  dissolve  freely  in  benzene,  chloroform,  ether,  and  boil¬ 
ing  alcohol.  They  melt  at  59°,  and  boil  at  345°. 

The  ^-compound  is  best  prepared  by  heating  a  mixture  of  benzyl 
chloride  and  naphthalene  at  160°  for  an  hour,  aluminium  chloride 
being  added  in  small  quantities.  The  product  is  poured  into  water, 
and  then  distilled  and  purified  by  recrystallisation  from  boiling  alco¬ 
hol.  The  crystals  melt  at  55°,  and  boil  at  315°.  Their  sp.  gr.  at  0° 
is  1*176.  The  compound  is  freely  soluble  in  benzene,  chloroform,  and 
boiling  alcohol. 

By  the  prolonged  action  of  nitric  acid,  a-benzylnaphthalene  is  con¬ 
verted  into  a-naphthyl  phenyl  ketone  melting  at  75°,  and  the  ^-com¬ 
pound  into  the  /3-ketone,  which  melts  at  81*5°.  W.  C.  W. 

Constitution  of  Azonaphthol-dyes.  By  C.  Liebermann  (Per., 
16,  2858 — 2864). — From  an  observation  made  by  Pfaff,  the  author  is 
led  to  an  opinion  opposed  to  that  generally  accepted  that  the  two 
series  of  azo-derivatives  obtained  from  a-  and  /3-naphthol  respectively 
are  alike  constituted,  except  in  the  difference  of  positions  of  the  st¬ 
and  /3-hydroxyl  groups.  When  the  calculated  quantity  of  aniline 
hydrochloride  and  sodium  nitrite  is  added  to  a-naphthol  in  a  thin  paste, 
the  formation  of  the  dye-stuff  begins  at  once  ;  whilst,  if  the  same 
inode  of  proceeding  be  adopted  with  ^3-naphthol,  the  mixture  remains 
practically  colourless,  the  dye  being,  however,  produced  on  the  addi¬ 
tion  of  alkali.  Similar  results  are  obtained  when  other  aromatic 
bases  are  substituted  for  aniline.  A  more  striking  difference  between 
the  a-  and  ^-derivatives  is  the  ready  solubility  of  the  a-compound, 
Ph.hT2.CioH6.OH,  even  in  cold  dilute  alkali;  whilst  the  corresponding 
/3-compound  is  quite  insoluble  in  cold  alkali,  dissolves  slightly  on 
heating,  and  separates  unchanged  when  the  solution  cools.  The  ft- 
dye-stuffs  are  also  distinguished  from  the  corresponding  a-compounds 
by  their  capacity  for  crystallising,  their  more  sparing  solubility,  and 
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their  lower  melting  points.  Benzene-azo-a-naplithol ,  Ph.No.Ci0HQ.OH, 
prepared  as  above,  and  recrystallised  from  alcohol,  forms  steel-blue 
needles  melting  at  193°,  with  evolution  of  gas.  According  to  Typke 
(. Ber .,  10,  1580),  who  employed  a  different  method  of  preparation, 
two  isomerides  exist  melting  at  166°  and  175°  respectively.  The 
author  has  not  yet  succeeded  in  establishing  the  existence  of  an  iso- 
meride.  Benzene-azo-/3-naphthol,  Ci6H12H20,  separates  from  boiling 
alcohol  in  lustrous  golden-red  coloured  scales  when  the  solution  is 
rapidly  cooled,  and  when  slowly  cooled,  in  long  needles  of  a  canthar- 
ides-like  lustre.  It  forms  a  rosaniline-red  solution  with  concentrated 
sulphuric  acid,  and  is  also  soluble  in  ether,  benzene,  light  petroleum, 
and  carbon  bisulphide.  It  melts  at  134°,  is  insoluble  in  aqueous 
alkali,  but  is  readily  dissolved  even  by  cold  sodium  ethylate,  from 
which  solution  water  reprecipitates  it  unchanged.  It  has  feebly  basic 
properties,  uniting  with  hydrochloric  and  hydrobromic  acids  to  form 
unstable  compounds.  Benzene-azo-a-naphthol  also  dissolves  in  these 
acids,  but  to  a  very  small  extent.  On  reduction,  benzene-azo-/3-naph- 
thol  yields  a-amido-#-naphthol  and  aniline,  showing  that  the  diazo¬ 
group  occupies  the  ortho-position  to  the  hydroxyl  in  the  naphthalene 
nucleus.  This  ortho-grouping  is  one  however  which,  as  shown  by 
Jacobsen  and  Liebermaun,  also  by  Worms  and  by  Bottcher  (Abstr., 
1883,  1113),  readily  yields  anhydro-compounds.  The  application  of 
this  view  to  benzene-azo-/3-naphthol  leads  to  the  constitution 

TVTT — NPh 


which  at  once  explains  the  insolubility  of  this  compound  in  alkali, 
and  also  the  lower  melting  points  of  the  /3- derivatives.  The  same 
explanation  will  also  probably  hold  for  the  very  numerous  sulphonated 
azonaphthol-dyes  employed  in  the  arts.  Anthrol,  which,  from  the 
position  of  the  hydroxyl-group,  maybe  compared  with  /3-naphthol,  also 
yields  azo-derivatives,  insoluble  in  alkali.  The  less  ready  formation 
of  the  /3-naphtholazo-dyes  is  explained  by  the  fact  of  there  being  no 
para-position  for  the  azo-group  to  assume,  which  is  therefore  forced 
to  take  up  the  ortho-position.  A.  K.  M. 

Reactions  of  Hydroxylamine.  By  E.  Nageli  ( Ber .,  16,  2981 — 
2984). — Derivatives  of  Camphor  oxime  (Abstr.,  1883,  728). — Camphor- 
oxime  with  dry  hydrochloric  acid  yields  camphoroxime  hydrochloride, 
CioHie  I  H.OH,HCl.  It  is  a  white  powder,  insoluble  in  ether,  sparingly 
soluble  in  water,  but  readily  in  alcohol  and  acids.  With  sodium 
ethylate,  it  gives  the  sodium  salt,  C10H16  ’  H.OHa,  and  with  sodium 
ethylate  and  ethyl  iodide  ethylcamphoroxime,  Ci0Hi6  !  N.OEt.  Ho 
acetyl-compound  is  formed  with  acetic  chloride,  but  a  liquid  anhydride 
boiling  at  216 — 218°  of  the  formula  C9H15 !  C  !  H. 


As  hydroxylamine  reacts  with  amylene  oxide  obtained  by  boiling 
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amylene  bromide  with  water,  the  author  was  led  to  doubt  that  the 

/0 

group  0\  |  could  exist  in  the  oxide  as  Xiederist  (Annalen,  196,  360) 
X0 


had  supposed,  more  especially  as  Meyer  had  observed  that  hydroxyl- 
amine  does  not  react  with  ethylene  oxide,  or  generally  with  substances 
containing  that  group  ;  and  as  Eltekoff  (Jour.  Buss .  Chem.  Soc .,  10, 
215)  had  obtained  methyl  isopropyl  ketone  by  boiling  amylene 
bromide  with  water  and  oxide  of  lead.  The  author  found  that  on 
preparing  methyl  isopropyl  ketone,  and  treating  it  with  hydroxy lamine, 
he  obtained  a  compound  identical  with  that  obtained  from  amylene 
oxide.  Both  boiled  at  157 — 158°,  had  the  same  odour  and  all  the 
reactions  of  acetoximes.  Analysis  gives  the  formula  of  metliyliso- 
propylacetoxime,  CHMe2.CMe  1  NOH.  There  seems  little  doubt,  there¬ 
fore,  that  Niederist’s  supposed  amylene  oxide  is  methyl  isopropyl 
ketone,  as  shown  by  the  equation  CHMei.CHBr.CH2Br  +  H20  = 
2HBr  -f  CHMe,.C0Me.  A.  B. 


Matico-camphor.  By  K.  Kugler  (. Ber 16,  2841 — 2843). — A 
specimen  of  matico-camphor  (from  Piper  angustifolimn) ,  examined  by 
the  author  had  the  odour  and  taste  of  matico-leaves,  and  melted 
between  89°  and  103°.  After  repeated  crystallisations,  it  melted  at 
94°,  the  mother-liquors  containing  a  yellow  amorphous  resin.  Matico- 
camphor  exhibits  a  rotatory  motion  on  the  surface  of  water;  it  is 
not  attacked  by  aqueous  alkalis,  is  readily  soluble  in  alcohol,  ether, 
chloroform,  benzene,  and  light  petroleum.  The  pure  substance  lacks 
both  taste  and  odour.  In  contact  with  hydrochloric  acid,  it  assumes 
an  intense  violet  colour,  which  changes  to  blue  and  then  to  green,  the 
compound  yielding  brown  crystals  from  ether,  showing  green  fluor¬ 
escence,  and  having  an  ethereal  odour.  With  sulphuric  acid,  it 
becomes  yellow,  then  red,  and  finally  violet.  With  sulphur  and  nitric 
acids,  it  assumes  first  a  yellow,  then  a  violet,  and  finally  a  blue  colour. 
Matico-camphor  has  the  formula  Ci2H20O  ;  it  is,  perhaps,  the  ethyl- 
derivative  of  ordinary  camphor.  A.  K.  M. 

Pyridine  Bases  from  Coal-tar.  By  H.  Goldschmidt  and  E.  J. 
Constam  (Ber.,  16,  2976 — 2981). — The  authors  are  investigating 
these  bases  in  order  to  observe  which  of  the  theoretically  possible 
picolines,  lutidines,  &c.,  are  present  in  coal-tar.  The  bases  were 
obtained  in  the  usual  way  from  the  tarry  acid  liquor  produced  by 
washing  crude  benzene  with  sulphuric  acid,  by  neutralising  and  subse¬ 
quently  distilling  off  the  volatile  bases  by  steam.  Prom  10  litres  of 
the  acid  liquor  1  kilo,  of  volatile  bases  boiling  between  92 — 200° 
was  obtained.  By  repeated  fractional  distillation  little  was  obtained 
under  100°  ;  about  half  was  pyridine  (114 — 117°),  but  above  160°  very 
little  was  obtained.  The  small  fraction  under  100°  consisted  chiefly 
of  a  liquid  boiling  at  92 — 93°,  which  had  a  strong  odour  of  pyridine, 
and  yielded  that  base  after  treatment  with  solid  potash  and  distilla¬ 
tion.  By  mixing  pyridine  with  one-half  its  volume  of  water,  and 
distilling,  two  fractions  are  obtained,  the  heavier  at  92 — 93°,  the 
lighter  at  115°.  The  former  appears  on  analysis  to  be  a  molecular 
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compound  of  water  and  pyridine  (C5H5N  +  3H20),  judging  from 
the  constant  boiling  point  and  from  its  sp.  gr.  being  higher  than 
that  of  a  mixture  of  water  and  pyridine. 

The  fraction  between  130°  and  140°  was  found  to  consist  of  picoline, 
which  on  oxidation  and  treatment  with  cupric  acetate  yielded  (1)  a 
precipitate  of  cupric  picolate,  from  wrhich  picolinic  acid  melting  at 
137°  was  obtained,  thus  showing  that  the  picoline  in  coal-tar  is  a-pi co¬ 
line;  and  (2)  a  solution  of  a  small  quantity  of  a  copper  salt,  which 
yielded  an  acid  melting  at  310°,  giving  on  analysis  the  formula  of  a 
pyridinemonocarboxylic  acid.  This  is  isonicotinic  acid  or  7-pyridine- 
carboxylic  acid,  and  is  derived  possibly  from  7-picoline  present  in  the 
coal-tar,  but  more  likely  from  the  oxidation  of  some  lutldine  present 
as  an  impurity,  which  Weidel  and  Herzig  (  Vienna  Acad .  Ber.,  1880, 
848)  have  shown  does  yield  isonicotinic  acid.  The  presence  of 
a-picoline  was  also  verified  by  a  careful  preparation,  an  analysis, 
and  a  crystallographical  examination  of  the  platinochloride. 

A.  B. 

Anderson/s  Reaction.  By  0.  de  Coninck  (Bull,  Soc.  Ghim.  [2], 
40,  271 — 276  and  466), — When  the  platinochloride  of  a  pyridine 
base  is  treated  with  boiling  water,  2  mols.  HC1  are  eliminated,  and 
the  new  salt  combines  with  the  unaltered  platinochloride  to  form  a 
double  salt,  e.g ,, 

(C„H8w^.N.)*,HaPtei6  -  2  mols.  HC1  =  (CJL^^PtCl*. 

The  double  salt  has  the  composition 

(C,H2M_5.N)2,H2PtCl6  +  (CwH2w_5K)2PtCl4. 

The  author  points  out  that  this  reaction,  which  he  terms  “  Anderson’s 
Reaction,’ ’  is  characteristic  of  pyridine  bases.  It  distinguishes 
between  pyridine  and  quinoline  platinochlorides,  as  the  latter  are  not 
affected  by  boiling  water.  The  hydroquinoline  platinochlorides  are, 
however,  easily  decomposed.  The  platinochloride  of  quinoline,  de¬ 
rived  from  cinchonine,  and  that  of  quinoline  prepared  synthetically, 
both  resist  the  action  of  boiling  water  to  precisely  the  same  extent. 
The  author  therefore  regards  these  bases  as  identical.  The  exact  condi¬ 
tions  for  the  formation  of  the  double  salt  are  difficult  to  attain.  If 
the  action  of  the  boiling  water  on  the  platinochloride  is  not  continued 
for  a  sufficient  length  of  time,  the  double  salt  is  mixed  with  unaltered 
platinochloride.  If  it  is  carried  on  too  far,  then  it  is  partly  decom¬ 
posed.  W.  C.  W. 

Action  of  Pyridine  Bases  on  Alcoholic  Iodides.  By  O.  de 

Coninck  {Bull.  Soc.  Ghim.  [2],  40,  276 — 2 79)s — Methyl  iodide  unites 
rapidly  with  pyridine  bases.  Ethyl  iodide  enters  into  combination 
less  rapidly,  and  by  means  of  this  reagent,  it  is  possible  to  distinguish 
between  three  classes  of  pyridine  bases: — 1.  Cinchonine  and  brucine 
combine  energetically  with  ethyl  iodide.  2.  Coal-tar  pyridine  bases 
unite  less  readily.  3.  Dippel-oil  bases  combine  slowly  with  ethyl 
iodide.  Pyridine  combines  more  rapidly  than  picoline,  and  /3-colli¬ 
dine  more  rapidly  than  /3-lutidine.  Skraup’s  quinoline  prepared  by 
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synthesis,  and  quinoline  from  cinchonine,  require  the  same  time  for 
their  union  with  ethyl  iodide.  W.  C.  W. 

Creatines  and  Creatinines.  By  E.  Duvillier  (Compt.  rend .,  97, 
1486—1487.  See  also  Abstr.,  1883,  220  and  1153).— If  a  satu¬ 
rated  aqueous  solution  of  cyanamide  is  mixed  with  an  equivalent 
quantity  of  ethylamido-«-butyric  acid  and  a  few  drops  of  ammonia, 
the  liquid  after  about  a  month  begins  to  deposit  bulky  tabular  crystals 
of  dicyandiamide,  and  dicyandiamide  and  ethylamido-a-butyrocyami- 
dine  remain  in  solution.  Ethylamido-a-butyrocyamidine,  C7H13N30, 
forms  somewhat  large  transparent  anhydrous  tabular  crystals  which 
are  very  soluble  in  water  and  alcohol. 

The  action  of  cyanamide  on  ethylamido-isovaleric  acid  did  not  yield 
satisfactory  results.-  C.  H.  B. 

Morphine.  By  O.  Hesse  (Annalen,- 222,  203 — 234). —  The  author 
has  studied  the  action  of  acetic  and  propionic  anhydrides  on  morphine 
and  its  derivatives.  With  regard  to  the  nomenclature  introduced  by 
Grimaux,  the  author  contends  that  the  term  codeine  is  unjustifiable. 
When  the  hydroxylic  hydrogen  in  morphine  is  replaced  by  the  acetyl 
group,  the  resulting  product  is  mono-  (or  di-)  acetylmorphine ;  and 
when  it  is  similarly  replaced  by  methyl,  &c.,  the  resulting  compounds 
should  be  called  methylmorphine ,  &c.,-and  not  codeine,  codethyline, 
&c.  For  derivatives  where  one  of  the  hydrogen-atoms  of  the  nucleus 
is  replaced  by  methyl,  &c.,  the  author  proposes  the  name  of  morphi - 
methine ,  &c. 

Morphine  dissolves  easily  in  excess  of-  acetic  anhydride  at  85°,  to 
form  diacetylmorphine.  This  substance  crystallises  in  anhydrous 
prisms,  which  are  easily  soluble  in  alcohol,  sparingly  so  in  ether,  melt 
at  169°,  and  with  hydrochloric  acid  yield  a  hydrochloride  which  gives 
no  coloration  with  ferric  chloride.  No  more  highly  acetylised  body 
could  be  obtained.  Dipropionylmorphine  was  prepared  in  a  similar 
manner.  It  is  amorphous,  easily  soluble  in  alcohol,  ether,  and  chloro¬ 
form,  sparingly  so  in  water.  The  hydrochloride  is  an  amorphous 
powder  easily  soluble  in  water  and  yielding  a-  pale  yellow  amorphous 
platinochlorictey  [Ct7Hn(C3H50)2N03]2,H2PtCl6.  Morphine  methiodide 
treated  with  freshly  precipitated  silver  chloride  yields  morphine  metho- 
chloride  crystallising  in  long  colourless  needles,  containing  2H20, 
which  it  loses  at  120°.  It  dissolves  in  concentrated  sulphuric  acid 
without  discoloration,  but  the  solution  turns  violet  vrhen  heated.  It 
gives  a  dark  blue  coloration  with  ferric  chloride  in  aqueous  solution. 
The  platino chloride  forms  orange  needles  containing'  1  mol.  H20. 
Morphine  methiodide  dissolves  with  difficulty  in  acetic  anhydride  at 
100 — 120°,  and  forms  the  diacetyl-compound.  The  yield  is,  however, 
very  bad,  a  much  more  satisfactory  result  being  obtained  with  mor¬ 
phine  methochloride.  Diacetylmorphine  methochloride  crystallises  in 
concentrically  grouped  needles,  which  are  easily  soluble  in  water,  and 
give  no  coloration  with  ferric  chloride.  From  its  solutions  potassium 
iodide  precipitates  diacetylmorphine  methiodide.  The  chloride  yields  a 
pale  yellow  platinochloride  crystallising  in  small  needles  containing 
1  mol,  H20,  which  they  partly  lose  on  exposure  to  the  air,  com- 
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pletely  at  110°.  The  action  of  methyl  iodide  oil  morphine  in  the 
presence  of  bases  has  already  been  studied  by  Grimaux  (Abstr.,  1881, 
829).  With  acetic  anhydride  codeine  (methylmorphine)  gives  acetyl- 
codeine  crystallising  from  ether  in  prisms  which  melt  at  133°.  When 
propionic  is  substituted  for  acetic  anhydride,  propionylcodeme  ( pro - 
pionylmethylmorphine)  is  formed;  on  evaporating  its  ethereal  solu¬ 
tion,  this  is  left  as  a  colourless  film  easily  soluble  in  ether,  benzene, 
and  alcohol.  It  dissolves  in  sulphuric  acid  with  a  bluish  tint,  which 
turns  dark  blue  on  the  addition  of  a  trace  of  ferric  chloride.  When 
heated,  both  solutions  turn  dark  green.  It  yields  crystal lisable  salts 
with  acids.  The  hydrochloride  crystallises  in  large  colourless  ueedles 
containing  2H20,  and  soluble  in  water  and  alcohol :  it  gives  a  yellow 
crystalline  platinochloride.  The  acetate  crystallises  in  colourless 
needles  soluble  in  water.  It  loses  a  part  of  its  acetic  acid  at  100°. 
The  hydriodide  crystallising  with  1  mol.  H20,  the  oxalate  with  3H20, 
and  the  sulphate  are  all  soluble  in  water.  Codeine  methochloride 
{methylmorphine  methochloride)  is  obtained  from  codeine  metbiodide 
by  treatment  with  silver  chloride ;  and  crystallises  in  large  rhombic 
prisms  with  1  mol.  H20.  It  yields  a  yellow  flocculent  platinochloride 
with  3H20.  The  sulphate  gives  colourless  needles  containing  4H20. 
A  solution  of  the  last-named  salt  yields,  with  barium  hydroxide,  a 
colourless  solution  of  codeme  methylhy  dr  oxide,  which  on  evaporation 
over  sulphuric  acid,  deposits  crystals  of  methocodeine  {meihy Imorphi- 
methine).  The  unchanged  hydroxide  solution  precipitates  hydrates 
from  solutions  of  metallic  salts,  and  rapidly  absorbs  carbonic  anhy¬ 
dride  from  the  air.  Codeine  methiodide  dissolves  in  acetic  anhydride 
at  85°,  and  deposits  oblong  rectangular  tables  of  acetylcodeine  methiodide 
on  cooling.  Thus  obtained,  the  crystals  are  anhydrous  ;  but  on  recrys¬ 
tallisation  from  alcohol,  colourless  needles  containing  4H20  are  ob¬ 
tained.  The  platinochloride  forms  a  yellow  crystalline  precipitate.  If 
a  solution  of  sodium,  potassium,  ammonium,  barium,  or  calcium 
hydroxide  be  added  to  an  aqueous  solution  of  codeine  methiodide,  a 
colourless  strongly  alkaline  solution  is  obtained  which  gradually 
becomes  coloured,  and  deposits  methocodeine.  The  reaction  is  quick¬ 
ened  by  using  an  excess  of  the  alkali  and  heating  to  boiling.  The 
action  of  the  alkalis  is  therefore  to  liberate  the  hydroxide  from  which 
the  elements  of  water  are  subsequently  eliminated, 

C18H21N03,CHs(0H)  =  Qi9H23]Sr03  +  HaO. 

For  the  preparation  on  a  large  scale,  it  is  best  to  boil  the  methiodide 
with  rather  more  than  the  molecular  weight  of  potassium  hydroxide, 
extract  the  hot  solution  with  benzene,  and  shake  out  the  latter  with 
acetic  acid.  The  acetic  solution  is  then  saturated  with  sodium  chloride, 
and  the  precipitated  chloride  recrystallised  from  a  small  quantity  of 
water.  A  concentrated  aqueous  solution  of  the  chloride  is  then 
decomposed  with  sodium  hydroxide,  and  the  base  at  once  extracted 
with  ether.  In  a  few  minutes  the  ethereal  solution  deposits  long 
colourless  prisms  of  methocodeine.  Freshly  precipitated,  this  sub¬ 
stance  dissolves  freely  in  ether,  but  when  crystallised  only  sparingly. 
It  crystallises  from  boiling  alcohol  in  prisms,  from  boiling  water  in 
needles,  in  the  latter  case  with  1  mol.  H20.  It  melts  at  118'5°,  and 
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dissolved  in  97  per  cent,  alcohol  gives  [a]D  =  —  208’6°  whenp  =  4 
and  t  =  15°.  In  moderately  concentrated  sulphuric  acid,  the  base 
and  its  salts  dissolve  to  a  colourless  solution,  which  gradually  becomes 
of  a  purplish- violet  tint,  and  turns  olive-green  when  heated.  The 
base  gives  a  blue  colour  when  heated  with  concentrated  sulphuric 
acid.  The  hydrochloride  crystallises  with  2H20  in  needles  soluble  in 
10*8  parts  of  water  at  18°.  The  platinochloride  is  of  a  dark  green 
colour. 

Methocodeine  dissolves  in  acetic  anhydride  at  85°,  and  yields 
acetylmethocodeine.  It  melts  at  66°,  and  gives  a  blue  coloration  with 
concentrated  sulphuric  acid.  It  is  soluble  in  alcohol,  sparingly  so  in 
water.  The  salts  crystallise  easily-  the  hydrochloride  with  ^H20,  the 
platinochloride  with  4H2(X,  the  nitrate  with  3H20,  and  the  sulphate 
with  8H20. 

With  methyl  iodide,  methocodeine  forms  ct-methocodeine  methiodide , 
crystallising  in  prisms  with  ^H20  and  soluble  in  water.  The  x-metho- 
chloride  is  obtained  from  the  methiodide  by  the  action  of  silver 
chloride,  but  could  not  be  obtained  in  a  crystalline  form.  It  gives  a 
blue  colour  with  concentrated  sulphuric  acid.  The  a  -platinochloride 
is  a  yellow  flocculent  precipitate,  a- Codeine  methachloride  dissolves 
in  acetic  anhydride  forming  cn-acetylcodeine  methochloride ,  which  crys¬ 
tallises  with  2f  H20  in  long  colourless  silky  needles,  easily  soluble  in 
alcohol  and  boiling  water,  sparingly  so  in  cold  water.  It  gives  up 
2  mols.  H20  at  100°,  but  the  remainder  cannot  be  expelled  without 
decomposition  setting  in.  With  concentrated  sulphuric  acid  it  gives  a 
brownish- red  coloration.  The  'platinochloride  forms  a  sparingly  soluble 
yellow  crystalline  precipitate.  An  aqueous  solution  of  the  a-iodide 
becomes  milky  on  addition  of  potassium  or  sodium  hydroxide,  and 
gradually  deposits  an  oil  which  appears  to  be  unchanged  iodide.  If, 
however,  the  solution  be  boiled  with  alkali,  an  oil  is  deposited  on 
cooling,  which  solidifies  after  a  time.  This  substance  is  not  the 
original  iodide,  but  is  isomeric  with  it,  and  the  author  therefore 
names  it  ft-codeine  methiodide .  It  differs  from  the  a-iodide  in 
crystalline  form,  in  containing  no  water  of  crystallisation,  and  in 
being  less  soluble  in  water.  The  (3-chloride  was  not  obtained  in  the 


crystalline  form,  and  gave  a  purplish- violet  colour  with  concentrated 
sulphuric  acid.  The  ft -platinochloride  yields  small  orange  needles : 
the  sulphate  is  amorphous.  Decomposed  with  barium  hydroxide,  the 
sulphate  yields  the  alkaline  ft -methocodeine  methylhy  dr  oxide,  which 
crystallises  in  small  colourless  plates  and  flat  prisms,  soluble  in  water 
and  alcohol.  If  the  solution  be  evaporated  at  30 — 40°,  an  amorphous 
deliquescent  and  highly  caustic  mass  is  left.  This,  however,  is  not 
a  pure  body.  The  ft-chloride  yields  ft-acetyl-methocodeine  metho¬ 


chloride ,  from  which  the  S-iodide  can  be  obtained  by  double  decom¬ 
position.  The  platinochloride  forms  a  yellow  powder  containing 
3H20. 


These  results  confirm  the  presence  of  only  two  hydroxyl-groups  in 
morphine ;  and  the  author  points  out  that  these  two  groups  are  dif¬ 
ferent  in  character,  the  hydrogen  of  one  being  replaceable  by  either 
positive  or  negative  radicals,  that  of  the  other  only  by  the  radicals  of 
the  fatty  acids.  Morphine  methiodide  is  not  decomposed  by  boiling 
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with  bases,  whereas  directly  the  hydroxylichydrogen-atomis  replaced 
by  an  alcohol  radical,  the  stability  of  the  methiodide  is  at  once  re¬ 
duced,  and  in  the  presence  of  bases,  its  decomposition  and  the  intro¬ 
duction  of  the  methyl  radical  into  the  nucleus  takes  place  even  at 
ordinary  temperatures.  The  author  believes  the  hydrogen-atom  thus 
replaced  to  be  one  in  close  proximity  to  the  hydroxyl -group  which  is 
only  displaceable  by  acid  radicals,  and  not,  as  Gerichten  and  Schrotter 
contend,  one  of  those  combined  with  the  nitrogen-atom.  He  declines 
to  accept  as  proved,  the  formation  of  methylethylpropylamine  by  the 
decomposition  of  ethocodeine  methyl-hydroxide,  on  which  Gerichten 
and  Schrotter  base  their  argument.  On  the  latter  supposition,  the 
author  should  have  obtained  dimethylpropylamine  by  the* decomposi¬ 
tion  of  methocodeine  methyl-hydroxide,  whereas'  he  only  obtained 
trimethylamine.  He  believes  the  decomposition  to  take  place  accord¬ 
ing  to  the  equation — - 

C16H20NO3(CH3),CH3Oir  =  +  C15Hi0O2  +  CH3.OH  + 

CH2  +  2H30. 


The  ethyl  compound  would  then5 give  ethylene  in  the  place  of  methyl¬ 
ene,  and  this  was  observed  by  Gerichten  and  Schrotter,  but  ascribed 
by  them  to  a  secondary  reaction. 

The  author  is  inclined  to  look  upon  laudanine  as  a  morphine  deriva¬ 
tive  containing  propionyl,  but  in  which  the'  relative  character  and 
stability  of  the  two  hydroxyl-groups  is  different  to  what  is  the  case 
in  morphine.  He  is  now  continuing  his  researches  in  that  direction. 

L.  T.  T. 

Pseudomorphine}  By  0.  Hesse  ( Annalen ,  222,  234 — 248).— In 
his  first  communication  on  this  alkaloid,  which  he  obtained  from 
opium,  the  author  stated  his  belief  that  it  was  identical  with  the  oxy- 
morphine  of  Schiitzenberger,  and  that  its  formula  was-  Ci7H19N04. 
Brockmann  and  Polstorff  (Abstr.,  1880,  408)  contended  that  this 
oxymorphine  had  the  constitution  (Cl7H]gN03)2,  and  based  their 
assumption  principally  on  the  fact  that  nitric  oxide  was  evolved  in 
its  production  from  a  solution  of  morphine  hydrochloride  and  silver 
nitrite,  whereas  the  formula  CnH^NCh  would  require  an  evolution  of 
nitrous  oxide.  The  author  now  shows  that  if  an  aqueous  solution  of 
morphine  hydrochloride  is  mixed  in  molecular  proportions  with  a 
solution  of  potassium  nitrite,  and  the  whole  heated  for  some  time  at 
60°,  crystals  of  oxymorphine  are  formed,  and  a  gas  evolved  which  does 
not  turn  red  in  contact  with  the  air,  and  is  consequently  not  nitric 
oxide.  The  formation  is  evidently  due  to  the  decomposition  of  mor¬ 
phine  nitrite,  2C17Hi9N03,HI''I02  =  2Ci7H19N04  4  N20  4  H20,  and  the 
author  points  out  that  an  evolution  of  nitric  oxide,  when  silver  nitrite 
is  used,  might  also  be  explained  by  the  equation.  4Ci7Hi9N03,H]Sr03  = 
4C,7H19N04  +  Ns  4-  N202  +  2H20. 

The  author  now  finds  that  the  body  CnH^T^Ch  is  a  hydrate  of  the 
real  base,  and  that  the  formula  for  oxymorphine  is  therefore 

c17h17no3. 


The  hydrate  loses  its  water  at  130°,  but  the  base  is  so  very  hygroscopic 
that  it  is  onlv  by  taking  special  precautions  that  rehydration  can  be 
prevented.  The  less  crystalline  the  specimen  in  question,  the  more 
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marked  is  its  Hygroscopic  character.  The  alkaloid  is  best  purified  by 
solution  in  ammonia,  from  which  it  crystallises  in  colourless  crusts 
containing  1^H20,  which  it  loses  at  130°.  The  hydrochloride , 
Ci7H17N03,HC1,  crystallises  in  scales  containing,  under  varying  condi¬ 
tions,  respectively  1,  2,  3,  and  4  mols.  H20.  A  basic  hydrochloride , 
(Ci7Hi7NO;,)2,HCl  +  6H20,  is  obtained  in  microscopic  crystals  from  a 
hot  neutral  acetic  solution  on  the  addition  of  sodium  chloride:  from  a 
cold  solution,  the  basic  salt  crystallises  with  8H20.  With  platinum 
chloride  both  the  neutral  and  basic  salts  yield  a  yellow  floeculent 
plati  nochlor  i  do (  C 17H 17N  Oa)2,  H2PtC  16 

The  hydriodide ,  Ci7Hi7N03,HI  H  H20,  loses  its  water  when  exposed 
to  the  air:  the  chromate ,  (Ci7HnN03)2,H2Cr207  +  6H20,  loses  4H20  at 
80°  :  the  sulphate  crystallises  with  6H20,  and  effloresces  slightly  in 
dry  air,  but  -when  crystallised  from  boiling  water  it  is  stable  :  the 
oxalate  yields  shining  scales,  with  8H20  :  the  acid  tartrate , 

C17H17H03,C4H606  +  6H20, 

crystallises  in  needles  or  prisms.  Heated  for  two  hours  at  120°  with 
acetic  anhydride,  pseudomorphine  yields  diacetylpseudomorphine, 
C17Hi6(C,H5O0*NO1.  It  crystallises  from  ether  in  concentrically 
grouped  flat  prisms,  containing  4H20,  .which  it  loses  in  the  desiccator. 
It  is  moderately  soluble  in  ether  and  chloroform,  very  soluble  in 
alcohol,  in  which  it  yields. a  strongly  alkaline  solution.  Tt  contracts 
at  250°,  but  does  not  melt  until  276°.  It  gives  no  coloration  with 
ferric  chloride.  With  hydrochloric  acid,  it  sforms  a  salt  crystallising 
in  quadratic  tables,  easily ‘-soluble  in  water.  With  platinum  chloride, 
this  salt  yields  a  pale  yellow  floeculent  platinochloride , 

LC17H16(C3H30)2N03]2,H2PtCl6  +  6H2Q. 

The  di-acetyl  compound  is  easily  reconverted  into  the  original  base 
by  heating  it  with  alcoholic  potash.  ,It  is  clear,  therefore,  that  the 
hydroxyl-groups  of  morphine  are  still  present  in  pseudomorphine. 
The  author  was  unable  to  obtain  a  methyl  compound  by  the  action  of 
potassium  hydroxide  and  .methyl  iodide.  He,  however,  obtained 
pseudomorphine  methyl-hydroxide,  Ci7H17N03,Me0H.  The  author  also 
believes  pseudomorphine  to  be  identical  with  the  substance  which 
E.  L.  Meyer  (Per.,  4,  121)  obtained  by  the  action  of  moderately  con¬ 
centrated  sulphuric  acid  on  a  nitro-compound  which  he  had  obtained 
by  passing  a  strong  current  of  nitrous  anhydride  into  wTater  in  which 
morphine  was  suspended.  L.  T.  T. 

Ptomaines  and  Analogous  Compounds.  By  A.  G.  Pouchet 
( Compt .  rend.,  97,  1560 — 1562). — The  alkaloidal  compounds  which 
exist  normally  in  urine,  faeces,  and  the  excrements  generally,  are 
identical  with  or  very  closely  related  to  those  formed  by  the  putrefac¬ 
tion  of  proteids  out  of  contact  with  air.  The  alkaloidal  products  from 
both  sources  are  certainly  mixtures,  probably  of  homologous  com¬ 
pounds.  They  are  separated  by  converting  them  into  tannates,  which 
are  then  decomposed  by  lead  hydroxide  in  presence  of  strong  alcohol, 
the  lead  being  finally  removed  by  hydrogen  sulphide,  and  the  liquid 
submitted  to  dialysis.  After  some  time,  the  mixture  is  separated  into 
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(1)  a  liquid  portion  difficult  to  dialyse,  and  (2)  crystalline  substances 
■which  dialyse  easily. 

The  liquid  portion  obtained  from  urine,  which  the  author  terms  the 
extractive  matter  of  urine ,  is  a  neutral  syrupy  liquid  which  does  not 
crystallise  even  after  prolonged  exposure  in  a  vacuum.  It  has  the 
composition  C3H5HO2,  yields  precipitates  with  the  general  reagents 
for  alkaloids,  is  altered  on  exposure  to  air,  is  converted  into  a  resin 
by  hydrochloric  acid,  and  is  rapidly  oxidised  when  mixed  with 
platinum  chloride  solution.  It  does  not  yield  a  platinochloride. 

The  dialysate  from  urine  contains  a  base  07HiaN40?  or  C7H14N4O2, 
which  crystallises  in  bundles  or  irregular  spheres,  and  is  soluble  in 
dilute  alcohol,  almost  insoluble  in  strong  alcohol,  insoluble  in  ether. 
It  has  a  feebly  alkaline  reaction,  and  yields  crystallisable  salts.  The 
platinochloride  forms  deliquescent  golden-yellow  rhombic  prisms. 

The  liquid  portion  from  the  products  of  putrefaction  is  a  mixture 
of  volatile  bases  (probably  the  hydropyridic  bases  described  by  Gautier 
and  Etard)  and  variable  substances. 

The  dialysate  when  mixed  with  platinum  chloride  yields  two 
platinochloride s,  the  one,  (C7H18N206)2,H2l)tCl6,  crystallising  in  pris¬ 
matic  needles,  and  insoluble  in  strong  alcohol,  the  other, 

(C5H12N204)2,H2PtCl6, 

forming  a  dull  yellow  powder  somewhat  soluble  in  strong  alcohol,  but 
insoluble  in  ether.  Both  these  bases  are  allied  to  the  oxybeta'ines. 
Their  hydrochlorides  form  silky  needles,  which  are  altered  by  excess 
of  hydrochloric  acid  and  by  exposure  to  air.  The  base,  C7H18lSr206, 
forms  short,  thick  prisms,  which  become  brown  when  exposed  to 
light,  the  other,  C5H12N204,  crystallises  in  needles  which  seem  to  be 
more  stable.  Their  solutions  give  the  general  reactions  for  alkaloids. 
The  precipitates  with  sodium  phosphomolybdate  are  reduced  some¬ 
what  rapidly,  and  are  soluble  in  ammonia  with  formation  of  a  blue 
solution,  like  the  precipitate  formed  by  aconitine  under  the  same  con¬ 
ditions. 

All  these  compounds  are  violently  poisonous  to  frogs,  producing 
torpor  and  paralysis,  with  destruction  of  reflex  action,  and  rapid 
death,  C.  H.  B. 

“  Ptomaine.”  By  J.  Guareschi  and  A.  Mosso  ( J .  pr.  Chem.  [2], 
28,  504 — 512). — Influence  of  Ptomaine  Hydrochloride  on  Nerves  and 
Muscles.— The  experiments  made  on  frogs  after  destroying  the  spinal 
cord  yielded  the  following  results : — When  a  frog  has  been  poisoned 
with  ptomaine  hydrochloride,  the  gastrocnemius  muscle  no  longer 
contracts  regularly  when  the  ischiadic  nerve  is  slightly  irritated.  Its 
irritability  is  soon  lost.  It  appears  as  if  some  time  were  required  for 
the  energy  to  accumulate  in  the  nerve  centre  before  the  same  amount 
of  irritation  will  produce  the  contraction  of  the  muscle.  The 
authors  state  that  the  destruction  of  the  irritability  of  the  motor 
nerves  is  by  no  means  an  action  characteristic  of  curare,  for  they  find 
that  when  a  nerve  dies  from  any  cause  whatever  the  motive  fibres  are 
first  affected,  and  the  direct  irritability  of  the  muscle  is  the  last  to 
disappear.  There  is  no  poison  known  which  kills  the  muscle  and 
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leaves  the  nerves  their  functions.  By  slightly  compressing  the 
ischiadic  nerve  of  a  frog  with  a  pair  of  nippers,  the  leg  becomes 
paralysed,  and  exactly  the  same  appearances  are  manifested  during 
its  loss  of  irritability  as  are  shown  in  a  case  of  poisoning  by  curare. 

The  authors  have  made  a  chemical  examination  of  fresh  brain  sub¬ 
stance  according  to  the  Stas-0 tto  method,  and  find  it  to  contain 
ammonia,  trimethylamine,  and  ptomaines.  The  experiment  was  made 
in  winter,  and  24  hours  after  the  death  of  the  animal.  An  examina¬ 
tion  wras  also  made  of  the  constituents  of  fresh  beef.  Ten  minutes 
after  the  death  of  a  calf  50  kilos,  of  its  flesh  was  cut  up  and  heated 
for  several  hours  on  a  water-bath  with  dilute  sulphuric  acid.  The 
mass  then  filtered,  and  the  filtrate,  after  separation  of  the  fat,  evapo¬ 
rated  to  a  syrup.  This  was  twice  treated  with  three  times  its  volume 
of  97  per  cent,  alcohol.  The  alcoholic  liquor  was  partially  distilled, 
the  volatile  products  being  passed  into  hydrochloric  acid.  The 
remainder  was  evaporated  and  the  residue  treated  with  ether.  On 
evaporating  the  ether  a  yellow  residue  A  was  obtained.  The  acid 
solution  was  rendered  alkaline  by  adding  ammonia  and  then  shaken 
with  ether.  The  ether  on  evaporation  left  a  residue  B.  Finally  the 
pulpy  residue  was  extracted  with  benzene.  Residue  A  contained 
succinic  acid,  lactic  acid,  and  small  quantities  of  alkaloids.  B  con¬ 
sisted  of  a  yellow  alkaline  liquid,  which,  on  standing,  deposited 
microscopic  crystals.  The  quantity  obtained  was  not  sufficiently 
large  to  allow  a  thorough  analysis  to  be  made.  The  authors  give  a 
list  of  the  reactions  of  the  substance.  The  residue  from  benzene 
consisted  of  minute  traces  of  alkaloids. 

Considering  the  possibility  that  in  the  method  just  described  the 
alkaloids  may  be  produced  by  the  action  of  sulphuric  acid  on  the 
albuminoid  substances,  the  authors  repeated  the  process,  substituting 
tartaric  for  sulphuric  acid.  They  found  that  residue  A  was  very  much 
less ;  succinic  acid  could  not  be  detected.  Residue  B  was  reddish- 
brown  and  contained  traces  of  alkaloids. 

By  extracting  the  flesh  with  water  only  at  50 — 60°,  crystals  of 
methyl hydantoin  melting  at  159 — 160'5°  were  obtained,  but  no  trace 
of  alkaloids.  It  appears  that  in  the  absence  of  foreign  acids,  fresh 
acid  animal  substance  yields  only  traces  of  alkaloids,  or  none,  and 
that  their  formation  is  due  to  the  decomposition  of  albuminoid  sub¬ 
stances.  J.  I.  W. 

Gelatin.  By  H.  Weiske  (Bied.  Gentr .,  1883,  673). — The  author 
has  prepared  gelatin  in  various  wavs,  and  has  found  that  the  products 
differ  in  properties.  Pieces  of  bone  were  treated  repeatedly  and  for  a 
long1  time  with  dilute  hydrochloric  acid  to  remove  the  inorganic 
matter  as  completely  as  possible ;  they  w'ere  then  washed.  Gelatin 
made  from  this  is  not  precipitated  from  its  solutions  by  tannic  acid 
unless  a  few  drops  of  a  solution  of  a  salt  (sodium  chloride,  &c.)  are 
added  simultaneously ;  in  other  respects  it  does  not  differ  from 
ordinary  gelatin.  By  boiling  bones  free  from  mineral  matter  with 
repeated  quantities  of  water,  and  then  dissolving  the  residue  by 
heating  with  water  under  pressure,  two  solutions  are  obtained  which 
when  evaporated  to  dryness  at  100°  yield  two  kinds  of  gelatin 
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differing  from  one  another  and  also  from  the  above  variety  in  various 
properties,  D.  A.  L. 
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Influence  of  the  Salts  of  Sea-water  on  Fresh-water  Animals 
and  the  Causes  of  the  Death  of  Freshwater  Animals  in  Sea¬ 
water  and  Marine  Animals  in  Fresh  Water.  By  H.  de  Varignt 
and  P.  Bert  ( Bied .  Centr .,  1883,  652— 655).— Vaifigny  lias  studied  the 
influence  of  some  of  'the  salts  contained  in  sea-water  on  the  develop¬ 
ment  of  frog-spawn  and  tadpoles.  Their  development  was  not 
arrested  either  by  solutions  containing  per  litre  2*2  grams  magnesium 
sulphate,  or  by  solutions  containing  as  much  as  3  grams  of  potassium 
chloride  per  litre,  or  even  4  grams  of  magnesium  chloride.  Sea-water 
contains  2*2  grams  MgS04,  0’7  gram  KC1,  3*5  grams  MgCl2,  and  20 — 
25  grams  NaCl  per  litre.  .Moreover  tadpoles  hatched  in  the  2’2  grams 
per  litre  magnesium  sulphate  solution  can  thrive  in  a  solution  in  which 
the  magnesium  sulphate  is  gradually  increased  to  4igrams  per  litre,, 
But  sodium  chloride,  even  in  quantities  below  the  proportion  in  sea¬ 
water,  destroys  the  vitality  of  ifrog-spawn  and  tadpoles.  In  solutions 
of  equal  parts  of  fresh  and  sea-wrater,  tadpoles  10 — 20  days  old  die, 
whilst  those  5  or  6  weeks  old  make  scarcely  any  perceptible  progress 
in  their  development.  These  results  confirm  those* obtained  by  Bert 
( Compt .  rend.,  97,  133;),  who,  moreover,  points  out  that  the  amount  of 
chlorides  in  sea-water  is  sufficient •  to  kill  fresh-water  animals  in  from 
30 — 40  minutes.  The  cause  of  death-in  animals  protected  by  slime  is 
exosmotic  action  on  the  gills  ;  whilst  in  animals  not  so  protected,  such 
as  frogs,  &c.,  the  body  becomes  dry  through  exosmose,  and  the  animal 
loses  from  |  to  ^  of  its  weight ;  thus  a  frog  will  die  if  one  of  its 
feet  is  immersed  in  sea-water.  A  fully  grown  and  uninjured  eel  can 
live  a  long  time  in  sea- water;  if,  however,  any  of  the  protecting 
slime  is  removed  the  animal  dies  in  a  few  hours.  Larger  animals 
can  resist  this  action  better  than  smaller  ones.  The  activity  of  the 
water  increases  as  the  temperature  rises.  Experiments  were  now 
made  on  adaptability,  and  it  was  observed  that  wdien  sea- water  is 
gradually  added  to  fresh  water  containing  living  tadpoles,  crusta¬ 
ceans,  &c.  (also  conferva),  the  animals  (and  ^plants.)  continue  to  live  in 
a  salted  fresh  water  in  which  they  would  soon  succumb  if  removed 
direct  from  fresh  water  into  such  a  mixture.  Perfect  adaptation  was 
obtained  with  the  crustacean  water-fleas,  for  after  some  time  they 
became  so  accustomed  to  the  mixed  waters  that  they  died  when  they 
were  returned  to  their  original  element — fresh  water.  In  another 
experiment  with  these  animals  1  part  of  sea-wuter  was  added  to  2  parts 
of  fresh  water ;  wdthin  a  few  days  all  the  animals  died,  but  in  another 
few  days  fresh  animals  appeared,  having  been  hatched  from  the  eggs 
of  their  deceased  progenitors,  from  wdiicli  they  differed  only  in  size. 

Fresh  water  infusoria  and  conferva  can  withstand  a  water  contain- 
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ing  enough  salt  to  kill  fish  and  crustaceans,  which  is  about  the 
quantity  equivalent  to  a  mixture  of  1  part  sea  with  2  parts  fresh 
water.  They  may  be  made  to  live  in  a  water  equivalent  to  equal  parts 
of  sea  and  fresh  water,  provided  the  amount  of  salt  is  only  increased 
at  the  rate  of  0*1  gram  per  litre  per  diem. 

By  converse  experiments  with  marine  animals  the  authors  find  that 
they  die  in  fresh  water  from  want  of  sodium  chloride ;  and  the  want 
cannot  be  supplied  by  either  potassium  or  magnesium  salts,  or  by 
raising  the  sp.  gr.  of  the  fresh  water  by  means  of  glycerol  or 
sugar,  &c. 

The  immediate  cause  of  death  is  endosmosis ;  the  gills  of  fish, 
mollusca  and  annelida  swell,  whilst  the  muscles  of  annelida  and  am* 
phioxus  and  the  arms  of  cephalopoda  lose  their  power  of  contraction. 

Adaptation  experiments  with  marine  animals  under  reverse  condi¬ 
tions  to  those  described  above,  give  perfectly  analogous  results.  The 
authors  are  now  studying  the  effect  on  marine  animals  of  raising  the 
quantity  of  salt  in  sea-water.  D.  A.  L. 

Influence  of  Fresh  Water  on  Marine  Animals  and  Vice 
Versa.  By  F.  Plateau  ( Bied .  Gentr .,  1883,  786), — The  author  was 
working  in  this  direction  in  1870,  and  arrived  at  the  same  results  as 
Varigny  and  P.  Bert  (preceding  Abstract),  in  spite  of  the  fact  that 
his  method  was  a  totally  different  one.  J.  K.  C. 

Action  of  Cold  and  Warm  Baths  on  the  Temperature  of  the 
Animal  Body.  By  A.  Pletzer  (Bied.  Centr .,  1883,  712). — It  is  a 
known  fact  that  cold  baths  lower  the  temperature  of  the  body,  but 
that  in  consequence  of  the  external  cooling  the  influence  of  the  regu¬ 
lating  power  of  the  skin  is  soon  at  work,  and  causes  an  increase  in 
temperature.  If,  however,  an  animal  cooled  by  cold  water  is  im¬ 
mersed  in  a  warm  bath  a  further  reduction  of  temperature  takes 
place  with  astonishing  rapidity.  This  fact  has  been  verified  by  many 
experiments  with  healthy  and  feverish  rabbits;  the  following  are 
examples  of  the  investigations : — 


Temperature  of  Animal  at  Starting ,  38'6 — 38*7°  C. 


Temperature  of  bath,  °C. . .  . .  30  40  9 

„  „  animal,  °C.  . .  38*5— 38*2  381—38*0  38*05 

Temperature  of  bath,  °C .  40  9  40 

„  „  animal,  °C...  37*7— 37*5  37*5  37*0—36*8 

Feverish  Animal ,  40*2 — 40*3°C. 

Temperature  of 

bath,  °C .  30  40  29  12  40 

Temperature  of  (air) 

animal,  °C...  40*0  39*8—39*7  39*7—39*4  39*0  38*6— 38*5 

Temperature  of  bath,  °C .  9  40  9  40 


animal,  °C.  . .  38*3  37*8— 37*2  37*5  36*6 
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In  one  case  the  temperature  of  the  body  was  reduced  5°  by  alternate 
treatment  with  warm  and  cold  water.  It  was  also  observed  that 
simultaneously  with  the  lowering  of  the  temperature  there  is  a 
decrease  in  the  amount  of  oxygen  required,  and  consequently  a  reduc¬ 
tion  in  the  oxidation-process  of  the  body.  D.  A.  L. 

Comparative  Value  of  Fresh  and  Artificial  Butter.  By  A. 

Mayer  and  P.  Uldall  ( Bied .  Gentr .,  1883,  776 — 778). — This  paper 
gives  the  results  of  Mayer’s  work  (which  has  already  been  abstracted 
in  this  Journal,  Abstr.,  1884,  92),  together  with  some  critical  remarks 
by  Uldall.  The  latter  adverts  to  a  feature  in  Mayer’s  experiments, 
that  the  persons  under  treatment  were  not  fed  for  some  days  pre¬ 
viously  with  the  butter  on  trial.  This,  however,  he  thinks  would  only 
slightly  alter  the  results  in  favour  of  artificial  butter,  making  the 
digestibility  of  the  two  about  equal.  J.  K.  C. 

Value  of  Bran  for  Human  Food.  By  M.  Rubner  (Bied.  Gentr., 
1882,  67 7 — 679). — Bran,  as  is  well  known,  contains  nearly  the  same 
] proportion  of  the  most  important  group  of  food  constituents  as  flour, 
the  quantity  of  albuminoids  and  fat  being  even  greater  ;  therefore  the 
question  as  to  the  expediency  of  employing  flour  prepared  from  the 
entire  grain,  or  flour  without  bran,  for  bread-making  is  a  very  im¬ 
portant  one,  and  of  course  amounts  to  this  : — Is  it  better  to  separate 
the  bran  and  use  it  as  fodder  for  cattle,  or  to  leave  it  in  the  flour 
employed  for  human  food  ?  In  order  to  decide  this  point,  the  author 
has  conducted  some  experiments  which,  along  with  his  conclusions, 
are  briefly  described  below.  A  man  was  fed  on  bread  made  from 
different  qualities  of  flour ;  he  received  about  900  grams  of  bread  and 
1*5  litre  of  beer  daily,  water  being  given  if  more  drink  was  required. 
The  experiments  were  continued  for  periods  of  three  days.  The 
qualities  of  flour  employed  were : — 1.  The  finest  constituting  30  per 
cent,  of  the  yield  from  wheat-corn,  which  was  a  mixture  of  Odessa, 
Californian,  and  English  wheat.  2.  A  medium  quality ,  being  70  per 
cent,  of  the  flour  obtained  from  a  mixture  of  Girka  and  Minnesota 
wheat.  3.  The  whole-meal  flour  of  the  Bread  Reform  League.  The 
loss  per  cent,  of  the  food-constituents  passing  away  unused  with  the 
excrement  in  each  case  is  as  follows: — 


Kind  of  flour. 

Dry 

matter. 

Nitrogen. 

Fat  (etlier 
extract) . 

Carbo¬ 

hydrates. 

Ash. 

Finest  . 

4*03 

20*07 

44-69 

M0 

19*28 

Medium  .... 

6*66 

24*56 

62*83 

2*57 

30*35 

Whole  meal . . 

12*23 

30*47 

51*14 

7*37 

44*98 

These  numbers  speak  for  themselves.  The  cellulose  walls  of  the 
husk-cells  form  doubtless  the  chief  obstacle  to  the  complete  utilisation 
of  the  nutritious  matter  in  coarse  bread.  The  author  points  out  that 
although  the  quantity  of  coarse  bread  digested  in  the  human  body  is 
less  than  that  of  fine  bread,  nevertheless  there  is  a  quantity  of 
nutritious  matter  utilised  in  the  intestines  from  it  and  from  the  bran 
contained  in  it ;  and  from  this  stand-point  alone  no  objection  can  be 
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raised  against  its  use  as  an  article  of  human  diet.  When  however  it 
is  used  it  should  be  ground  very  much  finer  than  it  is  at  present 
customary  to  do.  But  from  an  economical  point  of  view,  the  use  of 
bran  in  bread  is  not  recommended,  for  to  obtain  it,  it  is  taken  from 
animals  which  can  digest  it  more  completely  than  human  beings,  and 
do  therefore  obtain  more  value  from  it.  It  is  further  shown  that 
taking  into  consideration  the  husks  which  must  be  removed,  and  other 
losses  which  occur  during  grinding,  a  greater  yield  thaU  85  per  cent, 
cannot  in  any  case  be  expected  from  the  mill.  D.  A.  L. 

Influence  of  Feeding  with  Cotton-cake  Meal  on  Milk 
Excretion.  ( Bied .  Centr .,  1883,  683 — 684.) — On  the  whole,  results 
from  three  series  of  experiments  determine  in  favour"  of  the  use  of 
cotton-cake  meal  for  increasing  the  yield  of  milk.  D.  A.  L. 

Guanine  in  Fish.  By  E.  Ewald  and  C.  E.  W.  Kruckenberg 
(Chem.  Centr.,  1883,  705).. — Guanine  is  pretty  generally  distributed 
in  the  skin  of  fishes ;  it  is,  however,  not  a  characteristic  excretion, 
but  is  simply  produced  in  certain  tissues.  D.  A.  L. 

Researches  on  the  Diseases  of  Animals.  By  Pasteur  and 
others  (Bied.  Centr.,  1883,  674 — 677). — Pasteur’s  results  may  be 
summarised  as  follows: — It  is  proved  by  inoculation  experiments 
that  both  quiet  and  raving  madness  originate  from  the  same  poison. 
The  symptoms  of  madness  are  extremely  variable,  and  depend  appa¬ 
rently  on  the  part  of  the  nervous  system  attacked  by  the  poison.  The 
infectious  matter  is  in  the  form  of  microbes  in  the  saliva  of  mad 
animals ;  inoculation  with  it  causes  death  in  three  ways — either  by 
microbating  the  saliva,  or  by  the  excessive  production  of  pus,  or  by 
the  development  of  madness.  The  marrow,  brain,  and  spinal  cord  are 
always  virulent  in  all  animals  dying  of  madness,  the  virulence  in¬ 
creasing  until  putrefaction  sets  in.  In  one  case  a  brain  was  sus¬ 
tained  at  a  temperature  of  12°  for  three  weeks  by  this  action.  To 
produce  madness  quickly  and  surely,  after  trepanning,  inoculate  in  the 
skin  on  the  surface  of  the  brain  ;  the  disease  will  make  its  appearance 
in  6,  8,  or  10  days.  The  malady  produced  by  injection  into  the  blood 
system  exhibits  symptoms  which  differ  greatly  from  those  of  raving 
madness  caused  by  a  bite  or  by  inoculation  after  trepanning,  and 
hence  many  cases  of  the  quiet  form  may  escape  observation.  In  those 
which  may  be  termed  moderate,  pronounced  paralysis  ensues,  whilst 
raving  and  howling  are  not  observed.  When  the  poison  is  injected  into 
the  blood,  the  spinal  cord  seems  to  be  the  first  point  attacked.  Injec¬ 
tion  of  saliva  or  blood  from  a  mad  subject  into  the  veins  does  not  pro¬ 
tect  a  dog  from  a  subsequent  outbreak  of  madness  or  from  death  after 
a  second  inoculation  of  mad  matter,  either  by  trepanning  or  injection 
in  a  vein.  Cases  of  spontaneous  recovery  have  been  observed  when 
early  symptoms  only  were  developed,  but  never  after  the  symptoms 
became  violent.  In  some  cases  after  they  had  disappeared  they  re¬ 
turned  after  two  months,  whereupon  death  followed. 

As  a  great  many  sheep  are  lost  after  protective  inoculation  for 
slieep-pock,  Peuch  has  investigated  the  subject,  and  from  the  results 
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of  his  experiments  draws  the  conclusion  that  this  danger  may  be 
greatly  reduced  by  using  small  quantities  of  lymph  diluted  60 — 120 
times. 

Thiernesse  and  Degive  have  made  experiments  on  protective  inocu¬ 
lation  for  lung  epidemics.  Their  results  show  that  2  grams  of  lung- 
epidemic  poison  may  be  injected  into  the  veins  without  danger, 
provided  it  does  not  touch  the  cell-tissue.  Immunity  to  the  same 
extent  results  from  this  injection  as  from  the  tail  inoculation  recom¬ 
mended  by  Willems.  Immunity  in  this  case  is  sometimes  perfect, 
and  does  not  cause  changes  which  occur  when  the  disease  is  taken  in 
the  natural  way.  D.  A.  L. 
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Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Effect  of  Artificial  Influences  on  the  Internal  Causes  of 
Growth.  By  E.  Wollny  (Bied.  Gentr .,  1883,  690— 698) —  It  has 
been  stated  that  the  development  of  plants  can  be  usefully  modified 
by  artificial  means  (C.  Kraus,  ibid.,  1882,  324).  The  author  has  now 
experimentally  proved  such  to  be  the  case. 

Effect  of  Drying  the  Seed  Tubers  on  the  Yield  of  Potatoes . — The 
drying  was  conducted  in  two  ways,  either  at  a  moderate  room  tem¬ 
perature,  8 — 10°,  when  the  tubers  were  laid  out  and  exposed  to  light 
for  some  time  before  sowing,  or  at  30 — 35°  a  short  time  before  plant¬ 
ing.  In  the  first  case  shoots  were  developed,  whereas  in  the  second 
case  no  germination  ensued.  In  field  experiments,  plots  planted  with 
seed  tubers  dried  by  either  method  yielded  greater  weight,  larger 
number,  and  more  large  tubers  than  plots  planted  with  fresh  seed  tubers 
at  the  same  time  and  treated  in  the  same  manner  as  the  foregoing. 
This  increase  was  more  marked  in  the  case  of  plants  from  small  seeds ; 
this  result  is,  however,  exceptional.  These  facts  only  apply  to  wet 
soils  and  damp  climates. 

Influences  of  Climate,  of  Condition ,  and  Extent  of  Soil  on  the  Stem 
Production  of  Cultivated  Plants. — Light  favours  development  of  side 
shoots ;  want  of  light,  on  the  other  hand,  favours  growth  of  the  stalk ; 
therefore  plants  grown  in  diffused  light  or  under  the  shade  of  trees  do 
not  excel  in  side  shoots.  The  soil  must  contain  sufficient  water,  and 
must  be  sufficiently  warm  to  supply  the  necessary  nourishment  for 
the  development  and  growth  of  the  side  shoots.  Thick  planting  is 
not  recommended,  because  the  plants  shade  one  another,  and  in  this 
way  affect  the  light,  and  the  growth  above  ground  is  excessively  long, 
which  is  not  favourable  to  side  growth.  Moreover  evaporation  is 
increased,  and  the  temperature  and  humidity  of  the  soil  are  therefore 
lowered,  which  is  detrimental.  In  fact  the  stem  production  is  weaker 
the  closer  the  plants  are  placed  together,  other  conditions  being 
similar. 
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Effect  of  Mowing  and  Feeding-off  Plants  on  the  Production  of  Side 
Shoots. — Removing  the  principal  stems  from  plants  either  by  mowing 
or  feeding-off  is  very  beneficial  to  the  reproductive  powers  of  the 
plants,  inasmuch  as  it  reduces  the  amount  of  leaf  evaporation,  and 
thus  increases  the  amount  of  water  in  the  soil ;  this  increase  is,  how¬ 
ever,  only  slight,  because  at  the  same  time  it  (mowing,  &c.)  raises  the 
temperature  of  the  soil  by  favouring  insolation ;  it  also  allows  the  free 
access  of  light  to  the  young  shoots.  It  is  therefore  advisable  to  cut 
grasses,  clover,  &c.,  as  early  as  possible,  for  by  prolonging  the  growth 
the  soil  becomes  dry  and  the  light  is  shut  out  from  young  shoots. 
Gutting  must  not  be  too  freqilent,  for  frequent  interruption  of  growth 
lowers  the  yield.  Even  when  the  ground  is  already  dry  it  is  better  to 
mow"  the  plants,  because  in  case  rain  comes  the  leaves  of  untoown 
plants  hold  back  the  water  which  would  be  useful  in  the  soil. 
Mowing  potato  plants  in  an  early  stage  of  growth  lowered  both 
weight  and  number  of  harvested  potatoes. 

Removing  the  shoots  from  the  seed  tubers  increases  the  number  of 
potatoes  harvested  ;  there  are,  however,  a  smaller  number  of  large 
and  medium  tubers,  and  the  total  harvest  is  slightly  lowered. 

Removing  the  top  joint  at  a  not  too  early  period  from  peas,  beans, 
and  vetch  plants  increased  the  number  of  side'shoots,  but  lowered  the 
yield  of  seed  and  partly  of  the  straw.  Experiments  with  maize  plants, 
in  which  the  male  blossom  was  removed  from  alternate  plants,  so  that 
the  blossoms  of  the  untouched  plants  were  sufficient  to  fertilise  all  the 
female  blossoms,  showed  that  this  operation  increased  the  number  of 
heads,  the  total  harvest,  the  quantity  of  ripe  com,  and  in  most  cases 
the  straw,  whilst  the  number  of  shoots  from  the  parent  stem  was  in 
most  cases  diminished.  D.  A.  L. 

Effect  of  Variations  in  the  Quantity  of  Oxygen  on  the 
Growth  of  Plants.  By  A.  Wieler  ( Bied .  Gentr 1883,  715). — The 
object  of  the  present  investigation  is  to  ascertain  what  reduction  of 
oxygen  in  the  atmosphere  is  required  to  arrest  vegetable  growth,  or 
to  diminish  the  rate  of  development.  Seedlings  of  the  following 
plants  were  employed : — Helianthus  annuus ,  Vicia  Faba,  Lupinus 
luteus ,  Brassica  Napus,  Curcubita  Pepo ,  Coprinus  lagopus,  Mucor 
Mucedo ,  and  Phycomyces  nitens.  The  first  experiments  showed  that  the 
quantity  of  oxygen  capable  of  sustaining  vegetable  growth  is  an 
extremely  small  quantity  ;  thus  the  limit  for  L.'  luteus  is  from  T32  to 
0*00001865  c.c.*  of  oxygen  in  1500  c.c.,  whilst  the  limit  for  Phyco¬ 
myces  is  from  1*94  to  2*90  c.c.  In  another  series  of  experiments, 
plants  grown  in  rarefied  air  are  compared  with  those  grown  in  atmo¬ 
spheric  air.  With  H.  annuus  growth  gradually  increases  during  the 
diminution  of  pressure  to  100  mm.,  the  growth  then  diminishes 
suddenly  until  5  to  10  mm.  is  reached,  when  the  rate  of  growth  is  the 
same  as  in  ordinary  air.  The  maximum  of  vigour  for  V.  faba  lies 
between  100  and  300  mm.,  whilst  the  diminution  commences  at 
50  mm.  Under  increased  pressure  the  growth  at  first  decreases,  but 
subsequently  increases,  and  then  becomes  more  considerable  than  in 

*  This  number  is  very  probably  a  misprint. 
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the  open  air.  These  results  help  to  explain  the  rapid  growth  of  plants 
in  elevated  regions.  D.  A.  L. 

Influence  of  Radiant  Heat  on  the  Growing  Parts  of  Plants. 

By  J.  Wortmann  ( Bied .  Centr .,  1883,  685 — 687). — For  every  species 
of  plant  there  is  a  certain  range  of  temperature  especially  favourable 
to  the  growth  of  the  part  of  the  plant  exposed  to  it,  and  between  the 
maximum  and  minimum  of  this  range  is  the  most  favourable  point 
(the  optimum).  Experiment  has  proved  that  plant-growth  depends 
essentially  on  the  degree  of  temperature  to  which  a  plant  is  exposed. 
Van  Tieghem  has  therefore  suggested  that  if  the  growing  part  of  a 
plant  is  exposed  to  unequal  temperatures  on  different  sides,  the  side 
exposed  to  the  most  favourable  temperature  would  grow  quicker  than 
the  other,  and  thus  cause  curvature  with  the  convexity  towards  the 
most  favourable  source  of  heat.  The  author  has  experimented  in  this 
direction  with  Phycomyces  nitens ,  Lepidium  sativum ,  and  Zea  Mays , 
and  finds  that  his  observations  do  not  agree  with  the  above  hypothesis, 
inasmuch  as  the  parts  of  plants  capable  of  curvature  bend  sometimes 
towards  and  sometimes  from  the  source  of  heat,  irrespective  of 
increased  or  retarded  growth  resulting  from  either  favourable  or  un¬ 
favourable  heating  ;  thus  maize  always  bends  towards  the  source 
of  heat,  even  when  the  other  side  is  exposed  to  the  optimum 
temperature.  D.  A.  L. 

Correlative  Growths  in  the  Vegetable  Kingdom.  By  J. 

v.  Sachs  (Bied.  Centr.,  1883,  714). — The  author  applies  the  term 
a  correlation  of  growth”  to  the  influence  a  growing  organ  exerts  on 
the  growth  of  another  organ  in  the  same  plant.  Many  illustrations 
are  given.  For  example,  cutting  off  the  leaf-shoots  of  a  potato 
plant  prevents  the  formation  of  underground  tubers,  whilst  removing 
the  underground  tubers  causes  the  formation  of  tubers  on  the  leaf 
stem  above  ground.  When  the  radiating  top  of  Abies  excelsa  is 
removed,  lateral  branches  develop,  become  vertical,  and  finally  assume 
the  form  of  radiating  tops.  This  the  author  explains  by  the  assump¬ 
tion  that  the  organs  of  the  plant  act  as  competitors  for  the  common 
store  of  nutritious  matter,  each  homogeneous  organ,  so  to  speak, 
competing  for  its  own  special  food,  its  removal,  therefore,  necessitating 
a  more  vigorous  attack  on  the  nutritious  matter  in  order  to  effect  its 
regeneration.  Another  form  of  correlation  depends  on  the  interde¬ 
pendence  of  different  organs,  that  is,  when  the  increased  or  diminished 
development  of  an  organ  influences  the  development  of  another  organ 
connected  with  it  functionally  as  a  whole.  For  instance,  in  ordinary 
land  plants  the  development  of  leaf  surface  is  accompanied  by  pro¬ 
duction  of  chlorophyll,  rising  of  sap,  and  consequently  formation  of 
wood  and  extension  of  roots,  whilst  in  submerged  water  plants 
capable  of  absorbing  nutriment  with  their  entire  surface  transpiration 
is  not  required,  and  so  the  formation  of  wood  and  extension  of  root 
are  found  wanting.  Other  examples  are  given.  D.  A.  L. 

Influence  of  the  Amount  of  Soil  on  the  Development  of 
Roots  of  Various  Plants.  By  Hellriegel  (Bied.  Centr.,  1883, 
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756 — 775). — The  proper  structure  of  the  roots  was  first  observed  by 
planting  seeds  in  boxes  full  of  sawdust.  After  growing  for  six  or 
eight  weeks  the  plants  were  removed,  the  roots  washed,  and  their 
form  noted.  In  the  case  of  the  pea,  the  original  tap  root  throws  out 
branches  which  grow  faster  than  the  tap  root,  and  in  time  surpass  it 
in  length  and  abundance  of  secondary  roots.  Beans  begin  in  the  same 
manner,  but  the  first  side  roots  are  stronger  and  stiffer  than  those  of 
the  pea,  and  do  not  grow  to  such  a  length.  They  increase,  however, 
regularly  throughout,  giving  the  whole  root  the  form  of  an  inverted 
cone,  the  original  tap  root  being  the  longest.  The  root  of  the  lupine 
is  developed  on  an  entirely  different  plan,  assuming  in  time  the  form 
of  an  upright  cone,  the  upper  part  of  the  tap  root  being  free  from 
branches,  which  are  almost  confined  to  the  lower  half.  During  the 
earlier  stages  of  growth  the  roots  of  all  three  grow  very  rapidly,  but 
their  relative  growth  diminishes  with  the  age  of  the  plant.  In  the 
case  of  oats,  the  total  length  of  root  branches  was  found  to  average 
40  metres  per  plant.  Diminution  of  the  volume  of  the  soil  was  found 
to  damage  lupines  earliest,  then  buckwheat,  peas,  barley,  clover,  and 
beans  in  descending  order.  When  the  quantity  of  soil  is  too  small 
for  the  proper  growth  of  the  roots,  the  crops  are  damaged  in  propor¬ 
tion  to  the  diminution  in  the  soil.  The  same  result  occurs  when  the 
plants  are  sown  too  closely  together — they  do  not  thrive  so  well,  and 
their  time  of  vegetation  is  shorter.  In  the  case  of  barley,  the  author 
found  that  one  plant  per  kilo,  of  soil  was  about  the  right  proportion. 
The  depth  at  which  the  seeds  were  planted  (2 — 6  cm.)  made  very 
little  difference  in  the  growth  of  the  roots.  J.  K.  C. 

Effect  of  Altitude  on  Plant  Growth.  By  A.  Angot  (Bied. 
Centr .,  1883,  713). — The  author  has  observed  that  the  harvest  period 
of  winter  rye  in  France  is  delayed  four  days  for  every  increase  of 
100  meters  in  altitude.  D.  A.  L. 

Studies  on  Evaporation.  By  A.  Sorauer  {Bied.  Centr.,  1883, 
687 — 699;  comp.  Abstr.,  1881,  1059). — Previous  researches  have 
showrn  that  the  water  which  is  evaporated  consists  both  of  that  pro¬ 
duced  within  the  plant  by  oxidation  and  that  which  has  served 
simply  as  a  carrier  of  nutritious  matter  and  has  passed  through  the 
organism  undecomposed.  It  has  also  been  proved  that  the  greater 
the  amount  of  new  substance  added,  the  more  carbonic  anhydride  and 
water  is  given  up  by  the  plant.  Hence,  in  the  author’s  opinion,  the 
amount  of  evaporation  should  indicate  the  amount  of  work  done  by  a 
plant,  and  vary  therefore  according  to  the  size  of  the  working  parts  of 
the  plant.  Making  use  of  the  data  supplied  in  this  manner,  the  author 
now  finds  that  with  plants  of  the  same  species,  and  grown  under 
like  conditions,  those  having  less  leaf-surface  work  harder  to  produce 
a  definite  amount  of  substance  than  those  having  a  greater  leaf  sur¬ 
face,  and  therefore  the  transpiration  per  square  centimeter  of  leaf  is 
smaller  the  greater  the  available  leaf  surface  of  the  individual  plant. 
Thus  in  some  experiments  with  three  gourd  plants  he  found  that 
diminishing  the  leaf  surface  by  removal  of  leaves  from  one  plant  on 
two  occasions  did  not  alter  the  amount  of  evaporation  in  the  least, 
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and  even  when  half  the  leaves  were  removed  from  another  plant,  a 
reduction  in  the  amount  of  evaporation  ensued  at  first,  but  after  eleven 
days  the  evaporation  was  equal  to  that  of  an  untouched  plant.  Thus 
by  removing  some  of  the  leaves  of  a  plant,  the  remaining  leaves  do 
relatively  more  work  and  develop  a  higher  relative  evaporation 
coefficient  than  those  of  an  untouched  plant.  This  extra  activity  is 
derived  from  the  roots,  and  therefore  the  growth  above  ground  is 
going  on  at  the  expense  of  the  subterranean  growth,  and  the  result 
of  this  diminished  root  growth  is  made  evident  in  subsequent  de¬ 
velopment  of  the  plant,  e.g.,  in  the  size  of  the  organs  above  ground,  &c. 

D.  A.  L. 

Respiration  and  Transpiration  of  Fungi.  By  G.  Bonnier  and 
L.  Mangin  ( Bied .  Gentr .,  1883,  712)  .—All  the  present  experiments 
with  fungi  prove  that  the  volume  of  oxygen  absorbed  during  respira¬ 
tion  is  greater  than  the  volume  of  carbonic  anhydride  produced,  and 
in  various  kinds  of  fungi  the  proportion  of  the  absorbed  oxygen  to 
the  volume  of  carbonic  anhydride  fluctuated  between  0*55  and  0*81. 
When  the  respiration  takes  place  in  a  confined  volume  of  air,  the 
oxygen  is  soon  entirely  consumed,  whilst  on  account  of  internal 
respiration  large  quantities  of  carbonic  anhydride  are  continually 
evolved.  Respiration  increases  regularly  with  the  temperature,  while 
the  proportion  of  oxygen  to  carbonic  anhydride  does  not  change  per¬ 
ceptibly  for  one  and  the  same  species.  The  intensity  of  respiration 
increases  with  the  humidity  of  the  air.  Diffused  light,  on  the  other 
hand,  lowers  it,  the  reduction  in  many  cases  amounting  to  two-thirds 
of  the  total  quantity  of  carbonic  anhydride.  Respiration  is,  however, 
greater  under  the  influence  of  the  more  refrangible  rays  than  it  is 
under  the  influence  of  the  less  refrangible  rays. 

Evaporation  is  greater  in  diffused  light  than  in  darkness,  the 
difference  amounting  in  some  cases  to  one-half  of  the  weight  of  the 
water  evaporated.  D.  A.  L. 

Function  of  Tannin  in  Plants.  By  E.  Kutscher  {Bied.  Gentr., 
1883,  713). — Investigations  were  made  with  Vicia  faba ,  Helianthus 
tuberosus  and  animus ,  Ricinus  sanguineus ,  and  Phaseolus  multiflorus , 
plants  well  adapted  for  the  purpose,  as  they  were  found  to  be  typical 
examples  of  the  different  locations  of  tannin ;  inasmuch  as  it  is  dis¬ 
tributed  throughout  the  plant  in  the  Vicia  and  Helianthus ,  whilst  it  is 
only  local  and  inactive  in  the  Ricinus  and  Phaseolus  plants.  In  the 
last  two  species,  tannin  is  not  found  in  the  top  of  the  plants,  nor  in  the 
cell- walls,  nor  in  the  general  sap  during  the  period  of  vegetation  ; 
moreover,  it  is  never  equally  distributed  throughout  the  tissue-com¬ 
plex,  but  is  confined  in  separate  secluded  cells  where  it,  at  the  most, 
changes  to  a  red  colouring  matter  without  being  used  in  the  general 
development,  whilst  with  the  Vicia  and  Helianthus  tannin  is  found  in 
all  the  tissues  soon  after  germination,  but  disappears  with  the  forma¬ 
tion  of  organs.  Vicia  tannin  is  iron-green,  Bicinus  iron-blue.  Tannin 
apparently  takes  part  in  the  formation  of  and  primary  differentiation 
of  the  tissues,  but  does  not  take  part  in  the  further  growth  of  the  cell- 
walls  ;  the  most  feasible  use  attributed  to  this  substance  is  in  aiding 
respiration.  D.  A.  L. 
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Effect  of  Drying  on  the  Germination  of  Seeds.  By  P.  v. 

Tieghem  and  GL  Bonnier  ( Bied .  Gentr 1883,  715). — It  is  well  known 
that  dried  seeds  can  germinate  in  a  perfectly  normal  manner,  and  that 
in  such  cases  the  temperature  and  length  of  exposure  are  of  the  utmost 
importance.  For  example,  two  lots  of  Vida  faba  seed  were  exposed 
respectively  for  24  hours  to  temperatures  of  35°  and  85°  ;  both  lots 
were  now  treated  in  the  same  manner,  and  after  three  days  the  35° 
lot  had  germinated,  whilst  the  other  lot  had  not.  After  eight  days, 
all  had  germinated ;  those  from  the  seed  exposed  to  the  lower  tem¬ 
perature  were  stronger,  and  continued  developing ;  whilst  those  of 
the  85°  portion  soon  stopped  in  their  germination.  Cereal  seeds  were 
now  dried  until  they  had  a  constant  weight  at  10G°  ( a )  and  at  35°  {b)  ; 
of  series  ( a )  none  germinated  ;  series  ( b )  germinated  as  follows : — 
Bye,  100  per  cent. ;  oats,  90  ;  barley,  83 ;  and  maize  20  per  cent. 
Rye-grain,  even  after  exposure  fora  short  time  to  100°,  showed  signs  of 
vitality,  and  after  its  drying  (for  six  days)  at  80°  and  then  setting  for 
germination,  in  four  days  all  the  grains  had  sprouted.  The  deadly 
temperature  for  rye-grain  is  therefore  considerably  higher  than  the 
coagulating  temperature  of  albumin.  D.  A.  L. 

Presence  of  Mannitol  in  the  Anana.  By  L.  Lindet  {Bull.  Soc. 
Ghim .,  40,  65 — 66). — In  the  course  of  the  analysis  of  ananas  from 
Pernambuco  and  Brazil,  the  author  isolated  crystals  of  mannitol ;  the 
quantity  obtained  was  equal  to  more  than  1  per  cent,  of  the  fresh 
fruit.  The  identity  of  the  crystals  with  mannitol  was  established  by 
combustion,  crystalline  form,  solubility,  and  absence  of  rotatory  and 
cupric  oxide  reducing  power.  V.  H.  V. 

Sulphuring  of  Vines.  By  A.  Basarow  {Bied.  Gentr.,  1883,  700). — 
The  author  is  not  satisfied  with  the  explanations  already  offered  as  to 
the  manner  in  which  sulphur  acts  on  the  vines.  He  therefore  made 
the  air  from  a  sulphured  vine  pass  through  a  solution  of  caustic 
soda,  and  on  subsequent  examination  he  detected  sulphurous  acid, 
and  determined  it  in  the  soda-solution,  showing  that  oxidation  of 
the  sulphur  takes  place.  D.  A.  L. 

Nature  of  Hop  Mildew  and  Means  of  Counteracting  it.  By 

A.  Schwartz  {Bied.  Gentr.,  1883,  718 — 719). — Mildew  is  the  result  of 
an  unsound  state  of  the  hop-plant  caused  by  climatic  influences,  cold 
winds,  severe  frosts,  sudden  changes  of  temperature,  and  excessive 
humidity,  whereby  the  plant  is  weakened,  its  growth  hindered,  and  it 
therefore  becomes  an  easy  prey  to  the  insects.  The  hop  louse, 
Phrodon  humili ,  lays  its  eggs  either  in  the  ground  in  the  neighbour¬ 
hood  of  hop  gardens  or  on  the  stems  and  leaf- stalks  of  hop-plants, 
choosing  by  preference  the  sickly  plants  as  noted  above.  Plants 
sheltered  by  trees  or  hills,  or  otherwise  protected  from  the  changes 
of  weather,  are  exempt  from  these  visitations.  Proximity  to  the  sea 
is  destructive,  to  a  certain  extent,  to  these  insects.  In  wet  seasons, 
plants  grown  on  rich  soils  are  more  subject  to  mildew  than  those 
produced  on  poor  and  therefore  drier  soils.  Moreover,  plants  set  late 
can  resist  the  attack  better  than  those  sown  earlier,  inasmuch  as 
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they  are  less  frequently  exposed  to  fluctuations  of  temperature. 
Mildew  can  be  prevented  by  washing  with  soft  soap  and  water,  pro¬ 
vided  the  washing  is  commenced  in  time,  regularly  and  systemati¬ 
cally  continued  until  the  cleansing  is  complete,  and  carefully  watched. 

Further  researches  are  required  to  study  the  habits,  &c.,  of  these 
and  other  leaf  lice.  D.  A.  L. 

Composition  of  Saxon  Barley.  By  M.  Marcker  (Bied.  Centr 
1883,  698 — 700). — The  author  has  compared  the  results  obtained 
from  the  examination  of  several  samples  of  Saxon  barley  with  results 
obtained  from  other  kinds  of  barley,  in  the  following  manner : — 


Constituent. 

Mean  of  results,  per  cent. 

For  Saxony 
barley. 

By  the 
Author. 

For  the  composition  of  barley. 

By  J.  Kahn. 

By  E.  Wolff. 

Moisture . . 

15*0 

13  8 

14-3 

Albuminoids . . . 

8*4 

11  *2 

10  -o 

Fat . . 

1-6 

2*1 

25 

Non-nitrogenous  extractive  matter  . . 

66  '8 

65*8 

63  9 

Fibre . 

4-6 

52 

7-1 

Ash . 

3 '6 

2*2 

2*2 

It  will  be  observed  that  in  the  Saxon  barley  the  percentage  of 
albuminoids  and  fibre  is  low,  whilst  the  amount  of  non-nitrogenous 
extractive  matter  is  large ;  and  it  is  these  qualities  which  make  the 
barley  of  such  high  value.  With  regard  to  the  low  percentage  of 
albuminoids,  the  author  makes  no  notes  of  manuring,  mode  of  culti¬ 
vation,  or  kinds  of  barley  analysed  ;  if  the  greater  part  analysed 
consisted  of  Chevalier  barley,  then  the  results  would  necessarily  be 
low,  for  this  variety  of  barley  only  contains  on  an  average  8T9  per 
cent,  of  albuminoids.  D.  A.  L. 


Feeding-stuflfe-  By  A.  Voelcker  (Bied.  Centr.,  1883,  711). — The 
author  has  obtained  the  following  results  in  various  analyses  : — 


Locust  beans. 

Dari 

seeds. 

Millet. 

Fine 

Kussian 

linseed 

cake. 

Shell  and 
seed. 

Seed. 

Crushed. 

Not 

crushed. 

Moisture . 

14-73 

14*11 

12  -65 

m 

13  *19 

11*13 

Fat . 

0-62 

2*03 

2*93 

■ 

3*83 

10-73 

Nitrogenous  matter. . . 

5*62 

16  *94 

10*31 

11  *25 

9*56 

36*62 

Woody  fibre . 

5*27 

8*81 

1  *63 

7-73 

12*51 

7-91 

Extractive  matter  .... 

30  *99 

54*50 

70*43 

60*25 

57  *06 

28*22 

Ash . 

2-76 

3*61 

2-15 

4*01 

3*85 

5*39 

Sugar . . 

40*01 
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The  shells  of  the  locust-bean  form  a  condiment ;  they  must  not  be 
given  in  too  large  a  quantity  on  account  of  their  very  sweet  taste  and 
poorness  in  nitrogenous  matter.  Locust-beans  (corn)  are  very  hard, 
but  swell  up  in  water ;  when  ground  they  constitute  an  easily  di¬ 
gestible  and  nutritious  food.  Dari  seeds  (a  kind  of  sorghum)  and 
millet  on  account  of  their  comparative  poorness  in  nitrogen  are  suit¬ 
able  for  mixing  with  highly  nitrogenous  foods  for  feeding  purposes. 
Green  rye  ensilage  had  the  following  composition : — 

Lactic  Nitrogenous  Extractive  Woody 

Moisture.  acid.  matter.  matter.  fibre.  Ash. 

Percent...  72*50  080  1*99  (0*31  N)  12*86  9*72  213 

Sheep  and  cattle  ate  it  readily,  and  cows  gave  milk  abundantly  after 
eating  it.  D.  A.  L. 

Palm-cake  and  Palm. meal.  By  Holdefleiss  ( Bied .  Centr 
1883,  709). — The  first  of  these  substances  is  the  residue  after 
pressing  out  the  oil ;  the  second  is  left  after  the  chemical  extrac¬ 
tion  of  the  oil.  Analysis  of  these  substances  yielded  the  following 
results  per  cent. : — 


J. 

Extractive  matter 
free  from 

Woody 

Moisture.  Albuminoids. 

Eat. 

nitrogen. 

fibre.  Ash. 

Cake.  10-69  16‘66 

7*43 

44*76 

16*96  3*50 

Meal.  12-48  16’66 

2*72 

40*53 

22*79  4*82 

D.  A.  L. 

Amount  of  Fat  and  Albuminoids  in  Feeding- stuffs.  By  P. 

Wagner  (Bied.  Centr. ,  1883,  710). — 161  samples  of  palm-cake  were 
analysed  with  the  result  that — 


6  7  39  32  16  p.  c.  of  samples 

contain  less  than  8  8 — 9  9 — 12  12 — 15  over  15  p.  c.  of  fat ; 

of  87  samples  of  rice-meal  17  per  cent,  contained  10  per  cent,  of  fat; 
38,  10—12;  22,  12 — 14;  23,  over  14;  whilst  18  per  cent,  of  the 
samples  contained  10  per  cent,  of  albuminoids ;  46,  10 — 12  ;  and  36, 

12  to  14. 

Out  of  49  samples  of  decorticated  earth-nut  cake  31  per  cent,  con¬ 
tained  9  per  cent,  of  fat ;  24,  9  to  11 ;  and  45  over  11 ;  and  of  albu¬ 
minoids  39,  44  per  cent. ;  35,  44  to  46  ;  26  over  46.  Undecorticated 
earth-nut,  mean  of  2,  8*4  per  cent,  fat ;  37*23  per  cent,  albuminoids. 
Wheat-bran,  24  samples.  Of  fat,  8  contained  3*5 ;  54,  3*0  to  4*5  ;  38 
over  4’5  per  cent.  ;  whilst  of  albuminoids  42  per  cent,  contained 

13  per  cent. ;  50,  13  to  15  ;  8,  8  to  15  per  cent.  The  mean  of  six 

analyses  of  rape-cake  is  as  follows: — 10*71  per  cent,  fat,  28*73  per 
cent,  albuminoids,  whilst  with  cotton-cake  the  mean  of  six  analyses 
gives  13*7  per  cent,  fat,  30*90  per  cent,  albuminoids:  sesame-cake 
17*45  per  cent,  of  fat;  31*59  per  cent,  albuminoids.  D.  A.  L. 

Old  Sugar-beet  Seeds  as  Cattle  Food.  By  Simon  Legrand 
(Bied.  Centr.,  1883,  709). — Old  and  sterile  sugar-beet  seeds  were 
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ground  and  mixed  with  diffusion  residue  to  a  homogeneous  mass ; 
3  kilos,  of  this  meal  a  day  per  head  were  given  to  fattening  bullocks 
as  a  supplementary  food,  whilst  another  lot  of  cattle  had  instead 
3  kilos,  of  linseed-cake  daily  per  head.  The  beet-seed  meal  was 
always  eaten  with  great  relish,  and  both  lots  of  animals  were  in 
equally  good  condition.  D.  A.  L. 

Forests  as  a  Protection  against  Hailstorms.  By  L.  Glaser 
(Bied.  Centr .,  1883,  723— 725).— This  is  a  selection  of  short  reports 
from  various  neighbourhoods  in  Germany,  Switzerland,  and  Italy, 
showing  that  hailstorms  do  not  occur  in  the  vicinity  of  pine  forests. 
Instances  are  given  of  localities  which  when  well  wooded  were  abso¬ 
lutely  free  from  hailstorms,  but  having  been  stripped  of  their  forests 
are  now  often  subject  to  such  visitations.  J.  K.  C. 

Different  Soils  Rich  in  Humus  and  their  Behaviour  with 
Water.  By  A.  Emmeeling  and  G.  Looes  {Bied.  Centr.,  1883,  655 — 
657). — Three  soils  have  been  examined.  1.  Heath-turf  from  dry 
“grey”  sand-soil.  2.  Beech  humus  also  form  dry  “grey”  sand-soil. 
3.  Heath-turf  from  the  wet  Jlow  moor  ;  they  contained  respectively 
39'73,  33*24,  and  75’40  per  cent,  of  moisture,  and  the  air-dried  sub¬ 
stances  yielded  the  following  numbers  on  analysis  : — 


1. 

2. 

3. 

Per  cent. . . 

Water . . . 

3*25 

67*58 

29  17 
0*39 

1*75 

83-39 

14-86 

0*53 

||^E75n!C^B| 

>>  . . . . 

Inorganic  matter . 

Humus  . . 

yy  . . 

Nitrogen . 

In  100,000  parts  of  f 
air-dried  substance,  | 
soluble  in  cold  12  per*j 
cent.  hydrochloric  j 
acid . 

Phosphoric  acid . 

Potash . 

Lime . 

Magnesia . 

Sulphuric  acid  . . . . . 

45  -20 

32  10 
88-70 
30*40 
41-90 

35-80 

38-60 

34*70 

24*40 

19  -00 

75-30 

34-90 

115-00 

181-10 

287-80 

1500  grams  of  each  soil  was  treated  for  14  days  with  4J  litres  of 
water  and  filtered ;  in  one  case  forthwith,  and  in  another  lot  after 
the  samples  had  been  moistened  daily  for  two  months,  they  then  con¬ 
tained  respectively  21*40,  8*60,  and  32*40  per  cent,  of  moisture.  The 
solutions  yielded  on  analysis  the  following  numbers  in  parts  per 
100,000  of  air-dry  soil ; — 
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Constituents. 

1. 

2. 

3. 

Remarks. 

At 

start. 

After 

8  weeks. 

At 

start. 

After 

8  weeks. 

At 

start. 

After 

8  weeks. 

Humus . 

Nitrogen . 

Ammonia . 

Nitric  acid  .... 
Phosphoric  acid 

Potash . 

Lime . 

Magnesia . 

Sulphuric  acid  . 
Ferrous  oxide . . 
Silica . 

■ 

1 

22*50 

1*14 

0*31 

0*40 

1  *88 
1*42 
1*31  i 
.  2  *62 

4*00 

100*60 

3*90 

0*49 

3*61 

2*93 

2*00 

1*66 

3*60 

2*30 

83  *00 
4*22 
1*22 

4*43 

3*03 

1*50 

1*10 

1*05 

4*30 

5*40 

158 *00 
3*66 
0*65 

3*22 

4*80 

4*70 

2*20 

2*20 

149*30 

4*07 

0*95 

0*39 

5  *14 

3  *24  ! 

4-15 

5*98 

3*64 

In  Soils  1  and  2,  the  propor¬ 
tion  of  lime  is  small.  The 
quantity  of  soluble  phos¬ 
phoric  acid  is  large  in  Soil  2. 

In  Soil  3,  the  large  quanti¬ 
ties  of  magnesium  and  sul¬ 
phuric  acid  are  remarkable. 

Humus  solu-  "1 
ble  in  water  i 
at  14—18°  .  J 

66*0 

78  -0 

678-0 

558*0 

197  -0 

187  0 

f  In  parts 
<  100,000  of 

L  pure  humus. 

Soluble  nitron  1 
gen . J 

0  *39 

0*39 

0-73 

0*79 

0*33 

0*37 

fin  parts  per 
j  100  of  total 
[  nitrogen. 

The  great  solubility  of  beech  humus  arises  from  the  large  amount 
of  undecomposed  vegetable  refuse  it  contains,  which  yields  extractive 
matter  to  the  water.  The  fertility  of  these  soils  seems  in  some  way 
connected  with  the  solubility  of  the  humus.  D.  A.  L. 

Absorptive  Power  of  Different  kinds  of  Soils  for  Water.  By  P. 

Pichard  ( Bied .  Gentr .,  1883,  728 — 729). — The  soils  investigated  were 
clay,  silica,  and  calcium  carbonate,  in  varying  degrees  of  fineness. 
The  author  shows  that  land  which  has  been  covered  with  water  will 
remain  saturated  for  fifty  days  when  it  contains  30  per  cent,  of  clay 
or  10  per  cent,  of  clay  and  60  per  cent,  fine  silica.  J.  K.  C. 

Chemical  Changes  in  Soil  and  Drainage  Water.  By  F. 

Hoppe-Seyler  (Bied.  Centr.,  1883,  725 — 727). — Samples  of  black  mud 
from  sewers,  drains,  ditches,  wells,  ponds,  &c.,  were  obtained  and 
employed  in  this  investigation.  Note  was  taken  of  their  mechanical 
composition,  of  the  action  of  various  reagents  upon  them,  and  of  their 
behaviour  under  different  conditions.  In  their  external  properties,  the 
samples  of  mud  of  different  origin  were  all  much  alike,  separating 
into  a  grey  upper  and  a  black  under  layer.  The  former  contains 
numerous  organisms,  and  the  latter  consists  chiefly  of  shells  of 
diatomacese.  At  the  ordinary  temperature,  gas  bubbles  are  from  time 
to  time  evolved  from  the  mud  ;  these  contain  carbonic  anhydride  and 
marsh- gas,  and  in  the  absence  of  ferrous  carbonate  also  sulphuretted 
hydrogen.  A  strong  fermentation  is  continually  going  on,  whereby 
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even  the  cellulose  present  is  gradually  converted  into  carbonic  anhy¬ 
dride,  marsh-gas,  and  hydrogen. 

Nitrous  and  nitric  acids  are  entirely  absent  in  the  under  layers,  and 
in  these,  nitrates  are  speedily  converted  into  ammonium  carbonate. 

As  regards  the  hygienic  condition  of  a  soil,  the  above  results  give 
only  negative  information.  The  evolution  of  carbonic  anhydride  from 
a  soil  cannot  be  taken  as  a  measure  of  the  quantity  of  animal  matter 
present,  nor  can  the  amount  of  nitrates  and  nitrites  in  the  drainage 
water  give  any  idea  of  the  quantity  of  impurity,  as  the  existence  of 
all  these  substances  depends  on  several  other  variable  factors. 

J.  K.  0. 

Contributions  to  Systematic  Manuring.  By  P.  Wagner  and 
others  (Bied.  Gentr .,  1883,  729 — 744).. — Experiments  conducted  with 
the  greatest  care  for  five  years  have,  says  the  author,  led  to  a  method  as 
trustworthy  as  the  estimation  of  phosphoric  acid  by  ammonium  molyb¬ 
date.  The  first  trials  were  made  on  a  plot  of  sandy  soil  divided  into 
40  lots  by  means  of  brick  walls  sunk  18  inches  into  the  ground.  The 
soil  was  carefully  mixed  and  made  as  homogeneous  as  possible  for  a 
depth  of  18  inches,  and  the  manure  introduced  by  mixing  with  the 
upper  layers.  Potatoes  and  barley  were  the  subject  of  the  first  series 
of  experiments^  but  the  results  obtained  were  not  satisfactory,  as 
several  disturbing  factors  still  remained  to  be  eliminated,  such  as 
position  of  the  plots,  moisture  of  the  soil,  &c.  In  the  next  series  of 
experiments  the  dividing  walls  were  made  impervious  to  water  by 
means  of  cement,  and  the  soil  removed  to  a  certain  depth  from  each 
plot,  and  replaced  by  well  mixed  earth.  Barley  was  also  planted 
round  each  plot  to  give  similar  conditions  of  light  and  shade.  The 
results  gained  were  better,  but  still  not  satisfactory,  and  further 
modifications  were  introduced,  although  also  without  success.  The 
experiments  on  open  land  also  failed  from  like  causes,  and  the  author 
holds  all  results  obtained  from  manuring  experiments  on  this  basis  to 
be  untrustworthy.  Recourse  was  therefore  had  to  zinc  boxes,  sunk 
into  an  artificial  soil,  and  filled  very  carefully  with  the  same  quantities 
of  sand  and  earth.  The  conditions  of  the  soil  in  the  boxes  could  then 
be  regulated  so  as  to  be  as  nearly  as  possible  alike.  The  boxes  were 
so  arranged  that  the  soil  in  them  was  always  saturated  with  water  up 
to  a  certain  height.  The  same  number  of  seeds  were  planted  in  each 
box,  and  each  experiment  repeated  at  least  six  times.  The  results 
were  most  satisfactory,  the  figures  obtained  agreeing  so  closely  that 
the  mean  result  could  almost  be  looked  upon  as  free  from  error. 

Careful  experiments  were  made  by  this  method  to  ascertain  the 
requisite  quantity  of  manure  to  be  used  for  each  kind  of  seed,  and 
attention  wras  also  paid  to  the  accompanying  constituents  of  the 
manure,  and  to  its  coarser  or  finer  condition. 

In  conclusion  the  author  insists  on  the  above  methods  as  necessary 
to  the  carrying  out  of  a  tolerably  exact  manuring  experiment,  the 
quantity  of  moisture  in  the  soil  being  a  factor  which  must  before 
everything  be  the  same  throughout,  and  the  other  conditions  deter¬ 
mining  growth  must  exist  in  their  proper  relative  proportion. 
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Four-year  Rotation  Experiments.  By  A.  Voelcker  ( Bied . 
Centr .,  1883,  668— 671). — In  the  present  series,  the  crops  grown  were 
wheat,  barley,  clover,  and  turnips.  Wheat  was  grown  on  plot  1  after 
clover  consumed  on  the  field  by  sheep,  which  received  in  addition 
350  kilos,  of  decorticated  cotton-cake  per  acre  ;  on  plot  2,  after  clover 
consumed  on  the  field,  along  with  330  kilos,  of  maize  meal  per  acre ; 
on  plot  3,  after  clover  consumed  on  the  field  without  other  food,  but 
receiving  as  manure  potash,  phosphoric  acid,  nitrogen,  &c.,  in  quanti¬ 
ties  equal  to  that  in  305  kilos,  of  cotton-cake  per  acre ;  on  plot  4  same 
as  plot  3,  but  receiving,  in  artificial  manures,  plant  food  equivalent  in 
quantity  to  that  of  330  kilos,  maize  meal  per  acre.  The  largest 
quantity  of  wheat  was  obtained  on  plot  4 ;  plots  1  and  2  were  nearly 
equal ;  whilst  plot  3  yielded  the  least. 

With  barley  after  turnips  consumed  on  the  field  without  artificial 
manuring,  the  best  yield  was  obtained  on  the  cotton-cake  plot,  the 
maize  meal  and  unmanured  plot  being  nearly  equal,  whilst  a  top 
dressing  of  sodium  nitrate  on  the  other  plot,  lowered  the  yield  of 
corn  but  raised  the  quantity  of  straw.  The  clover  was  fed  off  by 
sheep,  some  getting  cotton-cake  and  others  getting  maize  meal  in  addi¬ 
tion.  The  live  weight  of  the  sheep  increased  to  the  largest  extent  with 
maize  meal ;  the  cotton-cake  also  gave  a  large  increase,  whilst  the 
increase  from  the  other  plots  was  small.  Sweedish  turnips  yielded 
best  with  complete  mineral  manures  and  sodium  nitrate. 

D.  A.  L. 

Irrigation  by  Means  of  Danube  Water.  ByJ.  F.  Wolfbauer 
(Bied.  Centr.,  1883,  721 — 723). — 10,000  parts  of  Danube  water  con¬ 
tain  a  minimum  quantity  of  1‘294  parts  dissolved  substances  in  summer, 
and  a  maximum  of  2*104  parts  in  the  winter,  the  maximum  and 
minimum  of  suspended  matter  being  3*383  in  summer  and  0*096  in 
winter.  According  to  the  irrigation  project,  18,000  cm.  of  water  per 
hectare  are  to  be  run  over  a  field  in  the  space  of  180  days;  the  soil 
will  therefore  receive  per  hectare  2500  kg.  of  suspended  and  2800  kg. 
dissolved  matter,  containing  altogether  62  kg.  of  potash,  46  kg. 
sodium  nitrate,  and  4  kg.  phosphoric  acid.  This  quantity  of  potash 
is,  according  to  the  author,  sufficient  for  the  production  of  2000  kg. 
of  hay,  but  in  order  to  produce  4000  kg.,  will  require  to  be  supple¬ 
mented  by  phosphoric  acid  in  the  form  of  artificial  manure,  the  amount 
contained  in  the  above  quantity  of  Danube  water  being  insufficient. 

J.  K.  C. 

Manuring  Experiments  with  Potatoes,  Beet,  and  Maize. 

By  A.  Nautier  (Bied.  Centr.,  1883,  662 — 666). — The  soil  on  which 
the  following  experiments  were  made  contained  29*4  per  cent,  of  stones 
above  1  mm.  in  diameter.  The  air-dried  fine  mould  contained  per 
cent.  : — 

Humus  (con- 

OHo.  N.  P2Os.  taining  C).  K20.  CaO. 

6*93  0*20  0*25  1*06  (0*64)  0*10  5*97 

It  is  0*15  m.  thick,  and  therefore  contains  about  2800  kilos,  of 
phosphoric  acid  and  2260  kilos,  of  nitrogen  per  hectare.  The  season 
was  bad,  there  being  411  mm.  of  rain  between  !May  and  September. 
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Some  experiments  on  various  kinds  of  potatoes  showed  that  the  best 
yield,  both  of  tubers  and  starch,  was  obtained  with  Champions,  Merveille 
d’Amerique  the  next,  Early  Rose  next,  then  Snowflake,  the  worst 
being  Saueisse,  a  French  variety.  Experiments  with  potatoes  and 
beet  show  that  on  such  a  soil  as  the  above  phosphatic  manures  are  the 
only  ones  which  cover  their  cost  by  increase  in  crop  ;  moreover,  the 
precipitated  phosphate  and  the  superphosphate  are  of  equal  manurial 
value.  Nitrogenous  manures  may  be  applied  in  small  quantities  in 
fine  weather.  In  experiments  on  maize  for  fodder,  it  was  found  that 
stable  manure  was  the  only  one  of  any  actual  value  for  that  plant. 

D.  A.  L. 

Manuring  Experiments  at  Peterhof.  By  W.  Knieriem  (Bied. 
Centr .,  1883,  744 — 749). — Experiments  were  made  with  two  different 
soils  to  ascertain  the  kind  of  plant  nourishment  required.  The  amount 
of  humus  contained  in  both  was  large.  Varying  combinations  of 
potash,  phosphates  and  nitrogen  manures  were  used  with  each  soil, 
and  the  crop  consisted  of  oats.  In  one  case,  where  the  soil  was  very 
rich  in  nitrogen,  a  mixture  of  potash  and  phosphates  answered  best, 
and  without  the  latter  no  good  yields  at  all  were  obtained.  The  other 
soil  appeared  to  be  in  want  of  all  three  kinds  of  manure,  as  each  sort 
separately  gave  better  results  than  on  the  unmanured  plots ;  a  nitrogen 
manure  was  found  to  increase  the  amount  of  straw,  and  phosphates 
gave  a  larger  yield  of  corn.  The  quantity  of  meal  in  the  corn  was 
apparently  decreased  by  the  nitrogen  manures,  whilst  the  converse 
took  place  with  the  phosphates  ;  and  the  latter  worked  equally  well 
whether  given  in  the  form  of  superphosphate  or  precipitated  calcium 
phosphate.  J.  K.  C. 

Manuring  Experiments.  By  v.  Schwerin  (Bied.  Centr.,  1883, 
665 — 667). — In  some  experiments  made  in  Lowitz,  nitrogenous 
manures  were  found  efficient  on  light  and  medium  rye  land,  and  on 
light  w  arm  barley  land ;  whilst  phosphatic  manures  proved  valuable 
on  heavy  loamy  wheat  land  and  on  low-lying  cold  oat  land.  Flesh 
meal  phosphoric  acid  was  found  to  be  equal  in  manurial  value  to 
superphosphate  phosphoric  acid  on  wheat  land,  and  to  surpass  it  on 
rye  land.  D.  A.  L. 

Silesian  Farm  without  Cattle.  By  Fischer  (Bied.  Centr.,  1883, 
671 — 673). — Since  1871  the  author  has  conducted  his  farm  without 
cattle,  with  the  exception  of  a  few  milking  cows,  because  there  is  a 
good  demand  for  fodder  and  straw  in  his  district.  Manures  of  commerce 
have,  therefore,  been  employed  instead  of  farmyard  manure.  The 
author  does  not  consider  this  course  advisable,  unless  such  special 
opportunities  for  the  disposal  of  fodder  and  straw  are  offered.  Rape 
seed  requires  very  strong  manures,  and  therefore  this  crop  was  grown 
on  those  lands  which  could  be  manured  with  the  existing  farm  manure, 
which  consisted  chiefly  of  cuttings  from  turnips.  In  his  opinion  bone 
meal  is  the  most  important  manure  after  farmyard  manure.  It  has  been 
especially  favourable  to  clover  in  his  district.  Potassium  salts  have 
yielded  very  variable  results  ;  in  one  manure  experiment  with  potatoes, 
potassium  salts  gave  even  better  results  than  guano.  He  uses  phos- 
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phoric  manures  for  cereals,  or  where  large  quantities  are  desired,  and 
for  green  crops  nitrogenous,  and,  when  required,  potash  manures. 
The  author  is  well  pleased  with  his  results,  for  his  farm  produce  has 
been  steadily  increasing  since  the  banishment  of  cattle. 

D.  A.  L. 

Artificial  Manures  for  Vineyards.  By  J.  A.  Nippgen  ( Bied . 
Gentr.,  1883,  708). — The  usual  manuring  for  vineyards  consists  of 
400  centners  stable  manure  per  morgen  every  three  years.  Instead  of 
this  the  author  has  employed  300  centners  of  stable  manure  and 
4  centners  of  a  mixture  containing  9 — 10  per  cent.  P205,  10  per  cent. 
K20,  and  2  per  cent.  17  (as  ammonium  salt),  along  with  4  centners  of 
kainite,  every  two  years  on  old  vineyards  or  sickly  plants.  The 
res  alts  have  been  very  favourable.  D.  A.  L. 

Cost  of  Production  of  Stable  Manure.  By  A,  Dettweiler 
(Bied.  Centr.,  1883,  749 — 750). — The  calculation  was  made  in  the 
case  of  four  herds  of  cows  :  After  allowing  for  cost  of  keep,  attention, 
and  depreciation  in  value,  and  subtracting  the  amount  realised  by  the 
sale  of  the  milk,  a  result  was  obtained  as  to  the  prime  cost  of  the 
manure  produced,  which  varied  considerably  in  each  case.  The  cost 
of  the  117  lbs.  of  nitrogen  contained  in  the  year’s  yield  of  manure 
from  one  cow  was  estimated  variously  from  nothing  to  70  shillings. 

J.  K.  C. 

Wool-dust.  By  J.  Kessler  (Bied.  Gentr.,  1883,  705). — The  author 
has  examined  16  samples  of  refuse  from  woollen  manufactories,  and 
has  determined  the  amount  of  fibre,  dust,  and  total  nitrogen.  The 
amount  of  fibre  varies  from  50  to  7  per  cent.,  the  dust  from  93  to  50 
per  cent.,  the  quantity  of  total  nitrogen  from  1*08  to  9'68  per  cent. 
From  the  results  obtained,  it  is  shown  that  the  quantity  of  nitrogen 
increases  with  the  amount  of  fibre.  D.  A.  L. 

Manuring  Beetroot  with.  Chili  Saltpetre.  (Bied.  Gentr .,  1883, 
786.) — At  a  meeting  of  beet-sugar  manufacturers  the  conclusion  was 
arrived  at  that  Chili  saltpetre  could  be  employed  with  twice  its  weight 
of  phosphoric  acid  without  harm,  but  also  without  much  advantage, 
whilst  by  itself  it  was  harmful  at  any  time.  J.  K.  C. 

Manuring  with  Bone-meal.  By  L.  Koch  (Bied.  Gentr.,  1883, 
709). — The  effect  of  the  manure  on  the  harvest  was  not  generally 
evident.  Heavy  manuring  frequently  produced  smaller  yields  than 
light  manuring.  “  Magnum  Bonum  ”  and  a  Champion  ”  potatoes 
yielded  well.  By  the  use  of  either  large  seed,  one  tuber  per  hole,  or 
small  seed,  four  tubers  per  hole,  the  quantity  produced  was  on  an 
average  the  same,  but  the  potatoes  from  the  large  seed  were  of  better 
appearance.  D.  A.  L. 

Gypsum  for  Manure.  By  J.  Kessler  (Bied.  Gentr.,  1883,  705). 
— The  author  has  examined  gypsum  from  various  localities  with 
regard  to  the  fineness  and  percentage  of  calcium  sulphate.  Twelve 
specimens  were  examined,  that  from  Trlib,  in  Hornstein,  being  the 
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finest ;  whilst  the  richest  in  calcium  sulphate  was  from  Kray, 
Achern.  D.  A.  L. 
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Analytical  Chemistry. 


Employment  of  Boric  Acid  and  Haematin  in  Alkalimetry. 

By  A.  Guyard  {Bull.  Soc.  Ghim.  [2],  40,  422 — 423). — The  author 
recommends  boric  acid  for  the  preparation  of  a  standard  acid  solution 
in  alkalimetry.  A  solution  of  commercial  haematin,  the  colouring 
matter  of  Campeachy  wood,  is  used  at  the  indicator.  W.  0.  W. 

Value  of  Lenz’s  Method  for  the  Purification  of  Hydrogen 
Sulphide.  By  R.  Otto  ( Ber .,  16,  2947 — 2954). — The  author  having 
doubts  as  to  the  possibility  of  hydrogen  arsenide  being  sufficiently 
basic  in  its  properties  to  combine  with  hydrochloric  acid,  repeated 
the  process  by  which  Lenz  (this  vol.,  p.  215)  asserted  he  had  freed 
hydrogen  sulphide  from  traces  of  arsenic.  Hydrogen  sulphide, 
evolved  from  commercial  sulphide  of  iron  and  commercial  hydro¬ 
chloric  acid,  both  known  to  contain  arsenic,  was  passed  through  the 
water  and  hydrochloric  acid  solutions  at  60 — 70°,  as  required  in 
Lenz’s  process,  then  through  concentrated  caustic  soda,  and  finally 
through  pure  nitric  acid.  On  testing  these  in  a  large  number  of  trials 
arsenic  was  always  found  in  the  nitric  acid,  but  not  in  the  hydro¬ 
chloric  acid  solutions ;  and  the  author  supposes  that  the  hydrochloric 
acid,  employed  for  washing  the  gases  by  Lenz,  may  have  contained 
some  foreign  substance  capable  of  absorbing  hydrogen  arsenide, 
•possibly  chlorine.  A.  B. 

Preparation  of  Concentrated  Nitromolybdic  Acid  Solution. 

By  A.  Guyard  {Bull,  Soc.  Ghim.  [2],  40,  423 — 425). — A  saturated 
solution  of  ammonium  molybdate  is  poured  into  20  c.c.  of  dilute  nitric 
acid  (prepared  by  mixing  equal  volumes  of  strong  acid  and  water) 
until  a  permanent  precipitate  begins  to  form.  The  acid  must  be  kept 
perfectly  cold  during  the  process.  The  author  considers  it  advisable 
not  to  use  more  than  20  c.c.  of  dilute  acid  for  each  operation. 

w.  c.  w. 

Determination  of  Ammonia  as  Nitrogen  in  Manures.  By 

W.  Massalski  {Bull.  Soc.  Ghim.,  40,  18 — 21). — The  researches  of 
Knop,  Mehu,  and  others  have  established  that  ammonium  salts  when 
heated  with  sodium  hypobromite,  in  presence  of  excess  of  soda  and  of 
glucose,  evolve  all  their  nitrogen  as  such.  The  presence  of  the 
glucose  does  not,  as  usually  supposed,  reduce  any  nitrates  which  may 
be  produced,  but  it  prevents  their  formation.  In  this  paper  an  appa¬ 
ratus  is  described  for  the  determination  of  nitrogen  in  manures  con¬ 
taining  ammoniacal  compounds,  and  the  results  were  found  to  agree 
with  those  obtained  by  the  soda-lime  process.  However,  the  applica¬ 
tion  of  the  method  proposed  is  rather  restricted,  for  powdered  horn, 
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meal,  or  fish  guano  only  give  up  from  one-quarter  to  one-tenth  of  their 
nitrogen  to  sodium  hypobromite.  Ordinary  guano  gives  up  about 
four-fifths  of  its  nitrogen,  and  it  is  suggested  that  it  is  desirable  to 
ascertain  by  experiment  whether  the  whole  of  the  nitrogen  of  guano 
can  be  considered  to  be  ammoniacal,  or  part  ammoniacal  and  part 
so-called  organic  nitrogen.  V.  H.  Y. 

Estimation  of  the  Total  Nitrogen  in  Manure.  By  E.  Dreyfus 
(Bull.  Soc.  Ghim.  [2],  40,  267 — 271). — When  manure  contains  nitro¬ 
gen  in  the  different  forms  of  nitrates,  ammonia,  soluble  and  insoluble 
organic  matter,  the  total  nitrogen  is  best  estimated  by  the  following 
process,  which  yields  very  exact  results.  1  gram  of  the  manure  is 
heated  with  sulphuric  acid  in  a  small  glass  vessel  until  the  nitric  acid 
is  expelled,  and  fumes  of  sulphuric  acid  begin  to  come  off.  WThen  the 
solution  is  cold,  sufficient  calcium  carbonate  is  added  to  form  a  per¬ 
fectly  dry  mixture.  The  nitrogen  in  the  mixture  is  determined  in  the 
usual  way  by  means  of  soda-lime ;  this  gives  the  total  organic  nitro¬ 
gen  plus  the  ammonia.  The  nitrogen  present  as  nitrate  is  determined 
in  another  portion  of  the  sample  by  Schloesing’s  method.  Corrections 
for  temperature  and  pressure  may  be  avoided  by  comparing  the 
volume  of  gas  obtained  with  that  evolved  from  a  normal  solution  of 
sodium  nitrate  (66  grams  per  litre). 

To  prepare  soda-lime,  3  parts  of  quicklime  are  slaked  with  3  parts 
of  water  containing  1^  of  caustic  soda,  and  J  of  a  part  of  pure  sugar. 
On  heating  the  soda-lime,  the  sugar  is  decomposed,  and  any  traces  of 
nitrate  contained  in.  the  soda  are  destroyed.  W.  C.  W. 

A  Cause  of  the  Differences  noticed  in  the  Estimation  of 
Superphosphates.  By  M.  Marcker  (Bied.  Gentr .,  1883,  751 — 752). 
— The  author  finds  that  the  amount  of  soluble  phosphoric  acid  in 
superphosphates  decreases  somewhat  rapidly  when  the  latter  is  packed 
in  tin  canisters,  owing  to  the  formation  of  insoluble  phosphates  of 
iron  and  tin.  This  may  reasonably  be  supposed  to  be  the  cause  of  the 
differences  in  the  analyses  of  superphosphates,  some  samples  having 
probably  been  packed  in  these  vessels,  and  thereby  undergone  change, 
while  the  original  stock  has  remained  unaltered.  J.  K.  C. 

Gladding’s  Process  for  the  Estimation  of  Retrograde  Phos¬ 
phates.  By  Millot  (Bull.  Soc.  Ghim .,  40,  101 — 104).— In  order  to 
obtain  an  accurate  estimation  of  the  retrograde  phosphate,  it  is  neces¬ 
sary  to  use  a  reagent  which  will  dissolve  it  without  attacking  that 
portion  of  the  original  phosphate  which  has  escaped  the  action  of  the 
sulphuric  acid.  For  this  purpose  Gladding  has  proposed  a  slightly 
ammoniacal  solution  of  ammonium  citrate  of  density  1*07  ;  the  super¬ 
phosphate  is  heated  for  about  an  hour  at  the  temperature  of  70°.  In 
France  a  similar  process  is  in  vogue  ;  the  superphosphate  is  placed  in 
contact  for  12  to  15  hours  with  a  very  concentrated  and  ammoniacal 
solution  of  ammonium  citrate.  In  this  paper  analyses  by  these  two 
processes  are  cited,  and  the  results  obtained  are  found  to  be  com¬ 
parable  in  the  case  of  aluminium  and  ferric  phosphates. 


V.  H.  V. 
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Separation  of  Alumina,  Ferric  Oxide,  and  Titanic  Oxide. 

By  E.  Cohen  (Jakrb.  f.  Min.,  1884,  1,  Mein.,  186 — 187). — The  author 
recommends  the  following  as  the  most  exact  method  of  separating 
alumina,  ferric  oxide,  and  titanic  oxide.  The  precipitate  of  the  three 
hydroxides  produced  by  ammonia  is  dissolved  in  hydrochloric  acid. 
The  alumina  is  separated  by  sodium  hydroxide,  and  the  acid  solution 
of  ferric  oxide  and  titanic  oxide  is  reduced  with  sulphurous  acid  in 
the  cold  (on  heating,  a  portion  of  the  titanic  oxide  is  precipitated). 
Tartaric  acid  is  added  until  ammonia  gives  no  precipitate.  The  FeO 
is  precipitated  by  ammonium  sulphide.  The  Ti02  obtained  from  the 
filtrate  by  evaporating  and  fusing,  must  be  taken  up  by  acid  potas¬ 
sium  sulphate  and  precipitated  from  the  dilute  solution  by  boiling  in 
order  to  obtain  it  pure.  B.  H.  B. 

Detection  of  Manganese  in  Commercial  Zinc-dross  and  in 
Calamine.  Detection  of  Bismuth  in  Lead.  By  A.  Guyard  ( Bull . 
Soc.  Chim.  [2],  40,  420 — 421). — The  zinc-dross  or  calamine  is  dis¬ 
solved  in  sulphuric  acid  and  the  solution  subjected  to  electrolysis, 
platinum  electrodes  being  employed.  If  manganese  is  present,  the 
positive  pole  is  surrounded  by  a  purple  coloration  due  to  permanganic 
acid. 

To  detect  bismuth  in  metallic  lead,  make  a  piece  of  the  lead  into 
the  positive  electrode  in  the  electrolysis  of  a  solution  of  pure  zinc  sul¬ 
phate.  Dissolve  the  deposit  on  the  negative  electrode  in  dilute  sul¬ 
phuric  acid,  and  if  a  dark  residue  remains,  test  it  for  bismuth. 

w.  c.  w. 

Use  of  Air  Saturated  with  Bromine  in  the  Precipitation  of 
Manganese.  By  A.  Wolff  (Zeitechr.  Anal .  Ghem 22,  520 — 522). — * 
A  current  of  air  is  made  to  pass  through  a  wash-bottle  containing 
water  and  bromine,  it  thus  becomes  saturated  with  the  vapour  of 
bromine,  and  is  then  passed  into  the  strongly  ammoniacal  solution  of 
manganese  acetate.  The  current  is  continued  until  the  brown  flakes 
of  the  hydrated  manganese  peroxide  have  separated,  the  precipitation 
being  usually  complete  in  20  minutes.  The  bromine  wash-bottle  is 
then  replaced  by  one  containing  ammonia,  through  which  the  current 
of  air  is  continued  for  another  15  minutes.  The  solution  is  then 
ready  for  filtration,  and  if  ammonium  instead  of  sodium  acetate  has 
been  employed  for  separating  the  iron,  the  precipitate  may  be  at 
once  ignited  and  weighed  as  Mn304.  P.  F.  F. 

Estimation  of  Chromic  Oxide  by  Titration.  By  B.  Pawolleck 
(Per.,  16,  3008 — 3009). — This  method  depends  on  the  fact  that 
chromic  oxide  is  readily  oxidised  by  nitric  acid  and  potassium  chlorate, 
whilst  cold  dilute  nitric  acid  has  no  oxidising  action  on  a  ferrous  salt, 
and  is  of  use  in  the  estimation  of  commercial  chromic  salts  and 
chromic  hydroxides.  The  process  is  as  follows.  The  weighed  sub¬ 
stance  containing  from  0*3  to  0’5  gram  Cr203  is  dissolved  in  a  flask 
containing  25  c.c.  nitric  acid,  sp.  gr.  1*4,  and  slowly  with  gentle  boil¬ 
ing  crystals  of  potassium  chlorate  (about  2  grams  for  the  above- 
mentioned  quantity  of  oxide)  are  added  until  the  liquid  has  the  pure 
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reddish-yellow  colour  of  a  chromic  acid  solution :  with  practice  this 
is  easily  recognised.  The  solution  is  boiled  until  the  decomposition 
products  of  the  chlorate  are  driven  off,  cooled,  diluted  to  about  350  c.c. 
with  water,  and  titrated  in  the  ordinary  way  with  ferrous  ammonium 
sulphate  solution.  If  the  substance  for  analysis  is  already  in  solu¬ 
tion,  concentration  is  necessary  before  oxidation.  The  method  may 
also  be  used  for  ignited  or  insoluble  chroniic  oxide,  but  complete 
oxidation  is  more  difficult.  The  process  has  been  carefully  investi¬ 
gated  and  verified  by  comparison  with  the  ordinary  method  of  oxida¬ 
tion  by  fusion  with  alkaline  carbonates,  and  has  been  found  much 
quicker  and  equally  accurate.  A.  B. 

Determination  of  Small  Proportions  of  Alcohol  in  Viscous 
Liquids.  By  E.  Borgmann  ( Zeitschr .  Anal.  Ghem.,  22,  534 — 535). — 
100 — -200  grams  of  the  liquid  are  distilled  in  a  current  of  steam  until 
about  100  c.c.  of  distillate  has  collected.  The  distillate  is  then  redis¬ 
tilled  in  the  ordinary  way,  the  first  two-thirds  which  pass  over  being 
collected  and  used  for  the  determination  of  sp.  gr.  P.  F.  F. 

Halymetric  Determination  of  Alcohol  in  Beer.  By  Klein  ert 
(Zeitschr.  Anal.  Ghem .,  22,  505 — 512). — The  author  finds  that  shaking 
beer  for  the  prescribed  15  minutes  does  not  render  its  weight  con¬ 
stant  by  the  elimination  of  the  dissolved  carbonic  anhydride,  but  that 
on  continuing  the  agitation  a  further  loss  takes  place.  Moreover, 
different  varieties  of  beer  require  different  periods  of  agitation.  The 
determination  of  the  carbonic  anhydride  is  thus  liable  to  serious  error, 
as  are  also  those  of  the  alcohol  and  extract,  which  depend  on  this  de¬ 
termination.  The  same  uncertainty  also  exists  as  to  the  length  of 
time  for  which  the  beer  should  be  shaken  up  with  the  salt  in  order 
that  saturation  may  take  place.  P.  F;  F. 

Ratio  of  Glycerol*  to  Alcohol  in  Beer.  By  E.  Borgmann 
(Zeitschr.  Anal .  Ghem.,  22,  532 — 534). — The  author  has  previously 
investigated  the  ratio  of  glycerol  to  alcohol  in  wine  (Abstr.,  1883, 
518).  The  ratios  found  for  different  kinds  of  beer  were — 

Alcohol.  Glycerine. 


Maximum..... .  100  5*497 

Minimum .  100  4T40 

Mean.... .  100  4*803 


The  ratio  thus  varies  within  very  narrow  limits,  and  this  result  is 
of  particular  importance,  as  an  artificial  admixture,  either  of  spirit  or 
glycerol,  can  be  inferred  if  the  above  ratio  is  appreciably  disturbed. 
The  samples  of  English  beer  examined,  although  of  much  greater 
alcoholic  strength  than  the  others,  exhibited  the  same  ratio. 

P.  F.  F. 

Determination  of  Acetic  Acid  in  Wine  by  Distillation  with 
Steam.  By  B.  Landmann  ( Zeitschr .  Anal.  Ghem.,  22,  516 — 519). — 
50  c.c.  of  wine,  to  which  a  few  grains  of  tannin  have  been  added,  are 
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placed  in  a  small  flask.  A  rapid  current  of  steam  is  conducted 
through  the  wine,  which  is  also  heated  to  boiling,  and  the  escaping 
vapours  are  passed  through  a  condenser  and  collected  in  a  graduated 
flask.  The  distillation  is  carried  on  until  200  c.c.  of  liquid  are  col¬ 
lected  in  the  receiver.  The  distillate  is  titrated  as  acetic  acid. 

P.  F.  F. 

Reaction  of  Ashes  from  Wine.  By  Chiappe  {Bied.  Centr .,  1883, 
790). — The  alkaline  reaction  of  wine  ashes  cannot  be  taken  as  an 
indication  of  the  absence  of  free  sulphuric  acid  in  the  wine.  The 
ash  will  be  alkaline  if  the  sulphuric  acid  is  not  sufficient  to  combine 
with  the  whole  of  the  bases,  and  even  sulphates  when  incinerated  will 
often  be  reduced  to  alkaline  sulphides,  which  give  an  alkaline  reac¬ 
tion.  J.  K.  0. 

Determination  of  Sugar  in  Beetroot.  By  K.  Stammer  and 
E.  Sostmann  {Bied.  Centr.,  1883,  779 — 782). — According  to  Stammer 
the  different  methods  of  extracting  sugar  from  beet  do  not  yield  con¬ 
cordant  results  on  polarisation.  To  obviate  this  difficulty,  he  digests 
the  crushed  root  with  92  per  cent,  alcohol  for  an  hour,  makes  up  to 
a  certain  quantity,  and  finds  that  the  liquid  so  obtained  gives  exact 
results.  As  the  method,  however,  is  tedious,  he  prefers  to  grind  the 
root  up  in  a  mill  until  it  becomes  an  impalpable  pulp,  and  then  shake 
up  with  cold  92  per  cent,  alcohol,  which  extracts  the  whole  of  the 
sugar. 

Sostmann  digests  beet  pulp  wdth  80  per  cent,  alcohol,  treats  with 
lead  acetate,  filters,  and  determines  the  sugar  by  polarisation  in  the 
filtrate,  making  the  correction  suggested  by  Degener.  J.  K.  C. 

Examination  of  Spices.  By  E.  Borgmann  ( Zeitschr .  Anal. 
Chem .,  22,  535 — 537). — The  author  has  determined  the  alcoholic 
extract  and  ash  in  a  number  of  samples  of  various  condiments — 
white  and  black  pepper,  cinnamon,  cloves,  mace,  and  allspice. 

P.  F.  F. 
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Technical  Chemistry. 


Sanitation  of  Large  Towns  and  Value  of  the  Refuse  Matter 
from  them.  By  A.  Muller  ( Chem .  Centr 1883,  706—708). — The 
author  enumerates  the  various  points  to  be  observed  in  order  to  effect 
the  sanitation  of  towns,  and  some  of  the  methods  at  present  employed 
for  the  disposal  of  sewage  and  otherwise  rendering  it  harmless.  The 
“  water  carriage  systems,”  the  separating  system,  the  earth  system, 
&c.,  are  referred  to.  In  order  to  utilise  sewage  for  agricultural 
purposes,  it  must  be  treated  on  a  manufacturing  scale,  concentrated 
so  as  to  be  stored,  easily  conveyed  from  place  to  place,  and  rendered 
useful  as  manure.  Two  methods  of  concentration  are  alluded  to : 
Liernur  and  Podewil’s  process  of  evaporation  in  a  vacuum,  and  Buhl 
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and  Keller’s  process  of  precipitation,  pressing,  and  distillation.  The 
cost  is  lower  the  more  concentrated  and  pure  the  refuse  matter,  and 
the  more  readily  the  material  is  conveyed  to  the  works.  Swedish  air 
closets  fill  the  first  of  these  conditions,  and  Liernur’s  pneumatic  pro¬ 
cess  the  second,  wherein  the  material  is  conducted  through  pneumatic 
pipes  by  means  of  steam  power. 

Ko  use  other  than  manurial  has  been  found  as  yet  for  sewage.  The 
incineration  system,  where  all  the  organic  matter  is  burnt,  although 
good  in  some  cases,  can  never  be  taken  into  consideration  for  general 
application.  D.  A.  L. 


Notes  on  the  Soda  Industry.  By  Scheurer-Kestner  {Bull.  Soc. 
Chim.j  40,  75 — 83). — The  memoir  contains  the  results  of  the  investi¬ 
gations  of  Chance,  Brock,  and  Hurter  on  the  sulphur  regeneration 
process  of  Schaeffner  and  Helbig,  together  with  some  critical  remarks 
offered  by  the  author. 

Part  I.  In  Chance's  investigations ,  conducted  on  a  large  scale,  the 
resultant  hydrogen  sulphide  was  not  decomposed  by  sulphurous  acid 
in  a  concentrated  calcium  chloride  solution  to  form  sulphur  ;  but  it 
was  collected  in  gasometers,  and  finally  burnt  to  produce  sulphuric 
acid.  The  soda  waste  is  introduced  by  a  shaft  into  a  cylindrical 
reservoir,  furnished  with  an  agitator,  and  the  temperature  is  then 
raised  to  50° ;  the  gas  evolved  passes  through  a  layer  of  water,  and 
then  a  series  of  vertical  pipes,  into  a  gasometer.  To  prevent  loss  and 
smell,  the  water  of  the  gasometer  is  covered  with  a  layer  of  an  oil 
known  to  the  trade  by  the  name  of  blue  or  dead  oil.  In  the  second  or 
carbonating  process,  the  admixture  of  calcium  chloride  and  magnesia 
is  transferred  to  a  vertical  cylinder  analogous  to  that  used  in  Weldon’s 
manganese  recovery  process,  warmed  either  externally  or  internally 
by  steam  and  carbonic  anhydride  passed  in.  The  former  method  is 
more  economical,  but  the  latter  more  practical.  The  calcium  carbon¬ 
ate  formed  can  be  separated  from  the  magnesium  chloride  by  filtration 
through  filter-presses. 

As  regards  the  pecuniary  gain,  Chance  has  calculated  a  profit  of 
£66  for  a  quantity  of  waste  corresponding  with  300  tons  sodium  sul¬ 
phate.  But  it  is  pointed  out  that  as  the  price  of  pyrites  will  soon  be 
lowered,  this  profit  will  be  considerably  diminished.  As  regards  the 
decomposition  of  hydrogen  sulphide  by  sulphurous  acid,  Chance  was 
unable  to  prevent  the  formation  of  sulphuric  and  the  polythionic 
acids.  Analyses  of  the  regenerated  calcium  carbonate  are  appended 
below : — 


Calcium  carbonate . .  . 
Calcium  sulphate  . . . . 
Calcium  chloride 
Magnesium  carbonate 

Magnesia . 

Carbon . 

Silica . 

Ferric  oxide . 

Alumina . 

Soda . . . 


71 — 79  per  cent. 
3*9— 4-6 
0*25— 1*51  „ 

0-177  „ 

1-67— 3-2 
3*0— 5*8 
0-3—3-30  „ 

1-0— 2-3 
0-76—0-96  „ 

0-70—1-75  „ 
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In  conclusion,  the  author  remarks  that  the  only  hope  of  the  compe¬ 
tition  of  the  Leblanc  with  the  ammonia-soda  process  rests  not  on  the 
regeneration  of  sulphur,  but  rather  on  the  production  and  rise  in 
price  of  the  hydrochloric  acid. 

Part  II.  Employment  of  Ghalk  Mud. — Brock  has  employed  the 
chalk  mud  from  the  Sehseffner-Helbig  process  for  the  production  of 
crude  soda.  The  following  mixture  was  introduced  into  the  revolving 
furnace : — 

Sodium  sulphate . . .  100  parts 

Chalk  mud .  200  „ 

Coal .  40*3  „ 

The  crude  soda  obtained  possessed  the  following  composition : — 

Ter  cent. 

Sodium  oxide .  21*3 

Sodium  sulphate  .  1*2  ) 

Sodium  chloride  .  2*88  or  25Na^O 

Sodium  sulphide  .  0*55  j 

The  amount  of  chloride  is  very  large,  and  probably  arises  from  an 
imperfect  washing  of  the  chalk  mud.  The  operation  lasted  2f  hours  ; 
whilst  only  2  hours  are  required  with  dry  chalk. 

Part  III.  Hurter  has  investigated  the  same  subject,  employing 
various  mixtures  of  chalk  mud,  sodium  sulphate,  and  coal,  and  ob¬ 
tained  crude  soda  containing  24  per  cent,  sodium  oxide,  and  3*88 — 
4*08  sodium  chloride  (or  25  Ha20).  Mactear  considers  that  a  more 
perfect  washing  of  the  chalk  mud  could  be  effected  by  warm  water, 
and  remarks  that  the  soda  manufacturers  cannot  rely  on  large  profits 
from  the  sale  of  sulphur.  The  sole  gain  of  the  Scbaaffner  and  Helbig 
process  will  rest  on  the  production  of  sulphuric  acid.  Y.  H.  Y. 

Manufacture  of  Sevres  Blue.  By  C.  Lauth  (Bull.  Soc.  Ohim ., 
39,  435 — 143). — In  this  paper  a  full  description  is  given  of  the 
manufacture  of  the  so-called  refractory  blue  of  Sevres,  and  of  the 
various  accidents  attending  its  firing. 

The  colour  consists  of  a  fritted  mixture  of  15  parts  cobaltic  oxide 
and  85  parts  of  pegmatite ;  it  forms  a  blackish-grey  mass.  It  is 
applied  on  the  enamelled  and  kilned  porcelain  by  working  it  up  with 
turpentine,  oxidised  by  the  air,  and  thus  rendered  viscous.  After 
application,  the  porcelain  is  dried  at  a  gentle  heat  to  expel  the  tur¬ 
pentine,  and  finally  it  is  muffied  at  a  red  heat  to  completely  destroy 
any  turpentine  present. 

The  process  is  frequently  unsuccessful,  however,  and  the  failure  is 
due  to  three  causes,  known  by  the  names  of  (i)  crazing  (gresille- 
ments) ;  (ii)  displacements  (deplacement),  and  metallisation.  In 
the  first  case,  the  enamel,  instead  of  being  smooth,  is  rough  and 
crinkled,  being  covered  with  blebs ;  in  the  second  the  colour  is  not 
uniformly  distributed,  but  accumulated  in  places  ;  and  on  the  third 
the  surface  of  the  enamel  presents  black  mirror-like  spots.  Of  these 
accidents  the  first  is  practically  irremediable,  and  on  investigation 
was  found  to  arise  from  the  introduction  within  the  kiln  of  organic 
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substances,  especially  hydrocarbons,  which  exert  a  reducing  action 
on  the  colour.  In  practice,  it  is  due  to  an  imperfect  circulation  of  the 
products  of  combustion  within  the  kiln,  whereby  the  porcelain  is 
exposed  to  this  action.  The  second  accident,  which  is  far  less  frequent, 
is  caused  by  an  imperfect  volatilisation  and  decomposition  of  the 
turpentine ;  vapours  of  heavy  hydrocarbons  are  evolved,  which  con¬ 
dense  on  the  red-hot  porcelain  within  the  kiln.  Finally,  the  third 
accident  or  metallisation  is  due  to  an  insufficient  burning  of  the 
porcelain ;  it  can  be  rectified  by  raising  the  temperature. 

y.  h.  v. 

Purification  of  Alcohols.  By  L.  Naudin  (Bull.  Soc.  CMm.  [2], 
39,  626 — 646). — This  paper  contains  an  account  of  an  industrial 
method  of  the  purification  of  alcohol  and  alcoholic  and  saccharine 
liquors,  by  means  of  the  copper-zinc  couple,  and  subsequently  by 
electrolysis.  The  crude  alcohol  is  pumped  into  a  vertical  cylinder, 
across  which  are  serpentine-shaped  bars  of  zinc,  on  which  copper  has 
been  deposited ;  the  alcohol  remains  in  this  vessel  for  two  days.  It 
is  then  either  distilled  or  submitted  to  a  powerful  electric  current 
from  a  Siemens  dynamoelectric  machine. 

In  conclusion,  a  table  is  given  to  show  the  pecuniary  profit  of  this 
process  of  purification  as  against  the  former  method  of  frequent  rec¬ 
tifications.  y.  h.  y. 


Analyses  of  Wine.  By  J.  Moritz  ( Zeitschr .  Anal.  Chem .,  22, 
513 — 515). — The  author  has  analysed  a  number  of  German  wines 


Description. 

CO 

o 

CO 

H 

O  4^ 

P 

C3 

T}  O 

■3* 

Extract. 
Per  cent. 

Mineral  matters. 

Per  cent. 

Alcohol.  Per  cent,  by 
volume. 

Phosphoric  acid. 

Per  cent. 

r—4 

o 

<D 

O 

5 

Specific  gravity. 

Polarisation. 

Direct. 

Calculated  from 
Hager’s  table. 

Neuberg,’ 

1878 

0*52 

2 ‘3 

2*3 

0-21 

9*8 

0*018 

0*899 

0  *9980 
(18*5°) 

±  o 

Lindlesberg, 

1878 

0-67 

2-05 

2-33 

0-21 

9*4 

0*020 

— 

0  -9974 

(17°) 

i  0 

Traminer, 

1878 

1  81 

2-  23 

9*1 

0*0313 

0*83 

0*9966 

(15*6°) 

i  0 

Stein,  1875 . . 

1-99 

1 

0*236 

9*0 

0*0375 

0*58 

0  -9978 
(15°) 

±  o 

Hohenburg, 

1878 

0*51 

2  14 

9*8 

0  *0370 

0*75 

0  9955 
(15°) 

i  0 

Lorcber, 

(Red),  1876 

0-47 

— 

— 

_ 

9*9 

— 

— 

±  o 
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from  undoubted  sources,  the  results  are,  therefore,  of  interest  as 
extending  our  knowledge  of  the  composition  of  pure  wine.  A  few 
only  of  these  results  can  be  recorded  here.  P.  F.  F. 

Analyses  of  Wines  from  Anjou.  By  A.  Bouchard  (Bied. 
Centr .,  1883,  782—783). — Eighteen  white  wines  from  Layon  con¬ 


tained  : — 

Alcohol.  Extract.  Specific 

Per  cent.  Per  cent.  gravity. 

Maximum .  17*5  4*66  1*020 

Minimum .  10*9  2*39  0*988 

Mean......  14*8  3*66  1*002 

Eighteen  white  wines  from  the  Loire  district : — 

Maximum .  17*1  3*89  1*020 

Minimum ......  10*0  1*75  0*976 

Mean .  14*09  2*99  0*995 

Eighteen  red  wines : — 

Maximum .  13*2  2*90  0*999 

Minimum .  8*0  1*69  0*990 

Mean .  10*88  2*23  0*995 

J.  K.  0. 


Analyses  of  Wines  from  Palestine,  <fcc.  By  A.  Stutzer 
{Bied.  Gentr 1883,  790)  .* — The  following  are  the  maxima  and  minima 
percentages  of  some  of  the  constituents: — Alcohol,  15*34  and  9*27  ; 
glycerol,  2*0  and  0*29 ;  sugar,  9*82  and  0*10 ;  and  ash,  1*164  and  0*126 
per  cent.  J.  K.  C. 

Influence  of  “  Plastering  ”  on  the  Composition  of  Wine. 

By  L.  Magnier  de  la  Source  ( Gompt .  rend.,  98,  110 — 113). — Plaster¬ 
ing  modifies  the  chemical  characters  of  the  colouring-matter  of  the 
wine,  and  not  only  does  the  calcium  sulphate  decompose  the  potassium 
hydrogen  tartrate  with  formation  of  calcium  tartrate,  potassium  sul¬ 
phate,  and  free  tartaric  acid,  but  it  also  decomposes  the  neutral 
organic  compounds  of  potassium  which  exist  in  the  juice  of  the  grape. 
The  proportion  of  calcium  in  the  wine  is  not  sensibly  increased. 

C.  H.  B. 

Souring  of  Wine.  By  P.  Carles  (Bied.  Gentr.,  1883,  790). — 
The  author  remarks  on  the  changes  undergone  by  wine  in  this  pro¬ 
cess.  A  diminution  takes  place  in  the  amount  of  extract  and  gum  ; 
sugar  and  other  substances  which  reduce  Fehling’s  solution,  but  are 
not  thrown  down  by  lead  acetate,  disappear  completely.  The  glycerol 
decreases  in  quantity,  as  does  also  the  cream  of  tartar,  while  the  free 
tartaric  acid  disappears  altogether,  and  the  barium  slowly  decomposes 
into  ulmic  bodies.  On  the  other  hand,  the  potash  increases  in 
quantity,  owing  to  the  decomposition  of  the  deposit  of  cream  of 
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tartar.  When  the  sickness  has  not  gone  too  far,  it  may  be  remedied 
by  the  addition  of  new  wine  rich  in  tartaric  and  tannic  acids. 

J.  K.  C. 

Influence  of  Temperature  on  the  Fermentation  of  Must. 

By  H.  Muller  ( Bied .  Gentr .,  1883,  783 — 785). — -The  higher  the  tem¬ 
perature,  the  sooner  the  fermentation  is  finished  ;  at  low  temperatures, 
a  moderate  fermentation  takes  place,  which  becomes  more  violent  as 
the  liquid  becomes  warmer,  and  reaches  a  maximum  at  27°.  By  the 
employment  of  high  temperatures,  a  must  rich  in  sugar  can  be  con¬ 
verted  into  a  wine  only  feebly  alcoholic,  sweet,  and  yet  having  lasting 
properties.  Medium  musts  are  best  fermented  at  from  20°  to  24°,  and 
this  temperature  is  reached  when  the  fermentation  begins  at  15°. 

J.  K.  C. 

Removal  of  Juice  from  Sugar-beet.  By  A.  Klewitz  and  G. 
Krieger  (Bied.  Gentr, ,  1883,  731). — The  authors  have  constructed  a 
diffusion  apparatus  for  removing  the  juice  from  sugar-beet  with  a 
smaller  quantity  of  water.  The  apparatus  consists  of  several  com¬ 
partments,  separated  by  metal  sieves,  the  water  employed  is  poured  in 
the  first  of  a  series  charged  with  beet,  and  then  passes  through  all 
subsequent  compartments,  gradually  becoming  richer  in  extract.  The 
exhausted  material  is  also  passed  through  the  series ;  the  first  only 
being  replenished  with  fresh  matter  for  extraction.  D.  A.  L. 

Valuation  of  Gelatin.  By  F.  Prollius  ( Dingl .  polyt.  J .,  249, 
425). — The  author  has  determined  the  amount  of  ash,  water,  and 
insoluble  matter  (residue  insoluble  in  hot  water)  in  various  kinds  of 
gelatin.  To  ascertain  the  gelatinising  property  1  part  of  the  sample 
was  dissolved  in  90  parts  of  water,  filtered,  and  the  degree  of  viscosity 
determined. 


Ash. 

Water. 

Insoluble. 

Time  re¬ 
quired  for  the 
solution 
to  run  out. 

Astracan  from  Schmidt  and  Dihlmann, 

p.c. 

pc. 

p.c. 

seconds. 

Stuttgart . 

0*20 

16  0 

2*8 

507 

Ditto,  from  a  collection . 

Ditto,  fine  iridescent  Russian  quality, 

0-37 

18*0 

0*7 

485 

Tubingen  collection . 

1*20 

17-0 

1*0 

500 

Ditto,  Russian,  from  G-ehe  of  Dresden. .  . . 

0*80 

19  0 

3  0 

491 

Ditto,  in  laminae,  from  Grehe . 

Ditto,  in  threads,  known  as  Hamburg 

0*50 

19*0 

0*4 

480 

threads . 

0  '40 

17*0 

1*3 

477 

Hamburg  isinglass . 

1  -30 

19*0 

2*3 

470 

Another  quality . . 

0  13 

19*0 

5*2 

— - 

Rolled  northern  fish  bladder . 

3-20 

1*5 

10*8 

467 

Icelandish  bladder . 

0-60 

17  *0 

21  *6 

463 

Indian  isinglass . 

0-78 

18*0 

8*6 

437 

Yellow,  quality  unknown . . 

2-30 

17*0 

15*6 

360 
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To  judge  of  the  purity  of  isinglass,  it  is  also  recommended  to  subject 
the  sample  to  microscopic  examination.  D.  B. 

Composition  of  Roasted  Chicory.  By  A.  Petermann  ( Bled . 
Centr 1883,  843 — 845). — The  following  are  analyses  of  pure  chicory, 
one  sample  being  coarse,  the  other  fins  :  — 


Fine  powder. 


Water  (100—105°) .  16  *28  16  -9(T\ 

Glucose .  26-12  23  *76 

Dextrin,  inulin  .  . .  9*63  9  *31 

Albuminoids .  ....  3  *23  3  *66  f 

Colouring  matter  and  bitter  extractive. ...  16  *40  17  ‘59  I 

Ash .  2  *58  2  *55 J 

Albuminoids .  3*15  2*98"] 

Cellulose .  12*32  13*37  f 

Ash .  4  *58  5  *87  J 


57*96  per  cent, 
soluble  in  hot 
water. 


26*14  per  cent, 
insoluble. 


The  ash  was  somewhat  higher  than  usual,  but  was  quite  white  ;  as 
the  ash  of  pure  samples  varies  much,  owing  to  the  imperfections  of 
manufacture,  it  is  quite  inadmissible  to  judge  of  the  purity  of  a 
sample  of  chicory  by  its  ash.  E.  W.  P. 

Soap  Varnishes.  By  E.  Andres  ( Pharm .  J.  Trans.  [3],  14,  169). 
— These  varnishes  are  valuable  on  account  of  their  cheapness,  their 
resistance  to  water,  and  their  elasticity.  Such  a  varnish  can  be  made 
by  dissolving  tallow-soap  in  boiling  water,  filtering  hot  through 
cloth,  and  precipitating  with  a  boiling  solution  of  alum  ;  the  precipi¬ 
tated  stearate  of  alumina  is  washed  and  dried,  heated  on  a  water-bath 
until  transparent,  and  then  stirred  into  turpentine;  this  mixture  is 
heated  nearly  to  boiling  until  it  forms  a  thick  varnish,  which  can  be 
thinned  with  turpentine.  A  waterproof  varnish  for  cloth  or  paper  is 
made  by  dissolving  iron  or  aluminium  stearate  in  carbon  bisulphide 
or  benzene.  Varnish  for  gilding  is  prepared  from  resin  soap,  which 
is  made  by  stirring  and  boiling  for  two  or  three  hours  100  parts  of 
powdered  resin  with  50  parts  of  soda,  dissolved  in  100  of  water  until 
the  mixture  is  clear.  The  soap  is  mixed  with  100  parts  of  water  and 
15  parts  of  steeped  glue,  and  heated  until  the  whole  is  dissolved. 
This  is  a  quick  drying  varnish,  but  can  be  made  slow  drying  by 
adding  10  to  20  parts  of.,  glycerol  28°  B.  The  resin  soap,  mixed  with 
5  per  cent,  ammonia,  forms  a  cheap  and  durable  vehicle  for  paints. 

D.  A.  L. 
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Spectra  of  Silicon  Fluoride  and  Hydride.  By  K.  Wesbn- 
donok  ( Wied .  Ann.,  21,  427 — 487). — As  the  author  observed  in  a 
bought  Geissler  tube  containing  silicon  fluoride  the  spectrum  of  car¬ 
bonic  oxide,  he  examined  the  result  with  especial  reference  to  the 
spectra  of  silicon  compounds,  and  the  cause  of  the  presence  of  that  of 
carbonic  oxide.  Silicon  fluoride  was  prepared  in  the  usual  way  in  an 
apparatus  made  entirely  of  glass,  and  fitted  with  stopcocks';  this  was 
connected  with  a  Geissler’s  tube.  The  apparatus  was  first  exhausted, 
then  the  acid  allowed  to  come  in  contact  with  a  mixture  of  pure  glass 
and  fluorspar,  and  the  apparatus  again  frequently  exhausted  until 
the  gas  present  was  in  all  probability  pure.  However,  with  all 
this  care  the  spectrum  of  carbonic  oxide  was  always  visible,  and 
mixed  with  that  of  silicon  fluoride.  At  comparatively  high  pressures, 
when  the  discharge  gave  a  continuous  cylinder  of  light,  there  was 
observed  a  more  or  less  continuous  carbonic  oxide  spectrum  with  the 
characteristic  eight  blue  bands  of  silicon  tetrafluoride  ;  with  decrease 
of  pressure,  the  spectrum  varied  precisely  in  the  same  manner  as  that 
of  carbonic  oxide,  the  eight  blue  bands  became  clearer,  and  bands  in 
the  violet  appeared.  With  the  introduction  of  a  Leyden  jar  in  the 
circuit,  Swan’s  carbon  spectrum  became  visible.  In  another  form  of 
apparatus  in  which  the  stopcocks  and  all  lubricating  material  was 
avoided,  the  same  phenomenon  was  observed.  As  the  cause  was 
proved  not  to  be  due  to  the  action  of  the  gas  on  the  electrode,  its 
probable  explanation  lies  in  the  great  avidity  of  Silicon  tetrafluoride 
for  water.  If  by  the  contact  of  the  gas  with  water  a  little  oxygen 
were  set  free,  the  latter  would  possibly  oxidise  immediately  any  trace 
of  carbon  containing  substances,  such  as  dust,  which  might  be 
present. 

The  spectrum  of  a  mixture  of  silicon  hydride  and  hydrogen  (formed 
by  Wohler’s  process)  gave  in  narrow  tubes  only  the  spectra  of  car¬ 
bonic  oxide  and  hydrogen ;  in  broad  tubes  under  high  pressure  a 
number  of  lines  which  were  observed  in  the  silicon  fluoride  spectrum 
were  visible,  although  the  characteristic  blue  bands  were  absent ; 
possibly  the  latter  are  peculiar  to  silicon  fluoride.  V.  H.  V. 

Fluorescence  of  Calcspar.  By  E.  Lommel  (Wied.  Ann.,  21, 
422 — 427). — A  red-brown  fluorescence  of  calcspar  can  best  be  ob¬ 
served  when  parallel  light  rays,  rendered  convergent  by  a  lens,  are 
made  to  pass  through  a  cube  of  calcspar;  it  is  rendered  more  marked 
if  the  light  has  previously  filtered  through  blue  cobalt  glass  or  green 
glass.  The  phenomenon  is  unaltered  whether  the  bundle  of  rays 
passes  through  the  crystal  normally  or  parallel  to  the  axis,  or  when  it 
is  not  polarised,  or  polarised  in  any  direction.  The  emitted  spectrum 
extends  from  85  to  65  (Bunsen’s  scale),  and  is  most  marked  about  44. 
The  light  emitted  by  calcspar  in  the  phosphoroscope  has  the  same 
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colour  tone  and  the  same  spectrum,  and  differs  from  that  observed  in 
direct  radiation  only  in  intensity.  It  is  evident  that  in  both  cases  the 
same  phenomenon  is  dealt  with,  and  thus  the  question  is  opened 
whether  Becquerel’s  nomenclature  of  phosphoresence  of  long  and  of 
short  duration,  respectively  fluorescence  or  phosphorescence  so-called, 
does  not  best  represent  the  relation  between  these  two  modifications. 

The  word  phosphorescence  is  generally  used  for  radiation  of  light 
visible  only  in  a  darkened  position,  but  the  conception  implied  in  this 
expression  is  far  too  wide  for  the  phenomenon.  The  word  fluo¬ 
rescence  generally  means  the  self-illumination  of  a  body  during  the 
radiation  of  light  upon  it,  although  there  is  nothing  in  the  word 
which  implies  a  permanence  of  illumination  after  the  radiation  has 
ceased.  It  is  here  proposed  to  retain  the  word  fluorescence,  and  to 
substitute  for  phosphorescence  the  phrase  phosphorescence  of  illumina¬ 
tion.  As  in  the  latter  case  the  self-illumination  continues  for  an  hour 
or  more  after  the  source  of  light  is  removed,  but  in  the  former  only  a 
fraction  of  a  second,  the  phenomena  are  sufficiently  distinct  for  dis¬ 
tinction  of  nomenclature. 

In  order  to  determine  the  kind  of  rays  most  efficacious  for  causing 
the  fluorescence  of  calcspar,  a  cube  of  it  was  placed  in  various  parts  of 
the  spectrum  ,  it  was  observed  that  the  green  rays  between  E  and  h 
were  most  effectual.  It  follows,  then,  that  the  maximum  of  absorp¬ 
tion  of  calcspar  lies  between  the  same  limits.  This  result  is  possibly 
connected  with  the  phenomenon  of  double  refraction  and  dispersion 
of  calcspar.  In  a  former  memoir  the  author  has  shown  that  this 
latter  is  conditioned  by  two  peculiar  vibrations  of  its  molecules ;  the 
wave-length  of  the  one  normal  to  the  axis  =  \0  =  0'1301/t,  that  of 
the  other  parallel  to  the  axis  A/0  =  0'0874/i.  But  integral  multiples 
of  these  numbers,  4\0  =  0‘5204/a  and  6A0  =  0*5244 p,  approximately 
correspond  to  the  wave-lengths  for  E  (X  =  0*5269/1  and  b  (\  =  0*5183/i). 
Hence  it  follows  from  this  theory  that  substances  can  absorb  not  only 
rays  whose  wave-lengths  are  equal  to  those  of  their  own  vibrations, 
but  also  rays  whose  wave-lengths  are  multiples  or  sub-multiples  of 
them  (indirect  absorption).  Y.  H.  Y. 

Electromotive  Force  in  Terms  of  Chemical  Energy.  By  S. 

Czapski  (  Wied.  Ann .,  21,  209 — 243). — Thomsen  and  Helmholtz  have 
expanded  the  Joule-Lenz  law  regarding  the  development  of  heat  during 
electrolysis  thus:  the  electromotive  force  of  a  galvanic  cell  (without 
polarisation)  can  be  expressed  in  terms  of  the  electrothermic  energy 
of  chemical  processes  caused  by  the  passage  of  the  current.  The 
researches  of  Bosscla,  Braun,  Wright,  and  others  have  tended  rather 
to  disprove  the  validity  of;  this  law.  Recently  Helmholtz  has  inferred 
from  experiments  that  the  value  of  the  thermic  energyof  the  chemical 
processes,  not  transformed  into  electric  energy,  is  related  to  the 
change  of  electromotive  force  induced  by  change  of  temperature. 
The  experiments  described  in  the  present  memoir  point  to  the  con¬ 
clusion  that  those  galvanic  cells  which  do  not  convert  all  their  chemical 
energy  into  electric  work ,  show  decreasing  electromotive  force  with  rise 
of  temperature ,  and  conversely  those  which  work  at  the  cost  of  their  own 
heat  capacity ,  show  increase  of  electromotive  force  with  rise  of  tempe - 
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rature ,  In  the  experiments,  the  following  conditions  were  observed 
as  far  as  possible  :  1st,  tbe  E.M.F.  of  the  cell  to  be  examined  was 
compared  with  that  of  a  constant  normal  cell  whose  E.M.F.  had  been 
determined  in  absolute  units  ;  2nd,  the  examined  cell  was  sufficiently 
constant,  free  from  polarisation  changes,  and  so  composed  that  its 
electrolytic  processes  were  reversible  and  defined  ;  its  temperature 
was  kept  constant.  The  standard  cell  was  of  the  composition 
Zn  [  ZnCl2  I  Hg2Cl2  |  Hg  ;  its  E.M.F.,  as  also  that  of  the  examined 
cell,  was  estimated  by  the  Bois-Reymond  compensation  method. 

The  following  combinations  were  examined : 

Zn  |  ZnCl2  sohition  |  AgCl  |  Ag;  Zn  )  FeCl2  solution  |  AgCl  f  Ag; 

Zn  |  ZnBr2  |  Hg2Br2  |  Hg,  and  Cd  |  CdCl2  |  Hg2Cl2  |  Hg. 

The  results  collected  from  the  paper  illustrate  the  proposition 
enunciated  above,  although  they  must  be  considered  only  as  pre¬ 
liminary  and  approximate  ;  for  the  heats  developed  or  absorbed  in  the 
various  chemical  changes  have  not  been  fully  investigated. 

Of  the  table  below  in  the  first  column  is  placed  the  temperature,  in 
the  second  the  E.M.F.  in  volts  compared  with  the  standard  element, 
in  the  third  the  work  done  by  the  current  in  calories,  in  the  fourth  the 
chemical  heat  in  calories,  in  the  fifth  the  difference  between  the  two 
last  values,  and  in  the  sixth  the  value  calculated  from  the  formula  Q  = 
dp 

&~d6J E*  *n  wkich  Q  =:  quantity  of  heat,  p  difference  of  potential, 
E  electric  quantity,  J  Joule’s  equivalent. 


Cell. 

Temp. 

Zn  |  ZnCl2sol.  [  AgCl  |  Ag. 

E.M.F. 

i 

Work 

equivalent. 

1 

Chemical 

heat. 

i 

Diff. 

i 

0-^E. 

duJ 

16  '00 

0-9149 

44-32 

| 

54  08  ! 

-  9-70 

-3-39 

14*00 

0-9155 

OO'OO 

0-9183 

1 

i 

Cell. 

Zn  |  FeCl2  |  AgCl  |  Ag. 

j 

31  -15 

0-576 

20-00 

0-886 

oo-oo 

0-5282 

33  -00 

17-40 

+ 15  -60 

+  4-85 

Cell. 

Cd  1  CdCl2  1  Hg2,C]2  I  Hg. 

) 

| 

37  00 

0  7130 

1 

0-7118 

34*76 

13-70  1 

+  20  -86 

+  2-65 

0-7106 

The  author  proposes  to  continue  his  researches  in  the  same  direc¬ 
tion.  Y.  H.  Y. 

Electric  Properties  of  Flames.  By  J.  Kollert  (Wied.  Ann., 
21,  244 — 273). — This  investigation  is  a  continuation  of  HankePs  re- 

2  x  2 
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searches  on  the  electric  properties  of  the  Bunsen  and  alcohol  flames. 
The  method  of  experiment  was  as  follows : — 

A  spiral  of  platinum  was  placed  in  the  flame  symmetrically  with  its 
axis,  and  connected  with  one  pole  of  a  Hankel’s  electrometer,  the 
other  pole  being  in  connection  with  the  burner ;  the  electrometer  was 
also  connected  by  a  commutator  with  the  poles  of  a  zinc-copper  pile 
conducting  to  earth. 

The  principal  results  of  the  investigation  are  as  follows  : — 

(I.)  The  difference  of  potential  is  dependent  on  the  material  and 
the  temperature  of  the  mouth  of  the  burner;  an  electropotential 
series  of  the  materials  of  which  the  burners  are  constructed  can  be 
arranged,  of  which  iron  is  the  most  negative. 

(II.)  The  difference  of  potential  is  also  conditioned  by  the  position 
of  the  spiral  ;  the  point  at  vrhich  the  greatest  electromotive  force  is 
produced  coincides  probably  with  that  of  maximum  temperature. 
This  latter  result  probably  represents  the  sum  of  several  conflicting 
causes :  firstly,  by  the  rise  of  temperature  the  platinum  is  positively 
electrified;  secondly,  by  contact  with  the  hydrogen  and  carbonic 
oxide  gas  it  is  negatively  electrified;  and  thirdly,  in  the  cooler  parts 
of  the  flame  it  is  positively  electrified  by  contact  with  steam  and  car¬ 
bonic  anhydride.  As  regards  the  second  of  these  points,  the  expe¬ 
riments  of  Deville  tend  to  show  that  the  higher  the  temperature,  the 
greater  proportion  of  free  hydrogen  and  carbonic  oxide  present ; 
whilst  Grove  has  shown  that  platinum  is  negatively  electrified  when 
in  contact  with  these  gases. 

(III.)  The  results  obtained  by  the  author  agree  with  those  of 
Elster  and  Geitl ;  the  former  finds  for  the  E.M.F.  of  a  platinum 
spiral  in  a  Bunsen  flame  =  1*95  Daniell,  in  an  alcohol  flame  =  1*43 
Daniell;  while  the  latter  obtained  the  values  1*92  and  1*44  Daniell 
respectively.  V.  H.  Y. 

A  New  Method  of  Generating  Electricity.  By  J.  A.  Kendall 
( Ghent .  News ,  49,  49 — 51). — The  author  has  observed  that  hydrogen 
passing  through  a  red-hot  platinum  plate  can  serve  as  an  element  of 
a  galvanic  combination.  Various  methods  of  applying  this  discovery 
have  been  adopted,  and  one  of  the  best  apparatus  consists  of  two 
platinum  tubes  of  different  sizes  closed  at  one  end,  made  from  metal 
T~  inch  thick;  the  smaller  tube  can  be  connected  with  a  hydrogen 
supply,  and  arranged  at  any  desired  height  in  the  centre  of  the  large 
tube,  the  intervening  space  between  the  two  tubes  being  filled  with  a 
suitable  medium.  When  this  arrangement  is  heated  in  the  oxidising 
flame,  the  internal  and  external  metallic  portions  being  connected  with 
a  galvanometer  by  means  of  conducting  wires,  no  deflection  is  pro¬ 
duced  until  hydrogen  is  supplied  to  the  inner  tube.  The  production 
of  electricity  inct  eases  with  the  temperature,  and  is  proportional  to 
the  extent  of  surface  heated  ;  most  powerful  effects  are  observed  when 
the  metallic  coating  is  in  a  finely  divided  form;  whilst  the  best 
results  have  been  obtained  when  the  inner  metal  is  much  thicker  than 
the  outer  coating,  in  fact,  the  cell  is  quite  spoilt  wdien  the  reverse  is 
the  case,  owing  to  the  accumulation  of  hydrogen  on  the  inner  plate. 
The  E.M.F.  of  the  new  cells  varies  with  the  media  employed  :  for 
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example,  a  platinum  tube  cell  with  calcium  borate  at  nearly  a  white 
heat,  E.M.F.  =  0‘36  Daniel),  whilst  a  similar  cell  with  a  Berlin  por¬ 
celain  tube  at  nearly  white  heat  =  O' 7  Daniell.  The  current  is 
arrested  if  there  is  not  complete  combustion  in  the  source  of  heat 
applied  to  the  cell,  in  fact,  a  reducing  flame  causes  a  reversal  of  the 
direction  of  the  current.  The  platinum- hydrogen  acts  as  a  zinc 
element  in  an  ordinary  galvanic  cell. 

The  following  substances  have  been  employed  more  or  less  success¬ 
fully  as  media,  glacial  phosphoric  acid,  sulphuric  acid  (at  boiling  point 
only  slight  current),  alkaline  and  alkaline  earthy  haloid  salts,  glass, 
and  vitrified  earthenware  and  porcelain.  The  use  of  the  latter  sub¬ 
stances  allowed  the  introduction  of  metals  which  for  obvious  reasons 
could  not  be  employed  with  the  above  metallic  salts.  The  following 
metals  have  been  employed  up  to  the  present  time : — Platinum,  palla¬ 
dium,  gold,  iron,  nickel,  molybdenum,  copper,  and  silver.  Actual 
contact  between  the  metals  and  media  is  essential,  and  therefore  with 
glass  the  metal  is  placed  inside  a  glass  tube  which  is  then  fused  on 
the  metal  (in  the  case  of  oxidisable  metals  a  current  of  coal-gas  is 
passed  during  the  fusion),  and  while  the  glass  is  still  soft,  the  exterior 
is  covered  with  metal.  For  the  finely  divided  metallic  elements 
spongy  platinum,  or  an  alcoholic  solution  of  platinum  chloride,  is 
painted  on  the  glass  which  is  then  ignited,  and  a  film  of  platinum  is 
left  on  the  glass,  the  conducting  wire  is  put  round  in  the  form  of  a 
spiral,  with  other  metals  the  oxide  is  put  in  the  tube,  and  is  subse¬ 
quently  reduced  by  hydrogen.  Sulphates,  carbonates,  nitrates,  and 
glass  containing  metallic  oxides  reducible  by  hydrogen  are  unsuitable 
as  media  for  the  present  purpose. 

The  hydrogen  is  transmitted  not  only  through  the  inner  tube,  but 
also  through  the  intervening  medium  and  external  metallic  cover. 
The  amount  of  gas  transmitted  varies  greatly  with  the  nature  of  the 
media  and  the  nature  of  the  metallic  layer ;  thus  with  the  two, 
inch  thick  platinum  tubes,  with  a  favourable  medium,  and  3*3  square 
inches  of  inner  tube  in  contact  with  it,  at  nearly  a  white  heat,  0*7  c.c. 
of  hydrogen  passed  through  per  minute;  with  finely  divided  metal 
and  soft  glass  medium,  the  hydrogen  transmitted  at  a  full  red  heat 
may  be  as  high  as  0*6  c.c.  per  square  inch  per  minute,  with  Berlin 
porcelain  it  is  only  0*2  c.c.  per  square  inch  per  minute  at  white  heat, 
and  is  less  at  red  heat. 

Gaseous  mixtures  containing  free  hydrogen  give  rise  to  currents, 
whilst  carbonic  oxide  produces  no  electrical  disturbance  with  iron  or 
platinum.  The  galvanometer  employed  was  one  adapted  for  rather 
strong  currents  with  small  resistance ;  it  was  graduated  by  means  of 
a  voltameter,  and  some  of  the  deflections  were  of  the  following  values  in 
c.c.  hydrogen  per  minute: — 10°,  0'07 ;  20°,  0*21  ;  30°,  0*60;  40°,  1*35. 
Some  cells  may  be  constructed  by  nearly  covering  pieces  of  metallic 
(platinum,  nickel,  iron,  copper)  wire  or  rod  with  fused  glass,  the 
external  coating  being  foil.  On  heating  these  in  the  oxidising  flame, 
a  current  is  produced  which  is  due  to  the  withdrawal  of  hydrogen 
from  the  inner  core  ;  when  this  current  diminishes,  the  application  of 
a  flame  containing  free  hydrogen  immediately  gives  rise  to  a  strong 
current  in  the  reverse  direction  accompanied  by  the  reabsorption  of 
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hydrogen  by  the  internal  metal  wire;  a  similar  effect  is  produced  if  a 
platinum  plate  is  suspended  in  a  platinum  tube  containing  fused  glass 
(magnesium  and  calcium  borates),  when  alternate  electric  currents 
may  be  produced  by  simply  altering  the  nature  of  the  flame.  These 
effects  can  be  repeated  as  often  as  required.  The  initial  deflection 
produced  by  the  “normal  ”  or  “reverse”  current  is  18°  to  20°  ;  this 
falls  within  10  to  15  minutes  to  nearly  zero.  When  iron  wire  is  com¬ 
pletely  covered  with  glass  (except  the  conducting  wire  which  is  not 
heated),  the  oxidising  flame  deflection  may  gradually  be  brought 
actually  to  zero.  Experiments  have  been  made  in  which  the  inner 
platinum  tube  is  connected  with  a  Sprengel  pump  and  immersed  in 
fused  glass  in  a  platinum,  cell  heated  in  the  oxidising  flame;  under 
these  circumstances  a  good  vacuum  could  be  pumped,  and  there  is  no 
deflection  of  the  galvanometer,  but  as  soon  as  a  reducing  flame  is 
employed  there  is  a  steady  deflection  of  15°,  and  bubbles  of  hydrogen 
come  down  the  fall  tube  of  the  pump,  and  in  15  minutes  T33  c.c. 
were  collected.  Hydrogen  could  not  be  made  to  pass  through  a  glass 
or  porcelain  tube  either  by  means  of  oxygen  or  vacuum  alone.  When 
glass  is  fused  in  a  platinum  crucible  over  a  gas  flame,  hydrogen  can 
be  seen  forming  and  rising  from  the  sides,  especially  from  the  hottest 
part,  if  the  glass  is  allowed  to  become  viscid  by  cooling,  and  the  gas 
flame  again  applied,  tubes  like  those  mentioned  above  may  be  burst 
by  the  bubble  of  hydrogen  formed  on  the  inside  of  the  tube.  It  is 
noteworthy  that  fused  vitreous  matters  do  not  conduct  electricity  of 
low  tension  unless  hydrogen  is  present.  D.  A.  L. 

Weight  Voltameter  for  Measuring  Electric  Currents.  By 

L.  N.  Ledingham  ( Chem .  News,  49,  85). 

Electrolysis  of  Dilute  Sulphuric  Acid  and  Hydrated  Salts. 

By  J.  H.  Gladstone  and  A.  Tribe  (Chem.  News,  49,  61). —  Frank- 
land  (Abstr.,  1883,  839)  suggests  that  in  charging  and  discharging 
storage  batteries  one  of  the  changes  which  occurs  is  the  electrolysis  of 
hexabasic  sulphuric  acid  in  accordance  with  the  views  of  Bourgoin. 
The  authors  have  made  some  experiments  with  4'2  per  cent,  sulphuric 
acid ;  the  apparatus  employed  consisted  of  a  U-tube  having  a  stop¬ 
cock  in  the  centre  of  the  horizontal  part.  The  hole  in  the  stopcock 
was  packed  with  asbestos  in  such  a  manner  as  to  prevent  both  the 
mechanical  admixture  of  the  liquids  in  the  two  limbs,  and  also 
electrical  endosmose.  In  experiments  with  currents  of  different 
densities  it  was  observed  that  the  increase  of  sulphuric  acid  in  the 
positive  compartment  per  equivalent  of  hydrogen  set  free  decreased 
with  the  lowering  of  the  current  density.  In  other  experiments  with 
sulphate  of  copper  in  one  limb  and  sulphuric  acid  in  the  other,  it  was 
found  that  the  acid  accumulated  was  largely  in  excess  of  the  copper 
deposited,  this  being  due  to  the  unequal  transference  of  the  ions.  From 
these  results  and  from  those  of  some  previous  investigators,  the 
authors  conclude  that  the  electrolytic  method  is  incapable  of  deter¬ 
mining  whether  H2S04,  or  a  hydrate  thereof ,  gives  rise  to  the  current, 
and  moreover  from  other  experiments  with  copper  and  zinc  sulphates, 
in  which  both  limbs  of  the  U-tube  were  filled  with  the  same  solution, 
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they  show  that  neither  the  composition  nor  even  presence  of  a 
hydrated  salt  in  aqueous  solution  can  be  determined  by  this  method. 

D.  A.  L. 


Absorption  of  an  Iodine-compound  by  Aluminium.  By  G.  Gore 
( Chem .  News ,  49,  1 — 2). — When  sheet  aluminium  is  immersed  in  a 
colourless  aqueous  solution  of  iodic  acid  either  alone  or  together  with 
a  piece  of  sheet  platinum  so  as  to  form  a  voltaic  couple,  the  liquid 
becomes  discoloured,  there  is  a  copious  evolution  of  gas  from  the 
aluminium,  and  the  current  produced,  if  utilised,  causes  a  consider¬ 
able  deposition  of  silver  from  a  plating  solution.  After  three  hours, 
the  aluminium  is  considerably  corroded,  and  even  after  repeated 
washing  with  cold  and  boiling  water  retains  iodine,  which  cannot  be 
extracted  with  carbon  bisulphide.  - 

In  a  quantitative  experiment,  a  piece  of  aluminium  two  inches 
square  and  weighing  15*752  grains, was  immersed  in  a  solution  of  25*749 
grains  of  iodic  acid  in  5  ozs.  of  water,  at  a  temperature  of  16°.  After 
three  hours,  14*685  grains  of  metal  remained  undissolved,  and  2*340 
grains,  apparently  iodine,  were  absorbed  by  it.  Only  very  slight 
absorption  of  iodine  takes  place  when  solutions  of  potassium  iodide 
or  iodate  are  electrolysed,  using  aluminium  electrodes,  or  when  sheet 
aluminium  is  immersed  in  aqueous  hydriodic  acid  containing,  dis¬ 
solved  iodine.  Whilst  there  is  no  absorption  when  a  solution  of  sul¬ 
phuric  acid  and  iodide  is  electrolysed  as  above,  neither  is  there 
absorption  when  aluminium  is  immersed  in  a  cold  saturated  aqueous 
solution  of  iodine,  nor  in  dilute  hydrochloric  acid  containing  iodine, 
nor  in  dilute  sulphuric  acid -and  potassium  iodide.  It  is,  therefore, 
inferred  that  the  absorption  only  takes  place  with  the  nascent  sub¬ 
stance  at  the  corroding  surface  of  the  aluminium. 

The  aluminium  plates  after  action  appear,  under  the  microscope, 
to  be  partly  disintegrated  into  thin  layers.  D.  A.  L. 

Pyroelectric  Properties  of  Boracite.  By  K.  Mack  (  Wied .  Ann ., 
21,  410 — 421). — The  optical,  thermic,  and  pyroelectric  properties  of 
boracite  have  been  the  subjects  of  a  series  of  investigations  by  Hauy, 
Hankel  (Abstr.,  1883,  412,  546,  950),  Mallard,  Baumhauer,  and 
others.  This  research  is  based  upon  an  observation  of  Kundt  that 
Lichtenberg’s  figures  can  be  used  for  an  examination  of  the  pyroelec¬ 
tric  properties  of  crystals. 

The  method  of  observation  consisted  in  heating  the  crystal  to  be 
examined  in  an  air-bath,  removing  it  by  a  pair  of  pincers  previously 
heated  in  the  same  bath.  The  crystal  is  then  passed  through  an 
alcohol  flame  and  placed  on  a  slip  of  wood  or  paper,  where  it  is  dusted 
thoroughly  with  the  ordinary  mixture  of  sulphur  and  red  lead.  On 
cooling,  the  particles  of  these  substances  arrange  themselves  in 
definite  lines,  thus  marking  out  the  field  of  positive  and  negative 
electricity.  The  crystals  examined  were  cubical,  rhombic,  dodeca¬ 
hedral,  and  tetrahedral,  obtained  from  Stassfurt  and  Luneberg. 

The  general  results  of  the  investigation  may  be  summed  up  as 
fallows : — 

(1.)  The  difference  of  potential,  whether  positive  or  negative,  does 
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not  extend  over  the  whole  surface  of  a  crystal,  but  follows  certain 
definite  lines. 

(2.)  If  upon  a  crystal,  in  which  either  the  rhombic  or  dodedecahedral 
form  is  dominant,  there  be  conceived  to  be  marked  out  a  smaller, 
perfect  rhombic  dodecahedron,  so  that  its  principal  crystallographic 
axes  coincide  with  those  of  one  or  other  of  the  above  crystals,  and 
there  be  projected  from  the  common  middle  point,  the  angle  of  the 
latter  dodecahedron  upon  the  surface  of  the  crystal,  then  a  system  of 
lines  is  obtained,  coinciding  with  the  lines  of  the  electro-positive  or 
-negative  potential  differences.  Those  lines  which  connect  the  middle 
points  of  smooth  and  glistening  tetrahedral  surfaces  are  coloured 
yellow,  but  those  which  lie  symmetrically  to  any  principal  symmetri- 
cil  plans  of  the  regular  system  are  red.  This  system  of  lines  coin¬ 
cides  with  the  optical  system  of  lines  of  double  refraction  which  have 
been  described  by  Klein  and  Baum-hauer. 

It  would  appear  then  that  there  is  an  intimate  connection  between 
the  optical  and  pyroelectric  properties  of  boracite.  The  former  are 
probably  conditioned  by  a  state  of  tension  of  crystal,  and  the  experi¬ 
ments  of  T.  and  P.  Currie  would  seem  to  point  to  the  same  condi¬ 
tioning  of  the  pyroelectricities.  Y.  H.  Y. 

Production  of  Low  Temperatures  by  the  Use  of  Liquefied 
Gases.  By  Cailletet  (Ann.  Ghim.  Phys.  [5],  29,  153 — 164). — To 
remedy  the  inconveniences  previously  attending  the  use  of  Thilorier’s 
apparatus  for  condensing  gases,  the  author  has  devised  certain  im¬ 
provements  in  the  arrangements  and  fittings  of  the  apparatus,  by 
wThich  the  liquefaction  of  ethylene  and  other  gases  can  now  be  effected 
without  difficulty,  although  the  pressure  required  may  amount  to 
several  hundred  atmospheres.  As  liquefied  ethylene  does  not  solidify 
at  even  the  lowest  known  temperature,  it  has  the  important  advan¬ 
tage  over  carbonic  anhydride  and  nitrons  oxide  of  remaining  trans¬ 
parent  during  its  volatilisation,  and  of  thus  permitting  the  effects  on 
the  substances  immersed  in  it  to  be  readily  observed.  The  drops  of 
liquid  ethylene  are  allowed  to  pass  with  moderate  velocity  into  a  test- 
tube  containing  the  substance,  and  this  tube  is  concentrically  enclosed 
in  another  glass  vessel,  the  air  in  the  intervening  space  being  com¬ 
pletely  desiccated,  so  that  no  deposition  of  ice  can  take  place  on  the 
cooled  tube.  The  author  has  obtained  by  liquid  ethylene  a  degree  of 
cold  indicated  by  —  107°  on  a  sulphide  of  carbon  thermometer. 

R.  R. 

A  Convenient  Temperature  Regulator.  By  W.  T.  Richmond 
( Amer .  Chem.  5,  287 — 289). 

Use  of  Mercury  Thermometers,  with  particular  Reference 
to  the  Determination  of  Melting  and  Boiling  Points.  By  J.  M. 

Crafts  ( Amer .  Chem.  5,  307 — 338). 

Thermo-chemistry  of  Haloid  Salts.  By  Berthelot  (Ann. 
CUm.  Phys .  [5],  29,  198—288). 

In  this  series  of  eight  papers  the  author,  by  adducing  the  data  for 
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the  application  of  his  general  theory  to  the  case  of  the  double  haloid 
salts,  adds  a  new  chapter  to  the  researches  on  chemical  mechanics 
which  he  has  pursued  for  so  many  years.  A  complete  theory  of 
saline  reactions  requires  that  all  the  compounds  capable  of  being 
formed  under  the  given  conditions  of  the  experiment  shall  be  taken 
into  account.  Thus,  the  heats  of  formation  and  of  dissociation,  not  only 
of  the  simple  salts,  but  those  also  of  all  the  acid,  the  basic,  the  double, 
the  hydrated,  and  the  anhydrous  salts  that  can  possibly  be  formed 
under  the  circumstances,  must  be  determined  beforehand.  This  has 
been  done  in  many  cases  in  the  present  series  of  papers,  and  the 
observed  reactions  explained  by  the  principle  of  maximum  work,  as  in 
the  theory  of  chemical  equilibrium  already  advanced  in  the  author’s 
Essai  de  Mecanique  chimique,  The  first  paper  merely  states  the 
range  of  the  investigation.  The  second  gives  the  thermal  data  for 
double  salts  formed  of  mercury,  of  potassium,  or  of  both,  united  with 
one  or  two  of  the  three  halogens,  chlorine,  bromine,  iodine,  or  with 
their  analogue,  cyanogen.  Some  interesting  particulars  are  noted 
concerning  the  successive  physical  and  chemical  changes  of  such 
salts.  Thus,  the  heat  of  combination  from  the  simple  salts  is  very 
small,  except  when  the  iodide  is  one  component,  when  the  heat, 
reckoned  from  the  yellow  iodide,  is-about  the  same  as  that  disengaged 
in  the  transformation  of  yellow  to  red  iodide.  The  combination  of 
potassium  iodide  with  mercuric  cyanide  liberates  much  heat,  and  the 
author  regards  the  resulting  product  as  a  triple  salt  formed  by  a 
union  of  mercuric  iodide  with  a  double  cyanide  of  mercury  and  potas¬ 
sium. 

In  the  third  paper,  it  is  shown  that  haloid  salts  of  mercury,  like 
those  of  other  metals,  combine  with  their  corresponding  hydracids, 
forming  well-defined,  crystallised  acid  salts.  Red  crystallised  mer¬ 
curic  iodide  dissolves  readily  in  dilute  hydriodic  acid  with  disengage¬ 
ment  of  heat,  and  there  is  evidence  of  the  stability  of  the  compound 
thus  formed,  which  may  be  regarded  as  mercuro-hydriodic  acid,  cor¬ 
responding  with  a  whole  series  of  double  salts,  and  analogous  to  the 
well-known  complex  acids  derived  from  metallic  cyanides.  The  heat 
of  formation  of  acid  chloride>of  mercury  is  less  than  that  of  the  acid 
Iromide,  and  much  less  than  thatrof  the  acid  iodide,  whilst  mercuric 
cyanide  disengages  scarcely  any  appreciable  heat  with  hydrocyanic 
acid.  The  next  paper  treats  of  the  heat  of  neutralisation  of  hydr¬ 
acids  by  the  oxides  of  mercury  and  of  potassium. 

In  the  fifth  paper  are  discussed  the  isomeric  states  of  the  haloid 
salts.  The  heat  of  transformation  of  227  grams  yellow  mercuric 
iodide  into  red  is  1*5  cal.  In  the  formation  of  silver  iodide  by  pre¬ 
cipitation  with  potassium  iodide,  a  succession  of  transformations 
occur  in  the  amorphous  state  of  the  substance,  and  its  passage  from 
the  last  amorphous  condition  to  the  crystalline  is  not  accompanied  by 
any  sensible  thermic  phenomenon,  that  is  to  say,  the  sum  of  the  work 
done  in  the  transformation  is  sensibly  nil.  The  same  thing  happens 
when  an  organic  substance  passes  into  an  isomeride  of  the  same 
chemical  functions.  But  when  there  is  a  change  of  condensation 
(polymerisation),  or  a  change  of  chemical  function  with  the  same 
condensation,  a  notable  disengagement  of  heat  is  usually  observed. 
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The  sixth  paper  is  devoted  to  a  study  of  the  double  decompositions 
of  the  haloid  salts  of  mercury,  and  the  numerical  results  confirm  in 
all  respects  the  author’s  principles.  In  all  cases,  the  system  which 
disengages  the  most  heat  is  formed  by  preference  whether  as  regards 
dissolved  or  insoluble  substances,  and  Berthollet’s  laws  are  sometimes 
verified  and  sometimes  quite  contradicted,  just  as  they  are  or  are 
not  in  accordance  with  the  thermochemical  previsions. 

The  seventh  and  eighth  papers  deal  with  the  haloid  salts  of  silver, 
in  the  reactions  of  which  there  are  certain  special' distinctive  circum¬ 
stances,  such  as  the  inverse  displacements  to  which  attention  has 
lately  been  called.  The  author  explains  these  by  the  formation  of  a 
double  salt  and  the  consequent  separation  of  the^  alkaline  salt  along 
with  the  haloid  salt  in  the  solid  form.  The  displacement  of  hydro¬ 
chloric  acid  united  to  silver,  by  hydrobromic  and  hydriodic  acids, 
whether  free  or  combined  with  alkalis,  takes  place  by  reason  of  the 
thermic  preponderance  of  these  last  acids,  and  would  exclusively  take 
place  but  for  the  existence  of  double  and  acid  salts  capable  of  giving 
rise  to  inverse  reactions,  which  however  are  limited  by  the  dissocia¬ 
tion  of  the  double  salts.  And  with  the  silver;  salts,  as  with  the 
mercuric,  the  whole  resolves  itself  into  one  fundamental  action, 
namely,  that  which  corresponds  with  the  thermic  maximum. 

R.  R. 

Molecular  Volumes  of  Salt  Solutions.  By  W.  W.  J.  Uichol 
( Chem .  News ,  49,  37). — In  August,  1883,  the  author  published  (Phil. 
Mag.)  results  of  experiments  on  molecular  volumes  of  salt  solutions  of 
various  strengths,  wherein  he  found  that  in  the  case  of  ten  potassium 
and  sodium  salts  the  difference  in  molecular  volume  of  a  solution, 
produced  by  the  substitution  of  one  metal  for  the  other,  or  one 
radical  for  another,  was  in  each  case  a  constant  quantity.  The 
chlorides,  sulphates,  nitrates,  chlorates,  and  hydroxides  were  ex¬ 
amined.  From  the  results,  he  inferred  that  the  volumes  of  these 
elements  and  radicals,  if  determined  in  aqueous  solutions  and  under 
similar  conditions,  are  independent  of  the  mode  of  combination  ;  and, 
moreover,  that  when  salts  are  dissolved  in  water  the  molecular  inter¬ 
spaces  in  various  solutions  are  nearly  co-extensive.  Recently  these 
conclusions  have  received  support  from  the  results  of  Groshans  (thi3 
vol.,  143)  and  of  Bender  (ibid.,  144).  Under  these  circumstances, 
the  author  now  deduces  the  following  law  : — The  volume  of  a  metal 
in  a  salt,  in  dilute  solutions  (1  to  200  H20),is  independent  of  the  non- 
metallic  radical  associated  with  it,  and  the  volume  of  the  radical  is 
independent  of  the  metal.  The  author  has  investigated  the  reactions 
between  barium  nitrate  or  chloride,  and  potassium  or  sodium  sul¬ 
phate,  and  finds  that  within  certain  limits  the  volume  change  is 
constant.  D.  A.  L. 

Some  Convenient  Quantitative  Lecture  Apparatus.  By  A. 

Michael  (Amer.  Chem.  5,  353 — 359). 
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Atomic  Weight  of  Oxygen.  By  T.  Hilditch  ( Cliem .  News,  49, 
37 — 38). — In  this  paper,  attention  is  drawn  to  the  errors  that  may  be 
encountered  by  using  hydrogen  prepared  from  zinc,  or  by  diffusion  of 
air  through  india-rubber  connections,  or  by  weighing  the  copper  oxide 
in  air,  and  the  reduced  copper  in  a  vacuum  or  vice  versa.  The  author 
then  recommends  the  employment  of  electrolytic  hydrogen  purified  by 
passing  it  over  hot  spongy  platinum,  and  subsequently  drying  it  with 
sulphuric  acid  or  phosphoric  anhydride  in  any  future  determination 
of  the  atomic  weight  of  oxygen.  D.  A.  L. 

Carbonic  Anhydride  in  the  Atmosphere.  By  A.  Muntz  and 
E.  Aubin  ( Bied .  Gentr .,  1883,  649).: — Recent  researches  on  the  com¬ 
position  of  the  atmosphere  have  tended  greatly  to  change  the  preva¬ 
lent  ideas  on  this  point ;  this  is  especially  the  case  as  regards  the 
carbonic  anhydride  in  the  air;  for  experiments  have  px^oved  that  the 
amount  of  this  gas  in  the  atmosphere  is  considerably  lower  (compare 
Abstr.,  1883,  285,  614)  than  it  was  supposed  to  be,  and,  moreover,  is 
subject  to  but  slight  variation.  In  order  to  inquire  more  completely 
into  this  matter,  the  authors  took  advantage  of  the  Transit  of  Venus 
Expeditions ;  air  was  collected  at  the  various  stations  in  proper  appa¬ 
ratus  (Abstr.,  1883,  121),  and  they  now  publish  the  results  of  the 
examination.  The  causes  of  variation  are  the  different  conditions  of 
the  sky  and  the  force  of  the  wind  : — 

Yol.  of  C02  in  10,000  vola.  of  air. 


Day  samples. 

Night  samples. 

Haiti  . 

....  2*704 

2*920 

Florida  . 

....  2*897 

2-947 

Martinique . 

....  2*735 

2*850 

Mexico . 

....  2*665 

2*860 

Santa  Cruz  (Patagonia)  .  . 

....  2*664 

2*670 

Chubut  (Patagonia)  ...... 

_  2790 

3*120 

Chili . 

....  2*665 

2*820 

It  will  be  observed  that  these  results  differ  but  slightly  from  the 
numbers  obtained  for  different  places  in  France  (North  France,  2*962  ; 
neighbourhood  of  Vincennes,  2*54;  the  summit  of  Pic  du  Midi,  2*86). 
Calculated  from  the  authors’  results,  the  universal  mean  is  2*78  ;  the 
mean  for  the  northern  hemisphere  being  2*82,  and  that  for  the 
southern  2*71.  It  can  therefore  be  assumed  that  the  amount  of  car¬ 
bonic  anhydride  in  the  air  is  lower  in  the  southern  than  in  the 
northern  hemisphere  :  an  assumption  which  finds  support  in  the  fact 
that  the  water  is  cooler  in  the  former  than  in  the  latter  hemisphere, 
and,  according  to  Schlosing,  there  is  a  tension-equilibrium  between 
carbonic  anhydride  in  the  sea  and  that  in  the  air  which  is  greatly 
influenced  by  temperature.  D.  A.  L. 
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Moist  Phosphorus,  Air,  and  Carbonic  Oxide.  By  A.  R.  Leeds 
( Ohem .  News ,  49,  73). — In  support  of  the  author’s  results  already 
communicated  (this  vol.,  15),  he  refers  to  Baumann’s  contribution 
(ibid.),  and  in  addition  to  the  result  given  in  the  latter  Abstract, 
quotes  the  following : — 30  litres  of  air  containing  2*45  litres  of  car¬ 
bonic  oxide  yielded  64*6  mgrms.  of  carbonic  anhydride,  showing  that 
1*3  per  cent,  of  the  entire  carbonic  oxide  was  oxidised  (comp. 
Remsen  and  Keiser,  ibid.,  149).  D.  A.  L. 

Dissociation  of  Brass.  By  R.  B.  Warder  ( Ghem .  News,  49,  74). 
— Apiece  of  brass  wire,  150  mm.  long  and  1*43  mm.  diameter,  weigh¬ 
ing  2*0570  grams,  containing  36*02  per  cent,  of  zinc,  was  heated  to 
redness  in  a  stream  of  hydrogen  in  a  porcelain  tube  for  several  hours. 
The  weight  was  taken  from  time  to  time,  and  it  was  observed  that  the 
rate  of  loss  diminishes  much  more  rapidly  than  the  whole  quantity  of 
zinc  present ;  for  example: — 


Hours. 

Loss  per  hour. 

Zinc  present. 

1 

0*1442 

0*5967 

2 

0*0601 

0*5366 

3 

0*0672 

0*4694 

12 

0*0095 

0*3178 

Combined  Action  of  Potassium  Dichromate  and  Chlorine 
on  Ethyl  Alcohol.  By  Godefroy  (Bull.  Soc.  Chim.  [2],  40,  167 — 
173), — When  chlorine  is  passed  into  a  mixture  of  ethyl  alcohol  and 
powdered  potassium  dichromate,  a  violent  reaction  takes  place  which 
converts  the  dichromate  into  a  brown  powder.  If  the  action  of  the 
chlorine  is  continued  beyond  this  stage,  the  brown  compound  disap¬ 
pears  and  is  converted  into  a  pink  solid.  The  products  at  the  end  of 
the  first  stage  of  the  decomposition  are  potassium  chloride  and  an 
oxide  of  chromium  of  the  composition  Cr204,3H20,  which  is  insoluble 
in  dilute  acids.  This  oxide  is  more  easily  obtained  by  the  action  of 
iodine  on  alcohol  and  potassium  dichromate.  It  is  a  brown  crystalline 
powder,  which  decomposes  with  incandescence  at  a  red  heat.  At  300°, 
it  slowly  decomposes,  losing  water  and  oxygen,  and  passes  into  a 
black  sesquioxide  of  chromium.  At  a  red  heat,  the  black  sesquioxide 
is  converted  into  the  ordinary  green  variety. 

The  final  inorganic  products  of  the  action  of  chlorine  on  alcohol 
and  potassium  dichromate  are  chlorides  and  oxychlorides  of  chro¬ 
mium,  which  have  not  yet  been  examined,  and  a  double  chloride  of 
potassium  and  chromium,  4KCl,Cr2Cl6,H20.  This  substance  exists  as 
a  red  powder.  When  heated,  it  loses  a  molecule  of  water  and  turns 
blue.  It  is  decomposed  by  solution  in  water,  forming  potassium 
chloride  and  chromium  oxychloride. 

The  organic  products  of  the  reaction  are  aldehyde,  ethyl  chloride, 
acetic  chloride,  and  ethyl  acetate  ;  a  mixture  of  complicated  chlorine 
derivatives  is  also  formed  towards  the  end  of  the  operation. 

w.  c.  w. 

A  New  Rhodium  Salt.  By  T.  Wilm  (Ber.,  16,  3033 — 3044). — 
The  method  by  which  the  author  obtained  perfectly  pure  rhodium, 
chiefly  from  chloropurpuro rhodium  chloride,  is  fully  described  in  the 
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first  part  of  this  paper.  The  pure  metal  (1*5  to  2  grams)  was  treated 
by  Wohler’s  method  with  sodium  chloride  and  chlorine;  part  of  the 
metal  remained  unattacked  and  part  formed  a  red  powder  which  was 
insoluble  and  probably  an  indifferent  sesquichloride.  The  formation 
of  the  double  salt  is  more  easily  effected  by  exposing  the  metal  for 
some  time  to  the  air  and  afterwards  igniting  it  in  a  current  of  hydro¬ 
gen  gas.  The  sodium  chloride  double  salt  was  converted  into  the 
corresponding  ammonium  chloride  salt,  but  owing  to  the  quantity  of 
sodium  chloride  present  it  was  impossible  to  obtain  good  crystals 
until  the  sodium  chloride  had  been  precipitated  by  or  crystallised  out 
in  presence  of  fuming  hydrochloric  acid. 

From  the  solution  of  the  ammonium  chloride  double  salt,  the  two 
crystalline  forms  obtained  by  Clans  were  prepared  : — No.  1, 

Rh3Cl6,6NH4Cl,3H20, 

in  beautiful  long  four-sided  columns  from  a  solution  containing  little 
or  no  aqua  regia,  and  No.  2,  Rh2Cl6,4NH4Cl,2H20,  in  octahedric, 
short,  well-formed  pyramids  from  the  same  solution  by  allowing  it  to 
stand  or  evaporating  quickly  with  heat.  If,  however,  the  solution 
contains  large  quantities  of  aqua  regia  and  a  slight  excess  of  ammo¬ 
nium  chloride,  the  new  salt  crystallises  out  in  raspberry-red  flat 
crystals  which,  examined  microscopically,  are  found  to  consist  of 
regular  six-sided  plates,  and  have  the  formula  Rh2Cl4,8NH4Cl,7H20. 
The  author  has  confirmed  his  results  by  again  carefully  prepar¬ 
ing  this  salt  from  the  purified  metal,  as  the  formation  of  a  salt 
containing  less  chlorine  in  presence  of  excess  of  aqua  regia  was 
unexpected.  This  new  salt  was  also  prepared  from  salts  No.  1  and 
No.  2  by  warming  them  in  excess  of  aqua  regia  and  sufficient  ammo¬ 
nium  chloride — the  change  in  colour  and  crystalline  form  being  very 
distinct.  By  dissolving  the  new  salt  in  water,  a  solution  is  obtained 
which  at  first  has  a  raspberry-red  colour,  but  on  standing  or,  more 
quickly,  on  heating,  it  changes  first  into  the  red  colour  of  No.  1  salt, 
and  finally  into  the  yellowish-red  colour  of  No.  2.  This  solution  can 
be  converted  again  into  the  new  form  by  treatment  with  excess  of 
aqua  regia  and  ammonium  chloride.  A.  B. 
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Minerals  from  Lehigh  Co.  By  E.  F.  Smith  ( Amer .  Chem. 
5,  272 — 279). — AUophane  from  Allentown,  near  Ballietsville ; 
mamillary  and  stnlactitic  incrustations,  with  mother-of-pearl  appear¬ 
ance,  coating  pockets  in  the  iron  ore : — 

HoO.  SiCh.  A1o03.  CaC03  and  MgC03. 

40*86  21*39  35*20  1*96  =  99*41. 

Fluorite ,  finely  coloured,  in  limestone,  near  the  above  locality. 
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Zircon  in  minute  crystals  in  loose  quartz  fragments  ;  locality,  near 
Macungie.  Very  fine  specimens  of  wavellite  are  also  found  near  this 
locality,  as  is  also  decomposed  wavellite. 

Corundum  from  Shimersville,  in  very  fine  gray  and  red  crystals, 
containing  A1203  85*  75,  and  Fe203  4*26  per  cent. 

Tourmaline  occurs  in  several  localities.  Garnet  also  often  occurs, 
sometimes  in  large  quantity  and  of  various  colours  and  degrees  of 
translucency.  Stilbite ,  from  Hosensack.  Pyrolusite ,  in  crystals  upon 
the  inside  of  limonite  nodules  from  Lehigh  mountain.  A  little  west 
of  this  locality  chloropal  is  found,  of  an  olive  or  greenish-yellow 
colour;  no  trace  of  crystallisation  is  present;  it  is  decomposed  com¬ 
pletely  by  hydrochloric  acid. 

The  following  analyses  are  given  : — (1.)  Yellow ;  (2.)  I>ark  yellow ; 
(3.)  Greenish-yellow:  (4.)  Yellowish-green;  (5.)  Yellowish-green; 
(6.)  Light  yellow;  (7.)  Brownish-yellow;  (8.)  Brownish-yellow; 
(9.)  Brownish-yellow;  (10.)  Brown;  (11.)  Yellowish-brown;  (12.) 
Specimen  almost  white  : — 


(1.) .. 

HoO. 

19-61 

Si02. 

40-20 

Fe203* 

39-52 

FeO. 

0*40 

P203. 

trace 

(2.)  .. 

19-79 

40-81 

39-30 

— 

— 

(3.)  . . 

18-65 

42-31 

38-18 

trace 

— . 

(4.)  .. 

20-79 

4116 

30-79 

0*21 

— 

(5.)  . . 

20-45 

41-41 

35-35 

— ■ 

— 

(6.)  . . 

19-09 

42-79 

39-19 

— 

— 

(7.)  .. 

19-27 

42*37 

38-17 

trace 

— . 

(8.)  . . 

19-31 

41-35 

39*09 

— 

— 

(9.)  . . 

19-31 

41-13 

38-97 

— 

trace 

(10.)  . . 

1771 

43*54 

39-52 

— 

— 

(11.)  -■ 

19-36 

43-00 

37-50 

— 

— 

(12.)  . . 

17-65 

44-52 

1104 

— 

— 

(1.)  . 

MgO. 

.  trace 

k2o. 

trace 

A1203. 

99-53 

(2.)  • 

— 

— 

— 

— 

99-90 

(3.)  . 

.  — 

— 

— . 

— 

99-14 

(4.)  . 

.  — 

4*54 

2-05 

— 

99-54 

(S.)  . 

.  — 

— 

3-04 

=  100-25 

(6.)  . 

— 

— 

— 

=  101-05 

(7.)  . 

r  — - 

— 

— 

= 

99-83 

(8.)  . 

.  — 

— 

— 

— 

99-75 

(9.)  . 

,  — 

— 

— 

= 

99*41 

(10.)  . 

— 

— 

- — - 

=  10077 

(11.)  . 

.  — 

— 

— . 

= 

99-86 

(12.)  . 

.  trace 

0-94 

25*95 

=  100-10 

Note. — These  numbers  give  the  ratio  H20  :  Si02 :  Fe203  =  4*3 :  3  : 1, 
Le.,  nearly  those  given  by  Naumann  for  nontronite,  5:3:1,  but 
quite  different  from  the  formulae  proposed  for  chloropal,  viz., 

(Fe2)Si  09,3H20  and  FeSi307,3H20. 


H.  B. 
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Minerals  from  Berks  Co.,  Pa.  By  D.  B.  Brcjnner  and  E.  F. 
Smith  (Amer.  CJiem.  J 5,  279 — 281). — Stilbite ,  from  Wheatfield 
mines.  Deweylite ,  from  Buth’s  mine  ;  whitish  and  brownish  resinous 
coatings  upon  aragonite  and  with  serpentine  : — 


h2o. 

Si02. 

f2o3. 

MgO. 

CaO. 

19-49 

45-65 

0:20 

34-38 

trace 

=  99-69 

19-03 

4234 

1-39 

36-77 

trace 

=  99-53 

Vesuvianite ,  from  Fritz  Island ;  was  previously  supposed  to  be 
garnet. 

Titanite. — Brucite  in  distinct  crystalline  forms  upon  a  dolomitic 
rock,  near  Beading  in  Fritz  Island;  also  found  near  Sinking  Spring, 
Spring  Township.  H.  B. 
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Reactions  of  Tellurium.  By  E.  DEMARgAY  (Bull.  Soc .  GMm.,  40, 
99 — 100). — The  tellurides  are  generally  supposed  to  form  reddish- 
violet  solutions ;  hut  it  is  pointed  out  in  this  paper  that  this  colour 
is  dae  either  to  the  presence  of  poly  tellurides  or  to  some  suboxide  of 
tellurium.  For  if  an  alkaline  solution  of  a  telluride  be  boiled  for 
some  time  with  a  reducing  agent,  such  as  phosphorus  or  aluminium, 
the  violet  colour  disappears  to  reappear  on  contact  with  air. 

The  best  process  of  obtaining  methyl  or  ethyl  telluride  consists  in 
warming  at  a  temperature  of  about  80°  the  iodides  of  the  correspond¬ 
ing  hydrocarbon  with  finely-powdered  tellurium.  Dimethyl  or  ethyl 
tellurium  diodide  is  formed,  from  which  the  other  derivatives  can  be 
obtained.  V.  H.  V. 

Decomposition  of  Chlorotribromopropionic  Acid  by  Alka¬ 
line  Hydroxides.  By  C.  F.  Mabery  (Amer.  Chem ,  5,  255 — 256). 
— This  acid  is  completely  decomposed  if  heated  with  baryta- water, 
(C3HClBr302)2Ba  =  C2HClBr2  4-  BaBr3  +  2C02;  the  distillate  col¬ 
lected  in  bromine-water  yielded  C2H01Br4,  melting  at  33°,  and  there¬ 
fore  probably  identical  with  chlorotetrabromethane  melting  at  32 — • 
33°,  prepared  by  Wallach  and  Bischof  by  the  decomposition  of 
/3-dichloracrylic  acid  and  treatment  of  the  chloracetylene  obtained 
with  bromine. 

By  the  action  of  alcoholic  potash  solution  on  chlorotribromopro- 
pionic  acid,  which  is  probably  expressed  by  CBr2Cl.CHBr.COOH,  a 
small  quantity  of  tribromacrylic  acid  is  formed.  H.  B. 

Substituted  Acrylic  and  Propionic  Acids.  By  C.  F.  Mabery 
and  F.  C.  Robinson  (Amer.  Chem.  J 5,  251 — 255). — /3-Dibromacrylic 
acid,  unlike  the  isomeric  a. acid,  will  not  unite  with  bromine  at  ordi- 
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nary  temperatures.  At  100°,  with  pure  bromine,  union  takes  place 
easily,  with  production  of  tetrabromopropionic  acid.  This  acid  may  be 
crystallised  from  carbon  bisulphide  or  water,  and  melts  at  118 — 120°. 
The  barium,  calcium,  and  potassium  salts  were  prepared,  and  found  to 
contain  respectively,  1,  and  2  mols.  H20.  The  barium  salt  heated 
in  aqueous  solution  or  distilled  with  baryta-water  is  decomposed  : — 
Ba(C3HBr402)2  =  2C2HBr3  +  BaBr2  +  2C02) ;  the  distillate  absorbed 
in  bromine- water  yielded  pentabromethane.  When  treated  with  an 
alcoholic  potash  solution,  tribromacrylic  acid  is  formed.  /3-Dibrom- 
acrylic  acid  is  probably  CBr2  !  CH.COH. 

Chlorine  acts  like  bromine  on  i3-dibrora  aery  lie  acid  ;  hydrobromic 
acid  acts  only  very  partially. 

Bromine  monochloride  acts  on  bromopropiolic  acid,  but  pure  pre¬ 
parations  could  not  be  obtained ;  chloroform  saturated  with  chlorine 
yields  bro  mod  ich  lor  aery  lie  acid.  H.  B. 

Amidated  Acids  of  a-Caproic  Acid.  By  E.  Duvillier  (Ann. 
Ghirii.  Phys.  [5],  29,  164 — 178). — Amido-a-caproic  acid  was  ob¬ 
tained  by  Hufner  (Zeits.  f.  Chern.  [2],  4,  166)  ;  methylamidoacetic 
acid  (sarcosine)  by  Liebig  ( Annalen ,  62,  810) ;  methylamido-a-pro- 
pionic  acid,  by  Lindenberg  (/.  pr.  Chern.,  70,  244)  ;  and  methylamido- 
a-butyric  acid  by  the  author  (Atm.  Chim.  Phys.  [3],  20,  188).  The 
latter  has  now  obtained  another  homologue  of  the  series,  viz.,  methyl- 
amido-a-caproic  acid,  CH?Me.CH2.CH(NH.Me).COOH,  by  acting  on 
pure  methylamine  with  a-bromocaproic  acid  prepared  with  caproic 
acid,  obtained  during  butyric  fermentation.  The  acid  is  white,  crys¬ 
talline,  and  soft  to  the  touch;  soluble  in  water  and  in  boiling  alcohol, 
but  not  in  ether.  The  aqueous  solution  is  neutral,  and  of  a  bitter 
taste;  it  does  not  give  any  precipitate  with  silver  or  mercurous 
nitrate.  The  preparation  and  properties  of  the  sulphate,  hydrochloride, 
platinochloride,  and  aurochloride,  and  also  the  cupric  salt,  are  described 
at  length  in  the  paper. 

By  acting  on  ethylamine  with  a-bromocaproic  acid,  the  author  has 
in  like  manner  obtained  ethylamido-a-caproic  acid, 

CH2EtCH2.CH(NHEt).COOH, 

a  homologue  of  the  already  known  ethylamido-acetic  and  ethylamido- 
a- butyric  acids.  Its  properties  closely  resemble  those  of  the  corre¬ 
sponding  methyl  compound,  and  similar  metallic  and  acid  derivatives 
of  it  have  been  formed  and  examined.  R.  R. 

Propimine  Thiocyanate.  By  J.  Tscherniac  and  T.  H.  Norton 
(Amer.  Chem.  J.,  5,  227 — 231).- — By  the  action  of  ammonium  thio¬ 
cyanate  on  monochloracetone,  ammonium  chloride  and  acetone  thio¬ 
cyanate  are  formed,  which  latter  by  the  further  action  of  ammonium 
thiocyanate  is  converted  into  the  thiocyanate  of  propimine  thiocyanate, 
CH2(SCN).CMe  !  NH2.SCN,  with  elimination  of  water.  The  salt 
thus  obtained  forms  large  crystals  melting  at  114 — 115°,  soluble  in 
alcohol  and  water  from  which  it  readily  crystallises.  By  adding  con¬ 
centrated  potash  solution  to  these  crystals,  extracting  with  ether,  and 
evaporating  on  a  water-bath,  an  oily  liquid  is  obtained;  this  is  the 
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free  base,  propimine  thiocyanate.  It  is  obtained  pure  by  distillation 
in  a  vacuum,  boiling*  at  30  or  40  cm.  at  136°,  and  at  760  mm.  at 
about  232°  ;  it  forms  a  colourless  crystalline  mass  melting  at  42°.  It 
is  very  soluble  in  water,  and  the  solution  has  an  alkaline  reaction. 
By  treating  the  thiocyanate  of  the  base  with  silver  nitrate  or  sulphate, 
the  nitrate,  C4HsN2S,HN03,  and  the  sulphate,  C4H6N2S,H2S04  -f 
2H20,  both  crystalline  salts,  are  obtained.  On  adding  platinic  chlo¬ 
ride  to  a  solution  of  the  base  in  hydrochloric  acid,  the  salt, 

(C4H6N2S)2,H2PtCl6, 

is  precipitated.  The  free  base  heated  with  acetic  anhydride  yields 
acetyl-propimine  thiocyanate,  CH2(SCN).CMe  I  Nifc,  a  crystalline 
solid  melting  at  134°.  Methyl  iodide  heated  with  the  free  base  unites 
with  it  violently  to  form  hydroiodide  of  methyl-propimine  thiocyanate, 
CH2(SCN).CMe  !  hTMeHI,  crystallising  from  water  in  scales  melting 
at  159*5°.  H.  B. 

Parabromobenzyl  Compounds.  By  C.  L.  Jackson  and  0.  T. 
Hartshorn  (. Amer .  Ghem.  J.,  5,  264 — 269). — The  corresponding 
chlorine  compounds  have  been  previously  described. 

Parabromobenzylmlphonic  acid . — The  potassium  salt  was  obtained 
by  heating  potassium  sulphite  with  parabromobenzyl  bromide ;  it  is 
crystalline  and  anhydrous.  By  precipitation  with  lead  acetate,  and 
decomposition  of  the  precipitated  lead  salt  by  sulphuretted  hydrogen, 
the  free  acid  was  obtained,  and  thence  the  pure  calcium,  barium,  and 
lead  salts  ;  the  barium  salt  contains  1  mol.  H20.  On  treating  the 
potassium  salt  with  phosphorus  pentachloride,  the  chloride  of  the 
acid  was  obtained;  it  is  crystalline,  and  melts  at  115°. 

Parabromobenzyl  sulphide  is  easily  formed  by  the  action  of  sodium 
sulphide  in  alcoholic  solution  on  parabromobenzyl  bromide ;  it  forms 
large  crystals  melting  at  59°.  If  treated  with  chromic  acid  in  acetic 
acid  solution,  it  is  oxidised  to  parabromobenzylsulphone. 

The  parabromobenzyl  mercaptan  was  made  by  the  action  of  an 
alcoholic  solution  of  potassium  sulphydrate  on  the  parabromobenzyl 
bromide,  and  precipitation  with  water  ;  it  melts  at  about  25°,  and  by 
the  action  of  the  air  soon  changes  into  the  bisulphide ;  mercury  para¬ 
bromobenzyl  mercaptide  is  formed  by  the  action  of  mercuric  oxide  and 
water  on  the  mercaptan;  it  crystallises  easily.  Parabromobenzyl 
bisulphide  was  prepared  by  the  action  of  air  on  the  mercaptan,  and 
also  directly  from  sodium  bisulphide  and  the  bromide  ;  it  is  crystalline, 
and  melts  at  87 — 88°.  H.  B. 

Some  Reductions  with  Zinc  and  Ammonia.  By  W.  G.  Mixter 
(Amer.  Ghem.  J 5,  282 — 286). — In  a  previous  paper  (Amer.  Ghem.  J ., 
5,  1)  the  author  described  the  reduction  of  nitracetanilide  ;  parazoxy- 
acetanilide  crystallised  out,  and  the  filtrate  contained parazoacetanilide ; 
it  is  now  shown  that  a  large  amount  of  paraphenylenediamine  is  also 
formed,  and  may  be  removed  from  the  dried  residue  by  very  dilute 
hydrochloric  acid. 

Parazoacetanilide  treated  with  hot  concentrated  hydrochloric  acid 
yields  the  hydrochloride  of  a  base,  which  is  also  formed  by  saponifica- 
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tion.  Analysis  showed  the  base  to  he  'par azoaniline .  It  unites  with 
2  mols.  HC1,  and  nascent  hydrogen  converts  it  into  paraphenylene- 
diamine,  hence  its  formula  is  NH2.C6H4.N2.C6H4.NH2 ;  it  melts  at  235 
— 240°.  Chryso'idine  melts  at  110°,  and  yields  with  nascent  hydrogen 
aniline  and  triamidobenzene,  hence  the  constitution  of  this  isomeride 
is  C6H5.ISr  I  N.C6H3(NH2)2.  Attempts  have  been  previously  made  to 
prepare  parazoaniline  by  reducing  paranitraniline,  but  the  hydrazo- 
compound  alone  was  obtained. 

Parazoxybenzanilide  has  been  prepared  in  a  manner  similar  to  the 
ineta-derivative  (previous  paper),  viz.,  by  reduction  of  paranitrobenz- 
anilide.  It  is  pure  yellow,  and  melts  at  310°.  The  azo-compound 
does  not  appear  to  be  simultaneously  formed  ;  amidobenzanilide  is 
formed,  and  a  large  quantity  of  the  nitro-compound  remains 
unacted  on. 

Azoxybenzotoluide. — Nitrotoluidine,  melting  at  77' 6°,  was  treated 
with  benzoic  chloride,  and  the  nitrobenzotoluide  reduced  with  zinc 
and  ammonia  ;  the  product  melts  at  290°,  and  is  insoluble  in  water 
and  alcohol.  Attempts  to  replace  the  benzoyl  group  by  hydrogen 
were  unsuccessful. 

The  azoacetanilide  and  azoaniline  complete  the  analogy  indicated 
in  the  former  paper  between  the  reduction-products  of  nitrobenzene 
and  those  of  paranitracetanilide,  with  the  exception  that  no  hydrazo- 
benzene  or  henzidine  analogue  has  as  yet  been  obtained.  The  meta- 
oxybenzanilide  is  the  only  meta-compound  of  the  series  investigated; 
no  results  have  been  obtained  with  ortho- derivatives.  The  use  of 
zinc  and  ammonia  seems  to  possess  considerable  advantages  as  a 
reducing  agent ;  probably  sodium- amalgam  with  a  large  excess  of 
ammonium  chloride  would  act  in  the  same  way.  H.  B. 

Method  of  Preparing  Borneol  from  Camphor.  By  C.  L, 

Jackson  and  A.  E.  Menke  {Anver.  Ghem.  5,  270 — 271). — The 
camphor  is  dissolved  in  10  parts  of  alcohol,  a  small  excess  of  sodium 
gradually  added,  and  the  alcohol  distilled  off  ;  water  precipitates  crude 
borneol.  After  washing  with  water  it  is  crystallised  from  alcohol. 
The  reaction  is  expressed :  Ci0H16O  +  H2  =  Ci0Hi8O  ;  the  yield  is 
excellent,  94  per  cent,  of  the  theoretical  amount  being  obtained. 

H.  B. 

Constitution  of  Chlorophyll.  By  E.  Schunck  (Ghem.  News ,  49, 
2). — The  author  extracts  leaves  with  boiling  alcohol,  and  after  some 
time  filters  ;  the  filtrate  is  mixed  with  its  own  volume  of  ether  and 
two  volumes  of  water;  it  then  forms  two  layers,  which  are  separated. 
The  lower  layer  is  yellow,  and  reduces  Fehling’s  solution.  The  upper 
layer  is  green,  and  contains  all  the  chlorophyll ;  it  is  thoroughly 
washed  free  from  everything  soluble  in  water.  When  the  ether  is 
evaporated  the  bright  green  residue,  dissolved  in  alcohol  and  treated 
with  alcoholic  potash,  does  not  reduce  Fehling’s  solution,  but  if  it  is 
previously  treated  with  concentrated  sulphuric  acid  in  the  cold,  or  if 
its  alcoholic  solution  is  boiled  with  hydrochloric  or  sulphuric  acid,  the 
alcohol  driven  off,  the  residue  treated  with  water,  filtered,  and  the 
filtrate  made  alkaline,  mixed  with  Fehling’s  solution  and  boiled,  the 
usual  glucose  reaction  is  obtained.  The  glucose  or  glucose-like  sub- 
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stance  is  a  pale-yellow  gummy  compound.  The  author,  therefore, 
concludes  that  chlorophyll  is  either  a  glncoside  or  is  associated  with  a 
glucoside  (compare  Tschirch,  Trans.,  1884,  57 — 62)..  D.  A.  L. 
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Development  and  Nutrition  of  Japanese  Silkworms  (Bombyx 
Mori).  By-  0.  Kellner  ( Landw .  Versuchs,-Stat.>  30,  59 — 86). — The 
rearing  of  the  larger  agricultural  animals,  such  as  the  cow  and  horse, 
is  not  much  attended  to  in  Japan,  but  the  cultivation  of  the  silkworm 
and  of  the  mulberry  trees  needed  for  its  food  has  been  a  favourite 
industry  for  ages ;  the  tendency  of  the  people  to  excel  in  smaller 
industries  rather  than  larger  has  brought  everything  connected  with 
silkworm  culture  to  a  high  state  of  perfection. 

The  author  refers  to  the  researches  of  Peligot  as  the  principal  con¬ 
tribution  to  a  knowledge  of  the  chemical  constitution  and  food  assimi¬ 
lation  of  the  worm,  but  his  investigations  left  very  numerous  questions 
unsolved,  which  the  author,  living  at  the  oldest  seat  of  the  industry, 
has  endeavoured  to  answer. 

A  number  of  worms  were  taken  after  hatching,  and  fed  with 
weighed  and  analysed  food,  the  worms  being  analysed  at  certain 
periods,  four  of  which  were  the  periods  of  casting  their  skins,  when 
they  cease  to  feed,  and  the  intestine  is  empty;  5th  period,  when  they 
were  ready  to  spin ;  6th,  when  the  pupa  becomes  hard  in  the  cocoon, 
and  the  butterfly  as  it  leaves  the  cocoon ;  the  excrement,  when  large 
enough  to  be  removed,  was  examined  by  itself.  The  variety  is  very 
hardy,  as  out  of  13,916  but  19  worms  died  in  course  of  the  expe¬ 
riments,  whilst  in  European  silkworm  culture  the  average  loss  is  15  per 
cent. 

The  mulberry  trees  are  cultivated  somewhat  like  our  basket  willows, 
cut  back,  and  the  yearling  shoots  only  used.  The  analyses  are  given 
very  fully  in  tabular  form  and  minute  detail,  some  of  which  are  of 
interest.  It  appears  that  the  silkworm  is  unable  to  digest  the  fibrous 
portion  of  the  leaves.  Albumin  and  fat  were  digested  to  an  amount 
not  exceeded  by  ruminants ;  non-albuminous  nitrogenous  substances 
appear  to  be  but  slightly  absorbed. 

Table  A  contains  the  chemical  analyses  of  the  worms  in  their  dif¬ 
ferent  stages,  of  the  empty  cocoon,  the  pupa,  and  the  butterfly.  It 
will  be  seen  that  the:  insect  contains  a  very  large  proportion  of  water, 
which  gradually  increases  until  it  is  ready  for  the  cocoon. 

Table  B  shows  the  increase  of  weight  of  the  worm,  which  is  enor¬ 
mous.  When  ready  to  spin  it  has  increased  its  living  weight 
5400  times. 
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J.  F. 
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Influence  of  Cotton-seed  Cake  on  the  Secretion  of  Milk. — By 

M.  Siewert  (j Landw.  Versuchs.-Stat .,  30, 145 — 160). — Cotton-seed  cake 
made  from  whole  seeds  has  lately  been  used  in  England  for  feeding  cattle 
in  place  of  linseed  cake,  and  with  good  results  :  the  cake  which  finds  its 
way  into  Germany  has,  however,  up  to  the  present  been  made  from 
the  shelled  seeds,  and  has  been  described  as  injurious  when  given  to 
young  cattle,  although  this  may  be  due  to  the  high  concentration  of 
the  contained  nutriment.  To  obtain  exact  information  on  the  nutritive 
qualities  of  the  two  kinds  of  cake,  experiments  were  instituted  at 
various  farms  in  the  north  of  Germany,  specially  with  a  view  of  ascer¬ 
taining  the  influence  of  the  cake  on  the  production  of  milk.  Out  of 
eight  series  of  experiments,  six  agreed  in  the  result  that  the  quantity 
of  milk  decreased,  while  the  percentage  of  sugar  was  raised  at  the 
expense  of  the  other  solid  constituents,  independently  whether  whole 
or  shelled  seed  cake  was  used.  The  favourable  report  of  English 
consumers  was  probably  based  on  the  fattening  qualities  of  the  cake. 

J.  K.  C. 
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Function  of  Silica  in  the  Growth  of  Maize.  By  V.  Jodin 
{Ann.  Agronomiques ,  9,  385 — 392).— *A  grain  of  maize  was  submitted 
to  water  culture  in  1875  in  a  solution  containing  suitable  proportions 
of  nitric,  phosphoric,  hydrochloric,  and  sulphuric  acids,  potash,  soda, 
lime,  magnesia,  and  ferric  oxide,  but  as  free  as  possible  from  traces  of 
silica.  A  grain  from  the  crop  obtained  was  sown  in  a  similar  solution 
in  1876,  and  yielded  a  plant  and  seeds  with  which  the  experiment 
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was  repeated  in  1877.  This  time  also  a  crop  was  obtained,  a  seed  of 
which  was  sown  in  1881,  yielding  a  plant  the  seeds  of  which  did  not 
come  to  maturity.  Another  seed  of  the  third  generation  (1877), 
however,  when  sown  in  only  82  grams  of  garden  soil,  and  watered 
with  the  mineral  solution,  yielded  an  abundant  crop  with  24  ripe 
grains,  so  that  the  seeds  had  by  no  means  lost  their  fertility  by  the 
three  successive  cultivations  in  a  liquid  deprived  of  silica.  The 
effect  of  this  cultivation  on  the  mineral  constituents  of  the  plant,  as 
compared  with  plants  grown  normally  in  soil,  is  shown  by  the 
appended  ash  analysis  (p.  669). 

The  most  striking  point  is  the  feeble  mineralisation  of  the  plants 
from  the  seed  of  the  3rd  generation  of  water-culture  sown  in  soil, 
although  watered  with  an  abundant  supply  of  minerals.  It  contained 
less  than  one-sixth  the  normal  proportion  of  potash,  but  recovered 
something  like  the  original  proportion  of  silica.  The  facts  accord 
with  Deherains  conclusion  that  a  large  proportion  of  the  mineral 
constituents  of  plants  is  not  assimilated  because  essential  to  plant 
growth,  but  is  deposited  in  the  tissues  of  the  plant  as  bye-products 
or  residues  of  the  various  physical  and  chemical  processes  of  growth. 

J.  M.  H.  M. 

Nature  of  the  Gases  contained  in  Vegetable  Tissues.  By 

J.  Boehm  ( Ann .  Agronomiques ,  9,  418 — 422  ;  from  Bot.  Zeit .,  1883, 
Nos.  32,  33,  34). — The  author’s  experiments  have  been  made  by  ex¬ 
hausting  cylinders  of  cork  and  wood  with  a  mercury  pump,  and 
submitting  the  extracted  gases  to  analysis. 

Corky  whether  in  its  natural  condition  or  after  desiccation,  yields 
gas  containing  25  to  34  per  cent,  of  oxygen ;  when  the  cork  is  dried 
at  100°  a  little  carbonic  anhydride  is  found. 

Cylinders  turned  out  of  the  dead  heart- wood  also  yield  gas  rich  in 
oxygen,  but  if  the  exhaustion  is  continued  for  some  time  at  the 
ordinary  temperature  of  the  air,  the  oxygen  becomes  gradually 
replaced  by  carbonic  anhydride. 

Cylinders  of  mahogany  prepared  from  heart- wood,  sap-wood,  and 
from  a  small  branch,  were  examined  immediately  after  preparation ; 
again  after  drying  in  the  air  for  a  year ;  and  again  after  a  further 
desiccation  over  sulphuric  acid  and  potash.  When  they  were  freshly 
prepared,  the  percentage  of  oxygen  ranged  from  4*83  to  16*40 ;  in  the 
dried  samples,  it  rose  to  24*29  to  34*40. 

The  author  ascribes  this  richness  in  oxygen  to  the  fact  that  oxygen 
traverses  cellular  membranes  more  freely  than  nitrogen.  The  sub¬ 
stance  of  the  cells  themselves  appears  to  have  no  power  of  absorbing 
or  condensing  oxygen.  J.  M.  H.  M. 

Contributions  to  a  Knowledge  of  Chemical  Processes  in  the 
Plant.  By  A.  Emmerling  (Landw.  Versuchs.-Stat.,  30,  109 — 144). — 
In  a  previous  paper  ( ibid .,  17,  161)  it  was  shown  that  oxalic  acid 
decomposes  calcium  nitrate,  with  formation  of  crystallised  calcium 
oxalate  and  free  nitric  acid.  This  reaction  was  made  use  of  by 
Holzner  in  explaining  the  existence  of  calcium  oxalate  in  plant  cells, 
and  he  further  considered  the  oxalic  acid  to  be  a  decomposition-pro¬ 
duct  of  albumin.  De  Vries,  on  the  contrary,  supposes  the  oxalate  of 
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lime  to  be  merely  the  form  in  which  superfluous  lime  is  separated 
from  the  sap,  and  occurs  when  the  plant  is  situated  in  a  soil  very 
rich  in  lime.  Holzner’s  hypothesis,  however,  finds  confirmation  in 
the  chemical  reactions  known  to  occur  when  oxalic  acid  is  brought 
into  contact  with  any  salt  of  lime,  and  gives  the  most  simple 
explanation  of  the  frequent  occurrence  of  calcium  oxalate  in  the 
plant. 

In  the  further  pursuance  of  this  investigation,  the  author  has 
endeavoured  to  determine  the  action  of  oxalic  acid  on  potassium 
nitrate.  A  qualitative  result  had  been  previously  obtained  by  means 
of  diffusion,  but  to  determine  the  exact  amount  of  decomposition,  the 
action  of  various  mixtures  of  oxalic  acid  and  potassium  nitrate  or 
nitric  acid  on  marble  plates  was  the  method  employed.  The  action 
of  nitric  acid  alone  in  various  degrees  of  dilution  was  studied,  and 
this  was  found  to  vary  directly  with  the  quantity  of  nitric  acid  in 
solution,  and  the  temperature  employed,  whereas  oxalic  acid  alone 
reacts  but  very  slightly,  as  the  marble  quickly  becomes  covered  with 
an  impenetrable  coat  of  calcium  oxalate,  which  prevents  further 
action.  The  addition,  however,  of  a  small  quantity  of  nitric  acid 
alters  this  completely,  a  lively  and  continuous  reaction  setting  in,  and 
lasting  as  long  as  any  unsaturated  acid  remains.  1  gram-mol.  HN 03  in 
1004  litres  water  dissolved  70  mgrms.  calcium  carbonate  in  72  hours, 
whilst  1  mol.  nitric  acid  with  25  mols.  oxalic  acid  in  the  same  quantity 
of  water  dissolved  1180  mgrms.  in  7 2  hours.  The  reaction  takes 
place  in  two  stages,  calcium  nitrate  being  first  formed,  which  is  de¬ 
composed  into  calcium  oxalate  and  free  nitric  acid,  the  latter  beginning 
its  action  again.  The  quantity  of  nitric  acid  must  not,  however,  be 
too  small,  25  mols.  of  oxalic  to  1  of  nitric  acid  being  the  limit  beyond 
which  it  is  not  possible  to  go  without  disturbing  the  rapidity  of  the 
reaction. 

The  effect  of  nitric  acid  alone  decreases  with  the  time  it  has  been 
in  contact  with  the  marble,  so  that  its  action  during  any  given  part 
of  the  time  could  be  calculated,  and  was  found  to  agree  fairly  well 
with  the  practical  results  of  experiment. 

The  experiments  with  mixtures  of  nitric  and  oxalic  acids  in  various 
proportions  and  dilutions  showed  that  generally  speaking  the  action 
of  such  a  mixture  is,  cceteris  paribus ,  proportional  to  the  sum  of  the 
molecules  of  both  acids  in  the  volume-unit  of  liquid.  This  law,  how¬ 
ever,  holds  good  only  between  certain  limits ;  as  mentioned  above,  the 
quantity  of  nitric  acid  must  not  be  too  small,  and  it  must  likewise 
not  greatly  exceed  the  amount  of  oxalic  acid  present,  as  a  mixture  of 
even  equal  parts  of  the  two  acids  is  never  equal  in  its  action  to  nitric 
acid  alone,  owing  to  the  mechanical  hindrance  effected  by  the  forma¬ 
tion  of  crusts  of  calcium  oxalate  on  the  marble  plate,  which  only 
after  a  time  fall  off. 

Mixtures  of  oxalic  acid  and  potassium  nitrate  were  used  in  the 
same  proportions  as  those  of  the  two  acids,  and  it  was  found  that 
the  quantity  of  potassium  nitrate  remaining  constant,  the  action 
varied  directly  with  the  amount  of  oxalic  acid  when  the  concentration 
was  not  too  great.  In  other  words,  oxalic  acid  and  potassium  nitrate 
act  like  a  mixture  of  the  two  acids  on  calcium  carbonate.  This  fact, 
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however,  gave  no  light  as  to  the  amount  of  potassium  nitrate  decom¬ 
posed  by  oxalic  acid  under  various  conditions,  but  by  use  of  the 
numbers  given  by  Thomsen  for  the  proportions  of  the  avidities  of 
acids  for  bases,  the  author  arrives  at  a  formula  for  the  determination 
of  this  coefficient,  and  finds  it  to  vary  from  54  to  14  per  cent.,  as  the 
potassium  nitrate  is  present  in  proportions  of  OT  to  2  mols.  to  1  of 
oxalic  acid. 

The  above  experiments  show  clearly  that  oxalic  acid  attacks  potas¬ 
sium  nitrate  with  formation  of  free  nitric  acid,  and  that  the  presence 
of  a  small  quantity  of  the  latter  is  sufficient  to  produce  a  continuous 
action  of  oxalic  acid  on  calcium  carbonate.  In  certain  cases,  true 
raphidic  crystals  of  calcium  oxalate  were  obtained.  J.  K.  C. 

The  Sum  of  Mean  Temperatures  in  Relation  to  the  Culti¬ 
vation  of  Corn  and  Maize.  By  F.  Sestini  and  A.  Funaro  ( Landv. ;. 
Ver  sucks.- St  at .,  30,  97 — 108). — Some  previous  experimenters  on  this 
subject  have  stated  that  a  certain  sum  of  mean  temperatures  is  neces¬ 
sary  to  the  ripening  of  various  kinds  of  corn:  the  total  amount,  how¬ 
ever,  varies  with  the  climate,  and  in  northern  countries  is  less  than  is 
necessary  further  south.  In  the  growth  of  maize,  for  instance,  the 
observed  totals  of  mean  temperatures  vary  from  2463  to  3163°,  and 
further  observations  might  lead  to  even  greater  differences.  The 
authors’  own  experiments  were  arranged  as  follows: — Three  small 
plots  of  land  were  planted  in  the  usual  manner  with  maize ;  Plot  A 
was  covered  with  a  tent  of  white  calico,  B  with  black,  and  C  was 
left  open  :  the  temperatures  of  the  soil  and  air  were  carefully  observed 
the  whole  time  in  each  of  the  three  experiments,  and  the  condition  of 
the  plants  also  noted  from  time  to  time. 

The  plants  in  B  were  weak,  and  died  off  in  the  middle  of  July, 
while  those  in  A  grew  faster  than  any  of  the  others,  and  gave  a  much 
larger  yield  than  those  in  the  open  (30  kilos,  against  26'3).  Analysis, 
however,  showed  that  the  quality  of  the  former  was  very  much 
inferior  to  that  of  the  latter.  The  sum  of  mean  temperatures  did  not 
vary  greatly  in  either  of  the  three  cases.  A  was,  however,  in  this 
respect  slightly  superior  to  C,  but  the  difference  was  not  sufficient  to 
account  for  the  considerable  variation  in  the  yields  obtained,  and  this 
shows  that  the  quantity  of  heat  supplied  was  only  one  factor  in  the 
conditions  governing  the  growth  of  the  plant.  J.  K.  C. 

Rice  Culture  in  Japan.  By  0.  Kellner  and  J.  Sawano  ( Landw . 
Ver  sucks. - Stat.,  30,  18 — 41). — The  many  varieties  of  rice  grown  in 
Japan  may  be  classed  in  two  groups — mountain  rice  and  marsh  rice ; 
the  former  thrives  on  dry  soil,  and  perishes  when  sown  in  the  wet 
rice  valleys,  where  the  second  flourishes,  to  die  in  its  turn  if  sown  on 
dry  soil.  The  two  classes  are  morphologically  the  same,  and  the 
cause  of  this  great  difference  is  yet  undiscovered.  The  general  mode 
of  rice  culture  is  as  follows : — The  seed  for  the  next  year’s  sowing  is 
selected  before  the  plants  are  cut,  the  best  developed  ears  are  chosen, 
and  the  fullest  grains  struck  out  by  hand,  sorted  by  throwing  them  into 
water,  and  dried  by  being  packed  in  straw  and  hung  up  in  a  dry  airy 
place.  When  the  time  of  sowing  arrives,  the  seeds  are  steeped  in  water 
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until  they  swell,  an  average  of  about  ten  days ;  they  are  then  spread 
on  mats  in  the  sun  during  the  day,  removed  to  the  house  at  night, 
and  covered.  After  about  five  days  the  plumule  appears;  in  cold 
localities  the  seeds  are  often  watered  with  tepid  water,  or  even  buried 
in  the  compost  heap.  The  seed-bed  is  now  carefully  dug,  and  worked 
until  it  is  a  fine  slimy  mud.  When  the  plumules  are  about  6  mm. 
long,  the  seeds  are  sown  broadcast  in  it,  the  water  is  let  on  during  the 
nights,  and  turned  off  during  the  day,  that  the  seeds  may  be  pro¬ 
tected  from  frosts  at  night,  and  get  the  full  benefit  of  the  warmth  of 
the  sun  in  the  day ;  in  40  to  56  days  the  young  plants  have  attained 
a  height  of  18  to  24  cm.,  and  are  then  transplanted  to  the  field,  pre¬ 
viously  well  dug,  and  manured  with  green  or  other  available  manures ; 
the  plants  are  put  in  tufts  or  bunches  equidistant,  varying  according 
to  the  fertility  of  the  soil.  The  irrigation  of  the  growing  crop  is  a 
most  trying  operation,  manual  labour  only  being  employed ;  the 
removal  of  weeds  also  requires  constant  care.  The  period  of  blooming 
is  a  very  critical  and  anxious  one  for  the  farmer;  wind  and  damp 
are  both  injurious.  The  harvest  lasts  from  the  end  of  September  to 
the  end  of  November,  and  the  grain  is  cut  with  the  sickle  ;  the  yield 
varies  with  the  quality  of  the  land,  and  for  all  Japan  averages 
27‘3  hectolitres  per  hectare.  The  authors  experimented  in  three 
directions : — 

1.  Culture  in  water,  in  order  to  find  whether  the  marsh  rice  draws 
its  supply  of  nitrogen  from  ammoniacal  Compounds  or  from  nitrates. 

2.  On  the  process  of  nitrification  in  rice-fields. 

3.  On  the  composition  of  the  irrigation- water  before  and  after  use. 

The  water  culture  was  carried  out  in  pots  filled  with  carefully 

washed  sea-sand,  and,  except  for  some  hours  each  afternoon,  they 
were  covered  up  with  distilled  water ;  when  the  experimental  solutions 
were  applied,  matters  were  so  arranged  that  the  rootlets  touched  their 
surface. 

The  solutions  of  nitrates  and  ammonium  compounds  were  so 
arranged  that  each  contained  equal  amounts  of  nutritive  material. 
The  authors  give  in  tabular  form  analyses  of  the  plants  in  different 
stages  of  their  growth,  and  observations  on  the  appearance  of  the 
plants,  from  which  they  draw  the  conclusions  that  the  rice  plant  can 
supply  itself  with  nitrogen  equally  well  from  dilute  solutions  either  of 
nitrates  or  of  ammonium  compounds,  when  one  class  of  bodies  only  is 
present  with  the  necessary  mineral  constituents.  Solutions  contain¬ 
ing  nitrates  only,  cause  a  very  slow  progress  in  the  first  few  weeks  of 
the  plant’s  life,  afterwards  the  growth  is  normal.  Ammoniacal  solutions 
on  the  contrary,  stimulate  early  growth,  and  do  not  act  so  favourably 
in  the  later  periods,  which  makes  the  authors  think  manures  for  rice 
should  contain  nitrogen  in  both  forms. 

Experiments  on  nitrification  of  the  soil  of  rice-fields  under  water 
were  made,  but  without  satisfactory  results. 

The  examination  of  the  water  before  and  after  use  in  irrigation 
was  the  next  subject  of  investigation.  The  whole  time  of  irrigation 
was  divided  into  three  periods,  and  the  water  daily  examined  with 
such  precautions  as  the  authors  thought  necessary  so  as  to  avoid  error. 

The  outflowing  waters  were  found  poorer  in  mineral  matters  than 
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when  they  were  let  in  on  the  field ;  a  portion  was  undoubtedly 
directly  taken  up  by  the  plants,  and  another  portion  retained  by  the 
soil ;  the  greatest  loss  was  in  nitric  acid,  while  the  ammonia  was  much 
higher  in  the  outflowing  water,  the  probable  reason  being  that  it  was 
very  low  in  ammonia  on  entering  the  field,  or  it  might  be  that  the 
water  dissolved  some  of  the  ammoniacal  compounds  in  the  soil,  the 
loss  of  nitric  acid  may  have  had  some  influence  on  the  increase  of 
ammonia.  The  authors  consider  that  relative  proportions  of  nutritive 
matter  in  the  water  at  entrance  and  exit  depends  on  such  a  number 
of  varying  conditions  that  further  experiments  are  desirable. 

On  an  occasion  about  the  end  of  August,  when  irrigation  had  been 
discontinued  for  some  time  and  the  fields  dry,  a  heavy  rain  fell,  and 
there  was  an  opportunity  of  estimating  what  solid  matters  were 
removed  by  the  pure  water. 

100  litres  of  the  water  collected  as  it  ran  off  contained — 


Dry  residue . 

4-050 

grams. 

Si02 . 

1-200 

5? 

AL03,  Fe203,  FeO  .... 

0-123 

CaO  . . 

0*019 

-n 

MgO . 

0-876 

5  7 

Alkalis  as  chlorides. .  . . 

1-050 

so3  . . 

0-016 

77 

Cl . 

0-350 

5  ’ 

n2o5 . 

0*190 

5' 

nh3 . 

0-046 

7J 

J.  F. 


Vegetables  used  as  Pood  in  Japan.  By  O.  Kellner  ( Landiv . 
Ve rsuchs.-Stat.,  30,  42 — 51). — Vegetables  form  a  large  part  of  the 
people’s  food  in  Japan  ;  the  varieties  in  use  are  many,  and  the  methods 
of  cooking  numerous  ;  some  are  preserved  by  simple  air-drying ; 
others  are  made  into  jams,  pickled  with  sugar  or  acidified.  The  soja 
bean  is  the  foundation  of  an  almost  universally  used  sauce,  Schoyu ,* 
of  a  vegetable  cheese,  Miso  ;  and  of  a  highly  albuminous  jelly,  Tofu ; 
a  large  number  of  the  plants  are  indigenous,  others  peculiar  to  warm 
climates,  and  few  have  hitherto  been  submitted  to  chemical  examina¬ 
tion,  the  accompanying  tables  being  in  many  cases  the  first  published 
analyses.  Bice  is  the  largest  article  of  consumption,  and  of  it  there 
are  many  varieties,  all  of  which  are  grouped  in  two  divisions  :  one,  the 
mountain  rice  grown  on  dry  ground ;  the  other  marsh  rice,  cultivated 
in  irrigated  fields,  both  being  botanical ly  the  same.  Of  the  marsh 
rice  there  are  also  two  principal  divisions — ordinary  and  glutinous 
rice ;  the  following  analyses  of  dry  matter  in  the  three  kinds  are 
given : — 


Ordinary. 

Glutinous. 

Mountain. 

Protein  matter . 

.  7*00 

5-87 

8-75 

Fat . 

.  2*29 

3-44 

2-58 

Cellulose  . 

.  4-58 

5*19 

1-98 

Non- nitrogenous  extract. 

.  84-76 

83-89 

85-53 

Ash  . 

.  1-37 

1-61 

1*18 

The  figures  for  fat  are  larger  than  in  other  analyses  of  rice,  but  the 
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difference  is  accounted  for  by  tbe  author’s  samples  being  undressed 
grain,  whereas  the  samples  examined  by  other  investigators  have  been 
of  the  dressed  and  well  cleaned  commercial  article.  Panicum  italicum, 
a  species  of  millet,  is,  after  rice,  the  principal  food  of  the  poorer 
classes.  Sorghum  saccharatum  is  an  introduction  from  America. 
Phaseolus  radiatus  is  a  bean  largely  cultivated  and  highly  esteemed ; 
it  differs  but  little  from  the  European  variety,  Phaseolus  vulgaris . 

Ganavalia  incurva ,  another  sort  of  bean,  is  a  climber  not  much 
cultivated  ;  the  pods  are  about  20  cm.  long,  bearing  6 — 8  rose-coloured 
seeds,  weighing  on  an  average  2'5  grams  each  ;  they  have,  when  ripe, 
a  disagreeable  smell,  and  are  generally  eaten  unripe.  Solarium  melon- 
gena ,  or  egg  plant,  is  largely  cultivated,  and  many  varieties  of  it  exist ; 
it  is  reared  from  seed,  and  bears  fruit  for  a  long  time.  The  specimen 
of  fruit  examined  weighed  64  grams  ;  its  value  as  food  about  equals 
that  of  the  pumpkin  or  gourd.  Young  shoots  of  the  Bambusa 
puemla ,  and  three  other  varieties  of  bamboo,  are  very  much  in  favour. 
As  soon  as  they  appear  above  the  earth  in  spring,  they  are  dug  out 
and  eaten,  dressed  as  asparagus.  Different  kinds  of  the  sweet  potato 
(Batatas  edulis)  are  largely  cultivated,  and  are  great  favourites;  their 
long  succulent  stems  interlace  and  cover  the  soil,  keeping  it  moist. 
Their  deficiency  in  nitrogen  and  the  small  amount  of  ash  compared 
with  other  root  vegetables,  is  remarkable. 

Dioscorea  japonica  is  of  limited  cultivation,  and  used  by  the  wealthier 
classes.  Arctium  Lappa ,  the  seeds  of  one  variety,  JJmmeda  Gobo , 
reach  an  extraordinary  size,  a  length  of  1  meter,  and  circumference  of 
about  30  cm.  Golocasia  antiquorum ,  the  sweet  Japanese  potato,  is 
extensively  cultivated;  like  the  common  potato,  it  is  grown  from  the 
sliced  tubers.  Conophollus  Konjak  is  a  somewhat  similar  plant ;  the 
root  is  rich  in  starch ;  it  is  used  in  the  preparation  of  a  gelatinous  sort 
of  food  called  konyaku,  peeled,  dried,  and  rubbed  to  powder  ;  milk  of 
lime,  or  the  soluble  salts  from  wood-ash  is  added  to  it,  and  stirred  up 
to  a  stiff  paste  ;  it  dries  to  a  clammy  mass.  Brassica  rapa  rapifera,  a 
turnip,  is  a  favourite  food.  Baphanus  sativus  is  a  kind  of  radish 
which  grows  to  an  enormous  size,  specimens  weighing  2-| — 3  kilos, 
are  not  uncommon,  and  one  sort  is  much  esteemed  for  its  sweet  taste  ; 
the  radish  is  one  of  the  most  esteemed  vegetable  foods  of  Japan. 

J.  F. 

Contribution  to  the  Chemical  Study  of  Soils.  By  Dugas t 
(Ann.  Agronomiques ,  9,  470 — 478). — The  author  has  made  very  full 
analyses  of  three  soils,  A,  B,  and  C ;  the  first  of  which  always  yields 
better  crops  than  the  second,  but  also  always  smaller  than  the  third 
(C).  The  three  soils  are  from  the  district  of  Marche  Neuf  (Loir 
Inferieure) . 

A  is  a  stony  soil  formed  by  disintegration  of,  and  resting  on,  a 
conglomerate  consisting  of  siliceous  fragments  of  Pliocene  age,  bound 
together  by  a  ferruginous  cement. 

B  is  a  similar  soil,  but  the  layer  of  half -disintegrated  subsoil  is 
thicker.  B  is  more  stony  than  A,  and  contains  a  notable  proportion 
of  organic  matter. 

C  is  a  stiff  clay  soil,  difficult  to  work  dry  or  wet,  and  resting  on  a 
subsoil  of  impermeable  clay  at  a  depth  of  half  a  metre.  The  soils 
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are  cultivated  in  an  irregular  rotation,  comprising  a  cereal  crop  fol¬ 
lowed  by  two  years  of  pasture  or  forage  crops,  and  these  by  two  or 
three  years  of  culture  comprising  cabbage,  beet,  buckwheat,  rye, 
potatoes,  or  maize.  The  mean  produce  of  wheat  is  16 — 17  hecto¬ 
litres  per  hectare. 

The  samples  of  soil  were  taken  according  to  the  instructions  in 
Grandeau’s  Traite  d'  Analyse  des  Matter es  Agricoles ;  the  surface 
samples  to  a  depth  of  0*2  metre,  and  the  subsoil  samples  to  a  second 
depth  of  0*2  metre.  ' 

Mechanical  Analysis  and  Physico-chemical  Analysis  of  the  Fine 
Earth . — The  method  devised  by  Schlosing,  and  described  by  Grandeau 
was  exactly  followed.  According  to  this  plan,  instead  of  submitting 
the  crude  fine  earth  to  elutriation,  the  carbonate  of  lime  is  first 
removed  by  dilute  acid,  the  true  clay  next  washed  out  by  a  modified 
process  of  levigation ;  then  the  humus  is  removed  from  the  sand  by 
ammonia,  and  the  purified  sand  is  finally  separated  by  elutriation  in 
the  ordinary  manner  into  “  coarse  sand  ”  and  “  fine  sand — 


A. 

B. 

c. 

WeipTit  of  a  litre  of  crude  soil . 

1  "212 

0-865 

6>‘230 

1  *1 58  kilos. 

#  o 

Moisture  given  off  at  120  . 

5  "820 

6  ‘680  p.c. 

Mechanical  Analysis  of  the  Soil  dried  at  100°. 


A. 

B.. 

CL 

Subsoil  A. 

Fine  earth . . . 

76  *03 

1 

88-65 

54-70 

Gravelly  sand  (on  sieve  1  mm.  mesh). . 

16-01 

■3*5119 

1*05 

1 

Gravel  (on  sieve  3  mm.  mesh . 

2-60 

I 

6*45 

y  45  *30 

Stones  (on  sieve  5  mm.  mesh) . 

5-36 

10-88 

3-95 

J 

100  *00 

Physico-chemical  Analysis  of  Fine  Earth  dried  at  100°. 


A. 

B. 

C. 

Humus  . . 

3-85 

6*18 

3-25 

Sand  . 

90  -45 

87-62 

87*71 

True  clay  . 

4  *45 

4  -40 

6-75 

Carbonate  of  lime . .  . . 

0*41 

0-29 

0-21 

Loss  (matter  soluble  in  acidulated  water) 

0-84 

1-51 

1-88 

100 -oo 

100  00 

100  -00 

*Sand  obtained  by  simple  levigation  . . 

42-00 

37*00 

30*00 

*  The  difference  between  these  figures  and  those  given  above  for  sand,  represents 
the  so-called  clay  obtained  by  the  ordinary  process  of  elutriation. — J.  M.  H.  M. 
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Nitrogen  per  Cent,  of  Fine  Earth  dried  at  100°. 


A. 

B. 

c. 

Ortrfl.nie  nitrocren  . . . . 

0*1256 

0*0036 

0  0028 

0-1739 

0  *0027 

0  *0004 

0  -1249 
0-0013 
0-0018 

"Nitric  nitrogen . . . 

A  m vnnnin.enl  nitrogen  . . 

Total  nitrogen  . 

0*1320 

0  -1770 

0  *1290 

Substances  Dissolved  by  Nitric  Acid. 


A. 

B. 

c. 

Phosphoric  acid  (P«0=)  . . 

0-066 

Lime  . 

0-263 

0-191 

Magnesia  . 

0-058 

0  '101 

Ferric  oxide  . 

. 

1-945 

1-823 

Sulphuric  acid  (S03)  . 

0*026 

— 

Chlorine . 

0-004 

Oxide  of  manganese . 

0*025 

Potash  (KoO) . . . 

0*126 

0  121 

1 

Soda  (Na20)  . . 

0-018 

0*023 

Silica  . . . 

0*045 

0  058 

Alumina . . . 

1-126 

1-113 

1*723 

Organic  matter,  sand,  and  insoluble 
silicates  . 

3  719 

96 -281 

3630 

96  -370 

4-070 

95  -930 

100-000 

100-000 

100  -ooo 

The  portion  insoluble  in  nitric  acid  was  also  analysed,  and  the  results, 
combined  with  those  just  cited,  give  the  following  as  the  absolute 
composition  of  the  dry  fine  earth  : — 


A. 

B. 

C. 

Subsoil  A 

Phosphoric  acid . 

0*266 

0  113 

0  193 

Lime  . . . 

0-576 

0-482 

0-582 

0*630 

Alumina .  1 

Ferric  oxide  . J 

7  786 

7-217 

8-115 

/  6  -081 
\  3  -123 

Potash . 

0-266 

0-278 

0-632 

Soda  . . . 

0-057 

0-103 

0*292 

0-275 

Silica  .  . . 

86  -370 

84-420 

86  -330 

84-273 

Magnesia  . 

0-233 

0-185 

0*388 

0-473 

Organic  matter  and  unestimated . 

4  *446 

7-202 

3-536 

4-320 

100-000 

100-000 

100-000 

100  *000 
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Proportion  and  Composition  of  the  “  Black  Matter P — The  humus 
here  referred  to  is  obtained  by  heating  the  fine  earth  with  acidulated 
water  to  remove  the  lime,  then  washing  and  exhausting  the  residue 
with  solution  of  ammonia  : — 


A. 

B. 

c. 

Black  matter . 

0-910 

2-250 

1-138 

Phosphoric  acid  combined  with  black 
matter . 

0  036 

0-038 

0-038 

Composition 

of  Black  Matter. 

A. 

B. 

C. 

Total  ash  . 

15 ‘50 

22-50 

37  950 

Phosphoric  acid . . . 

3*95 

1-68 

3  307 

Alumina  and  ferric  oxide . 

— 

— 

17-300 

Tilmfl  T  ,,,T . ,  .  ....... 

_ 

.n 

0-663 

0  105 
0-147 
0-026 

ATo.crnARifl,  . . 

Pntji.qh ......  . . 

Hoda  .  .  .  *  T . 

_ 

Phosphoric  acid  per  cent,  of  fine  dry  earth  soluble  in  the  following 


reagents : — 


A. 

B. 

A  fpia  regia . . 

— 

0'072 

Oxalate  of  ammonia . 

0  -048 

ihtm.tfi  of  .  . . . 

0-034 

Aoptio  aeid . - . . . 

0*013 

Wnfpr  ftfl.tn  PzvtiPfl  'wif’.Vi  DOo . . 

0*015 

0-013 

Pi  stilled  water . . 

0-012 

0  011 

Phosphoric  acid  in  gravelly  sand  .  0  ‘0099  per  cent. 

Potash  in  gravelly  sand  .  0  ‘0400  „ 


Potash,  lime,  and  magnesia  are  deficient  in  all  three  soils,  and  phos¬ 
phoric  acid  in  B  and  C  ;  the  deficiency  in  phosphoric  acid  rendering 
B  less  fertile,  notwithstanding  its  good  supply  of  nitrogen.  Soil  C, 
naturally  the  most  fertile  of  the  three,  has  been  partially  exhausted 
by  successive  cereal  crops.  J.  M.  H.  M. 

Examination  of  certain  Soils  in  Japan.  By  0.  Kellner  and 
H.  Imai  ( Landw .  Versuchs.-Stat .,  30,  1 — 17). — Many  visitors  to  Japan 
praise  the  richness  of  the  vegetation  and  the  fertility  of  the  soil.  The 
author,  agricultural  chemist  at  the  College  of  Tokio,  says  that  from  a 
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study  of  the  weeds  and  wild  plants  natural  to  the  country,  it  is 
evident  that  the  soil  is  not  rich,  but  that  the  luxuriance  of  certain 
crops  at  their  season  is  caused  principally  by  the  method  of  manuring, 
which  consists  in  applying  the  manure  at  frequent  intervals  during  the 
growth  of  the  crops,  and  in  the  immediate  neighbourhood  of  the  roots  ; 
the  furrows  in  which  seeds  are  sown  and  the  holes  into  which  plants 
are  set,  are  all  carefully  prepared  with  manure.  The  Japanese  also 
have  a  strong  objection  to  break  up  new  ground  unless  they  have  the 
necessary  quantity  of  manure  at  hand,  and  have  a  custom  of  planting 
exhausted  fields  with  nut  trees  so  as  to  prepare  the  soil  for  being  again 
broken  up. 

Trustworthy  examinations  of  the  ordinary  arable  soil,  and  com¬ 
parison  with  the  land  under  rice  plantations,  had  not  yet  been  made 
when  the  author  undertook  them  at  the  experimental  farm  of  the 
College,  the  soil  of  which  was  of  volcanic  origin,  containing  much  iron 
and  soluble  silicates ;  a  portion  of  the  farm  was  laid  out  as  a  rice 
field.  The  chemical  analysis  is  given  in  Table  I: — 


Table  I. 

Dry  field.  Bice  field. 


( — 

“ - 7^ 

i - - 

- — - — - ^ 

Soil. 

Subsoil. 

Soil. 

Subsoil. 

Hygroscopic  water. . 

15*49 

18*69 

14*30 

12*84 

Loss  on  ignition .... 

20*01 

14*90 

22*30 

18-79 

Humus  . 

7*90 

7-17 

9-96 

8-86 

Nitrogen . 

0*80 

0*60 

0*489 

0-799 

Combined  water. ..  . . 

11*31 

7*13 

11*85 

973 

The  soils  of  both  fields, 

dried 

at  100° 

and  extracted 

with  cold 

hydrochloric  acid  of  sp.  gr. 

1*15,  gave  the 

results  shown 

in  the  fol- 

lowing  table  : — 

Earth  of  dry  field.  Earth  of  rice  field. 


Soil. 

Si02 . 0*31 

A1203  .  15*93 

Ee,03  .  1173 

CaO .  0*60 

MgO  .  1*41 

K20 .  029 

Na20  .  0*17 

P205 .  0*19 

S03 .  Oil 


30*74 

Insol.  residue  . .  . .  48*30 

Humus  and  com¬ 
bined  water. . . .  23*67 


10271 


Subsoil. 

Soil. 

Subsoil. 

0*29 

0*82 

0*79 

1973 

15*50 

14*15 

11*36 

7*00 

7*49 

0*66 

0*75 

0*70 

1*44 

0*45 

0*55 

0*18 

0*10 

0  17 

0*13 

0*14 

0*01 

0*18 

0*37 

0*35 

0*12 

0*18 

— 

.34-09 

25*31 

24*21 

49-48 

50*00 

51*16 

18-33 

26*02 

25*83 

101*90 

101*33 

101*20 

2  z 
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A  circumstance  which  greatly  modifies  the  nature  of  the  surface 
soil  in  Japan,  is  the  continuance  of  long  droughts  and  high  winds,  the 
fine  sandy  soils  become  very  fine  dust,  and  is  blown  in  great  clouds 
over  the  face  of  the  country,  collecting  behind  hedges  and  walls  after 
the  manner  of  snow-drifts  ;  in  some  places  it  is  heaped  up  in  large 
quantities,  the  rice  fields  being  less  dry  do  not  suffer,  but  retain 
some  of  the  dust  from  arable  soils  ;  the  farmers  prize  this  highly ; 
but  any  analysis  of  the  surface  soil  under  such  conditions  cannot  be 
of  permanent  value.  J.  F. 

Determinations  of  Nitrogen  in  the  Soils  of  Experimental 
Fields  at  Rothamsted,  and  Bearing  of  the  Results  on  the 
Question  of  the  Sources  of  the  Nitrogen  of  our  Crops.*  By 

Sir  J.  B.  Lawes  and  J.  H.  Gilbert  (Ann.  Agronomiques ,  9,  393 — 418, 
451 — 465). — Included  in  the  scheme  of  the  experimental  fields  at 
Rothamsted  there  are  certain  plots  on  which  wheat,  barley,  roots, 
beans,  clover,  and  ordinary  rotation  crops  have  each  been  grown,  year 
after  year,  either  without  any  manure  or  with  a  purely  mineral 
(non-nitrogenous)  manure  for  periods,  in  some  instances,  of  over 
40  years. 

Determinations  of  the  nitrogen  contained  in  these  crops  have  been 
regularly  made,  and  at  certain  intervals  the  soil  of  each  plot  has 
been  sampled,  as  well  as  the  soils  of  adjacent  plots  receiving  various 
nitrogenous  manures,  and  the  nitrogen  per  acre  contained  in  the  fine 
mould  of  these  soils  to  a  certain  depth  has  been  carefully  estimated. 
The  results  of  these  determinations  are  set  forth  in  the  present  paper 
and  discussed  in  connection  with  the  question,  whether  our  farm 
crops  derive  any  considerable  proportion  of  their  nitrogen  from  other 
sources  than  the  soil  and  manure.  The  annexed  table  (p.  683)  shows 
the  yield  of  nitrogen  per  acre  per  annum  in  the  various  crops  grown 
without  nitrogenous  manure. 

Root  Crops. — The  results  with  mineral  manure  only  are  given,  as 
without  any  manure  the  produce  becomes  almost  nil  after  a  few  years. 
The  average  yield  of  nitrogen  is  very  much  higher  in  the  first  few 
years  with  root  crops  than  with  either  wheat  or  barley,  and  the  sub¬ 
sequent  decline  is  much  more  rapid. 

Leguminous  crops ,  such  as  beans  and  clover,  which  are  said  by  some 
to  rely  almost  exclusively  on  atmospheric  sources  for  their  nitrogen, 
nevertheless  fall  off  in  yield  in  a  most  striking*  manner  when  not  sup¬ 
plied  with  nitrogenous  manures,  even  although  abundance  of  mineral 
manure  is  provided.  The  clover  crop  succeeded  only  in  6  years  out 
of  the  22.  The  nitrogen  yielded  by  these  crops  is  very  much  greater 
than  in  the  case  of  the  cereals  or  roots,  but  the  decline  after  the  first 
few  years  is  extremely  marked. 

Rotation  of  Crops . — As  only  the  average  yield  of  the  whole  28  years 
is  given,  a  decline  in  nitrogen  cannot  be  inferred  from  these  figures. 
The  effect  of  rotation  is  to  raise  very  considerably  the  yield  of  nitro¬ 
gen  over  that  given  by  cereal  crops  grown  successively.  A  dressing 
of  superphosphate  increases  the  nitrogen  in  the  turnip  crop,  reduces 

*  This  Abstract  is  from  the  original  paper  read  before  the  American  Association 
at  Montreal,  August,  1882.  (London,  Harrison  and  Sons,  1883.) — J.  M.  H.  M. 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


it  in  the  succeeding  barley,  greatly  increases  it  in  the  clover,  and 
slightly  in  the  succeeding  wheat.  In  an  adjoining  plot  where  fallow 
was  substituted  for  clover,  the  nitrogen  yielded  by  the  rotation  was 
very  much  less. 


Table  I. 


Unmanured . 

Wheat  . 

(^Complex  mineral  manure  . .  . . 


f  Umnanured 


Barley 


L Complex  mineral  manure  .... 


Root  crops  . .  ^ 


[  Complex  mineral 


Turnips  . 
(Barley)  . 
Turnips  . 


manure .  ;  Sugar-beet 

|  Mangel . .  . 
[/Total  . .  . 


Beans 


{Unmanured . . 

Complex  mineral  manure  . .  . . 


Clover  . 

Clover  . 
Barley  . 

Barley  . 


Rotation 

courses 


Unmanured . 

Complex  mineral  manure 


Unmanured  . 
Unmanured. . 


[  After  barley . 
\  After  clover  . 


Y.  Turnips . 

2.  Barley . 

3.  Clover  or  beans 

4.  Wheat . 


Unmanured 

Superphos- 
,  phate  . . 


Average 
nitrogen 
per  acre 


per  annum. 


f  8  years,  1844 — 51 

25  -2 

lbs. 

1  12 

1852 — 63 

22  ’6 

33 

i 12 

33 

1864—75 

15  9 

3  » 

]  24 

>3 

1852-  75 

19  3 

33 

132 

3) 

1814—75 

20-7 

33 

M2 

3? 

1852—63 

27-0 

>3 

12 

3) 

1864-75 

17  2 

33 

l  24 

33 

1852—75 

22  T 

33 

[12 

33 

1852—63 

22*0 

33 

\  12 

33 

1864—75 

14*6 

33 

L  24 

33 

1852—75 

18*3 

33 

1  12 

33 

1852—63 

26*0 

3  3 

j  12 

33 

1864—75 

18-8 

•3 

L  24 

33 

1852—75 

22  *4 

3 1 

8 

33 

1845—52 

42*0 

3  » 

3 

3  ' 

1853 — 55 

(21*3) 

33 

15 

3  3 

1856—70* 

18*5 

33 

5 

33 

1871—75 

13  1 

33 

5 

33 

1876—80 

15*5 

33 

36 

33 

18  4  5—80 

25*2 

33 

f  12 

3  ' 

1847—58 

48*1 

33 

\  12 

33 

1859— 70f 

14  *6 

33 

[24 

33 

1847—70 

31*3 

33 

I12 

53 

1847—58 

61*5 

33 

\  12 

33 

1859— 70f 

29  *5 

33 

L  24 

33 

1847—70 

45*5 

33 

22 

33 

1849— 70t 

30*5 

33 

22 

’3 

1849 — 70£ 

39*8 

33 

f  1 

53 

1873  .... 

37*3 

33 

i  1 

33 

1873  .... 

151  *3 

33 

1 

33 

1874  .... 

39  *L 

33 

1 

33 

1874  .... 

69*4 

33 

28 

33 

1847—75 

36*8 

33 

j-  28 

33 

1847—75 

45*1 

33 

Mixed  Herbage  of  Grass  Land. —  The  yield  of  nitrogen  and  the 
botanical  composition  of  the  crops  from  the  plots  which  received  no 
nitrogenous  manure,  are  given  in  Table  II  (p.684). 

In  interpreting  this  table,  it  should  be  borne  in  mind  that  gra¬ 
mineous  crops  contain  much  less  nitrogen  than  leguminous  crops  ; 
nevertheless,  nitrogenous  manures  have  a  striking  effect  in  increasing 
their  growth.  Leguminous  crops,  although  containing  much  nitro¬ 
gen,  do  not  respond  to  nitrogenous  manures,  but  are  largely  increased 
by  mineral  manures,  especially  potash.  The  first  three  plots  show  a 


*  Thirteen  years  crop,  two  years  failed, 
f  Nine  years  beans,  one  year  wheat,  two  years  fallow. 

J  Six  years  clover,  one  Tear  wheat,  three  years  barley,  twelve  years  fallow. 

2  z  2 
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marked  falling  off  in  nitrogen  yielded  ;  the  fourth,  in  which  the 
Leguminoste  were  greatly  encouraged  by  the  application  of  potash, 
shows,  on  the  contrary,  a  slight  tendency  to  increased  yield.  It  is 
noteworthy  that  mineral  manures  applied  to  mixed  herbage  increase 
the  yield  of  Graminese  much  more  than  when  applied  to  the  Gramme© 
grown  separately. 


Table  II. 


Average  produce  per  acre  per 
annum,  20  years,  1856 — 
1875,  according  to  mean 
per  cent,  at  six  periods, 
1862,  ’67,  *71,  ’72,  74,  ’75. 

Average  nitrogen  per  acre 
per  annum. 

10  years, 
1856 — 65. 

!  10  years, 
j 1866 — 75. 

20  years, 
1856—75. 

G-rami- 

nese. 

Legumi- 

nosae. 

Other 

orders. 

lbs. 

lbs. 

lbs. 

Un  manured . 

1635  lbs. 

219  lbs. 

529  lbs. 

35-1 

30  *9 

33  0 

Superphosphate*  .  . . 

1671  „ 

149  „ 

673  „ 

35  7 

315 

33  6 

Complex  mineral 

manured . 

2442  „ 

296  „ 

639  „ 

54  -4 

38-1 

46  3 

Complex  mineral 

manure^ . 

2579  „ 

806  „ 

573  „ 

55  -2 

56  *0 

55 ' 6 

Melilotus  Leucantha  ( Bokhara  Glover). — This  plant  has  been  grown 
since  1878  on  a  plot  which  had  been  devoted  to  unsuccessful  attempts 
to  grow  red  clover  consecutively  from  1849.  For  30  years  this  plot 
had  received  no  nitrogenous  manure,  yet  it  has  yielded  crops  of 
Melilotus  averaging  70  lbs.  nitrogen  per  acre  per  annum  1878-81, 
whilst  the  crop  of  the  fifth  year,  1882,  is  still  more  luxuriant,  and  is 
estimated  to  contain  150  lbs.  nitrogen. 

From  the  foregoing  it  will  be  seen  that  in  all  the  experiments  on 
ordinary  arable  land,  with  or  without  mineral  manure,  the  decline  in 
the  annual  yield  of  nitrogen ,  none  being  supplied  by  manure ,  was  very 
great.  Bokhara  clover  is,  so  far,  an  exception. 

The  authors  go  on  to  consider  the  amount  of  combined  nitrogen 
annually  supplied  to  the  soil  by  rain,  and  after  citing  all  the  published 
determinations  of  nitric  and  ammoniacal  nitrogen  in  the  rainfall  over 
given  periods,  they  conclude  that  not  more  than  5  lbs.  of  nitrogen  per 
acre  per  annum  is  supplied  to  the  soil  of  Rothamsted  from  this 
source.  Passing  in  review  the  well-known  researches  of  Boussin- 
gault,  and  of  Lawes,  Gilbert,  and  Pugh,  on  the  one  side,  and  of  Ville 
on  the  other,  extending  from  1837  to  1858,  they  reaffirm  their  convic¬ 
tion  that  the  evidence  is  strongly  against  the  supposition  that  either 
the  Gramme©  or  the  Leguminosec  assimilate  the  free  nitrogen  of  the 
atmosphere.  They  next  consider  the  evidence  furnished  by  analysis 

*  Mean  of  four  separations  only,  18f>2,  ’67,  ’72,  ’75. 

f  Including  potash,  6  years,  1856 — 61;  without  potash,  14  years,  1862 — 75. 

X  Including  potash,  20  years,  1856 — 1875. 
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of  the  soils  of  the  Rothamsted  plots  as  to  the  source  of  the  greater 
part  of  the  nitrogen  of  crops. 

Nitrogen  in  the  Soils  of  Experimental  Wheat  Plots. — Passing  over 
isolated  samples  of  soil  taken  in  the  early  years  of  the  series,  and  in 
1856,  as  not  being  sufficiently  numerous  or  uniform,  there  remain  for 
comparison  the  samplings  of  1865  and  1881.  In  1865,  eleven  plots 
were  sampled,  eight  samples  from  each  plot  being  taken,  each  sample 
12  X  12  inches  area  with  a  total  depth  of  27  inches,  divided  into 
three  portions  of  9  inches  each.  In  1881,  twenty  plots  were  sampled  ; 
the  samples  (six  to  each  plot)  were  6x6  inches  in  area,  and  again 
taken  to  a  depth  of  27  inches  in  three  successive  instalments  of 
9  inches.  The  various  samples  of  surface  soil  (first  9  inches)  from 
each  plot  were  mixed,  a  portion  of  each,  however,  being  kept  to 
furnish  check  analyses.  The  mixed  samples  were  broken  up,  dried 
at  130°  F.  to  arrest  nitrification,  the  stones  removed  by  successive 
sieves  of  1-inch,  ^--inch,  and  ^-inch  mesh,  and  the  remaining  fine 
mould  powdered  and  sifted  for  analysis,  the  result  being  calculated  on 
the  fine  mould  dried  at  100°  C..  The  two  series  of  subsoil  samples 
(second  and  third  9  inches)  were  treated  in  a  similar  manner,  but  the 
results  are  given  for  the  surface  soils  only.  The  calculated  quantity 
of  dry  mould  per  acre  (first  9  inches),  was  in  1865  (mean  of  ^0 
samples)  2,299,038  lbs.,  and  in  1881  (mean  of  114  samples)  2,552,202 
lb3.,  showing  that  the  state  of  consolidation  of  the  soil  was  different 
at  the  two  periods.  The  normal  quantity  of  fine  mould  per  acre  (first 
9  inches)  is  assumed  to  be  2,300,000  lbs.,  and  the  results  obtained  in 
1881  are  corrected  by  supposing  the  samples  to  contain  one-tenth  of 
their  weight  of  subsoil  (second  9  inches),  and  proportionately  raising' 
the  percentage  of  nitrogen  in  the  remaining  nine- tenths.  The  actual 
and  corrected  results  are  in  Table  III  (p.  686). 

During  the  16  years  from  1865  to  1881,  therefore,  the  three  plois 
(3,  5a,  16a)  receiving  no  nitrogen  as  manure  have  suffered  a  very 
striking  decrease  in  the  nitrogen  contained  in  their  surface  soils  ; 
whilst  the  other  plots,  receiving  nitrogenous  manure,  show  in  some 
cases  a  slight  loss,  in  others,  a  gain.  The  excess  of  nitrogen  in  these 
latter  plots  over  that  in  Plot  5a  (complete  mineral  manure  without  N) 
varies  considerably,  as  shown  in  the  table;  it  has  no  relation  to  the 
quantity  of  nitrogen  supplied  in  the  manure,  but,  as  shown  by  the 
authors  in  a  supplementary  table,  it  is  directly  related  to  the  average 
crop  yielded  by  each  plot.  In  other  words,  loss  of  manurial  nitrogen 
is  not  prevented  by  any  retentive  property  of  the  soil,  but  by  its  con¬ 
version  into  crop  residue — stubble  and  roots — which  varies  with  the 
amount  of  crop.  The  authors  estimate  that  in  the  30  years,  1852-81, 
the  unmanured  plot  yielded  an  average  of  18'6  lbs.  nitrogen  in  the 
crop,  and  lost  10'3  lbs-,  in  the  drainage— a  total  loss  of  28'9  lbs.  per 
annum  over  that  period.  In  like  manner,  Plot  5  yielded  an  average 
of  20*3  lbs.  N  in  the  crop,  and  12  lbs.  in  the  drainage,  in  all  323  lbs. 
per  acre  per  annum.  About  30  lbs.  N  per  acre  per  annum  therefore 
has  been  contributed  from  some  source  to  crop  and  drainage  together. 
Analysis  shows  a  loss  of  about  two-thirds  of  this  amount  annually  to  a 
depth  of  27  inches.  There  remains,  therefore,  about  10  lbs.  to  be 
contributed  by  seed,  by  rain,  and  condensation  from  the  atmosphere, 


Experimental  Wheat  Plots.  Nitrogen  per  cent,  in  the  Dry  Mould  and  per  Acre  (ls£  9  inches). 
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13  years  to  1864  ;  unmanured  since. 
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and  by  all  the  other  supplies  of  combined  nitrogen  which  have  been 
supposed  to  be  available.  Of  this  about  2  lbs.  will  be  due  to  seed, 
and  supposing  only  5  lbs.  annually  to  be  supplied  by  rain  and  minor 
aqueous  deposits,  there  is  but  little  left  to  be  provided  by  all  the 
other  sources  assumed. 

Nitrogen  in  Soil  of  Barley  Plots . — In  1868,  four  samples,  6x6 
inches  by  9  inches  deep,  were  taken  from  each  of  four  plots ;  only  one 
of  these  plots  had  received  no  nitrogenous  manure.  In  1882,  twenty- 
six  plots  were  sampled  to  a  total  depth  of  three  times  9  inches,  four 
samples,  6x6  inches  area,  being  taken  from  each  plot.  The  plot 
which  received  mixed  mineral  (non-nitrogenous)  manure  alone  con¬ 
tained  in  1868,  0T202  per  cent.  N  in  the  first  9  inches  of  dry  mould  ; 
in  1882,  01124  per  cent.  1ST. 

Nitrogen  in  the  Soil  of  Boot  Plots. — These  plots  have  carried  roots 
(turnips,  swedes,  sugar-beet,  or  mangel)  for  40  successive  years 
(1843-1882),  with  the  exception  of  3  years,  in  which  barley  was  sown. 
The  soils  were  sampled  only  in  1870,  so  that  no  comparison  at  dif¬ 
ferent  dates  is  yet  possible.  Some  of  the  percentages  of  1ST  found  in 
1870  are  — 

Plot  3.  Unmanured  . 0'0852  per  cent.  1ST  (in  1st  9  ins.). 

,,  4.  Mixed  mineral  manure ... .  0*0934  ,,  „  ,, 

,,  5.  Superphosphate  only  ....  0'0888  ,,  ,,  ,, 

„  6.  Superphosphate  and  potash  0*0867  ,,  ,,  ,, 

Mean  of  Plots  4,  5,  and  6. .  . .  0*0896  „  ,,  ,, 

These  plots,  after  receiving  no  nitrogenous  manure  for  27  years, 
show  a  smaller  percentage  of  nitrogen  in  the  surface  soil  than  has 
been  found  in  any  of  the  other  experimental  fields. 

Nitrogen  in  the  Soil  of  Bean  Plots. — The  determinations  are  not 
given,  but  are  stated  to  lead  to  the  conclusion  that  there  has  been  a 
gradual  decrease  of  nitrogen  in  the  surface  soil. 

Nitrogen  in  the  Soil  of  Glover  Plots. — The  want  of  success  attend¬ 
ing  all  attempts  to  grow  clover  continuously  on  the  same  plot,  renders 
only  a  few  special  comparisons  possible.  The  red  clover  plot,  which 
yielded  only  six  clover  crops  from  1849-1870,  and  very  few  after¬ 
wards,  was  sampled  in  1881  in  five  places  to  a  depth  of  9  inches  for 
comparison  with  an  adjoining  wheat  plot  30  years  under  alternate 
wheat  and  fallow.  Neither  of  these  plots  had  received  any  nitrogen¬ 
ous  manure  for  30  years. 

Nitrogen  per  Gent .  in  1st  9  inches  of  Dry  Mould  (1881). 

Clover  Wheat 
land.  and  fallow. 

Mean  of  determinations  on  5  separate  samples. .  0*1067  0*0925 


Mean  on  the  mixture  of  the  5  samples .  0*1055  0*0984 

Mean .  0*1061  0*0955 


The  N  in  the  surface  soil  of  the  clover  plot  is  low,  and  has  probably 
declined,  although  it  is  higher  than  in  the  adjacent  wheat  and  fallow 
plot. 
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The  next  results  refer  to  the  plot  (see  Table  I)  which  in  1873  had 
grown  six  successive  corn  crops  by  artificial  manures  alone,  and  was 
then  divided,  one-half  carrying  barley,  and  the  other  clover.  In  1874 
barley  was  taken  on  both  halves.  In  1873  the  barley  crop  contained 
37'3  lbs.  N,  and  the  clover  crop  151*3  lbs.  N.  In  1874  the  barley 
after  barley  yielded  39*1  lbs.  N,  whilst  the  barley  after  clover  yielded 
69*4  lbs.  N,  so  great  an  improvement  had  the  previous  year’s  clover 
crop  effected,  notwithstanding  the  fact  of  the  large  quantity  of  nitro¬ 
gen  removed  in  that  clover  crop.  The  soil  was  sampled  in  October, 
1873,  with  the  results  given  in  Table  IV : — 

Table  IV.. 

Nitrogen  per  Cent,  in  1st  9  inches  of  Dry  Mould  (1873). 

Clover  land.  Barley  land. 


Sampl 

e  No.  1  (12  x  12  x  9  inches)  . .. 

0*1574 

0-1468 

>> 

No.  2  (12  x  12  x  9  „ 

0-1529 

0*1341 

57 

No.  3  (12  X  12  x  9  „ 

0*1484 

0*1431 

5  5 

No.  4  (12  x  12  x  9  „  ... 

0*1631 

0*1405 

Mean 

on  the  four  separate  samples 

(12 

X  12  X  9  inches)  . . . 

0-1554 

0*1411 

Mean 

(12 

on  a  mixture  of  the  four  samples- 
X  12  X  9  inches)  . . 

0*4566 

0*1387 

Mean  on  a  mixture  of  six  samples 
(6  X  (5  X  9  inches) . 

0"  15-78 

0*1450 

General  mean . 

0*1566 

0*1416 

These  results  illustrate  forcibly  the  necessity  of  taking  numerous 
samples,  but  the  mean  of  the  three  sets  of  determinations  leaves  no 
doubt  that  the  surface  soil  of  the  clover  plot  contained  a  considerably 
higher  percentage  of  nitrogen  than  that  of  the  barley  plot- — and  this, 
too,  after  all  visible  vegetable  debris  had!  been  removed  as  completely 
as  possible.  Samples  taken  in  1877  still  showed  a  higher  percentage 
in  the  clover  plot  than  in  the  barley.  It  is  obvious  that  the  surface  soil 
of  the  clover  plot  gained  nitrogen  either  from  the  atmosphere  or  from 
the  subsoil — and,  so  far  as  the  determinations  of  nitrogen  in  the  sub¬ 
soils  go,  the  indication  is  that  if  from  below  it  is  at  least  mainly  from 
a  lower  depth  than  27  inches.  The  authors  observe  that  it  is  natural 
to  assume  the  atmosphere  as  the  source  of  this  nitrogen,  but  that 
there  is  absolutely  nothing  in  favour  of  this  view  excepting  the  fact 
that  an  explanation  is  needed  whilst  there  is  much  more  evidence  in 
favour  of  the  view  that  the  subsoil  has-  been  the  source  of  at  least 
much  of  it. 

Soils  of  Melilotus  Leucantha  and  White  Clover  Plots. — The  soil  of 
the  melilotus  plot  was  sampled  in  1882,  after  the  fifth  large  consecu¬ 
tive  crop  on  soil  which  had  repeatedly  refused  to  grow  clover,  and  to 
which  no  nitrogenous  manure  had  been  applied  for  30  years.  A 
sample  of  soil  from  the  corresponding  white  clover  plot  was  taken  at 
the  same  time,  in  each  case  to  a  depth  of  six  times  9  inches,  in  all 
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54  inches.  The  examination  of  these  samples  is  still  incomplete,  but  the 
following  evidence  is  forthcoming.  The  strong  roots  of  the  melilotus 
were  found  to  penetrate  to  the  lowest  depth  of  the  samplings,  the  soil 
being  disintegrated,  and  having  lost  approximately  540  tons  per  acre 
more  water  than  the  corresponding  54  inches  of  white  clover  soil,  in 
which  there  was  very  little  development  of  root  below  the  first 
9  inches.  Determinations  of  nitric  acid  in  the  two  soils  gave  the 
results  recorded  in  Table  Y  : — 


Table  V. 


Per  million,  dry  soil. 

Per  acre. 

Melilotus 

soil. 

White 

clover. 

Melilotus 

soil. 

White 

clover. 

Difference. 

lbs. 

lbs. 

lbs. 

First  9  inches . 

1*28 

3*24 

3  39 

8*59 

5*20 

Second  9  inches . 

0-96 

X  TO 

0*97 

2  97 

2  00 

Third  9  inches  . 

0*21 

0-66 

0*61 

1  *91 

1*30 

Fourth  9  inches . 

0*33 

1-03 

0*99 

3*09 

2*10 

Fifth  9  inches . . 

0-28 

1*46 

0*84 

438 

3  *54 

Sixth  9  inches  ...... 

0*55 

1  77 

1  *65 

5  31 

3*66 

Total  . 

— 

— 

8*45 

26*25 

17*80 

There  is  here  direct  evidence  that  the  soil  is  the  sonrce  of  at  least 
some  of  the  excess  of  nitrogen  of  the  melilotus  over  that  in  the  white 
clover. 

The  authors  next  adduce  determinations  of  nitrogen  as  nitric  acid 
in  various  soils,  in  order  to  show  the  amount  available  for  vegetation. 
Thus  the  soil  of  the  unmanured  wheat  plot  contained  in  October,  1881, 
9' 7  lbs.  per  acre  nitric  17  in  first  9  inches,  5'2  lbs.  in  second  9  inches, 
and  2‘8  lbs.  in  third  9  inches;  total,  17*7  lbs.  17  per  acre.  The  soils 
of  three  of  the  wheat  plots  which  had  received  nitrogenous  manures 
in  the  form  of  ammonium  sulphate  or  sodium  nitrate  contained  39*9, 
38*8,  and  54*4  lbs.  nitric  nitrogen  per  acre  respectively  in  the  first 
27  inches.  Samples  collected  from  four  of  the  rotation  plots  in  Sep¬ 
tember,  1878,  showed  in  the  first  18  inches : — 

17  as  nitric  acid  after  fallow,  36*3  and  48*8  lbs.  per  acre, 

17  as  nitric  acid  after  beans,  10*6  and  20*5  „  „ 

the  larger  quantity  being  in  the  plots  receiving  nitrogenous  manure. 

Samples  taken  at  the  same  time  to  the  same  depth  on  the  alternate 
wheat  and  fallow  plots  showed  : — 

17  as  nitric  acid  after  fallow,  33*7  lbs.  per  acre. 

17  as  nitric  acid  after  wheat,  2*6  „  ,, 

Samples  taken  from  two  other  fields  after  a  year’s  fallow  contained 
in  27  inches  depth,  58*8  and  56*5  lbs.  17  as  nitric  acid  per  acre. 

These  figures  indicate  a  considerable  amount  of  nitrogen  available 
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after  fallow,  which  disappears  during  the  growth  of  a  crop,  but  it  is 
admitted  that  they  do  not  show  enough  nitric  nitrogen  in  the  depths 
examined,  to  account  for  the  large  accumulation  of  nitrogen  in  the 
crop  and  in  the  surface  soil  observed  in  the  case  of  the  experimental 
clover  and  barley  soils. 

Nitrogen  in  the  Soils  of  the  Experimental  Mixed  Herbage  Plots. — On 
referring  to  the  table  given  above,  it  will  be  seen  that  the  plot 
receiving  complete  mineral  manure  yielded  22*6  lbs.  N  per  acre  per 
annum  above  that  yielded  by  the  unmanured  plot.  Analysis  of  the 
soils  indicates  that  the  soil  of  the  mineral  manured  plot  has  become 
impoverished  in  nitrogen  to  a  greater  degree  than  that  of  the  un¬ 
manured  plot.  The  results  of  the  first  9  inches  of  soil  are  : — 


1870. 
Per  cent. 

1876. 
Per  cent. 

1878. 

Plot  3. 

Unmanured  . . , 

0  ‘2517 

0'2466 

Plot  7. 

Mixed  mineral  manure  with  potash  . . 

0  -2236 

— 

The  quantity  of  nitrogen  lost  by  Plot  7  over  Plot  3  amounts  to 
506  lbs.  per  acre  over  the  20  years  of  experiment,  equal  25‘3  lbs. 
per  acre  per  annum,  in  this  case  showing  a  remarkable  corre¬ 
spondence  with  the  excess  of  nitrogen  carried  off  in  Plot  7,  viz., 
22*6  lbs.  per  acre  per  annum.  The  leguminous  plant  most  encouraged 
by  the  mineral  manure  of  Plot  7  was  Lathy rus  pratensis ,  which  threw 
out  a  great  mass  of  roots  in  the  surface  soil. 

Source  of  the  Nitrogen  of  Glover  grown  on  Pick  Garden  Soil. — 
Although  all  attempts  to  grow  red  clover  continuously  on  ordinary 
arable  land  have  been  unsuccessful,  it  has  been  grown  for  29  years  in 
succession  on  a  small  plot  of  rich  garden  soil.  The  experiment  was 
commenced  in  1854;  the  soil  was  sampled  in  1857  and  1879.  The 
nitrogen  in  the  first  9  inches  is  given  below  : — ■ 


1857. 

1879. 


Nitrogen  per  cent,  of  dry  mould  0*5095 

0-3635 1 
0-3640  > 
0-3626  J 


=  9528  lbs.  per  acre. 

=  6796  „  „ 

(mean). 


In  accordance  with  this  large  decline  of  soil  nitrogen,  there  has 
been  a  decided  falling  off  in  the  crops  obtained,  the  produce  from  the 
three  sowings  of  the  first  14  years,  being  nearly  double  of  that  from 
the  ten  sowings  which  were  found  necessary  to  keep  up  a  plant 
during  the  next  15  years.  Estimating  the  average  yield  of  nitrogen 
at  200  lbs.  per  acre  per  annum  over  the  21  years,  the  nitrogen  lost  by 
the  surface  soil  (first  9  inches)  is  130  lbs.  per  acre  per  annum,  or  about 
two- thirds  of  that  carried  off  by  the  clover.  The  authors  admit  in 
this  case  the  possibility  of  a  loss  by  the  soil  of  free  nitrogen,  and  do 
not  include  the  loss  by  drainage ;  on  the  other  hand  they  point  out 
that  some  of  the  nitrogen  of  the  clover  was  doubtless  supplied  by  the 
subsoil.  They  remark  that  there  are  very  strong  grounds  for  con- 
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eluding  that  much,  and  perhaps  the  whole,  of  the  nitrogen  of  the  clover 
was  derived  from  the  soil. 

Summing  up  on  the  whole  paper,  they  submit  that  there  is  much 
more  of  direct  experimental  proof  of  the  soil  than  of  the  atmosphere 
as  the  source  of  the  nitrogen  of  our  crops,  both  cereal  and  leguminous. 
If  this  be  accepted  it  follows  that  the  fertility  of  arable  soil  is  to  some 
extent  measured  by  its  stored- up  nitrogen,  and  that  soil  is  in  fact  a 
“  mine  ”  as  well  as  a  laboratory.  J.  M.  H.  M. 
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Determining  Left-handed  Rotation  with  the  Seheibler- 
Ventzke-Soleil  Polariscope.  By  G.  S.  Eystkr  ( Chem .  News ,  49, 
67). — The  author  suggests  the  use  of  a  quartz  plate  of  known  dextro¬ 
rotatory  power,  with  laevorotatory  solutions  of  less  rotating  power. 
The  difference  between  the  reading  with  the  quartz  plate  alone  and 
the  reading  with  the  quartz  plate  and  solution  together  is  then, 
obviously,  the  leDVorotatory  power  of  the  solution.  This  is  for  use 
with  instruments  not  graduated  for  left-handed  rotations. 

D.  A.  L. 

Litmus,  Rosolic  Acid,  Methyl- orange,  Phenaeetolin,  and 
Phenolphthalein  as  Indicators.  By  R.  T.  Thomson  (Chem. 
News ,  49,  32—35,  38 — -41). — In  previous  communications  (Abstr., 
1883,  612,  824,  and  827)  the  author  has  published  the  results  of  his 
investigations  on  the  use  of  these  indicators  in  the  analysis  of  some 
potassium,  sodium,  and  ammonium  compounds,  and  of  free  acids.  He 
has  now  extended  this  useful  work  to  the  analysis  of  a  few  calcium, 
barium,  and  magnesium  compounds. 

Application  of  the  Indicators  to  the  Determination  of  Dime  as 
Hydroxide  in  Presence  of  a  Small  Proportion  of  Carbonate. — For 
each  experiment  in  this  series,  200  c.c.  of  lime-water,  previously  treated 
in  the  cold  with  0*0265  gram  of  sodium  carbonate,  and  containing 
0*2724  gram  of  total  lime(CaO),  0*2584  as  hydroxide,  and  0*014 gram 

N 

as  carbonate,  were  titrated  with  —  hydrochloric  acid,  a  deduction 

2 

being  made  for  the  sodium  hydroxide  produced  by  the  action  of  the 
sodium  carbonate.  The  results  obtained  are  as  follows  : — 


Indicator. 


Total  CaO 
found. 


CaO  as  hydrate 
found. 


CaO  as  carbo¬ 
nate  found. 


grams.  grams.  grams. 

Litmus .  0  *2716 — 0  '2730  —  — - 

Ro.-olic  acid .  0*2716 — 0*2716  —  — 

Methyl-orange .  0*2716 — 0*2716  —  — 

Phenaeetolin  .  0*2730—0*2716  0*2562—0*2576  0*0154—0*0154 

Phenolphthalein .  0  *2716—0  *2716  0*2590—0  *2576  0  *0140—0  *0154 
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With  litmus  or  rosolic  acid ,  titration  is  conducted  in  the  cold  until 
change  of  colour  takes  place;  the  solution  is  then  boiled,  and  the 
addition  of  standard  acid  continued  until  a  permanent  change  of 
colour  is  effected.  Methyl- orange  is  not  altered  by  carbonic  anhydride, 
therefore  boiling  is  not  necessary  when  it  is  used  as  indicator. 
Phenacetolin  (compare  Lunge,  Abstr.,  1883,  828)  may  be  used  for  the 
determination  of  lime,  both  as  hydroxide  and  carbonate,  the  changes 
being  the  same  as  already  described  ( loc .  cit ,,  683),  viz.,  rose  for 
hydroxide,  subsequent  change  to  yellow  for  carbonate.  Liberated 
carbonic  anhydride  must  be  boiled  off.  When  using  this  indicator  for 
the  determination  of  lime  as  hydroxide,  the  final  change  of  colour  is 
not  very  distinct,  owing  to  the  interference  of  carbonic  anhydride. 
Phenolphthalein  behaves  with  lime  as  with  soda  (loc.  cit .),  the  whole 
of  the  lime  as  hydroxide,  and  only  half  that  as  carbonate  being  esti¬ 
mated,  calcium  hydrogen  carbonate  being  neutral.  The  total  lime 
can  be  determined  by  adding  excess  of  standard  acid  and  titrating 
back.  Experiments  prove  that  light  flocculent  calcium  carbonate, 
freshly  precipitated  from  a  cold  solution,  gives  an  alkaline  reaction 
with  phenolphthalein,  whilst  after  boiling,  when  it  is  dense  and 
granular,  it  gives  no  reaction  with  this  indicator,  and  therefore 
calcium  hydroxide  can  safely  be  determined  in  the  presence  of  calcium 
carbonate  by  simply  adding  standard  hydrochloric  acid  to  a  boiling 
solution,  until  the  red  colour  of  the  phenolphthalein  is  gone. 

Comparative  experiments  in  vThich  lime  and  carbonic  anhydride 
were  determined  in  a  sample  of  slaked  lime  by  the  ordinary  gravi¬ 
metric  methods,  and  by  titration,  using  phenolphthalein  as  indicator, 
prove  that  the  results  obtained  in  the  two  cases  are  practically  the  same. 
Determination  of  Lime  as  Carbonate :  in  addition  to  the  above  remarks,  it 
may  be  noted  that  litmus ,  rosolic  acid ,  phenacetolin  and  methyl- orange 
can  be  used  with  advantage  in  this  determination,  especially  for  the 
light  flocculent  carbonate,  the  first  three  are  not  so  delicate  with  the 
dense  form.  Phenolphthalein  is  already  fully  discussed.  Determination 
of  Barium  Hydroxide  and  Carbonate :  the  results  obtained  with  lime 
are  equally  true  of  barium.  Barium  carbonate  even  when  precipitated 
in  the  cold  is  neutral  to  phenolphthalein. 

Determination  of  Magnesium  Hydroxide  and  Carbonate.—- Total 
magnesia  can  be  determined  by  dissolving  in  excess  of  standard  acid, 
expelling  carbonic  acid  and  titrating  back ;  any  indicator  being  used. 
Magnesia  as  hydrogen  carbonate  can  be  determined  directly  with 
standard  acid  either  in  the  cold  with  methyl-orange  or  in  the  boiling 
solution  with  any  of  the  other  indicators.  Phenacetolin  and  phenol¬ 
phthalein  cannot  be  employed  successfully  for  the  determination  of 
magnesium  hydroxide  in  the  presence  of  carbonate.  The  author 
alludes  to  Hehner’s  method  for  the  determination  of  the  hardness  of 
water  (Analyst,  8,  77),  in  which  the  temporary  hardness  is  best  esti¬ 
mated  by  titrating  a  hot  solution,  using  phenacetolin,  whilst  for  the 
permanent  hardness  the  calcium  and  magnesium  salts  are  converted 
into  carbonates  by  boiling  with  a  measured  excess  of  standard  sodium 
carbonate  ;  the  precipitate  is  filtered  off,  and  the  excess  of  sodium 
carbonate  titrated  with  standard  acid.  It  is  necessary  in  such  deter¬ 
minations  to  take  into  account  any  sodium  carbonate  present  iD  the 
water. 
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Calcium ,  Barium ,  and  Magnesium  Chloride ,  Nitrate ,  and  Sulphate , 
are  neutral  to  all  the  indicators  with  the  exception  of  methyl- orange, 
which  requires  more  standard  acid  to  produce  the  final  full  change  of 
colour  when  these  salts  are  present  than  when  they  are  absent. 
Barium  and  calcium  carbonate  being  neutral  to  phenolphthalein  (see 
above),  the  amount  of  calcium  may  be  determined  in  any  neutral  salt 
or  barium  in  its  chloride  by  titrating  with  sodium  carbonate  in  the 
following  manner.  Add  phenolphthalein  to  the  solution  to  be 
examined;  if  acid  neutralise  with  sodium  hydroxide,  then  add 
standard  sodium  carbonate  until  a  permanent  red  is  developed. 
These  determinations  cannot  be  made  in  the  presence  of  magnesium. 

Calcium  and  Magnesium  Sulphites. — For  each  experiment,  0*525 
gram  of  normal  calcium  sulphite  =  CaO  0*242  was  employed.  Mag¬ 
nesium  sulphite  acts  in  the  same  way.  The  results  are — 


e.c.  —  hydrochloric 
Indicator.  acid  consumed. 

Litmus .  8*5 

Rosoiic  acid  { 2ng ; ; ; ; ; ;  0-4-o-5 

Methyl-orange .  8*7 — 8*75 

Phenacetolin  . .  8*5 

Phenolphthalein  / 

1  l  boiling .  — 


Grams  CaO  found. 

0*1190 

friQ  n  a 

0-005t3— 0-0070 
0-1218 — 0-1225 
0-1190 
trace 


The  litmus  and  phenacetolin  reactions  are  both  unsatisfactory,  and 
as  is  evident  from  the  appended  table,  calcium  (magnesium)  hydrogen 
sulphite  is  neutral  to  them  as  well  as  to  methyl-orange  which,  how¬ 
ever,  gives  a  delicate  end-reaction.  The  normal  salt  is  neutral  to 
rosoiic  acid  and  phenolphthalein,  to  the  former  only  in  the  cold,  to  the 
latter  both  when  cold  and  boiling.  Upon  this  last  fact  is  founded  a 
method  for  the  estimation  of  sulphurous  anhydride,  which  gives  good 
results  when  compared  with  the  iodine  method.  The  method  of  pro¬ 
cedure  is  as  follows :  methyl-orange  is  -added  to  the  sample  under 
examination,  which  is  neutralised  either  with  hydrochloric  acid  or 
caustic  soda,  phenolphthalein  or  rosoiic  acid  is  now  added,  and  normal 
or  half-normal  sodium  hydroxide  run  in  until  the  characteristic  colour 
appears.  The  number  of  c.c.  used  during  the  second  stage  multiplied 
by  0*064  equals  grams  of  sulphurous  anhydride  present.  Phosphoric 
acid  and  carbonic  anhydride  interfere  with  this  reaction. 

Calcium ,  Magnesium ,  Potassium ,  and  Ammonium  Borates  behave  like 
sodium  borate  already  described  (Abstr.,  1883,  825),  and  therefore 
can  only  be  titrated  with  methyl-orange  as  indicator. 

Calcium  Phosphates. — Tricalcium  phosphate  is  neutral  to  all  indica¬ 
tors,  monocalcium  phosphate  is  neutral  to  methyl-orange ,  and  acid  to 
the  other  four.  Attempts  were  made  to  determine  the  amount  of 
monocalcium  phosphate  in  presence  of  calcium  chloride  by  the  com¬ 
bined  use  of  methyl-orange  and  phenolphthalein,  and  titration  with 


N 

2 


soda,  the  results  were  always  too  high  owing  to  formation  of  a 


basic  phosphate.  With  regard  to  Mollenda’s  method  for  determining 
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phosphoric  acid  in  superphosphate  ( Ghem .  News ,  47,  231),  the  author 
finds  that  even  when  indicators  are  used,  only  approximate  results  are 
obtained. 

Phenol  is  neutral  to  litmus,  rosolic  acid,  methyl-orange,  and  phen- 
acefolin,  and  does  not  destroy  the  colour.  Titration  with  phcnol- 
phthalein ,  the  reaction  is  not  distinct.  In  an  experiment  with  sodium 
sulphide  prepared  from  hydrogen  sulphide  and  caustic  soda,  on  adding 
acid  in  excess,  the  colour  of  methyl- violet  was  destroyed. 

The  paper  concludes  with  a  tabulated  arrangement  of  all  the  results 
obtained  both  on  the  present  occasion  and  on  the  previous  occasions 
already  referred  to.  The  following  is  a  summary  of  the  table. 

With  K,  Na,  NH4,  Ca,  and  Ba  hydroxide s,  all  five  indicators  give 
good  results  and  delicate  end-reactions,  with  the  exception  of  phenol- 
phtbalein  with  ammonia. 

With  K,  Na,  Ca,  Ba,  Mg  carbonates ,  K,  Na,  Ca  hydrogen  carbonates , 
K,  Na  sulphides ,  and  Mg  oxide ,  methyl-orange  alone  is  good  in  the 
cold,  and  all  the  others  are  good  in  boiling  solutions,  except  phenol¬ 
phthaleln  with  Ba  and  Ca  carbonates  and  Ca  hydrogen  carbonate.  With 
NH4  carbonate  and  sulphide ,  methyl-orange  alone  is  good ;  all  the 
others  except  phenolphthaleln  may  be  used  if  excess  of  acid  is  added 
and  subsequently  titrated  back.  With  K,  Na,  Ca,  Mg,  and  NH4  sul¬ 
phites ,  K,  Na,  NH4  hydrogen  phosphates ,  methyl-orange  indicates  for 
50  per  cent,  of  base  present,  and  gives  delicate  end-reactions.  The 
other  indicators  are  uncertain  or  indicate  for  smaller  quantities  only. 
K,  Na,  Ca  dihydrogen  phosphates  are  neutral  to  methyl-orange,  and 
acid  to  all  the  others.  Bor  K  and  Na  silicates ,  litmus  and  methyl- 
orange  are  best,  the  others,  phenolphthaleln  excepted,  are  good.  For 
Na,  K,  NH4,  Ca,  and  Mg  borates,  methyl-orange  alone  is  efficient.  In 
the  presence  of  freshly  precipitated  alumina ,  phenacetolin  and  phenol¬ 
phthaleln  only  are  useful  for  estimation  of  alkalis.  All  are  good  for 
titration  of  acids,  and  give  delicate  end- reactions  with  HC1,  HN03 
and  H2SO4,  whilst  litmus,  rosolic  acid,  and  phenolphthaleln  only 
are  good  for  oxalic  acid,  and  phenolphthaleln  alone  for  JcHO, 
T(HO)2,  and  Ci(HO)3.  Phenolphthaleln  can  be  employed  as  indicator 
in  the  titration  of  several  fatty  and  resin  acids  and  natural  fats  with 
standard  alcoholic  potash.  D.  A.  L. 

Estimation  of  Chlorine,  Bromine,  and  Iodine  in  Presence  of 
one  another.  By  F.  M.  Lyte  (Ghem.  New-s ,  49,  4). — It  has  been 
shown  (this  vol.,  393 — 394)  that  bromine  decomposes  silver  chloride, 
and  that  iodine  decomposes  silver  bromide.  The  author  now  commu¬ 
nicates  a  convenient  method  of  applying  these  reactions  for  quantita¬ 
tive  purposes.  The  silver  precipitate,  containing  all  the  halogens,  is 
dried,  weighed,  and  then  dissolved  in  30  to  40  times  its  weight  of 
water,  by  adding  the  smallest  possible  quantity  of  potassium  cyanide. 
A  quantity  of  potassium  bromide  equal  in  weight  to  the  precipitate  is 
now  added,  and  the  cyanide  decomposed  by  excess  of  dilute  sulphuric 
acid.  The  precipitate  which  contains  bromide  and  iodide  (any  chlo¬ 
ride  being  now  bromide)  is  dried,  weighed,  and  then  redissolved  as 
before.  One  and  a  quarter  times  the  weight  of  the  original  precipi¬ 
tate  of  potassium  iodide  is  now  added,  the  cyanide  decomposed  as 
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above,  and  the  precipitate  dried  and  weighed.  The  quantity  of 
chlorine,  bromine,  and  iodine  present  is  easily  calculated  from  the 
differences  in  the  weights  of  the  three  weighings.  D.  A.  L. 

Improved  Form  of  Orsat’s  Apparatus  for  the  Estimation  of 
Oxygen.  By  J.  B.  C.  Kershaw  ( Chem .  News ,  49,  73 — 74). 

Volumetric  Estimation  of  Potash.  By  E.  Marchand  (Ann. 
Agronomjques,  9,  465 — 469). — The  basis  of  this  method  is  the  diminu¬ 
tion  of  acidity  caused  by  the  separation  of  insoluble  hydrogen  potas¬ 
sium  tartrate  from  a  mixture  of  sodium  hydrogen  tartrate  with  a 
neutral  solution  of  a  potassium  salt. 

Standard  sodium  hydrogen  tartrate  is  prepared  of  such  a  strength 
that  1  c.c.  will  precipitate  10  mgrms.  of  potash  (K20)  :  40  c.c.  of  this 
solution  are  added  by  means  of  a  pipette  to  10  c.c.  of  a  carefully 
neutralised  solution  containing  0*5  gram  of  the  potash  salt  to  be 
tested.  The  mixture  is  left  at  rest  during  the  night,  and  a 
similar  flask  containing  50  c.c.  of  water  is  placed  beside  it.  The  bulb 
of  a  minimum  thermometer  is  plunged  in  the  water  of  the  second 
flask,  and  the  lowest  temperature  reached  is  noted  in  the  morning.  A 
solution  of  cochineal  containing  0*L  gram  per  litre  is  used  as  indicator, 
and  the  10  c.c.  of  the  mother-liquor  from  which  the  cream  of  tartar 
has  separated  are  diluted  with  the  coloured  liquid  to  30  or  40  c.c.,  and 
titrated  with  standard  alkali  delivered  from  a  10  c.c.  burette  graduated 
to  c.c.,  but  so  narrow  that  c.c.  may  be  judged  by  the  eye 
(1  c.c.  occupies  about  3  cm.  of  this  burette).  The  burette  is  drawn 
out  to  a  capillary  jet  at  the  lower  end,  and  is  furnished  with  a  stop¬ 
cock  at  its  upper  end,  being  filled  by  suction  through  a  caoutchouc 
tube  attached  above  the  stopcock. 

The  quantity  of  standard  alkali  consumed  being  accurately  noted, 
the  required  percentage  of  potash  is  found  by  reference  to  a  table 
opposite  the  minimum  temperature  at  which  the  potassium  hydrogen 
tartrate  wTas  deposited.  Thus,  if  the  acidity  of  the  40  c.c.  of  standard 
sodium  hydrogen  tartrate  is  lowered  in  an  experiment  from  8  00  c.c. 
standard  alkali  to  2’ 79  c.c.,  with  a  minimum  temperature  of  9°,  the 
percentage  of  potash  in  the  salt  examined  is  found  to  be  56*3.  If 
under  the  same  circumstances  the  minimum  temperature  were  14°, 
the  percentage  would  be  58*8.  This  method  is  applicable  in  pre¬ 
sence  of  sodium,  calcium,  and  magnesium  salts,  and  succeeds  equally 
well  with  the  chloride,  nitrate,  or  sulphate  of  potassium.  Ammonium 
salts  must  of  course  be  absent.  The  standard  sodium  hydrogen  tar¬ 
trate  may  be  preserved  indefinitely  by  addition  of  a  little  camphor, 
if  kept  in  the  dark.  The  empirical  table  referred  to  above  is  not  yet 
published.  J.  M.  H.  M. 

Volumetric  Estimation  of  Mercury.  By  G.  Kroupa  (Chem. 
News ,  49,  14). — Recently  precipitated  mercurous  chloride  is  readily 
converted  into  sulphide  and  hydrochloric  acid  by  means  of  hydrogen 
sulphide  solution,  therefore  by  determining  the  chlorine  in  solution 
the  quantity  of  mercury  present  can  be  calculated.  With  mercuric 
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salts,  when  required,  a  sufficient  quantity  of  sodium  chloride  is  added, 
then  a  solution  of  ferrous  sulphate  and  potash.  The  mixture  is  well 
stirred,  and  after  a  few  minutes  is  strongly  acidified  with  dilute  sul¬ 
phuric  acid.  The  mercurous  chloride  thus  obtained  or  that  precipi¬ 
tated  direct  from  mercurous  salts,  is  filtered,  washed,  and  with  the 
filter  placed  in  and  covered  with  hydrogen  sulphide  solution.  The 
hydrochloric  acid  produced  is  neutralised  with  barium  carbonate,  the 
excess  of  hydrogen  sulphide  got  rid  of  by  means  of  zinc  acetate,  the 
zinc  sulphide  filtered  off,  well  washed,  and  the  chlorine  titrated  in  the 
filtrate.  D.  A.  L. 

The  Ammonia  Process  for  Water  Analysis.  By  N.  H. 

Darton  ( [Ghent .  News ,  49,  65 — 67). — In  the  ordinary  course  of  water 
analysis,  the  nou-ammoniacal  volatile  nitrogenous  (organic)  matters 
are  not  estimated,  because  they  do  not  act  on  Kessler  solution.  The 
author  determines  this  amount  of  nitrogen  by  dividing  the  distillate 
for  ammonia-testing  into  two  equal  parts  ;  the  one  part  he  Nesslerises 
in  the  ordinary  manner,  the  other  he  distils  with  ammonia-free  alka¬ 
line  potassium  permanganate  and  Nesslerises  the  distillate;  the  dif¬ 
ference  between  the  two  Kessler  testings  is  due  to  the  volatile 
organic  nitrogenous  matter  decomposed  during  the  second  distillation. 
The  author  considering  this  to  be  of  great  importance,  has  examined  the 
physiological  action  of  the  concentrated  volatile  nitrogenous  organic 
matter  obtained  from  various  pump- waters  from  the  cities  of  New 
York  and  Brooklyn  ;  these  waters  are  well  polluted,  and  contain 
plenty  of  these  nitrogenous  matters.  He  finds  that  when  injected 
under  the  skin  of  rabbits,  the  concentrated  nitrogenous  matters 
generally  produce  unpleasant  symptoms,  mostly  of  diarrhoea,  some¬ 
times  accompanied  by  vomiting,  and  frequently  followed  by  death. 
By  subsequent  experiments,  he  shows  that  these  effects  are  really  due 
to  the  matters  in  question,  and  accounts  for  their  varying  in  action 
by  assuming  that  these  volatile  matters  include  both  virulent  and 
harmless  a  mine- compounds.  The  following  is  the  manner  of  concen¬ 
trating  these  matters  : — 5  litres  of  water  are  distilled  in  half  litres  at 
a  time,  collecting  in  each  case  100  c.c. ;  the  litre  of  combined  dis¬ 
tillates  is  subjected  to  similar  treatment,  and  the  two  100  c.c.  thus 
obtained  are  mixed,  treated  with  the  calculated  quantity  of  phosphoric 
acid  to  fix  free  ammonia,  distilled,  and  50  c.c.  -of  distillate  collected, 
and  after  redistilling,  is  found  to  be  free  from  ammonia.  In  this  way 
two-thirds  (of  the  amount  found  by  analysis)  of  the  ammonia  of 
the  volatile  nitrogenous  matter  is  obtained,  other  bodies,  chemical 
and  organised,  being  left  behind.  In  some  injection  experiments  the 
original  waters  were  found  to  produce  symptoms  similar  to  those 
induced  by  the  concentrated,  thus  supporting  the  suggestion  of  the 
pre-existence  of  those  substances  in  the  waters.  D.  A.  L. 

Estimation  of  Tannin  in  Vegetable  Products.  By  M.  Perret 
( Chem .  News ,  49,  52). — -In  the  process  recommended,  the  clear  aqueous 
extract  of  the  substance  under  examination  is  concentrated,  and 
while  warm  is  mixed  with  a  measured  quantity  of  solution  of  egg- 
albumin  in  excess,  heated  to  100°,  decinormal  aluminium  sulphate 
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is  then  run  in  from  a  burette  until  the  deposit  becomes  granular  and 
settles  down.  This  is  filtered  on  a  tared  filter,  washed,  dried,  and 
weighed.  The  weight  of  the  tannin  is  obtained  by  deducting  the 
weight  of  the  albumin  and  aluminium  sulphate  added,  as  well  as  the 
weight  of  the  filter-paper  from  the  total  weight.  D.  A.  L. 
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Coal-gas  as  a  Source  of  Heat.  By  T.  Fletcher  ( Chem .  News, 
49,  74 — 86). 

Zinc  in  Drinking  Water.  By  C.  W.  Heaton  ( Chem .  News,  49, 
85). — Water  from  a  spring  at  Penderry  of  the  composition  given 
below  was  passed  for  about  half  a  mile  through  a  galvanised  iron  pipe, 
with  the  following  result : — 


Grains  per  gallon. 

, - 

Constituents. 

Spring. 

Pipe. 

Total  solids  . 

10-80 

18-90 

Chlorine  . 

1-47 

1-45 

Ammonia . 

none 

0-008 

Nitrogen  as  nitrate . 

Zinc  carbonate  in  solution  in  car- 

0-056 

none 

bonic  acid . 

none 

6-41 

This  result  was  confirmed  in  a  subsequent  experiment,  when  the 
solution  of  the  zinc  was  effected  by  passing  a  stream  of  oxygen  and  car¬ 
bonic  anhydride  for  half  an  hour  through  distilled  water  containing 
fragments  of  the  pure  metal.  The  author  remarks  on  the  reduction 
of  nitrates  to  ammonia  by  the  action  of  zinc.  D.  A.  L. 

Use  of  Carbolic  Acid  in  the  Disinfection  of  Sewage.  By 

O.  Kellner  and  others  ( Landw .  V er sucks. -S tat.,  30,  52 — 58). — 
During  a  cholera  epidemic  in  Japan,  1882,  the  Government  ordered 
that  all  human  excrement  should  be  treated  with  carbolic  acid  and 
ferrous  sulphate.  This  description  of  manure  is  that  most  largely 
used  in  Japanese  agriculture,  and  when  the  farmers  refused  to  pur¬ 
chase,  fearing  to  injure  their  crops  by  the  disinfectants,  it  became  a 
serious  matter  for  both  towns  and  country.  With  a  view  of  learning 
whether  the  use  of  carbolic  acid  was  really  hurtful  to  growing  crops, 
the  Government  ordered  experiments  to  be  made  at  their  experimental 
farm.  The  mode  of  cultivation  in  Japan  is  particularly  adapted  to 
show  injurious  properties  in  the  manure  if  it  possessed  any,  as  the 
manure  is  spread,  or  distributed  if  fluid,  immediately  before  sowing, 
and  the  seeds  put  in  immediately.  The  experiment  consisted  in 
steeping  a  number  of  seeds  for  a  certain  time  in  solutions  of  carbolic 
acid  of  different  strengths,  then  placing  them  between  filter-paper  in 
vol.  xlvi.  3  a 
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covered  beakers  until  germination  took  place,  the  papers  being  fre¬ 
quently  moistened  with  the  proper  solution.  Parcels  of  200  seeds 
each,  of  Phaseolus  radiatus ,  were  placed  for  42  hours  in  100  c.c.  of  the 
following  concentrations  and  inspected  at  regular  periods. 


Experiment  . . 

1. 

2. 

3. 

4. 

5. 

6. 

Per  cent,  carbolic  acid  . . 

0 

0*025 

0*05 

0*10 

0*15 

0*20 

Hours  after  steeping. 

Number  of  seeds  germinated. 

48 

40 

34 

21 

72 

52 

43 

30 

8 

— 

— 

96 

38 

44 

52 

6 

— . 

— 

120 

13 

22 

28 

2  ; 

■ — 

— 

144 

8 

6  1 

10 

6 

— 

— 

168 

5 

15 

13 

4 

— 

— 

192 

17 

10 

12 

10 

— 

— 

8  days 

173 

! 

174 

166 

36 

_ 

i  _ 

Per  cent . . . 

86  '5 

87 

83 

18 

_ 

According  to  these  figures,  a  solution  of  005  of  carbolic  acid  in 
100  c.c.  water  clearly  weakened  the  germinating  power  of  the  seeds, 
and  with  a  solution  of  0*1  per  cent,  only  one- third  of  the  possible 
seeds  germinated,  and  in  all  cases  the  acid  delayed  the  process  of  ger¬ 
mination.  A  second  series  of  experiments  was  made  with  wheat,  the 
results  being  similar,  the  acid  in  all  cases  delaying  germination. 
Field  experiments  were  then  undertaken,  and  the  injurious  effects  of 
the  disinfected  manure  showed  in  the  growth  of  wheat  and  barley 
when  the  land  was  cultivated  in  the  manner  usual  in  Japan,  but  when 
the  manure  was  applied  earlier,  for  example  in  October,  ploughed  in 
and  left  to  the  rains  of  winter,  the  author  thinks  the  carbolic  acid 
was  carried  into  the  subsoil  out  of  the  reach  of  the  roots.  Wheat, 
barley,  and  buckwheat  behaved  in  a  similar  manner,  the  injurious 
effects  of  the  acid  being  but  feebly  apparent  when  the  manure  was 
applied  early.  J.  F. 

Formation  of  Sulphuric  Acid  in  the  Lead  Chambers.  By 

Gr.  Lunge  ( Ghem .  News ,  49,  13 — 14). — This  communication  is  based 
on  results  of  observations  made  in  a  works  in  Switzerland.  Firstly, 
with  regard  to  nitrogen  peroxide ;  as  this  substance  takes  no  part  in 
the  formation  of  sulphuric  acid,  its  presence  is  not  necessary  in  the 
lead  chambers ;  in  fact,  it  is  only  a  secondary  product  formed  under 
special  conditions.  For  example,  it  is  produced  in  the  last  chamber 
when  there  is  a  large  excess  of  nitrous  gas,  and  where  the  quantity 
of  sulphuric  acid  formed  is  small.  Its  production  is  apparently 
greatly  favoured  by  absence  or  reflux  of  sulphurous  acid,  whilst  it  is 
not  affected  by  the  amount  of  oxygen  present.  Nitrogen  peroxide  is 
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never  found  in  tower  acid  (compare  Abstr.,  1882,  1010,  1162).  When 
the  gaseous  mixture  in  the  chambers  is  yellow,  there  is  considerable 
loss  in  nitrous  anhydride  and  nitrogen  peroxide  in  the  Guy-Lnssac 
tower,  when,  on  the  other  hand,  it  is  colourless,  the  loss  as  nitrate  is 
great,  and  the  escaping  gases  contain  nitric  oxide,  sulphurous  anhy¬ 
dride,  and  only  traces  of  the  above  gases.  The  oxidation  of  sulphurous 
anhydride  goes  on  rapidly  at  first,  75  per  cent,  is  converted  into  sul¬ 
phuric  acid  by  the  time  the  gaseous  mixture  has  reached  the  centre 
of  the  first  chamber ;  only  4  per  cent,  more  undergoes  conversion 
from  the  centre  to  the  end  of  this  chamber,  whilst  10  per  cent,  is 
changed  in  the  pipe  connecting  chambers  1  and  2.  The  employment 
of  a  series  of  several  chambers  connected  by  small  pipes  is  very 
favourable  to  the  good  working  of  a  plant ;  the  pipes  seem  to  effect 
the  compression,  and  therefore  the  more  intimate  mixture  of  the 
gases.  The  mixture  of  the  gases  is  complete  in  the  centre  of  the  first 
chamber  (compare  Abstr.,  1883,  129),  the  composition  being  constant 
at  different  heights,  there  is,  however,  in  the  centre  from  0T  to  0*2 
per  cent,  more  sulphurous  anhydride  than  along  the  sides.  The 
temperature  rises  5°  to  6°  in  the  first  quarter  of  the  first  chamber,  and 
then  falls  slowly,  the  decrease  becoming  stronger  towards  the  end  of  the 
series  of  chambers.  In  the  middle  of  first  chamber,  the  temperature 
at  the  bottom  is  5°  lower  than  at  the  top.  The  temperature  is  about 
the  same  whether  steam  or  water  spray  is  employed.  Increasing  the 
size  of  chambers  for  the  same  quantity  of  sulphur  causes  a  diminution 
of  temperature.  The  cooling  effect  of  the  sides  of  the  chambers  scarcely 
penetrates  more  than  25  cm.  into  the  interior,  for  example  :  external 
temperature  being  19°,  at  5  to  10  cm.  from  the  side  reduction  of  tem¬ 
perature  is  2°,  at  10  to  25  cm.  only  1°  ;  whilst  from  25  cm.  (from 
side)  to  centre  of  chamber  difference  is  5°,  and  from  side  to  centre 
8°.  D.  A.  L. 

Barium  and  Strontium  in  a  Boiler  Incrustation.  By  C.  L. 

Bloxam  ( Chem .  News ,  49,  3). — The  incrustation  examined  was 
deposited  in  a  kitchen  boiler  from  water  from  a  deep  chalk  well  in 
Harrow,  which  contained,  in  grains  per  gallon,  14*48  S03,  8*88  Cl, 
7*21  CaO  (SrO,BaO),  5*61  MgO,  15*20  Na20,  12*60  C02  (combined), 
1*28  Si02.  The  deposit  contained  only  a  small  quantity  of  barium 
sulphate,  but  1*54  per  cent,  of  strontium  sulphate.  The  precipitates 
of  both  these  metals  were  examined  spectroscopically. 

H.  A.  L. 

Sorgho-sugar  Making  in  America.  By  G.  Dureau  and  Pellet 
(Bied.  Gentr .,  1883,  788). — The  yield  of  sap  from  100  kilos,  sorgho- 
stalk  is  65  kilos.,  containing  12*5  per  cent,  crystallisable  sugar,  and 
3*7  per  cent,  molasses.  Pellet  finds  in  raw  sorgho-sugar  92  per  cent, 
sugar  and  2*56  per  cent,  glucose.  J.  K.  C. 

Composition  of  Residues  obtained  in  the  Beet-sugar  Manu¬ 
facture.  By  A.  Pagnoul  ( Bied .  Gentr.,  1883,  789).  —  In  fresh  residues, 
the  sugar  varies  from  6*5  to  0*48  per  cent.,  the  former  being  obtained 
from  the  hydraulic  press,  and  the  latter  by  maceration ;  the  percentage 
of  nitrogenous  substance  varies  from  six  in  the  former  to  twelve  in 


700 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


the  latter.  Similar  differences  are  observable  in  the  residues  which 
have  been  kept.  J.  K.  C. 


Russian  Cheese.  By  A.  Kalantaroff  {Bled.  Gentr .,  1883,  719). 
— Five  analyses  are  given  as  follows: — 


Constituent.  i 

1. 

2. 

3. 

4. 

5. 

Water . 

32-51 

35  *44 

34-68 

31-26 

Fat . . . 

29-68 

28-97 

32-53 

32-94 

Albuminoids . 

26*16 

28  -81 

24  *15 

24-54 

Ash  . . . . . 

5-96 

7-44 

6-21 

4-92 

4 -30 

Non-nitrogenous  matter  and  loss  ..... 

6  74 

4-21 

0-57 

3-72 

6-90 

Per  cent,  sodium  chloride  i  jn  eSe 

[_  m  ash  .... 

2-41 
42  -35 

4 '78 
64 '25 

3  09 
49  -76 

1-63 
33  13 

1*45 

32-26 

B.  A.  L. 


Action  of  Aluminium  Sulphite  on  Manganic  Hydroxide. 

By  G.  ScurATI-Manzoni  ( Gazzetta ,  13,  567). — It  is  well  known  that 
stannous  chloride  converts  manganic  hydroxide  into  soluble  mangan¬ 
ous  chloride,  and  is  itself  converted  into  insoluble  stannic  acid — a 
reaction  which  is  utilised  for  facilitating  the  fixation  of  certain  colours 
on  cotton  and  wool  fibres,  the  stannic  acid  acting  as  a  mordant.  How, 
aluminium  sulphate  acts  in  exactly  the  same  way,  giving  rise  to 
soluble  manganous  sulphite  and  insoluble  aluminium  hydroxide,  which 
is  deposited  on  the  fibre,  and  renders  it  capable  of  receiving  a  dye. 
In  the  bleaching  of  textile  fibres  with  potassium  permanganate,  the 
cleansed  or  scoured  fibres  are  coloured  brown  by  the  manganic 
hydroxide  produced,  and  require  to  be  bleached  by  sulphurous  acid. 
Now,  by  employing  aluminium  sulphite  instead  of  sulphurous  acid, 
the  bleaching  and  aluming  of  the  fibres  may  be  effected  in  one  and 
the  same  operation.  H.  W\ 

Action,  of  Sunlight,  Daylight,  and  Electric  Arc  Light  on 
Water  and  Oil  Colours  used  in  Dyeing  and  Painting.  By  M. 

Decatjx  ( Ghem .  News ,  49,  51). — The  colours  in  wool  dyed  in  the  vat 
with  Prussian  blue,  cochineal,  madder,  weld,  and  fustic,  are  more 
permanent  than  those  obtained  with  Nicholson  blue,  magenta,  jaune 
d'or,  and  picric  acid.  Naphthol  carmine,  orange  No.  2,  chrysoidine, 
and  artificial  alizarin,  are  more  stable  than  other  coal-tar  colours. 
Pigments  are  divided  into  permanent,  moderately  permanent,  and 
fugitive.  Used  with  water,  all  the  most  beautiful  reds,  carmine, 
carmine  lake,  most  madder  lakes,  and  vermilion  are  classed  as  fugitive. 
With  oil,  madder  lakes  are  moderately  permanent.  The  electric  arc 
light  acts  like  sunlight,  but  with  one-fourth  the  power. 


D.  A.  L. 
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Absorption  Spectrum  of  Water.  By  J.  L.  So  ret  and  E. 

Sarasin  ( Gompt .  rend .,  98,  624 — 626). — A  beam  of  light  passed 
through  a  thickness  of  2*2  metres  of  water  shows  a  faint  and  narrow 
absorption-band  in  the  orange  at  about  wave-length  6000.  With  a 
thickness  of  3' 3  metres,  this  band  is  slightly  more  distinct  and  there 
is  general  absorption  of  the  extreme  red,  and  with  a  thickness  of  4' 5 
metres  the  absorption-band  is  darker,  but  still  remains  faint,  and  the 
general  absorption  in  the  red  is  increased.  This  absorption-band  is 
observed  with  water  from  different  localities,  with  ordinary  distilled 
water,  and  with  most  carefully  purified  distilled  water,  and  it  must 
therefore  be  due  to  the  water  itself  and  not  to  any  substance  dissolved 
in  it. 

Even  with  a  thickness  of  8  metres,  the  authors  were  unable  to  dis¬ 
tinguish  the  absorption-band  between  a  and  b  seen  by  Vogel  in  the 
light  in  the  grotto  of  Capri,  hence  it  would  seem  that  this  band  is  due 
to  some  substance  in  solution  in  sea  water.  C.  H.  B. 

Influence  of  the  Chemical  Nature  and  Pressure  of  Gases  on 
the  Generation  of  Electricity  by  an  Induction  Machine.  By 

W.  Hempel  (Ber.,  17,  145 — 148). — A  Topler’s  induction  machine 
was  so  arranged  in  a  glass  case,  that  it  could  be  worked  in  an  atmo¬ 
sphere  of  gas  at  any  required  pressure.  The  results  showed  that  with 
air  at  2  atmospheres  pressure,  an  amount  of  electricity  was  developed 
about  twice  as  great  as  at  1  atmosphere  pressure  under  like  conditions, 
whilst  on  diminishing  the  pressure  to  \  atmosphere,  scarcely  any 
electricity  was  generated.  With  regard  to  the  influence  of  different 
gases,  it  was  found  that  on  working  under  like  conditions  in  hydrogen, 
air,  and  carbonic  anhydride,  the  quantities  of  electricity  obtained  had 
the  ratios  9  :  45  :  47.  A.  J.  G. 

The  Clausius-Williamson  Hypothesis.  By  S.  Arrhenius  ( Ber 
17,  49 — 52). — This  is  a  reply  to  Jahn  (Ber.,  16,  2449)  in  defence  of 
the  above  hypothesis. 

Freezing  Point  of  Solutions  of  Salts  of  the  Alkali-metals. 

By  E.  M.  Raoult  {Compt.  rend.,  98,  509 — 512.  Compare  Abstr., 
1883,  pp.  7,  278,  952,  and  this  vol.,  254). — The  author  has  extended 
his  researches  to  solutions  of  various  salts  of  the  alkali-metals.  The 
results  are  given  in  tables,  and  the  salts  employed  are  divided  into 
five  groups.  The  first  group  consists  of  normal  or  acid  salts  which 
contain  one  atom  of  the  alkali-metal,  and  in  this  group  the  molecular 
reduction  of  the  freezing  point  varies  between  27  and  36,  the  mean 
being  32.  Normal  salts  of  oxyacids  give  a  reduction  approaching  31 ; 
normal  salts  of  hydracids  give  a  reduction  approaching  35.  The 
rare  instances  in  which  the  reduction  approaches  27  are  di-acid 
salts,  which  are  partially  decomposed  by  water.  The  second  group 
vol.  xlyi.  3  b 


702 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


consists  of  salts  which  contain  two  atoms  of  the  metal ;  the  molecular 
reduction  is  about  40.  Salts  containing  three  atoms  of  the  metal 
give  a  molecular  reduction  of  about  48,  but  this  number  is  somewhat 
too  high,  because  these  salts  are  partially  decomposed  by  water.  Salts 
which  contain  four  atoms  of  the  metal,  e.g.,  pyrophosphates  and 
ferro cyanides,  produce  a  molecular  reduction  of  about  47.  The  fifth 
group  contains  potassium  ferricyanide  and  cobalticyanide,  which  are 
regarded  as  containing  six  atoms  of  the  base  in  the  molecule.  The 
molecular  reduction  is  about  96,  a  number  which  is  quite  abnormal, 
and  indicates  that  the  molecular  weight  ascribed  to  these  salts  is, 
when  they  are  in  solution,  double  the  true  molecular  weight. 

C.  H.  B. 

Law  of  Thermo-Gheniieal  Moduli  or  Constants  of  Substitu¬ 
tion.  By  Bebthelot  ( Coinpt .  rend .,  98,  400). — The  author  shows 
that  this  law  is  altogether  inapplicable  to  soluble  salts  of  mercury. 
Tommasi  considers,  however  (ibid.,  637),  that  the  heats  of  formation 
of  these  salts  have  not  yet  been  determined  with  sufficient  accuracy. 

C.  H.  B. 

Absorption  of  Gases  of  Platinum.  By  Berthelot  (Ann.  Chim. 
Phys.  [5],  80,  519 — 538). — A  study  of  the  phenomenon  of  electrolytic 
polarisation  induced  the  author  to  investigate  the  heat  changes  involved 
in  the  absorption  of  gases  by  platinum.  Three  forms  of  the  metal 
were  used,  viz.,  platinum- dust,  metal  reduced  by  formic  acid,  and 
platinum-black;  the  action  on  them  of  oxygen  and  hydrogen  was 
studied.  The  method  of  investigation  is  also  given  in  detail. 

Platinum- dust. — From  the  experimental  results  it  is  deduced  that 
for  every  gram  of  hydrogen  absorbed  by  the  dust  and  susceptible  of 
oxidation  in  the  cold  by  oxygen,  heat  is  developed  9*5  cal. 

Metal  Reduced  by  Formic  Acid. — This  form  seems  to  combine  with 
hydrogen  in  two  successive  stages,  one  hydride  being  oxidised  by 
oxygen  in  the  cold,  but  the  other  only  at  high  temperatures.  The 
results  were  as  follows  : — 

Cal. 

1.  Formation  of  hydride  saturated  ■with  hydrogen, 

Ptx  4“  H3  PtxH3  . .  4"  42*6 

2.  Formation  of  the  same  from  an  unsaturated 

hydride*  PtxH2  4-  H  =  PtxH2 . . .  4-  8 *7 

Therefore 

3.  Formation  of  the  unsaturated  hydride  from  its 

elements  Ptx  4-  H2  =  Ptx  4-  H2 . - .  =  33*0 

In  the  production  of  this  latter  17*0  cal.  are  developed  for  every 
equivalent  of  hydrogen..  The  value  for  x  in  the  above  formulae  is 
approximately  60 ;  the  formula  of  the  hydrides  is  thus  Pt60H3  and 
Pt6oH2. 

Platinum-blach. — The  results  obtained  with  this  form  are  not 
sufficiently  definite,  the  phenomenon  being  complicated  by  the  presence 
of  some  suboxide,  which  absorbs  and  reacts  with  the  hydrogen. 

Absorption  of  Oxygen. — The  quantity  of  heat  developed  in  the 
absorption  of  oxygen  by  platinum  is  very  small,  and  the  results  here 
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adduced  are  probably  too  high.  The  relative  volume  of  the  oxygen 
absorbed  to  the  platinum  is  too  small  for  calculation. 


Weight 

Form  of  metal.  of  metal. 

Platinum-dust  .  11 76 

Platinum  reduced  by  formic 

acid .  66' 3 

Platinum-black . .  — 


Heat 

developed. 

0'0083  cal. 

0-0094  „ 
0-0180  „ 


As  regards  the  last  results,  it  was  observed  that  the  heat  developed 
was  diminished  each  time  that  the  metal  was  heated  to  200°  in  a 
vacuum  ;  this  diminution  seems  to  point  to  a  change  in  state  of  the 
platinum-black  on  heating. 

These  investigations  show  that  the  electromotive  force  required  to 
decompose  water  in  the  presence  of  platinum  is  equivalent  to  the 
difference  between  the  heat  changes  corresponding  with  the  separation 
of  hydrogen  and  oxygen  (4-  34‘5  cal.),  and  the  sum  of  the  heat 
changes  corresponding  to  the  formation  of  the  first  hydride  (  4-  17  cal.) 
and  of  the  suboxide  of  platinum.  This  last  factor  is  unknown,  but  is 
doubtless  considerable.  The  energy  necessary  for  the  change  is  pre¬ 
sent  in  the  system  at  the  commencement  of  the  reaction,  but  is 
arrested  temporarily  by  the  chemical  changes  supervening  on  the 
surface  of  the  platinum. 

The  phenomenon  of  the  so-called  spontaneous  combustion  of 
hydrogen  and  oxygen  in  presence  of  platinum  can  also  be  explained 
by  the  aid  of  these  researches ;  at  first  the  unstable  hydride  of 
platinum  is  formed,  with  development  of  heat,  and  this  is  oxidised  by 
the  oxygen  with  a  still  further  development  of  heat.  By  a  continued 
repetition  of  the  above  changes,  the  platinum  is  raised  to  the  ten: 
perature  necessary  for  the  ignition  of  the  gaseous  mixture.  This 
explanation  conforms  to  the  observed  succession  of  phenomena. 

y.  h.  y. 


Reciprocal  Displacements  of  Hydrofluoric  Acid  and  other 
Acids.  By  Berthelot  and  Guntz  ( Compt .  rend.,  98,  395 — 399). — - 
A  comparison  of  the  quantities  of  heat  developed  in  each  of  the  four 
reactions  which  may  take  place  between  hydrofluoric  and  hydro¬ 
chloric  acids  and  the  corresponding  potassium  salts,  shows  that  in 
every  case  the  maximum  thermal  effect  corresponds  with  the  forma¬ 
tion  of  potassium  hydrogen  fluoride,  and  this  conclusion  is  verified  by 
experiment.  If  a  current  of  dry  hydrochloric  acid  gas  is  passed  over 
dry  potassium  fluoride  at  the  ordinary  temperature,  the  hydrochloric 
acid  is  absorbed,  and  potassium  chloride  and  potassium  hydrogen 
fluoride  are  formed,  but  no  hydrofluoric  acid  is  given  off.  If,  however, 
the  substances  are  heated,  the  acid  fluoride  decomposes  into  hydro¬ 
fluoric  acid,  which  is  given  off,  and  the  normal  fluoride.  The  latter 
is  converted  by  a  further  quantity  of  hydrochloric  acid  into  the 
chloride  and  acid  fluoride  ;  this  acid  fluoride  is  in  its  turn  dissociated, 
and  the  same  series  of  changes  goes  on  until  the  whole  of  the  fluoride 
is  converted  into  chloride.  In  the  same  way,  when  dry  hydrofluoric 
acid  gas  acts  on  potassium  chloride  in  the  cold,  hydrochloric  acid  is 

3  b  2 
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given  off,  and  potassium  hydrogen  fluoride  is  formed,  but  at  a 
moderately  high  temperature  the  chloride  is  gradually  converted  iuto 
the  normal  fluoride. 

If  these  substances  are  in  solution,  the  base  is  unequally  divided 
between  the  two  acids,  as  Thomsen  has  previously  shown,  but  the 
authors  regard  this  result  as  due  entirely  to  the  formation  of  potas¬ 
sium  hydrogen  fluoride  and  its  partial  dissociation  in  presence  of  water, 
and  not,  as  Thomsen  supposes,  to  a  special  coefficient  of  affinity 
proper  to  each  acid.  The  results  of  experiment  are  in  complete  agree¬ 
ment  with  the  deductions  from  thermochemical  data :  whether  the 
substances  are  solid  or  in  solution,  the  maximum  thermal  effect  cor¬ 
responds  with  the  formation  of  the  acid  fluoride. 

Precisely  similar  results  are  obtained  with  nitric  acid :  in  the  case 
of  sulphuric  acid,  an  acid  sulphate  and  an  acid  fluoride  are  first 
formed,  but  are  afterwards  decomposed  by  heat. 

In  the  case  of  acetic  acid,  thermochemical  data  indicate  that  the 
base  will  be  divided  between  the  two  acids,  and  this  is  confirmed  by 
experiment.  The  partial  displacement  of  hydrofluoric  acid  by  acetic 
acid  is  due  to  the  formation  of  the  acid  fluoride.  Oxalic  and  tartaric 
acids,  whether  solid  or  in  solution,  behave  in  a  similar  manner,  the 
acid  fluoride  being  formed  together  with  the  acid  tartrate  or  oxalate 
as  the  case  may  be. 

Similar  considerations  indicate  that  hydrofluoric  acid  should  be 
partially  displaced  by  hydrocyanic  acid,  and  it  is  found  that  at  a  dull 
red  heat  there  is  a  sensible  displacement  of  hydrofluoric  acid,  with 
formation  of  potassium  cyanide.  In  the  cold  the  same  change  also 
takes  place,  but  more  slowly.  Inversely,  hydrofluoric  acid  decomposes 
potassium  cyanide  with  formation  at  first  of  the  acid  fluoride. 

C.  H.  33. 

Hydrogen  Potassium  Fluoride  in  Solution.  By  Guntz  ( Compt . 
rend.,  98,  428 — 481). — The  proportion  of  hydrogen  potassium 
fluoride  existing  in  a  solution  is  diminished  by  dilution,  but  increases 
with  an  increase  in  the  proportion  of  hydrofluoric  acid.  When  the 
normal  potassium  fluoride  is  added  to  a  solution  of  hydrofluoric  acid, 
the  amount  of  acid  fluoride  formed  increasas  with  the  proportion  of 
normal  fluoride.  The  conditions  of  equilibrium  are  analogous  to 
those  observed  by  Berthelot  and  Pean  de  Saint- Gilles  in  the  forma¬ 
tion  of  ethers  ;  in  both  cases,  the  effect  of  the  acid  is  greater  than  that 
of  the  other  compound  (normal  salt  or  alcohol). 

For  the  degree  of  dilution  employed  in  these  experiments  (1  gram- 
equivalent  in  2  kilos.),  the  amount  of  dissociation  is  twice  as  great  in  a 
solution  containing  equal  equivalents  of  the  normal  salt  and  acid,  as 
in  a  solution  containing  a  large  excess  of  normal  salt,  and  two  and  a 
half  times  as  great  as  in  a  solution  containing  a  large  excess  of  acid. 

C.  H.  B. 

Double  Salts  formed  by  Fusion.  By  Berthelot  and  Ilosvay 
(Ann.  Chim.  Phys.  [5],  29,  295 — 842). — This  paper  contains  an 
account  of  the  study  of  the  thermal  phenomena  attending  the  produc¬ 
tion  by  fusion  of  a  large  number  of  double  salts. 

The  method  of  investigation  consisting  in  the  determination  (1)  of 
the  heat  of  solution  of  the  simple  salts  used  ;  (2)  of  the  heat  of  solu- 
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tion  of  the  same  after  fusion  ;  (3)  the  heat  of  solution  of  the  double 
salts  immediately  after  preparation,  and  also  after  keeping  for  some 
time.  The  results  obtained  have  enabled  the  authors  to  draw  the 
following  conclusions.  A  large  number  of  double  salts  can  be  pre¬ 
pared  by  fusion,  such  as  double  chlorides,  chlorobromides,  double 
carbonates,  and  double  sulphates,  which  retain  even  at  the  ordinary 
temperature  a  positive  heat  of  formation ;  these  form  stable  com¬ 
pounds,  and  may  also  be  prepared  in  the  wet  way.  On  the  other 
hand,  the  heat  of  solution  of  some  systems  of  double  salts  is  greater 
than  the  sum  of  those  of  their  constituents.  The  instability  of  these 
systems  is  shown  by  this  difference  gradually  decreasing  after  the 
double  salts  have  been  kept  for  some  time.  Further,  the  heat  dis¬ 
engaged  when  a  system  assumes  its  final  state  becomes  less  as  a  rule 
in  the  case  of  simple  salts  than  in  that  of  systems  formed  by  the 
fusion  of  two  mixed  salts,  which,  in  all  probability,  may  be  due  to  the 
existence  at  the  temperature  of  fusion  of  the  double  salts  belonging 
to  the  same  chemical  types  as  the  double  chlorides,  chlorobromides, 
double  sulphates,  and  double  carbonates.  Such  are  the  double 
chlorides  of  potassium,  and  of  sodium,  or  of  barium,  or  strontium, 
&c.  :  compounds  becoming  endothermic  in  cooling,  but  which  are 
analogous  to  the  double  chlorides  of  potassium  and  of  magnesium,  or 
of  calcium,  the  formation  of  which  remains  exothermic  in  the  cold. 
So  also  the  chlorobromide,  chloriodide,  and  iodobromide  of  potassium 
are  endothermic  compounds  in  the  cold,  but  are  analogous  to  the 
chlorobromide  of  barium,  which  remains  exothermic  in  the  cold.  In 
like  manner  the  double  sulphates  of  potassium,  of  sodium,  or  of 
barium,  or  of  strontium,  are  endothermic  in  the  cold,  although  they 
are  analogous  to  the  double  sulphates  of  magnesium,  the  formation  of 
which  remains  exothermic  in  the  cold.  A  similar  instance  is  found 
in  the  case  of  the  double  carbonate  of  potassium  and  barium,  which 
is  endothermic  in  the  cold,  but  is  analogous  to  the  double  carbonate 
of  potassium  and  sodium.  The  authors  point  out  that  it  is  quite 
possible  that  the  association  of  two  simple  salts  may  give  rise  to  com¬ 
binations  which  remain  exothermic  at  the  ordinary  temperature, 
whilst  other  combinations  differing  in  the  relative  amounts  of  the 
constituents  become  endothermic  in  the  process  of  cooling.  The 
doable  carbonate  of  potassium  and  sodium  exhibits  the  same  phe¬ 
nomenon. 

The  systems  K2C03  +  Na2C03,  K2C03  -f  2Na2C03,  and  2K2C03  -f 
Na^CCb,  become  exothermic  from  the  first  moments  of  cooling.  The 
following,  Na2C03  +  3K2C03,  K2C03F5Na2C03  and  Na2C03+  4K2C03, 
become  exothermic  after  some  time,  and  finally  the  system  K2Co3  + 
4Na2C03  remains  endothermic  to  the  end  of  two  months.  Some 
double  salts  in  the  anhydrous  state  are  endothermic  at  the  ordinary 
temperature,  but  may  become  exothermic  by  the  aid  of  water  of  crys¬ 
tallisation  ;  again,  the  formation  by  fusion  of  the  double  anhydrous 
salts  may  be  attended  with  development  of  heat.  The  double  salts  of 
the  different  kinds  just  described  play  a  very  important  part  in  many 
reactions  and  metamorphoses  produced  in  the  dry  way. 

As,  for  instance,  the  crystallisation  of  barium  sulphate  and 
strontium  sulphate  from  their  double  sulphates.  Barium  carbonate 
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also  crystallises  at  the  expense  of  the  fusible  doable  carbonate  con¬ 
taining  it.  The  crystalline  silicates  formed  by  the  devitrification  of 
glass,  the  formation  of  corundum,  ruby,  and  the  crystalline  silicates, 
as  obtained  by  Fremy  and  Feil,  are  all  formed  under  conditions  of  the 
same  order  ;  in  other  words,  double  salts  are  first  formed  by  fusion , 
from  which  their  components  separate  in  the  crystalline  state  by  the 
dissociation  and  final  decomposition  of  the  double  salts,  this  decompo¬ 
sition  taking  place  at  times  at  the  moment  of  solidification,  at  others 
slowly  in  the  solidified  mass,  but  never  without  a  continuous  and 
characteristic  development  of  heat.  The  most  important  application 
of  the  existence  of  these  double  salts  is  to  be  found  in  their  interven¬ 
tion  in  such  double  decompositions  as  that  of  barium  sulphate  by 
potassium  and  sodium  carbonates  by  fusion.  Reactions  of  this 
character  are  never  complete,  when  equivalent  quantities  are  used, 
requiring  as  they  do  for  their  completion  an  excess  of  the  carbonates 
of  the  alkali- metals.  The  true  reaction  does  not  take  place  between 
four  simple  salts  alone — such  as  barium  carbonate  and  sodium  car¬ 
bonate,  or  barium  sulphate  and  sodium  sulphate ;  double  carbonates 
of  barium  and  of  sodium,  and  double  sulphates  of  barium  and  sodium 
are  formed,  the  dissociation  of  which  double  salts  results  in  the  forma¬ 
tion  of  the  simple  salts  derived  from  them.  If  the  latter  be  elimi¬ 
nated  their  formation  becomes  complete,  if  they  remain  in  the 
presence  of  tbeir  components  then  their  formation  is  limited  in  a 
definite  manner  by  the  dissociation  of  the  double  salts  to  an  extent 
dependent  on  their  relative  proportions,  the  conditions  regulating 
this  species  of  reaction  being  exactly  similar  to  those  which  obtain  in 
reactions  between  salts  in  solution.  In  both  cases,  the  equilibrium  is 
effected  by  the  intervention  of  secondary  compounds  existing  in  a 
state  of  partial  decomposition.  P.  P.  B. 

Some  Mercuric  Salts.  By  Berthelot  (Ann.  Chim.  Phys.  [5], 
29,  351 — 353). — Mercuric  acetate,  Hg(C2H302)2,  forms  white  well- 
defined  crystals,  is  easily  soluble  in  cold  water,  its  solution  decom¬ 
poses  on  boiling  or  keeping  with  formation  of  basic  salts.  The  heat 
produced  by  neutralising  mercuric  oxide  by  acetic  acid  was  found 
indirectly  to  be  3*04  cal.,  and  by  direct  experiment  to  be  +  3T7. 

Heat  of  Formation  of  Mercuric  Acetate.  — (1.)  From  its  elements — 

C4  (diamond)  +  H6  +  Hg  +  04  =  C4H6Hg04 

=  +112-1  (cal). 

(2.)  Hydrated  solid — 

2C2H402  (crystalline)  +  HgO  +  H20  (solid) 

=  C4H6Hg04  (cryst.)  +  2H20  (solid)  =  +3*2  (cal.) 

(3.)  From  anhydrous  acid — 

2C2H402  (liquid)  +  HgO  =  C4H6Hg04  (solid) 

=  +12*0  (cal.) 

With  gaseous  acid . . .  —  +15*3  „ 

Mercuric  cxalatey  HgC204,  is  obtained  by  precipitating  mercuric 
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acetate  with  oxalic  acid.  The  heat  of  neutralisation  of  mercuric  oxide 
by  oxalic  acid  is  -f  14T  (caL). 

Heat  of  Formation  of  Mercuric  Oxalate  in  Solid  State. — (1.)  From 
the  acid  and  oxide — 

CoH204  (cryst.)  +  HgO  +  2H20  (solid) 

=  HgC204  +  3H20  (solid)  =  13*2 

(2.)  From  its  elements — 

C2  (diamond)  +  Hg  +  04  =  HgC204. .......  =  170*8  (cal.) 

From  this  last  number  one  can  understand  the  explosive  decomposi¬ 
tion  of  mercuric  oxalate,  a  phenomenon  which  may  be  easily  pro¬ 
duced  by  heat,  as  the  following  numbers  show  : — 

HgC204  =  2C02  +  Hg  (liquid)  gives  out  4-  18*8  (cal.) 

"  '  P.  P.  B. 

Heat  of  Formation  of  Mercuric  Oxybromides.  By  G.  Andre 
(Compt.  rend.,  98,  515 — 516). — These  compounds  were  obtained  by 
heating  mercuric  bromide  with  the  requisite  quantity  of  red  mercuric 
oxide  in  sealed  tubes  for  six  hours  at  about  300°.  They  are  crystal¬ 
line,  of  an  iron-grey  colour,  and  when  treated  with  potash  they 
yield  yellow  mercuric  oxide.  Their  heats  of  formation  were  deter¬ 
mined  by  dissolving  them  in  an  excess  of  hydrobromic  acid,  when  the 
following  results  were  obtained  : — 

HgO  4-  HgBr2  =  Hg2OBr2  develops  +3*32  cal. 

2HgO  4-  HgBr2  =  Hg302Br2  ,,  4-4*40  ,, 

3HgO  4-  HgBr2  —  Hg403Br2  ,,  4  6*32  „ 

4HgO  4-  HgBr2  =  Hg504Br2  ,,  4-  7'80  „ 

These  numbers  are  slightly  lower  than  those  for  the  corresponding 
compounds  of  lead,  and  also  lower  than  those  for  the  corresponding 
oxychlorides,  except  in  the  case  of  the  first  term  of  each  series 
(HgBr2,HgO  and  HgCl2,HgO),  when  the  values  are  the  same. 

The  author  was  unable  to  obtain  in  the  wet  way  the  oxybromide, 
3HgO,HgB  r2,  described  by  Rammelsberg  and  Loewig.  The  product 
obtained  by  the  action  of  sodium  carbonate  in  varying  proportions  on 
an  aqueous  solution  of  mercuric  bromide  at  different  temperatures  is 
the  oxybromide  4HgO,HgBr2.  C.  H.  B. 

Heat  of  Formation  of  Antimony  Oxychlorides.  By  Guntz 
( Compt .  rend.,  98,  512 — 514). — Antimony  Chloride . — The  heat  of 
formation  was  determined  by  dissolving  the  oxide  in  hydrochloric 
acid,  and  also  by  dissolving  corresponding  weights  of  the  chloride 
and  oxide  respectively  in  very  dilute  hydrofluoric  acid,  and  comparing 
the  thermal  effects.  The  mean  result  obtained  was  Sb203,  prismatic, 
anhydrous,  4-  6HC1  gas  =  2SbCl3,  solid,  4-  3H20,  solid,  develops 
4"  94‘8  cal. 

Antimony  Oxychloride ,  SbOCl. — This  compound  was  obtained  by 
decomposing  10  parts  of  the  chloride  with  7  parts  of  cold  water,  and 
its  heat  of  formation  was  determined  by  dissolving  in  dilute  hydro- 
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fluoric  acid  as  in  the  case  of  the  chloride :  Sb203,  prismatic,  +  2HC1, 
gas,  =  2SbOCl,  solid,  -f-  H20,  solid,  develops  4*  38*8  cal. 

Antimony  Oxychloride,  Sb405Cl2. — This  compound  was  obtained  in 
triclinic  prisms  by  decomposing  the  chloride  with  its  own  weight  of 
water  at  250°,  and  the  heat  of  formation  was  determined  as  in  the 
previous  cases.  2Sb203,  prismatic,  -j-  2HC1,  gas,  =  Sb405Cl2,  solid, 
4*  HoO,  solid,  develops  +  41*2  cal. 

From  these  numbers  it  follows  that — 

SbCl3  sol.  -f  nH20  =  SbOCl  sol.  4*  (n  —  1)H*0  4-  2HC1 

develops  -h  8*36  —  2A2  cal. ; 

SbCl3  sol.  4*  rcH20  =  iSb405Cl2  sol.  4-  (n  -  |)H20  +  |HC1 

develops  -j-  8*46  •—  |A2  cal. ; 

SbCl3  sol.  +  nH20  =  ^Sb303  sol.  +  (n  -  1*5) H20  4*  3HC1 

develops  4-  7*1  —  3A3  cal.; 

where  A  is  the  heat  developed  by  the  dilution  of  one  equivalent  of 
hydrochloric  acid  by  a  large  quantity  of  water.  The  maximum 
thermal  effect  corresponds  with  the  formation  of  the  oxychlorides, 
and  if  A  is  relatively  considerable,  and  if  8*36  —  2A  >  8*46  —  2‘5A2, 
the  maximum  thermal  effect  corresponds  with  the  formation  of 
SbOCl.  Since,  however,  the  state  of  dissociation  of  the  hydrates  in 
the  liquid  is  not  known,  the  value  of  A,  and  consequently  the  value 
of  n,  cannot  be  accurately  calculated.  The  order  of  the  reaction  will, 
however,  be  first  the  formation  of  the  oxychloride,  SbOCl,  and  after¬ 
wards  the  production  of  the  compound,  Sb4OaCla.  These  conclusions 
agree  with  Sabanejeff’s  observations. 

The  author  criticises  Thomsen’s  previous  determinations  of  the 
heats  of  formation  of  the  compounds.  C.  H.  B. 

Density  of  Metals  in  the  Liquid  State.  By  W.  C.  Boberts 
and  T.  Wrightson  (Ann.  Chim.  Phys.  [3],  30,  274 — 288*). — In  this 
memoir  are  collected  together  the  results  of  the  authors’  investigations 
on  the  density  of  metals  in  the  liquid  state  by  the  “  oncosimeter  ” 
method  ;  these  are  compared  with  those  obtained  by  Mallet’s  cone 
method. 


Metal. 

Density  of  liquid  metal. 

Density  of 
solid  metal. 

Percentage 
change  of 
volume. 

By  cone 
method. 

By 

oncosimeter 

method. 

Bismuth  . 

10  -039 

10  *055 

9*82 

-  2*30 

Copper . . . 

— 

8*217 

8*80 

+  7  10 

Lead . 

10*650 

10*370 

11*40 

+  9*93 

Tin . 

6*994 

7-027 

7-50 

+  6-76 

Zinc  . . 

6*550 

6*480 

7-20 

+  11-10 

Silver . 

9*400 

9*510 

10*57 

+  11*20 

Iron  . 

■ 

6*880 

6*95 

+  1*02 

*  By  a  printer’s  error  this  is  paged  174 — 188. 
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As  the  errors  involved  in  this  process  are  inappreciable,  the  results 
may  be  considered  sufficiently  final.  The  objections  brought  forward 
against  the  process,  viz.,  that  the  floating  metallic  ball  may  be  of  bad 
quality  or  form,  and  that  the  dilatation  of  the  ball  at  the  moment  of 
immersion  may  cause  an  internal  pressure  within  the  ball,  are  met 
and  discussed.  The  first  source  of  error  is  completely  avoided,  and 
secondly  the  determination  of  the  density  of  the  liquid  metal  is  in¬ 
scribed  automatically  and  at  once  before  the  volume  of  the  ball  can 
be  appreciably  modified.  Since  some  of  these  results  were  published, 
Nies  and  Winkelmann  have  carried  on  investigations  in  the  same 
direction,  but  by  a  different  process  (Abstr.,  1883,  545)  ;  these  results 
show  that  the  eight  metals  examined  by  them  are  less  dense  in  the 
solid  state,  and  at  a  temperature  near  their  point  of  fusion  than  when 
they  are  melted.  The  aim  of  the  authors’  experiments  was  to  deter¬ 
mine  the  actual  density  of  the  metals  at  the  lowest  temperature  at 
which  they  remain  perfectly  liquid.  V.  H.  V. 

Melting  Points  of  Haloid  Salts  in  Relation  to  the  Contrac¬ 
tion  occurring  during  their  Formation  from  their  Elements. 

By  W.  Muller-Erzbach  ( Ber .,  17,  198 — 200). — From  a  comparison  of 
the  melting  points  of  the  haloid  compounds  of  certain  metals,  as 
determined  by  Carnelley  and  Williams  (Trans.,  1879,  563),  with  the 
theoretical  melting  points,  as  calculated  by  the  formula 

£  _  S\ViWi  +  s2v2w2 

ViWx  +  /v2w2 

(in  which  s  =  melting  point,  v  the  combining  weight,  and  w  the 
specific  heat  of  the  element),  the  author  deduces  the  rule  :  That  for 
the  haloid  salt  of  each  element,  the  greater  the  difference  between  the 
found  and  calculated  melting  points,  the  greater  the  contraction 
occurring  during  the  formation  of  the  salt  from  its  elements. 

A.  J.  G. 

Gaseous  Explosive  Mixtures.  By  Berthelot  and  Yieille  ( Gompt . 
rend.y  98,  545 — 550,  and  601 — 606). — By  measuring  the  displacement 
of  a  piston  of  known  section  and  mass,  the  authors  have  determined 
the  pressures  developed  by  the  explosion  of  a  large  number  of  gaseous 
mixtures  in  closed  vessels.  In  these  two  papers,  tables  are  given 
showing  the  observed  pressures,  and  the  maximum  and  minimum 
limits  of  temperature,  dissociation,  and  apparent  specific  heat  calcu¬ 
lated  from  the  pressures  by  the  methods  previously  described  (Abstr., 
1883,  771),  The  discussion  of  these  values  is  reserved  for  subsequent 
papers.  C.  H.  B. 
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Chlorine  Monoxide  for  Lecture  Experiments.  By  V.  Meyer 
(Ber.,  17,  157). — Chlorine  monoxide  requires  a  rather  lower  tem¬ 
perature  for  its  liquefaction  than  that  usually  given.  This  is  best 
effected  by  passing  the  gas  through  a  Y-tube,  the  upper  part  of  which 
is  surrounded  by  alcohol  that  has  been  cooled  to  — 40°  in  a  small  ice 
machine.  The  liquefied  monoxide  can  be  collected  in  small  test-tubes, 
cooled  with  a  mixture  of  ice  and  salt,  and  placed  below  the  lower 
limb  of  the  Y.  A  few  drops  only  should  be  collected  in  each  tube. 

A.  J.  G. 

Action  of  the  Silent  Discharge  on  Oxygen  and  Nitrogen  in 
Presence  of  Chlorine.  By  P.  Hautefeuclle  and  J.  Chappuis 
( Gompt .  rend .,  98,  626 — 627). — A  mixture  of  pure  chlorine  and  pure 
oxygen  can  be  subjected  to  the  action  of  the  silent  discharge  without 
undergoing  any  alteration,  but  if  nitrogen  is  also  present,  a  white 
solid  substance  is  deposited  on  the  walls  of  the  tube,  and  as  the 
passage  of  the  discharge  is  continued  this  deposit  increases,  and 
eventually  assumes  arborescent  forms  resembling  ice  crystals.  This 
solid  substance  has  practically  no  vapour-tension  at  15°,  but  it  readily 
volatilises  in  a  vacuum  at  a  moderate  temperature,  and  can  thus  be 
purified  from  admixed  foreign  matter.  It  remains  unaltered  at 
100°,  but  at  105°  it  rapidly  decomposes  without  melting,  and  gives  off 
nitrogen  oxides.  It  rapidly  absorbs  moisture  from  the  air,  forming  a 
strongly  acid  liquid,  and  w*hen  this  is  neutralised  by  potash  or  baryta 
the  solution  gives  the  reactions  for  nitrates  and  perchlorates.  Analysis 
shows  that  it  has  the  composition  N,  9*01  ;  Cl,  22*71;  O  (by  diff.), 
68*28  =  ]ST206,C1207. 

It  is  probable  that  iodine  and  bromine  form  similar  compounds 
under  like  conditions.  C.  H.  B. 

Carbonic  Anhydride  in  the  Atmosphere.  By  A.  Muntz 
and  E.  Aubin  (Ann.  Ghim.  Phys.  [5],  30,  238 — 248).  See  this  vol., 
p.  659. 

Sulphurous  Anhydride  in  the  Air  of  Lille.  By  A.  Ladureau 
(Ann.  Chim.  Phys.  [5],  29,  427 — 432).  The  amount  of  this  gas  in  the 
air  was  determined  by  drawing  a  known  volume  of  air  through  con¬ 
centrated  sulphuric  acid,  and  then  through  vessels  containing  pure 
potassium  hydroxide.  The  amount  of  sulphurous  anhydride  taken  up 
by  the  potassium  hydroxide  was  determined  by  converting  it  into 
sulphate,  and  estimating  as  barium  sulphate.  The  results  show  the 
presence  of  1*8  c.c.  of  this  gas  in  1  cm.  of  air ;  on  calm  days  this 
amount  was  found  to  increase  to  2  c.c.,  and  to  decrease  to  1*4  c.c.  on 
stormy  days.  The  examination  of  carefully  collected  rain-water  has 
shown  it  to  contain  sulphur  compounds  corresponding  to  0*022  gram 
of  sulphuric  acid  per  litre. 

The  author  observes  that  although  the  presence  of  this  gas  in  the 
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atmosphere  of  towns  such  as  Lille  and  other  manufacturing*  towns, 
may  be  conducive  to  slight  ailments  of  throat,  &c.,  and  minor  incon¬ 
veniences,  still  its  antiseptic  properties  in  case  of  epidemics  com¬ 
pensate  to  a  large  extent  for  its  evil  effects.  P.  P*  B. 

Behaviour  of  Air  and  Moist  Phosphorus  towards  Carbonic 
Oxide.  By  I.  Remsen  and  E.  H.  Keiser  ( Ber .,  17,  83 — 92). — The 
authors  refer  to  their  previous  experiments  (Amer.  Chem.  /.,  4,  454  ; 
also  this  vol.,  p.  149)  and  to  the  opposite  results  obtained  by  Leeds 
(this  vol.,  p.  15)  and  by  Baumann  (this  vol.,  p.  14).  They  have 
repeated  the  experiment  with  a  greater  volume  of  air  and  with 
apparatus  made  wholly  of  glass,  and  their  results  show  that  under 
these  conditions  carbonic  anhydride  is  actually  produced  when  care¬ 
fully  purified  air  alone  is  employed  and  no  carbonic  oxide  introduced. 
The  formation  of  the  carbonic  anhydride  is  found  to  be  due  to  the 
presence  of  carbon  in  the  phosphorus  (probably  in  combination),  and 
the  amount  produced  is  distinctly  influenced  by  the  rate  of  the  air 
current,  by  the  temperature,  and  by  the  amount  of  phosphorus.  Com¬ 
parative  experiments  have  also  been  made  with  and  without  carbonic 
oxide,  and  no  difference  could  be  detected  in  the  amount  of  precipita¬ 
tion  in  the  baryta  solutions  in  the  two  cases.  It  is,  therefore,  inferred 
that  carbonic  oxide  is  not  oxidised  by  air  and  moist  phosphorus. 
The  fact  that  the  authors  did  not  detect  carbonic  anhydride  in  their 
first  experiments  was  due  to  the  small  volume  of  air  employed. 

A.  K.  M. 

Production  of  Crystalline  Borates.  By  A.  Ditte  (Ann.  Ghim. 
Phys.  [5],  30,  248—265). — On  adding  hydroxide  or  carbonate  of  the 
metal  to  a  concentrated  solution  of  boric  acid,  crystalline  tetraborates 
of  the  general  formula  4B203,M'r0,nH20  are  produced,  provided  the 
acid  be  in  excess.  On  raising  the  temperature  these  salts  are  decom¬ 
posed  by  water,  half  the  boric  acid  going  into  the  solution,  with 
deposition  of  a  biborate  of  the  formula  2B203,M'/0,?iH20.  This  result  is 
only  produced  when  the  biborate  crystallises  from  a  small  quantity  of 
mother-liquor,  for  if  the  solution  of  the  tetraborate  be  warmed  and 
then  allowed  to  cool,  the  inverse  reaction  is  produced,  and  the  biborate 
formed  is  reconverted  into  the  tetraborate.  The  biborates  in  their 
turn  are  decomposed  by  pure  water,  provided  that  they  are  in  the 
form  of  crystals  or  precipitates  obtained  by  processes  of  double 
decomposition ;  they  lose  boric  acid  and  are  transformed  into  neutral 
borates  of  general  formula,  B203,M//0,7iH20.  The  borates  of  these 
metallic  oxides  which  form  compounds  with  ammonia,  give  complex 
ammoniated  borates,  of  which  those  of  copper  may  be  taken  as  typical : 
2B203,Cu0,2XH40.  When  heated  these  salts  lose  ammonia,  and  are 
converted  into  anhydrous  borates  in  the  form  of  amorphous  powders. 
In  the  original  paper,  a  full  account  is  given  of  the  various  hydrated 
borates  of  the  alkaline  earths,  magnesium,  cadmium,  zinc,  nickel, 
cobalt,  and  silver.  As  regards  the  last-named,  it  has  been  observed  by 
Rose  that  a  concentrated  solution  of  sodium  biborate  gives,  with  silver 
nitrate,  a  white  precipitate  of  silver  borate,  but  a  dilute  solution  of 
the  same  salt  gives  a  grey  deposit  of  the  oxide.  In  this  paper,  the 
changes  produced  by  the  successive  additions  of  water  to  the  pre- 
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cipitated  silver  biborate  are  minutely  examined,  and  it  is  shown  that 
the  proportion  of  boric  acid  to  silver  diminishes  as  the  water  present 
is  increased.  V.  H.  V. 

Preparation  of  Sodium  Bicarbonate.  By  H.  Gaskell  and  F. 
Hurter,  ( Dingl .  polyt.  J.,  251,  228). — For  the  preparation  of  sodium 
bicarbonate,  the  authors  subject  the  anhydrous  normal  carbonate  to 
the  simultaneous  action  of  steam  and  carbonic  anhydride.  The 
apparatus  employed  consists  of  a  rotary  cylinder,  similar  in  construc¬ 
tion  to  that  used  by  Carey.  D.  B. 

Density  of  Milk  of  Lime.  By  G.  Lunge  (Dingl.  polyt.  J.,  250, 
464 — 466). — The  author  states  that  the  table  constructed  by  Mateczeck, 
showing*  the  amount  of  lime  in  milk  of  lime  of  different  strengths 
(ibid.,  215,  72)  is  incorrect.  He  therefore  gives  the  following  values  : — 


Table  showing  the  Amount  of  Quicklime  in  Milk  of  Lime  at  15°. 


Baum§. 

1  litre 
of  milk 
of  lime 
weighs 
grams. 

CaO  in 

1  litre, 
grams. 

CaO  per 
cent,  by 
weight. 

1 

1007 

7*5 

0-745 

2 

1014 

16*5 

1-640 

3 

1022 

26*0 

2  -540 

4 

1029 

36-0 

3  500 

5 

1037 

46-0 

4*430 

6 

1045 

56-0 

5  360 

7 

1052 

65*0 

6*180 

8 

1060 

75  0 

7-080 

9 

1067 

84*0 

7-870 

10 

1075 

94*0 

8-740 

11 

1083 

104*0 

9-600 

12 

1091 

115-0 

10  -540 

13 

1100 

126  *0 

11  -450 

14 

1108 

137  -0 

12-350 

15 

1116 

148  -0 

13  -260 

Baume. 

1  litre 
of  milk 
of  lime 
weighs 
grams. 

CaO  in 

1  litre, 
grams. 

CaO  per 
cent,  by 
weight. 

16 

1125 

159-0 

14*13 

17 

1134 

170  -0 

15*00 

18 

1142 

181  -0 

15-85 

19 

1152 

193-0 

16  -75 

20 

1162 

206-0 

17-72 

21 

1171 

218-0 

18-61 

22 

1180 

229  -0 

19-40 

23 

1190 

242  -0 

20-34 

24 

1200 

255-0 

21  -25 

25 

1210 

268  -0 

22  15 

26 

1220 

281-0 

23-03 

27 

1231 

295  *0 

23-96 

28 

1241 

309-0 

2 1  *90 

29 

1252 

324  -0 

25-87 

30 

1263 

339  0 

26-84 

It  is  useless  to  carry  the  table  beyond  30°  B.,  as  in  that  case  the 
milk  of  lime  would  become  too  thick.  D.  B. 

Preparation  of  Strontia.  ByH.  ’Niewert'h  (Dingl. polyt.  <7.,  251, 
191). — The  author  mixes  coelestin  with  equivalent  quantities  of  coal 
and  brown  iron  ore,  and  subjects  the  mixture  to  a  roasting  process. 
On  lixiviating  the  roasted  product  with  water,  strontium  hydroxide 
and  iron  sulphide  are  produced.  Lead  oxide  or  other  metallic  oxides 
can  be  used  in  the  place  of  ferric  oxide.  D.  B. 

Barium  Oxychloride.  By  G.  Andrei  (Compt.  rend.,  98,  572 — 
574). — The  author  has  previously  described  (Abstr.,  1881,  979)  an 
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impure  barium  oxychloride,  obtained  by  boiling  barium  oxide  with  a 
solution  of  barium  chloride,  and  Beckmann  ( Ber .,  14,  2151)  has 
described  a  similar  compound.  If  200  grams  of  barium  chloride  are 
dissolved  in  500  grams  of  boiling  water,  the  solution  allowed  to  cool 
slightly,  30  grams  of  finely  powdered  barium  oxide  added,  and  the 
mixture  heated  nearly  to  boiling  for  five  minutes  and  then  filtered,  the 
filtrate  on  cooling  deposits  the  oxychloride,  BaCl2,Ba0,5H20,  in 
nacreous  lamell®,  free  from  excess  of  either  barium  oxide  or  chloride. 
If  60  grams  of  barium  oxide  are  used  instead  of  30  (as  originally 
described,  loc.  cit .),  the  filtrate  at  about  60°  deposits  the  same 
nacreous  lamellae,  containing,  however,  a  slightly  higher  proportion  of 
water,  and  if  the  liquid  is  quickly  filtered  when  the  temperature  has 
fallen  to  50°,  the  oxychloride  is  obtained  in  a  state  of  purity,  but  if 
the  liquid  is  allowed  to  cool  further,  large  white  lamellae  of  barium 
hydroxide  are  deposited  along  with  the  oxychloride.  C.  H.  B. 

Researches  on  the  Complex  Inorganic  Acids.  By  W.  Gibbs 
(Amer.  Ghem.  5,  391 — 413). — A  short  notice  of  this  subject  has 
already  been  given  (this  vol.,  161). 

Phospho-vanadio-molybdates . — These  salts  are  generally  formed 
when  phospho-vanadates  are  digested  with  molybdic  tetroxide  ;  when 
vanadio-molybdates  and  alkaline  phosphates  are  heated  together, 
especially  in  presence  of  an  acid ;  and  when  vanadic  pentoxide  is 
heated  with  an  alkaline  phospho-molybdate.  They  are  generally  less 
stable  than  the  vanadio-molybdates,  yet  well  defined  and  usually  highly 
crystalline  ;  they  are  of  an  orange,  deep  garnet,  or  ruby-red  colour. 

Before  determining  the  phosphoric  acid  by  precipitation  with  mag¬ 
nesia  mixture,  it  is  necessary  to  remove  vanadic  oxide  by  boiling  the 
slightly  alkaline  solution  with  a  large  quantity  of  ammonium  nitrate, 
and  after  standing  filtering  off  the  ammonium  metavanadate.  By 
precipitation  with  mercurous  nitrate  and  mercuric  oxide,  and  ignition 
of  the  precipitate  with  sodium  tungstate,  the  sum  total  of  the  acid 
oxides  is  determined,  the  molybdic  oxide  being  then  found  by  dif¬ 
ference. 

When  the  salt  10MoO3,2P2O3,5(NH4)2O  +  6H20  and  ammonium 
metavanadate  are  dissolved  together,  there  appears  to  be  no  reaction, 
but  if  a  small  excess  of  hydrochloric  acid  be  added,  and  the  solution 
boiled,  a  deep  orange-red  crystalline  precipitate  is  formed ;  it  may  be 
washed  with  cold  water,  but  is  decomposed  by  hot  water  ;  its  compo¬ 
sition  is  48Mo03,2P203,V205,7(NH4)20  •+-  30ILO. 

The  phospho-molybdates  of  ammonium,  containing  24Mo03,P205 
and  22Mo03,P205,  slowly  dissolve  when  boiled  with  a  solution  of 
ammonium  metavanadate,  and  the  solution  after  standing  a  few  hours 
deposits  deep  ruby- red  crystals.  These  may  be  recrystallised  from 
hot  water ;  the  solution  gives  characteristic  precipitates  with  several 
reagents.  Analyses  lead  to  the  formula 

14Mo03,P205,8Y205,8(]s1H4)20  +  50H2O. 

If  vanadic  oxide  be  written  V202.03,  and  be  regarded  as  standing  in 
the  same  relation  to  phosphoric  oxide  as  does  molybdic  oxide,  then 
this  salt  belongs  to  the  same  type  as  the  original  phospho-molybdate, 
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viz.,  22Mo03,P205,#R20.  Other  salts  are  formed  at  the  same  time, 
but  in  small  quantity  only. 

The  plwspho-vanadio-tung states  generally  resemble  and  are  pre¬ 
pared  like  the  preceding  salts.  Phosphoric  oxide  is  estimated  by 
direct  precipitation  with  magnesia  mixture,  but  requires  reprecipita¬ 
tion.  Vanadic  oxide  is  estimated  by  boiling  with  strong  hydrochloric 
acid,  and  collecting  the  chlorine  evolved  in  potassium  iodide.  Oxida¬ 
tion  with  potassium  permanganate  cannot  be  relied  upon.  When 
ammonium  phosphotungstates  containing  22W03,P205,or  24W03,P205, 
are  dissolved  in  ammonia,  ammonium  metavanadate  and  then  a 
slight  excess  of  hydrochloric  acid  added,  a  lemon-yellow  crystalline 
precipitate  soon  forms  on  boiling;  the  precipitate  requires  washing 
with  dilute  ammonium  nitrate  solution.  Its  composition  is 

60wo3,3p2o5,v2o5,io(kh4)2o  +  60h2o. 

A  boiling  solution  of  ammonium  metavanadate  dissolves  the  white 
insoluble  phospho tungstate  of  ammonium  quite  readily  to  a  very  deep 
orange-red  solution,  from  which  in  a  few  days  deep  orange  or  garnet- 
red  crystals  separate  ;  they  may  be  recrystallised  from  water.  The 
salt  has  the  composition  16W03,3V’205,P205,5(NH4)20  +  37H20. 

When  the  baric  phosphotungstate  (20  :  1  :  6)  previously  described 
is  boiled  with  vanadic  hydrate,  an  orange-red  solution  is  formed,  and 
on  cooling  octahedral  crystals  of  a  red  colour  separate,  having 
the  composition  60WO3r3P2O5,2V2O5,J8IIaO  +  144H20.  The  crystals 
dissolve  rather  easily  in  hot  water,  but  are  at  the  same  time  decom¬ 
posed,  with  formation  of  other  salts. 

The  phosphotungstate  of  sodium,  24W03,P205, 2Na20,4H20  -f 
23Aq,  is  readily  dissolved  on  boiling  it  with  a  solution  of  ammonic 
metavanadate  ;  this  solution  does  not  deposit  crystals,  but  on  adding 
a  large  excess  of  potassium  bromide,  an  orange-red  crystalline  precipi¬ 
tate  forms.  Its  composition  is  expressed  by  the  formula 

18W03,4V205,3PA,8K20  +  32H20. 

Hot  water  dissolves,  but  decomposes  this  salt,,  an  orange-brown  crys¬ 
talline  salt,  having  the  formula  7W03,Y205,P205,3K20  +  11H20  being 
formed.  The  existence  of  other,  i.e .,  sodium,  ammonium,  and  tri- 
methylammonium-vanadio-phosphotungstates  is  pointed  out. 

Vanadio-vanadico-molybdates _ — These  and  other  similar  salts  contain 
two  oxides,  viz.,  R205  and  R'02>  in  which,  however,.  It  and  R/  may  be 
identical.  They  are  very  readily  formed  by  boiling  a  mixture  of  the 
two  oxides  of  vanadium  witb  an  acid  molybdate  ;  by  the  partial  reduc¬ 
tion  of  vanadio- molybdates  ;  or  by  digesting  solutions  of  acid  molyb¬ 
dates  with  solutions  which  contain  vanadic  dioxide  and  pentoxide. 
By  igniting  ammonium  divanadate  and  boiling  the  residue  with  acid 
ammonium  molybdate  (viz.,  the  salt  14  :  6),  a  solution  is  obtained, 
which,  on  evaporation,  deposits  pale  greenish-yellow  crystals ;  these 
may  be  recrystallised ;  their  composition  is  expressed  by 

28Mo03,4V205,V02,ll(NH4)20  +  20H2O. 

Barium  chloride  added  to  the  mother-liquor  of  the  preceding  salt, 
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gives  a  pale-yellow  crystalline  precipitate,  having  the  composition 
30MoO3,2Y2O5.3YO2,I4BaO  +  48Aq. 

Vanadio-vanadico-tung states . — By  boiling  a  commercial  vanadic  pent- 
oxide  with  acid  sodium  tungstate  (viz.,  the  salt  12  :  5)  and  evapo¬ 
rating  to  a  syrnp,  large  orange-red  crystals,  probably  having  the  formula 
12W03,2V205,3V02,6Na20  -f-  43 Aq,  are  obtained.  In  an  exactly 
similar  manner  a  potassium  and  an  ammonium  salt,  probably 

12W03,2V205,3Y02,6(NH4)20  +  L2Aq, 

maj  be  obtained.  These  salts  give  with  silver  nitrate  a  scarlet  crystal¬ 
line  precipitate,  12W03,2V205,3V02,6Ag20  -h  8Aq,  The  preparation 
of  these  salts  could  not  be  repeated,  using  a  mixture  of  vanadic  dioxide 
and  pentoxide,  and  the  analyses  being  incomplete,  the  formulae  given 
cannot  be  considered  as  definitely  proved. 

Phospho-vanadio-vanadico -tungstates. — These  salts,  which  may  be 
regarded  as  double  salts,  are  formed  whenever  phosphotungstates  are 
mixed  with  vanadates  in  presence  of  vanadic  dioxide  ;  when  vanadio- 
vanadico-tungstates  are  heated,  with  alkaline  phosphates  or  phosphoric 
acid  ;  and  when  phosphovanadates  and  alkaline  tungstates  are  brought 
together  in  presence  of  a  reducing  agent  and  of  an  acid.  They  are 
either  green  or  orange-red.  When  the  residue  left  on  heating 
ammonic  vanadate  is  added  gradually  to  a  boiling  solution  of  barium 
phosphotungstate,  2W03,P205,6Ba0,  and  the  solution  filtered  and 
evaporated,  deep  green  crystals  are  obtained,  having  the  composition 
60WO3,3P2O5,y2O5,V’O2,18BaO  +  150H2O.  This  and  similar  salts 
are  oxidised  by  bromine  or  nitric  acid,  but  not  by  cold  potassium  per¬ 
manganate  solution;  probably  the  salt  60WO3,3P2O5,Y2O5,V2O5,18BaO 
4-  144H20  already  described  is  formed.  In  many  cases  these  complex 
salts  may  be  considered  as  double  or  triple  salts,  in  which  the  individual 
members  belong  to  or  at  least  correspond  with  known  classes  of  salts. 
The  salts  described  belong  to  the  four  classes — 

1.  mR03.wY205.pR'20 ; 

2.  7wR03.nP205.pY205.rH20 ; 

3.  mR03.^P205.pY205.rV02.^H20 ; 

4.  mR03.nY205.pY02.rH20. 

In  other  communications  the  author  will  show  that  other  metals 
than  vanadium  may  occupy  the  place  of  R'02,  that  other  pentoxides 
than  P205,As205,  and  Y205  may  occupy  the  place  of  R205  in  the  above 
formulae,  and  that  the  complex  inorganic  acids  form  a  new  department 
of  inorganic  chemistry,  and  not  a  series  of  isolated  compounds. 

H.  B. 

Arsenomolybdic  Acid.  By  O.  Pufahl  (Ber.r  17,  217—218). — 
By  decomposing  barium  molybdate  suspended  in  an  aqueous  solution 
of  arsenic  acid  with  sulphuric  acid,  a  yellow  liquid  is  obtained,  which 
on  evaporation  yields  arsenomolybdic  acid,  crystallising  in  two  forms, 
in  groups  of  doubly  refracting  orange-red  needles,  and  in  efflorescent 
yellow  tabular  crystals  (apparently  monoclinic).  The  pure  saturated 
aqueous  solution  has  the  sp.  gr.  245  at  18*3°.  The  yellow  crystals 
probably  differ  from  the  red  merely  in  containing  a  larger  amount  of 
water  of  crystallisation.  Analysis  of  the  somewhat  impure  acids 
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gave  for  the  red  crystals  the  atomic  ratios  1  As205  :  18 '09  MoOs : 
29'97  H20,  for  the  yellow  crystals  1  As2C>5  :  18'96  Mo03  :  39'35  H20. 
Numerous  salts  have  been  prepared,  and  will  be  described  later. 

A.  J.  G. 
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Paehnolite  and  Thomsenolite.  By  Des  Cloizeaux  (Ann.  Ghim. 
Phys.  [5],  29,  392 — 400). — The  crystallographic  and  optical  examina¬ 
tion  of  these  two  minerals,  which  according  to  Brandi  differ  in 
chemical  composition  (Abstr.,  1883,  29),  shows  them  to  be  two  distinct 
species.  In  paehnolite  the  axes  have  the  proportion  c  :  b  :  a  = 
1*326676  :  1  :  0*859495.  ft  =  89*41°  ;  in  thomsenolite  the  proportions 
c:b:  a  =  1*0883  :  1  :  0*998741.  p  =  89*1°.  P.  P.  B. 

Manganese  in  the  Cipolin  Marbles  of  Primary  Formations. 

By  Dieulaeait  (Compt.  rend.,  98,  634 — 636). — The  term  “  cipolin 
marble  ”  is  given  to  concretionary  masses  of  limestone  found  in 
the  lower  parts  of  beds  of  gneiss,  sometimes  in  large  quantities, 
sometimes  in  isolated  lenticular  masses,  and  which  are  evidently 
contemporaneous  with  the  rocks  by  which  they  are  enclosed.  The 
author  has  examined  more  than  a  thousand  specimens  of  these 
marbles  from  different  parts  of  the  world,  and  finds  that  in  all  cases 
manganese  can  be  detected  in  0*5  gram  of  the  marble,  and  in  the 
majority  of  cases  in  a  few  centigrams. 

When  calcium  carbonate  is  brought  in  contact  with  water  contain¬ 
ing  an  iron  and  manganese  salt  in  solution,  the  iron  is  completely  pre¬ 
cipitated,  but  the  greater  part  of  the  manganese  salt  remains  in  solu¬ 
tion.  In  the  case  of  a  magma  having  the  composition  of  gneiss,  i.e., 
composed  mainly  of  silica  and  alumina,  and  containing  a  notable 
quantity  of  calcium  carbonate  and  sensible  quantities  of  iron  and 
manganese,  water  charged  with  carbonic  acid  would  dissolve  out  the 
calcium  carbonate  and  the  manganese,  and  would  leave  the  greater 
part  of  the  iron  undissolved.  The  calcium  carbonate  afterwards 
deposited  from  this  solution  would  be  white,  and  would  retain  the 
greater  part  of  the  manganese  which  had  dissolved  with  it.  This 
theory  explains  the  concentration  of  manganese  in  these  cipolin 
marbles,  also  how  a  white  and  approximately  pure  marble  can  be 
formed  in  presence  of  a  complex  and  highly  coloured  substance  such 
as  gneiss,  and  why  the  cipolin  marbles  are  generally  lenticular  in 
shape  and  concretionary  in  structure. 

It  follows  that  the  cipolin  marbles  and  the  gneiss  surrounding 
them  must  be  contemporaneous,  and  must  both  have  been  formed 
under  water.  This  last  conclusion  is  supported  by  many  other  facts. 

C.  H.  B. 

Felspar.  By  Becker  (Dingl.  polyt.  251,  287). — The  author 
states  that  the  largest  supplies  of  felspar  come  from  the  Norwegian 
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towns  Moss,  Christiania,  Bergen,  and  Arendal.  Swedish  felspar  is 
principally  obtained  from  the  quarries  owned  by  the  Rorstrand  Com¬ 
pany.  The  author  gives  analyses  of  the  following  specimens  : — I  and 
II,  red  and  white  Rorstrand  spar  ;  III,  grey  Norwegian  spar ;  IV  and 
V,  light  and  dark  Norwegian  spar,  examined  by  Aron : — 


Si02. 

■AI2O3. 

CaO. 

MgO. 

k2o. 

Na20. 

I’e„03 

I . 

.  64-57 

1973 

0*18 

— 

12-26 

306 

0;20 

II  . 

.  61-55 

23-80 

3-98 

0-38 

9-67 

— 

Ill  . 

.  63*25 

19-96 

0-55 

0-21 

14-32 

1-36 

0-35 

IV  . 

.  65-12 

18-00 

— 

traces 

12-89 

3-00 

078 

V  . 

.  65-54 

18-31 

— 

traces 

12-53 

317 

074 

D.  B. 


Gadolinite  from  Ytterby.  (Part  II.)  By  C.  Auer  v.  Wilsbach 
( Monatsh .  Chem.y  5,  1 — 15). — A  description  of  spectroscopic  methods 
and  apparatus  used  in  this  research. 
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Nitro-derivatives  of  Ethane.  By  A.  Villiers  ( Compt .  rend.,  98, 
431 — 433). — The  author  has  previously  shown  (Compt.  rend.,  97,  258) 
that  the  first  product  of  the  reducing  action  of  ammonium  hydrosul¬ 
phide  on  the  potassium  compound  of  tetranitro-ethylene  dibromide  is 
the  compound  C2K2(N02)4.  Prolonged  action  of  the  same  reagent 
produces  a  base  which  contains  potassium  and  sulphur,  and  forms  a 
platinochloride,  but  this  base  has  not  yet  been  obtained  in  quantity 
sufficient  for  analysis. 

When  the  potassium  compound  of  tetranitro-ethylene  dibromide, 
C2(N02)4Br2jK20,  is  treated  with  free  sulphurous  acid,  it  is  completely 
reduced  with  formation  of  ammonia,  hydrobromic  acid,  and  hydro¬ 
cyanic  acid.  If,  however,  it  is  triturated  with  a  solution  of  potassium 
sulphite  and  potassium  carbonate,  carbonic  anhydride  is  given  off,  and 
a  sulphur-yellow  compound  is  obtained.  This  compound  can  be 
recrystallised  from  boiling  water,  and  forms  brilliant  sulphur-yellow 
crystals  of  the  composition  4C2(N02)4K2  -h  3K2S04.  It  explodes  at 
about  210°,  and  in  this  respect  resembles  the  compound  C2(lSr02)4K2. 
The  same  substance  is  formed  by  the  direct  combination  of  potassium 
sulphate  with  the  compound  C2(N02)4K2  obtained  by  the  action  of 
ammonium  hydrosulphide.  Its  formation  by  the  first  method  takes 
place  in  accordance  with  the  equation  C2(N02)4Br2,K20  -}-  2K2S03  + 
H20  =  C2(N02)4K2  +  2K2S04  -J-  2HBr,  the  theoretical  yield  being 
obtained.  The  liberation  of  hydrobromic  acid  necessitates  the  addi¬ 
tion  of  potassium  carbonate,  otherwise  the  liquid  would  become  acid, 
and  total  reduction  would  take  place.  The  reverse  reaction, 

C2(M))4K2  +  2Br2  +  H20  =  C2(N02)4Br2,K20  +  2HBr, 
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takes  place  readily  when  bromine  is  added  to  an  alkaline  solution  of 
C2(N02)4K2.  A  similar  reaction  takes  place  witb  iodine  or  chlorine, 
and  from  the  products  in  these  cases  tetranitro-ethylene  chloride  or 
iodide  can  be  prepared. 

When  a  hot  concentrated  solution  of  the  compound 

4C2(N02)4K2,3K2S04, 

is  treated  with  barium  chloride  and  filtered,  the  filtrate  on  cooling 
deposits  brilliant  pale-yellow  crystals  of  the  compound  C2(N02)4K2, 
which  can  be  easily  prepared  in  this  way.  C.  H.  B. 


Methylene  Bromide.  By  L.  Henry  (Ann.  Chim.  Phys.  [5],  30, 
266 — 274). — Methylene  bromide  can  be  prepared  without  difficulty 
by  the  process  indicated  in  outline  by  Butlerow,  viz.,  by  the  decom¬ 
position  of  methylene  iodide  by  bromine,  CH2I2  +  2Br2  =  CH2Br2  + 
2BrI.  Thus  obtained,  methylene  bromide  is  a  colourless  mobile 
liquid,  of  a  sweet  taste,  boiling  at  98' 5°  under  a  pressure  of  756  mm. 
Its  expansion  maybe  expressed  by  the  formula  Y  =  I  +  O’OOIOOH  + 

0*000001859^,  hence ^-Q  +  =  0*0009736  =  coefficient  of  expan¬ 
ds  V  o 

sion  at  0°  •  its  sp.  gr.  =  2*493.  Methylene  bromide  is  insoluble  in 
water,  soluble  in  alcohol;  it  does  not  solidify  at  —12°.  On  heating 
it  with  potassium  phenate,  it  is  converted  into  methylene  diphenylate, 
CH2(OPh)2,  a  colourless  liquid,  boiling  at  294° ;  sp.  gr.  =  1*1136. 

A  comparison  of  the  chloro-  and  bromo-derivatives  of  methane 
shows  that  the  replacement  of  chlorine  by  bromine  in  the  molecule 
raises  the  boiling  point  by  about  40°.  The  bromine  derivatives  of 
methane  exhibit  a  remarkable  gradation  in  their  physical  properties, 
as  shown  in  the  table  appended  : — 

Boiling  point.  Specific  gravity. 


CH4 .  Gas  — 

CH3Br .  4*5  1732 

CH2Br2 . 98*5  2*493 

CHBr3  .  151*2  2*834 

CBr4 . .  189*5  solid 


It  is  to  be  observed  that  the  differences  between  two  consecutive 
terms  are  not  constant,  but  they  diminish  as  the  series  progresses  ; 
this  is  in  accordance  with  the  observed  generality.  Similarly  the 
differences  in  volatility  and  density  are  more  marked  in  the  successive 
members  of  the  iodo- substitution  series,  less  marked  in  the  bromo-, 
and  least  in  the  ehloro-series,  thus  : — 


CH3C1  1 
CH2C12  / 
CH3Br  1 
CH2Br2  / 
CH3I  1 

ch3i2  / 


Difference  of 

Difference 

boiling  point. 

of  sp.  gr. 

65 

0*4081 

•  •  «  vU 

0*7610 

. . .  137 

1*1430 

V.  H.  Y. 
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Action  of  Iodine  Chloride  on  Monochlorethylene.  By  L. 

Henry  ( Gompt .  rend .,  98,  518  —  520). — The  author  proposes  to  study 
the  products  obtained  by  the  union  of  iodine  monochloride  with  the 
monohaloid  derivatives  of  ethylene,  with  a  view  to  determine  the 
behaviour  of  the  iodine  and  chlorine  in  contact  with  the  two  chains 
CHX  and  CH2,  and  the  influence  exerted  on  the  reaction  by  the 
nature  of  the  haloid  X. 

Monochlorethylene  is  slowly  absorbed  by  an  aqueous  solution  of 
iodine  monochloride  with  formation  of  dichloromoniodoethane, 
C2H3CI2I,  a  colourless  liquid  which  rapidly  becomes  purple  on  ex¬ 
posure  to  light.  It  has  a  faint  ethereal  odour,  and  a  sharp,  sweet 
taste:  it  boils  at  171 — 172°  with  slight  decomposition  under  a 
pressure  of  774  mm.;  sp.  gr.  at  0°  =  2*2187.  When  treated  with  an 
equivalent  quantity  of  potash  in  alcoholic  solution,  it  is  readily  de¬ 
composed  with  precipitation  of  potassium  chloride  and  iodide  in  the 
proportion  of  4KI  to  KC1 ;  with  soda,  a  precisely  similar  decomposi¬ 
tion  takes  place,  but  the  sodium  iodide  remains  in  solution  in  the 
alcohol.  When  the  alcoholic  liquid  is  mixed  with  water,  a  heavy  oily 
liquid  separates  out,  and  this  on  fractionation  yields  unsymmetrical 
dichlorethylene,  CH2.CC12,  boiling  at  35 — 37°,  and  a  much  smaller 
quantity  of  unsymmetrical  chloriodo-ethylene,  CH2.CCH,  boiling  at 
101 — 102°  under  ordinary  pressure.  Dichlorethylene,  CH2.CC12,  has 
no  action  on  alkaline  iodides  even  in  boiling  alcoholic  solution,  and 
it  follows  that  the  chloriodo-ethylene  is  not  the  product  of  any 
secondary  reaction.  The  product  of  the  union  of  moijochlorethylene 
and  iodine  monochloride  is  a  mixture  of  the  two  isomerides, 

0HCJa.0H8I,  and  CHC1I.CH2C1, 

which  cannot  be  separated  by  distillation  because  they  have  practi¬ 
cally  the  same  boiling  points.  It  follows  that  the  two  radicles  I  and 
Cl  in  the  system  IC1  combine  simultaneously  with  each  of  the  mono¬ 
carbon  chains  CHC1  and  CH2,  but  in  unequal  proportion,  the  chlorine 
combining-  most  readily  with  the  carbon  to  which  chlorine  is  already 
attached,  whilst  the  less  negative  radicle  iodine  combines  most  readily 
with  the  most  highly  hydrogenised  carbon  in  the  approximate  ratio 
of  4  to  1. 

When  iodine  monochloride  acts  on  monobromethylene,  the  dis¬ 
tribution  of  iodine  and  chlorine  in  the  products,  .with  respect  to  the 
two  atoms  of  carbon,  does  not  follow  the  same  law  as  in  the  case  of 
the  monochlorinated  derivative.  C.  H.  B. 

Action  of  the  Hydrocarbons  of  the  Acetylene  Series  on 
Mercuric  Oxide  and  its  Salts.  By  M.  Kutscheroff  (Her.,  17,  13 
—29). — The  direct  addition  of  the  elements  of  water  to  the  above 
hydrocarbons  by  the  action  of  mercuric  bromide  was  previously 
described  by  the  author  (Abstr.-,  1881,  883),  who  now  shows  that  this 
reaction  may  be  brought  about  to  a  greater  or  less  extent  by  all 
mercuric  salts.  On  passing  allylene  into  a  solution  of  mercuric 
chloride  at  the  ordinary  temperature,  a  white  'Crystalline  precipitate, 
3HgCl2,3HgO,2C3H4,  is  obtained,  whilst  hydrochloric  acid  is  liberated. 
The  precipitate  is  insoluble  in  water  and  cold  alcohol,  but  readily 
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soluble  in  hydrochloric  and  acetic  acids  with  formation  of  a  mercuric 
salt  and  acetone.  The  process  of  hydration  therefore  consists  of  two 
reactions — 

I  ..  6HgCl2  +  3H20  +  2C3H4  =  3HgCl2,3HgO, 2 C3H4  +  6HC1; 
II  . .  3HgCl2,3HgO,2C3H4  +  6HC1  =  6HgCl2  +  2C3H60  +  H20, 

which,  according  to  circumstances,  may  take  place  separately  or 
simultaneously.  If  the  precipitate  is  heated  along  with  the  acid 
liquid,  the  mercuric  chloride  is  re-formed,  and  may  thus  be  employed 
to  convert  unlimited  quantities  of  allylene  into  acetone.  The  corre¬ 
sponding  reaction  between  allylene  and  mercuric  bromide  takes  place 
to  a  much  less  extent,  whilst  with  mercuric  iodide  there  appears  to 
be  no  action.  With  mercuric  sulphate,  allylene  yields  a  copious 
white  precipitate,  HgS04,5Hg0,3C3H4  +  7Hg20,  sparingly  soluble  in 
sulphuric,  readily  in  hydrochloric  acid,  whilst  with  mercuric  acetate 
it  produces  an  amorphous  precipitate,  Hg(03c)2,3Hg0,2C3H4,  which 
is  readily  decomposed  by  acetic  and  hydrochloric  acids.  The  author 
regards  these  complex  substances  as  compounds  of  basic  mercury 
salts,  with  the  group  C3H4HgO  (i.e.,  acetone  in  which  Hg  replaces 
H2),  the  general  formula  for  them  being  raHgX2,j?HgO,^(C3H4HgO), 
but  attempts  to  separate  the  compound  C3H4HgO  by  the  action  of 
alkali  were  without  success.  The  formula, 

Hg.  CMe  (CHHg).  0.  CMe  (CHHg)  .0.0 

1  „  1 

Cl,  —  (Hg)  -  Cl,  —  (Hg)  —  Cl,  —  Hg 

obtained  from  mercuric  chloride  indicates  the  way  in  which  the 
elements  may  be  assumed  to  be  grouped. 

By  the  action  of  ethylacetylene  on  mercuric  chloride,  the  com¬ 
pound  3HgCl2,HgO,C4H6HgO,  is  obtained,  and  is  perfectly  analogous 
to  the  corresponding  allylene  compound ;  it  dissolves  readily  in 
hydrochloric  acid,  yielding  methyl  ethyl  ketone.  When  mercuric 
oxide,  suspended  in  a  large  quantity  of  water,  is  agitated  for  several 
days  with  allylene,  the  gas  is  absorbed  whilst  the  colour  of  the  oxide 
changes  to  a  dirty  olive-green ;  on  filtering  and  extracting  with  hot 
alcohol,  a  crystalline  substance,  Hg(C3H3)2,  may  be  obtained.  It  has 
a  characteristic  garlic  odour,  is  insoluble  in  water,  and  almost  in¬ 
soluble  in  cold  alcohol,  whilst  hydrochloric  and  acetic  acids  dissolve 
it  with  evolution  of  allylene.  In  alcoholic  solution,  it  yields  a  white 
crystalline  precipitate  with  mercuric  chloride ;  this  is  insoluble  in 
water  and  alcohol,  but  soluble  in  acids  with  production  of  acetone. 
The  compound  Hg(C3H3)2  can  also  be  obtained  by  the  action  of 
allylene  on  an  alkaline  solution  of  mercuric  iodide  in  potassium 
iodide,  or  on  an  alkaline  solution  of  mercuric  chloride. 

A.  K.  M. 

Formation  of  Mannitol  from  Dextrose  and  Laevulose.  By 

F.  W.  Dafert  (Her.,  17,  227 — 228). — The  products  of  the  oxidation 
of  mannitol  vary  according  to  the  nature  of  the  oxidising  agent,  the 
temperature  and  the  duration  of  oxidation ;  there  have  been  observed 
carbonic  anhydride,  water,  formic  acid,  mannitic  acid,  saccharic  acid, 
inactive  tartaric  acid  and  probably  glycollic  acid  ;  there  are  also  in- 
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variably  obtained  by  careful  working  a  mannitan-like  substance  and 
mannitose.  Mannitose  is  decidedly  a  glucose,  it  differs  from  dextrose 
in  its  behaviour  with  hydrochloric  acid,  sulphuric  acid,  Fehling’s  and 
Knapp’s  solutions,  and  in  its  optical  inactivity.  It  shows  the 
closest  similarity  with  laevulose  in  all  but  its  optical  properties. 

a.  j.  a. 

Inversion  of  Cane-sugar  by  Acids.  By  F.  Urech  (Bied.  Centr ., 
1883,  501). — It  is  proved  that  when  sugar  is  mixed  with  dilute  acids, 
inversion  goes  on  gradually  in  the  cold.  The  relation  between  this 
reaction,  which  is  always  accompanied  by  development  of  heat,  and 
time,  and  mass,  and  temperature,  has  now  been  investigated.  The 
author  watched  the  progress  of  inversion  either  in  the  polariscope, 
while  the  change  was  taking  place,  or  by  intermittent  testings  with 
Fehling’s  solution.  D.  A.  L. 

Action  of  Dilute  Hydrochloric  Acid  on  Starch.  By  F.  Allihn 
(Dingl.  polyt.  J .,  250,  554). — The  subjoined  table  gives  the  results 
of  the  author’s  experiments  on  the  saccharification  of  starch  by  means 
of  dilute  hydrochloric  acid.  The  starch  used  contained  98*6  per  cent, 
of  pure  starch,  0'9  per  cent,  ash,  and  0*3  per  cent,  insoluble  residue : 


Proportion  of  hydrochloric  acid  used. 

Duration 

of  experi- 

10  p.  c. 

5  p.  c. 

3  ‘5  p.  c. 

i“18 

1  *33  p.  c. 

ment. 

HM 

Proportion  of  starch  saccharified. 

Minutes. 

p.  c. 

■ 

p.  c. 

p.  c. 

p.  c. 

p.c. 

2 

92-6 

— 

— 

— 

5 

92-1 

— 

— 

— 

— 

10 

— 

90*6 

— 

— 

— 

15 

917 

— 

— 

— 

— 

30 

89*6 

94  3 

93  *27 

89  -94 

— 

50 

87-4 

93  3 

. — 

— 

— 

60 

— .. 

— 

94-65 

93  -68 

87-85 

90 

— 

— 

94*49 

95  05 

92-87 

105 

— 

— 

— 

94-89 

— 

120 

— 

- — 

— 

— . 

93'84 

150 

— 

— 

1 

' 

94  -65 

Although  it  would  not  be  practicable  to  use  hydrochloric  acid  on  a 
large  scale  for  the  saccharification  of  starch  owing  to  the  cost  of  its 
subsequent  removal,  its  use  is  recommended  for  laboratory  purposes, 
e.g.,  for  the  preparation  of  grape-sugar  from  starch.  D.  B. 

Argentammonium  Compounds.  By  A.  Retchler  (Ber.,  17,  41 
— 48). — When  aldehyde  is  added  to  an  aqueous  solution  of  silver 
nitrate  (1  mol.)  and  ammonia  (1  mol.),  a  crystalline  precipitate  is 
obtained  of  varying  composition ;  a  similar  result  is  obtained  if 
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diammonio-silver  nitrate  be  employed.  To  obtain  a  pure  product, 
100  c.c.  silver  nitrate  solution  (f  normal)  are  mixed  with  15  c  c. 
ammonia  solution  (4  times  normal),  tbe  precipitated  silver  oxide 
separated,  and  then  aldehyde  added  until  the  precipitate  produced 
does  not  readily  dissolve  on  shaking;  a  second  quantity  (15  c.c.)  of 
ammonia  solution  is  now  added,  when  six-sided  scales  separate.  The 
product,  C4H10N3O3Ag,yH2O,  is  sparingly  soluble  in  water,  less  so  in 
alcohol,  and  almost  insoluble  in  ether,  the  aqueous  solution  yielding  a 
silver  mirror  when  warmed.  It  is  gradually  decomposed  at  100°, 
melts  somewhat,  higher  and  detonates.  By  the  action  of  dry  ammonia 
on  the  powdered  substance,  2  mols.  of  the  gas  are  absorbed  with 
development  of  heat,  the  product  containing  1  atom  of  silver  to  4 
atoms  of  ammoniacal  nitrogen.  To  prepare  the  anhydrous  compound 
C4Hi0N3O3Ag,  a  dilute  alcoholic  solution  of  aldehyde  (20  c.c.)  and 
ammonia  (6 — 8  mols.)  is  precipitated  with  silver  nitrate  solution 
(1  mol.),  when  it  is  obtained  in  crystalline  grains  or  scales.  This 
compound  also  absorbs  dry  ammonia  with  formation  of  «a  product 
containing  4  atoms  of  ammoniacal  nitrogen  to  1  atom  silver. 

In  explanation  of  the  action  of  silver  nitrate  on  aldehyde-ammonia, 
the  author  suggests  the  following  equation  : — 

N03A  g  +  2CH3.CH(OH).NH2  =  N(OH)2(OAg)(]vrH.CHMe.On)2. 

By  the  abstraction  of  2  -mols.  H20  from  the  product,  the  anhydrous 
compound  C4Hi0N3O3Ag  is  produced,  the  constitution  of  which  may 

be  expressed  thus  :  N(OAg)  ^jj^>CHMe)2,  and  that  of  the  compound 

obtained  by  the  addition  of  ammonia  is — • 

N(0  Ag)(NHo)2(NH.CHMe.OH)2. 

Diammonio-silver  acetate,  C2H302Ag,2NH3,  is  obtained  by  passing 
dry  ammonia  over  silver  acetate.  The  product  is  a  white  substance 
which  loses  ammonia  on  exposure  to  air,  and  dissolves  readily  in 
water.  Its  constitution  may  be  expressed  thus : 

NHa.OMe(OAg).ONH4. 

On  adding  aldehyde  to  an  aqueous  solution  of  diammonio-silver 
acetate,  a  crystalline  precipitate  is  obtained,  consisting,  however,  of 
impure  silver  acetate  ;  a  compound  of  silver  acetate  with  ammonia 
and  aldehyde  could  not  be  obtained.  A.  K.  M. 

Action  of  Acetic  Anhydride  on  Amidines.  By  A.  Pinner 
(. Ber .,  17,  171—178). — The  author  has  already  shown  (Abstr.,  1883, 
1099)  that  acetic  anhydride  acts  differently  on  various  amidines  ;  the 
present  paper  gives  further  studies  on  the  subject.  All  the  experi¬ 
ments  were  conducted  in  the  same  manner:  the  amidine  hydro¬ 
chloride  was  mixed  with  an  equivalent  quantity  of  freshly  fused 
sodium  acetate,  so  much  acetic  anhydride  being  added  that  the  mixture 
formed  a  thick  pulp,  which  was  then  heated  to  gentle  boiling  for  1 — 2 
hours  iu  a  vessel  provided  with  a  reflux  condenser. 

From  formamidine  there  was  obtained  diacetylformamidine, 

XcN :  CH.KHXc 
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( loc .  cit .)  and  triacetylforamidil ,  C8HnN303.  The  latter  crystallises  in 
hard  crusts  formed  of  prisms,  melts  at  224°,  is  very  sparingly 
soluble  in  cold  water,  more  readily  in  hot  water.  It  must  be  regarded 
as  the  triacetyl-derivative  of  the  condensation  product  C2H5N3,  whose 
constitution  is  as  yet  uncertain.  On  boiling  diacetylformamidine 
with  water,  it  is  decomposed  with  formation  of  acetamide  ;  acetamide 
is  also  formed  on  heating  it  at  150°. 

The  product  of  the  reaction  of  acetic  anhydride  on  acetamidine 
was  poured  into  aqueous  soda,  and  the  crystalline  mass  which  sepa¬ 
rated  recrystallised.  It  consisted  of  two  substances,  of  which  that 
soluble  in  water,  anhydrodiacetylacetamidil ,  CsHn^O,  crystallises 
with  2  mols.  of  water  in  groups  of  minute  prisms,  loses  its  water  of 
crystallisation  over  sulphuric  acid,  volatilises  slowly  at  100°,  and 
melts  at  185°.  It  is  readily  soluble  in  alcohol  and  dilute  acids,  has 
marked  basic  properties,  and  yields  a  readily  soluble  platinochloride 
decomposing  on  fusion.  The  substance,  insoluble  in  water,  anhydro- 
diacetylacetamidine,  C6H8N20,  crystallises  in  lustrous  needles,  melts  at 
253°  to  a  dark-coloured  liquid,  is  sparingly  soluble  in  cold,  readily 
soluble  in  hot  alcohol,  very  soluble  in  dilute  acids.  The  platinochlo¬ 
ride  crystallises  in  yellow  needles  very  soluble  in  water. 

Capronamidine  when  treated  in  the  manner  described  above  yields 
capronitrile. 

Further  researches  are  necessary  to  ascertain  the  constitution  of 
the  new  substances  described. 

Amidine  Salts.  Acetamidine  hydrochloride  crystallises  in  long, 
brilliant,  transparent  prisms,  is  somewhat  deliquescent,  and  melts  at 
164 — 165°.  Acetamidine  platinochloride ,  (CMeN2Ha),2H2PtC]6,  forms 
moderately  soluble,  yellowish-red  prisms  ;  on  boiling  it  with  water, 
ammonium  platinochloride  separates. 

Propionamidine  hydrochloride,  C3H8N2,HC1,  forms  deliquescent,  long, 
broad  needles,  melts  at  129°,  is  readily  soluble  in  alcohol,  insoluble  in 
ether.  The  platinochloride,  (C3H8N2)2,H2PtCl6,  forms  yellowish-red 
crystals,  rather  sparingly  soluble  in  water ;  it  melts  with  slow  decom¬ 
position  at  199 — 200°. 

Capronamidine  hydrochloride ,  C6Hi4N2,HCl,  forms  large  plates, 
melts  at  106 — T07°,  is  somewhat  deliquescent,  and  is  readily  soluble 
in  alcohol.  The  platinochloride ,  (G6HuN2)2,H2PtClfl>  forms  yellowish- 
red  plates,  sparingly  soluble  in  cold,  readily  soluble  in  hot  water;  it 
melts  under  hot  water,  but  when  dry  melts  with  decomposition  at  199°. 

Capronimido-ether  hydrochloride  solidifies  when  cooled  below  0°, 
and  melts  on  heating  to  the  ordinary  temperature ;  when  carefully 
decomposed  with  soda,  it  yields  capronimido-ether ,  C5H]1-.0(OEt)  I  NH, 
as  a  liquid  of  peculiar  odour  boiling  at  168°,  and  but  little  soluble  in 
water.  A.  J.  G. 

Action  of  Heat  on  Amidine  Hydrochlorides.  By  A.  Pinner 
( Ber .,  17,  179 — 182). — The  author  has  shown  (Abstr.,  1883,  1090) 
that  by  heating  ethylamine  with  a  formimido-ether  hydrochloride  he 
obtained,  not  diethylformamidine  hydrochloride  as  expected,  but  the 
salt  of  a  base,  Ci0H2]N3,  derived  from  diethylformamidine  by  elimina¬ 
tion  of  ammonia.  The  non- occurrence  of  diethylformamidine  is  now 
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found  to  be  due  to  its  decomposition  by  the  temperature  employed  in 
the  reaction.  A  mixture  of  diethylamine  and  formimido-ether  hydro¬ 
chloride  dissolved  in  absolute  alcohol  was  allowed  to  remain  for 
several  weeks  at  the  ordinary  temperature ;  the  products  of  the 
reaction  were  then  found  to  be  ammonia,  diethylamine  hydrochloride, 
diethylformamidine  hydrochloride,  and  the  hydrochloride  of  the  base 
C10H2lN3. 

Unsymmetrical  diethylformamidine  hydrochloride ,  NEta-CH!  NH,HC1, 
crystallises  in  brilliant,  transparent,  compact  prisms,  melts  at  125°, 
is  very  hygroscopic,  and  is  readily  soluble  in  alcohol.  The  platino- 
chloride,  (C5H12N2)2,H2PtCl6,  crystallises  in  yellowish-red  prisms, 
melts  at  208 — 209°,  and  is  sparingly  soluble  in  cold  water.  When 
the  alcoholic  solution  of  the  hydrochloride  is  boiled  it  slowly  evolves 
ammonia.  Formamidine  hydrochloride  evolves  streams  of  ammonia 
wken  heated  in  alcoholic  solution.  A.  J.  G. 

Glucosamine  Hydrochloride.  By  F.  Tiemann  ( Ber .,  17,  241 — 

251). — G.  Ledderhose  gave  the  name  glucosamine  hydrochloride  to  a 
crystalline  substance,  CeHjJTOsjHCl,  obtained  by  boiling  chitin  with 
concentrated  hydrochloric  acid.  By  double  decomposition  with  silver 
salts,  he  obtained  what  he  regarded  as  salts  of  glucosamine,  and  free 
glucosamine  by  treatment  of  the  sulphate  with  barium  hydroxide,  all 
these  substances  being  distinctly  crystalline,  but  none  of  these  deriva¬ 
tives  from  the  hydrochloride  could  be  obtained  in  a  state  fit  for 
analysis.  Moreover,  on  heating  glucosamine  hydrochloride  with  a 
nitrite,  nitrogen  was  evolved,  and  he  obtained  a  sugar  (of  the  formula 
C6H1206  P)  as  a  dextrorotary  syrup  (this  Journal,  1877,  1,  64; 
Zeitschr.  Physiol.  Chem .,  2,  213;  4,  139). 

To  prepare  glucosamine  hydrochloride,  the  claws  and  shells  of 
lobsters  were  treated  at  the  ordinary  temperature  with  concentrated 
hydrochloric  acid  until  all  mineral  matters  had  been  removed,  and 
then  dissolved  in  boiling  hydrochloric  acid.  The  solution  was  diluted 
with  water,  the  excess  of  acid  evaporated,  filtered  after  some  time  to 
remove  separated  black  decomposition-products,  and  finally  crystal¬ 
lised.  The  last  crystallisations  are  especially  liable  to  contain 
gypsum,  the  presence  of  which  leads  to  erroneous  conclusions  as  to 
the  crystallisation  of  the  derivatives.  Attempts  to  prepare  the 
sulphate,  nitrate,  &c.,  and  the  free  base  were  not  more  satisfactory 
than  those  of  Ledderhose ;  syrups  were  obtained  which  only  crystal¬ 
lised  in  part  after  standing  for  more  than  a  year  under  absolute 
alcohol.  There  seems  great  doubt  if  some  further  decomposition  had 
not  occurred  during  these  attempts  to  prepare  the  salts  and  the  base, 
inasmuch  as  it  was  not  found  possible  to  reconvert  these  crystalline 
products  into  glucosamine  hydrochloride.  The  author  confirms 
Ledderhose’s  statement  as  to  the  action  of  nitrites  on  glucosamine 
hydrochloride,  and  was  also  unable  to  obtain  the  sugar  in  a  state  fit 
for  analysis. 

By  careful  oxidation  of  glucosamine  hydrochloride  with  nitric  acid, 
(sp.  gr.  1*2)  isosaccharic  acid  is  obtained.  If  the  reaction  is  allowed 
to  become  violent,  oxalic  acid  is  formed  in  large  quantity,  but  with 
care  its  formation  can  be  almost  entirely  avoided. 
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Isosaccharic  acid ,  C6Hi0O8,  crystallises  in  anhydrous  white  rhombic 
crystals,  melts  at  185°,  and  is  decomposed  on  stronger  heating.  It  is 
readily  soluble  in  alcohol  and  water,  more  sparingly  soluble  in  ether. 
Its  aqueous  solution  is  dextrorotary.  The  barium  salt,  C6H8Ba08, 
forms  crystalline  crusts  ;  the  copper  salt,  C6H8Cu08,  is  obtained  as 
a  light  green  crystalline  precipitate  on  adding  alcohol  to  its  aqueous 
solution ;  the  calcium  salt,  C6H8Ca08,  forms  pointed  crystals.  The 
silver  salt,  C6H8Ag208,  is  obtained  as  a  white  crystalline  precipitate 
on  adding  silver  nitrate  to  a  concentrated  solution  of  the  calcium 
salt ;  on  boiling  its  aqueous  solution  silver  separates,  in  part  as  a 
mirror. 

Ethyl  isosaccharate ,  C6H806(0Et)2,  crystallises  in  concentrically 
grouped  needles,  melts  at  73°,  is  readily  soluble  in  water,  alcohol, 
and  ether,  sparingly  soluble  in  chloroform  and  benzene.  By  care¬ 
fully  heating  isosaccharic  acid  in  a  stream  of  carbonic  anhydride 
nothing  but  a  small  carbonaceous  residue  is  left,  the  acid  being  almost 
entirely  resolved  into  carbonic  anhydride,  water,  and  pyromucic  acid. 

A  careful  comparison  of  isosaccharic  acid  with  the  isomeric 
saccharic,  mucic,  and  paramucic  acids,  clearly  showed  that  it  was  not 
identical  with  any  of  them. 


New  Group  of  Nitrogen  Compounds.  By  R.  Engel  ( Compt . 
rend .,  98,  574 — 576). — When  ammonium  lactate  is  dried  in  a  slow 
current  of  dry  ammonia  gas  and  heated  above  160°,  it  is  completely 
decomposed ;  at  125 — 135°  it  gradually  gives  off  water,  and  is  mainly 
converted  into  lactamide;  at  95 — 105°  it  loses  water  very  slowly,  bub 
after  456  hours’  heating  the  residue  has  the  same  composition  as 
lactamide.  The  product,  however,  differs  in  its  properties  from  both 
lactamide  and  alanine.  It  is  a  pale  amber-coloured,  syrupy  uncrystal- 
lisable  liquid,  which  decomposes  at  about  200°,  and  cannot  be  distilled. 
In  contact  writh  water,  it  immediately  forms  ammonium  lactate,  and 
the  whole  of  the  ammonia  contained  in  it  can  be  precipitated  by 
platinum  chloride  in  the  cold.  The  constitution  of  this  new  com¬ 


pound  may  be  represented  by  the  formula  CHMe<^ 


NH3 

CO- 


>0,  it  being 


formed  from  ammonium  lactate  by  the  loss  of  the  alcoholic  hydroxyl 
and  one  of  the  hydrogen-atoms  in  the  ammonium.  This  formula  ex¬ 
plains  the  readiness  with  which  the  compound  is  converted  into 
ammonium  lactate,  and  also  shows  that  it  is  intermediate  between  an 
ammonium  salt  and  an  amine.  Hence  the  author  proposes  to  call 
this  new  isomeride  lactamine ,  and  to  give  the  generic  name  acidamines 
to  other  compounds  of  the  same  nature,  which  will  be  described  in  a 
subsequent  paper.  C.  H.  B. 


Synthesis  of  Pyrocoll.  By  G.  L.  Ciamician  and  P.  Silber  (Per., 
17,  103 — 106). — This  is  effected  by  means  of  the  acetyl -derivative  of 
carbopyrollic  acid.  The  authors  prepare  carbopyrollic  acid  by 
Schwanert’s  method  ( Annalen ,  116,  278)  of  heating  ammonium 
mucate,  and  saponifying  the  carbopyrollamide  obtained  with  baryta- 
water.  They  then  convert  the  barium  salt  into  potassium  or  sodium 
salt,  add  dilute  sulphuric  acid,  and  extract  with  ether.  To  prepare 
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pyrocoll,  carbopyrollic  acid  is  boiled  with  an  excess  of  acetic  anhy¬ 
dride,  and  the  latter  then  removed  by  distillation  under  diminished 
pressure.  When  the  nearly  black  and  thick  oil  obtained  is  further 
heated  at  about  160 — 190°,  acetopyrroline  passes  over  with  the  last 
traces  of  acetic  anhydride  ;  at  a  certain  stage,  however,  the  residue 
suddenly  boils  up  with  abundant  evolution  of  acetic  acid,  and  solidi¬ 
fies.  The  heating  is  then  discontinued,  and  the  product  purified  by 
crystallisation  from  glacial  acetic  acid  and  sublimation  in  a  current  of 
carbonic  anhydride.  Its  properties  agree  with  those  of  pyrocoll  ob¬ 
tained  from  gelatin;  it  melts  at  267°.  The  authors  have  not  been 
able  to  isolate  the  acetyl-derivative  of  carbopyrollic  acid,  which 
appears  to  be  decomposed  by  boiling  with  water.  The  production  of 
pyrocoll  may  be  explained  by  the  equation  : — 

c4h3n  .  CO 

2C4H3NAc.COOH  =|  |  +  2AcOH. 

co.c4h3n 

A.  K.  M. 

Influence  of  Isomerism  on  Etherification.  By  H.  Menschutkin 
(Ann.  Phys.  Ghim.  [5],  30,81 — 144). — The  greater  part  of  the  results 
and  the  deductions  therefrom  brought  forward  in  this  memoir  have 
already  appeared  in  abstract  (Abstr.,  1882,  383 — 388). 

Some  few  miscellaneous  experiments  are  added,  together  with 
general  conclusions  from  the  whole  of  the  author’s  researches. 

J Etherification  of  Halo  gen- derivatives  of  Alcohols  by  Acetic  Acid. 

Initial  velocity.  Limit. 

Glycol  chlorhydrin,  CH2Cl.CH2.OH .  48*86  — 

Glycerol  dibromhydrin,  CH2Br.CHBr.CH2.OH.  15*51  — 

Etherification  of  Derivatives  of  Acids  by  Isobutyl  Alcohol. 

Initial  velocity.  Limit. 

Monochloracetic  acid,  CH2Cl.COOH . .  64*42  — 

Metanitrobenzoic  acid,  C6H4N02.C00H .  24*76  72*28 

Etherification  of  Various  Alcohols  by  Acetic  Acid. 

Initial  velocity. 

Propargylie  alcohol,  CH  :  C.CH2OH . .  20*50 

Ethyl  isobutyl  carbinol,  CHMe2.CH2.CEtH.OH  18*23 

Menthol,  Ci0H20O . . . . . . .  15  29 

Borneol,  C10Hi8O .  25*12 

Ethyl  phenyl  carbinol,  CHEtPh.OH, .  18*89 

Diphenyl  carbinol,  CHPh2.OH .  21*99 

Conclusions. — The  principal  results  of  the  author’s  investigations  on 
the  influence  of  isomerism  of  alcohols  and  acids  on  the  formation  of 
ethereal  salts  may  be  summed  up  as  follows : — 

Monatomic  Alcohols. —  (i.)  The  primary  alcohols  possess  the  highest 
limit  of  etherification  and  the  greatest  initial  velocity,  but  these 


Limit. 


63*06 

61*49 

62*46 
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values  are  different  for  different  isologous  series,  tlie  less  saturated 
giving  results  lower  than  the  most  saturated.  In  the  homologous 
series  of  these  last,  the  velocity  and  limit  vary  regularly  with  the 
molecular  weight. 

(ii.)  The  initial  velocity  and  limit  of  the  secondary  is  less  than 
that  of  the  primary  alcohols  ;  analogous  differences  of  composition 
correspond  with  analogous  differences  of  etherification. 

(iii.)  The  velocity  and  limit  of  the  tertiary  alcohols  is  very  small, 
their  salts  of  acetic  acid  are  readily  decomposed  into  the  acid  and  the 
corresponding  olefine. 

(iv.)  The  phenols  resemble  the  tertiary  alcohols,  although  the 
process  of  etherification  proceeds  normally. 

Polyatomic  Alcohols. — (i.)  The  velocity  and  limit  of  polyatomic 
alcohols  vary  inversely  as  their  atomicity. 

(ii.)  With  alcohols  of  the  same  atomicity,  the  velocity  and  limit 
vary  with  their  isomerism ;  the  primary  glycols  give  the  highest 
results,  then  the  secondary,  and  the  tertiary  the  lowest.  The 
diatomic  phenols  resemble  the  tertiary  glycols. 

Monobasic  Acids. — (i.)  The  etherification  of  the  primary  monobasic 
acids  is  distinguished  from  that  of  all  other  acids  by  the  high  initial 
velocity  and  small  limit.  In  the  homologous  series  of  normal  primary 
acids,  the  limit  and  velocity  vary  regularly  with  the  molecular  weight 
of  the  acid. 

(ii.)  The  secondary  acids  show  smaller  initial  velocities,  but  higher 
limits  than  the  primary  acids ;  the  effect  of  valuation  of  composition 
is  not  marked. 

(iii.)  The  tertiary  monobasic  acids,  whether  of  the  paraffino’id  or 
aromatic  series,  are  characterised  by  the  smallest  velocity,  but  by  the 
highest  limit  of  etherification. 

Polybasic  Acids. — The  limit  of  the  poly  basic  acids  is  approximately 
equal  to  those  of  the  monobasic ;  their  initial  velocity  is,  however, 
slightly  greater.  The  influence  of  isomerism  in  both  series  exhibits 
the  same  characteristics. 

Hydroxyl  Acids. — (i.)  The  primary  alcoholic  acids  show  the  highest 
limit  of  the  etherification,  on  the  action  upon  them  of  acids  and 
alcohols,  and  in  the  process  of  internal  etherification,  or  formation  of 
anhydride. 

(ii.)  The  phenolic  acids  belonging  to  the  group  of  tertiary  acids  are 
characterised  by  the  small  limit  in  the  action  upon  them  of  acids  and 
alcohols ;  they  do  not  undergo  the  change  of  internal  etherification. 

y.  h.  y. 

Ethylic  Ethylacetocyanacetate  and  Methylacetoeyanacetate. 

By  A.  Held  ( Compt .  rend.,  98,  522—525). — When  the  sodium  deri¬ 
vative  of  ethylic  acetocyanacetate  is  heated  writh  methyl  or  ethyl 
iodide,  no  substitution  takes  place.  Ethylic  ethylacetocyanacetate 
can,  however,  be  obtained  by  treating  ethylic  ethylacetoacetate  with 
sodium  ethylate,  and  saturating  the  liquid  with  dry  cyanogen  chloride. 
On  adding  water,  the  product  separates  into  two  layers,  the  upper  of 
wrhich  is  washed  with  water  and  fractionated  in  a  vacuum.  Ethylic 
ethylacetocyanacetate  is  a  colourless  liquid,  which  gradually  becomes 
yellowish.  It  has  an  agreeable  ethereal  odour,  boils  at  105—110° 
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under  a  pressure  of  15  mm.  to  2  mm.  of  mercury,  and  dissolves  in  all 
proportions  in  alcohol  and  ether,  but  is  insoluble  in  water  and  in 
alkaline  solutions;  sp.  gr.  at  20°  =  0*976.  When  boiled  for  several 
hours  with  potash  solution,  it  yields  ammonia,  carbonic  anhydride, 
alcohol,  and  acetic  and  butyric  acids,  and  therefore  has  the  constitution 
Me.CO.CEtCy.COOEt. 

Ethylic  methylacetocyanacetate  is  prepared  in  a  similar  manner. 
It  is  a  colourless  liquid,  which  boils  at  90 — 95°  under  a  pressure  of 
15 — 20  mm. ;  sp.  gr.  at  20°  =  0'996.  It  has  an  ethereal  odour,  and  is 
insoluble  in  water  and  alkalis.  When  boiled  with  potash,  it  splits  up 
in  the  same  manner  as  the  preceding  compound,  but  yields  propionic 
acid  in  place  of  butyric  acid,  and  it  therefore  has  the  constitution 
Me.CO.CMeCy.COOEt.  C.  H.  B. 


Reactions  of  Carbon  Oxysulphide.  By  Berthelot  (Ann. 
Chim.  Pkys.  [5],  30,  539 — 541). — Carbon  oxysulphide  and  ammonia 
gases  combine  to  form  ammonium  oxysulphoearbamate  transform¬ 
able  into  carbamide  by  elimination  of  hydrogen  sulphide,  thus : 
NH2.COSNH4  —  H2S  —  NH3.CO.NEL2.  On  evaporating  an  aqueous 
solution  of  the  salt,  a  crystalline  mass  is  obtained,  consisting  princi¬ 
pally  of  carbamide  admixed  with  a  considerable  proportion  of  thio- 
carbamide.  The  formation  of  this  latter  may  be  due  either  to 
simultaneous  production  of  two  isomeric  oxysulphocarbamates  in  the 
reaction  of  ammonia  on  carbon  oxysulphide,  such  as  NH2.CO.SNH4 
or  NH2.CS.ONH4,  or  to  the  concomitant  elimination  of  hydrogen 
sulphide,  or  water  from  one  oxysulphoearbamate.  V.  H.  V. 


Malonic  Acid.  By  M.  Freund  ( Ber .,  17,  133—138). — For  the 
preparation  of  malonamide,  the  author  recommends  that  malonic  ether 
(50  grams)  be  treated  with  (150  c.c.  of)  concentrated  ammonia  solution 
(sp.  gr.  0*925),  and  repeatedly  shaken  for  1 — 2  days.  On  heating  an 
aqueous  solution  of  the  amide  writh  freshly  precipitated  mercuric 


CONH 


oxide,  the  compound  CH2<^£iQ^j^-^>Hg  is  produced,  and  separates 


on  cooling  as  a  heavy  white  amorphous  powder,  insoluble  in  alcohol 
and  ether,  sparingly  soluble  in  hot  water,  readily  in  dilute  hydro¬ 
chloric  acid.  Pimethylmalonamide ,  CH2(CO.NHMe)2,  is  prepared  by 
agitating  malonic  ether  (1  mol.)  with  aqueous  methylamine  (2  mols.), 
and  evaporating  the  solution  to  dryness.  It  crystallises  from  benzene 
in  small  flat  deliquescent  needles,  melting  at  128°.  Malonanilide , 
CH2(CO.NHPh)2,  obtained  by  boiling  malonic  ether  (1  mol.)  with 
aniline  (2  mols.),  crystallises  from  alcohol  in  white  needles  melting 
at  223°.  It  can  also  be  prepared  by  boiling  malonamide  with  aniline. 
It  is  not  acted  on  by  acetic  chloride,  even  on  heating.  When  malon¬ 
amide  (1  mol.)  is  heated  with  aniline  (1  mol.)  in  an  oil-bath,  the 
temperature  being  gradually  raised  to  200 — 220°,  and  maintained  at 
that  for  about  half  an  hour,  the  product  solidifles  on  cooling ;  the  mass 
is  powdered,  boiled  with  water,  and  the  solution  filtered  hot.  The 
moftOj?/£e/^Zwah)namh7e,NH2,CO,CH2,CO,NHPh,  thus  obtained,  crystal¬ 
lises  from  water  or  alcohol  in  slender  white  needles  melting  at  163°. 
When  this  is  boiled  with  an  excess  of  milk  of  lime,  the  calcium  salt 
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of  malonanilic  acid,  (NHPli.C0.CH2.C00)2Ca,4lH<;0,  is  formed, 
crystallising  in  tufts  of  needles.  The  free  acid,  C9H9NO3,  forms  large 
well-formed  crystals  melting  at  132°.  The  silver  salt,  C9H8N03Ag, 
crystallises  in  small  white  needles.  Dimethyldiphenylmalonamide , 
CH2(CO.NMePh)2,  is  prepared  by  boiling  malonamide  with  an  excess 
of  methylaniline  ;  it  crystallises  from  water  in  rhombic  plates  and 
from  ether  in  prisms  melting  at  109°.  Ethylenemalonamide , 

P  jt  >-CONHv  p  t_t 

u±i2<^  £  q  ^  L/2nt4i 

is  formed  when  ethylenediamine  is  heated  at  170 — 180°  with  malon¬ 
amide  or  boiled  with  ethyl  malonate;  it  is  very  readily  soluble  in 
water,  almost  insoluble  in  alcohol.  Phenylenediamine  reacts  in  a 
similar  way,  yielding  an  amorphous  grey  substance,  insoluble  in  water, 
alcohol,  ether,  glacial  acetic  acid,  and  benzene.  A.  K.  M. 

Derivatives  of  Malonic  Acid.  By  L.  Rugheimer  ( Ber .,  17, 
235 — 236). — By  heating  equal  molecular  weights  of  aniline  and  ethyl 
malonate  in  sealed  tubes  at  160 — 170°,  the  author  obtained,  not  the 
desired  malonanilic  acid,  but,  the  dianilide  of  malonic  acid,  a  sub¬ 
stance  crystallising  in  needles  melting  at  222 — 223°,  soluble  in  alcohol 
and  dilute  acetic  acid,  insoluble  in  water  and  ether.  Boiling  acetic 
anhydride  attacks  this  substance,  converting  it  into  a  body  which 
crystallises  from  light  petroleum  in  broad  needles.  Treated  with 
sulphuric  acid  at  150°,  the  dianilide  yields  an  acid  crystallising  in 
large  tables  of  the  formula  Ci5Hi2N2(S03II)2  +  2H20  (?). 

Malonanilic  acid  appears  to  be  formed  by  heating  equal  molecular 
weights  of  aniline  and  malonic  acid  at  105°.  It  crystallises  in  small 
prisms,  melts  with  decomposition  at  132°,  and  is  much  less  soluble  in 
water  than  malonic  acid. 

Aniline  and  ethyl  malonylchloride,  ClCO.CH2.COOEt,  dissolved  in 
benzene,  react  at  ordinary  temperatures  and  yield  aniline  hydro¬ 
chloride  and  a  substance  crystallising  in  needles  melting  at  208 — 
210°,  but  not  resolidifying  after  fusion,  soluble  in  aqueous  ammonia 
and  soda,  sparingly  soluble  in  sodium  carbonate.  A.  J.  G. 

Formulae  of  certain  Ammonium  Salts.  By  R.  Engel  ( Compt . 
rend.,  98,  628— 630). — It  is  well  known  that  aldehydes  have  a 
tendency  to  unite  with  water,  forming  hydrates  which  are  really 
bivalent  alcohols,  the  ethers  of  which  are  the  acetals,  and  hence  the 
existence  might  be  inferred  of  a  hydrate  of  glyoxalic  acid,  COH.COOH, 
which  would  be  dihydroxyacetic  acid,  CH(OH)2.COOH.  Notwith¬ 
standing  the  fact  that  glyoxalic  acid  and  the  glyoxalates  contain  a  mole¬ 
cule  of  water  which  cannot  be  driven  off  without  decomposing  the 
compound,  the  formula  COH.COOM  is  generally  given  to  metallic 
glyoxalates,  although  the  only  fact  which  really  supports  this  view  is 
the  composition  of  the  ammonium  glyoxalate,  COH.COONH4,  which  is 
regarded  as  a  true  ammonium  salt,  because  it  gives  off  ammonia  when 
treated  with  potash,  and  undergoes  double  decomposition  with  other 
salts.  The  author,  however,  regards  this  compound,  the  correspond¬ 
ing  ammonium  mesoxalate,  which  contains  1  mol.  H20  less  than  other 
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mesoxalates,  and  aldehyde- ammonium  sulphites,  which  also  contain 
1  mol.  H20  less  than  the  corresponding  salts  of  other  metals,  as 
analogous  to  the  lactamine  described  in  a  preceding  communication. 
He  regards  ordinary  ammonium  gly oxalate  and  mesoxalate  as  glyoxal- 
amine  and  mesoxalamine  respectively,  and  concludes:  (1)  that  the 
glyoxalates  have  the  general  formula  CH(OH)2.COOM ;  and  (2)  that 
to  the  acid  alcohols  of  the  formula  CH(OH).COOH,  there  corre¬ 
sponds  a  series  of  nitrogen  compounds  which  are  not  ammoniacal 
salts,  because  they  contain  an  atom  of  water  less,  and  are  not  amides 
because  they  behave  like  ammonium  salts  when  brought  in  contact 
with  water,  but  which  occupy  an  intermediate  position. 

C.  H.  B. 

Distinct  Types  of  Glyeollic  Oxides.  By  L.  Henry  (Ann.  Chim. 
Phys.  [5],  29',  543 — -555). — It  is  here  proposed  to  divide  the  sub¬ 
stituted  derivatives  of  the  paraffins  into  two  distinct  types,  1st,  the 
continuous,  in  which  the  replacing  groups  are  attached  to  contiguous 
carbon-atoms,  and  2nd,  the  discontinuous,  in  which  these  groups  are 
attached  to  carbon-atoms,  which  are  not  contiguous.  To  the  first 
class  belong,  for  example,  ordinary  lactic  acid,  COOH.CHMe.OH,  or 
propylene  glycol,  CH2(OH).CHMe.OH ;  to  the  second  class  belong 
7-oxybutyric  acid,  CH2(OH)(CH2)2COOH,  or  7-oxyvaleric  acid, 

CHMe(OH)  (CH2)2COOH. 

It  would  appear  generally  that  a  discontinuous  compound  functions 
as  a  series  of  distinct  mono-carbon  groupings  detached  from  one 
another,  but  in  the  continuous  compounds  the  proximity  of  the  sub¬ 
stituted  groupings  modifies  its  character.  Such  differences  of 
chemical  function  are  here  illustrated  in  the  case  of  two  glyeollic 
oxides  derivable  from  hexylene,  the  one  diallyl  oxide, 

CHMe<CH-QCILi>CHMe, 

the  other  mannitic  oxide,  CHMe\^/CH.CH2Et.  The  former  re¬ 
sembles  ethyl  oxide  in  dissolving-  in  the  halogen  or  sulphuric  acids 
without  chemical  change  or  evolution  of  heat,  and  in  being  for  the 
most  part  unaltered  by  phosphorus  pentachloride.  It  is  immediately 
oxidised  by  nitric  acid.  On  the  contrary,  the  latter  resembles 
ethylenic  oxide  in  combining  directly  with  the  halogen  acids  with 
considerable  evolution  of  heat,  and  formation  of  a  hydrine,  C6H12.OH ; 
by  phosphorus  pentachloride,  it  is  converted  into  a  dichlorhexane, 
C6H12C12;  by  nitric  acid,  it  is  converted  into  a  binitrate,  C6H12(N03)3. 
These  facts  illustrate  the  dynamical-  differences  between  two  com¬ 
pounds,  in  both  of  which  the  relative  arrangement  of  the  carbon-atoms 
is  the  same,  though  the  position  of  the  oxygen-atom  relative  to  the 
carbon-atoms  is  different.  Y.  H.  Y. 

Gluconic  Acid..  Preliminary  Notice.  By  H.  Kiliani  and  S. 
Kleemann  (Ber.,  17,  143). — Gluconic  acid  is  converted  into  capro* 
lactone  by  heating  it  with  concentrated  hydriodic  acid  and  amorphous 
phosphorus  in  a  vessel  provided  with  a  reflux  condenser;  caproic 
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acid  does  not  appear  to  be  formed  simultaneously.  By  heating  capro- 
lactone  with  the  same  reagents  in  sealed  tubes  at  200°,  caproic  acid 
is  obtained.  A.  J.  G. 

Action  of  Alkalis  on  Mueobromic  Acid.  By  H.  B.  Hill 

( Ber .,  17,  238 — 239). — The  action  of  excess  of  baryta  on  mueobromic 
acid  resolves  it  into- formic  and  dibromacrylic  acids  (Hill  and  Jackson, 
Abstr.,  1879,  224)  ;  if,  however,  any  large  excess  of  baryta  is  avoided, 
the  reaction  takes  quite  a  different  course.  Mueobromic  acid  is 
suspended  in  water,  neutralised  with  baryta,  and  baryta-water  slowly 
added,  until  there  is  1^  mol.  of  baryta  to  1  mol.  of  mueobromic  acid, 
the  alkaline  liquid  is  allowed  to  stand  all  night,  the  excess  of  baryta 
removed  with  carbonic  anhydride,  and  the  filtered  liquid  mixed  with 
an  equal  volume  of  alcohol,  when  the  barium  salt  of  an  acid, 
C4H3Br04,  is  precipitated.  The  free  acid  crystallises  in  small  colour¬ 
less  oblique  prisms,  melts  at  111 — 112°,  is  very  soluble  in  water, 
alcohol,  and  ether,  insoluble  in  chloroform,  benzene,  carbon  bisulphide, 
or  light  petroleum.  Its  solutions  decompose  on  evaporation,  even  at 
ordinary  temperatures.  It  gives  an  intense  garnet-red  coloration  with 
ferric  chloride;  The  barium  salt,  BaC4HBr04  +  H20,  crystallises  in 
fine  interlaced  needles  ;  the  potassium  salt,  K2C4HBr04  -f  H20,  crys¬ 
tallises  in  well  fornied  rhombic  tables  ;  the  silver  salt,  Ag2HC4Br04, 
is  obtained  as  a  crystalline  precipitate  readily  soluble  in  nitric  acid, 
the  solution  soon  becoming  turbid  from  deposition  of  silver  bromide. 

Aqueous  solution  of  potassium  phenylate  reacts  readily  with  muco- 
bromic  acid,  formin g  pfie7ioxy mueobromic  acid ,  C4H2(0Ph)Br03. 

A.  J.  G. 

Decomposition  of  Ethyl  Carbamate.  By  G.  Arth  ( Gompt . 
rend .,  98,  521 — 522). — Haller  has  shown  that  when  campholurethane 
is  treated  with  alcoholic  potash,  it  splits  up  into  potassium  cyanate, 
borneol,  and  water  (Abstr.,  1883,  625  and  1213),  and  the  author  has 
found  that  the  analogous  compound  obtained  from  menthol  behaves 
in  a  precisely  similar  manner.  He  now  finds  that  when  crystallised 
ethyl  carbamate,  obtained  by  the  action  of  urea  nitrate  on  absolute 
alcohol,  is  boiled  with  the  requisite  quantity  of  alcoholic  potash,  it 
yields  potassium  cyanate,  which  is  partially  decomposed  with  evolu¬ 
tion  of  ammonia.  It  appears  therefore  that  the  reaction  observed  by 
Haller  is  general,  and  that  when  carbamic  ethers  are  treated  with 
potash  they  decompose  in.  accordance  with  the  equation 

CO.NH2.OR  +  KOH  =  CM)K  4  RuOH  +  H20. 

This  observation  furnishes  an  additional  reason  for  placing  the 
borneol  and  menthol  derivatives  referred  to  in  the  class  of  carbamic 
ethers.  C.  H.  B. 

Allylcarbamide.  (Fart  I.)  By  R.  Andreasch  (Monatsh.  Ckem., 
5,  33 — 46). — Looking  upon  Medicus’  formula  for  uric  acid, 

CO.NH.C.NH 

l  II  >co, 

NH.CO.C.NH/ 
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as  probably  correct,  the  author  considers  that  for  any  synthesis  of 
uric  acid  which  shall  be  of  use  from  a  theoretical  point  of  view,  the 
starting  point  must  be  a  carbamide  derivative  consisting  of  a  closed 
ring  containing  three  consecutive  carbon-atoms.  The  present  investi¬ 
gation  was  undertaken  in  the  hope  of  obtaining  such  a  body  by 
splitting  off  the  elements  of  hydrobromic  acid  from  the  dibromo- 
addition  product  of  allylcarbamide.  Allylcarbamide  was  prepared 
by  the  action  of  allylamine  sulphate  on  potassium  cyanate,  and  also 
by  heating  a  solution  of  thiosinamine  with  silver  nitrate.  Allylamine 
was  prepared  by  Hofmann’s  method  of  heating  allylthiocarbimide 
(volatile  oil  of  mustard)  with  strong  sulphuric  acid.  Allylamine  sul¬ 
phate,  (C3H5.NH2)2,H*S04,  is  very  soluble  in  water ;  its  solution  on 
evaporation  forms  a  syrup  which  when  left  for  some  time  over  sul¬ 
phuric  acid  solidifies  to  a  crystalline  mass.  It  is  very  soluble  in 
alcohol,  and  exceedingly  hygroscopic.  Allylcarbamide  forms  a  net¬ 
work  of  fine  needles  easily  soluble  in  alcohol  and  water,  very  sparingly 
in  chloroform  and  ether,  and  melting  at  85°*.  Allylcarbamide  nitrate 
crystallises  in  groups  of  slender  needles ;  it  is  easily  soluble  in  water  to 
an  acid  solution  which  decomposes  with  evolution  of  gas  when  heated. 
When  an  aqueous  or  alcoholic  solution  of  allyl  carbamide  is  treated 
with  bromine,  it  takes  up  1  mol.  of  the  latter,  forming  dibromopropyl- 
carbamide ,  C4H8N2OBr2.  The  reaction  takes  place  quantitatively,  and 
may  be  used  as  a  means  of  titrating  a  solution  of  allylcarbamide. 
Dibromopropylcarbamide  crystallises  in  thin  plates  or  needles,  easily 
soluble  in  warm  water  and  in  alcohol,  sparingly  so  in  cold  water  and 
chloroform,  insoluble  in  ether.  It  melts  at  109°.  The  aqueous  solu¬ 
tion  is  neutral  in  reaction,  and  gives  no  precipitate  with  silver  nitrate. 
Heated  with  water,  it  is  converted  into  an  isomeric  body  which  crys¬ 
tallises  in  needles  belonging  to  the  rhombic  system ;  it  melts  at 
158°,  and  is  soluble  in  water  and  alcohol,  insoluble  in  ether  and 
chloroform.  It  forms  a  neutral  aqueous  solution,  from  which  silver 
nitrate  precipitates  half  the  bromine  present,  thus  proving  the  sub¬ 
stance  to  be  the  hydrobromide  of  a  brominated  base.  This  substance 
has  most  probably  one  of  the  two  following  formulae : — 


NH2,HBr 

CO< 

XNH.CH2.CH !  CHBr 

Bromallylcarbamide 

hydrobromide. 


or 


Bromopropylene  carbamide 
hydrobromide. 


From  the  neutral  reaction  of  its  aqueous  solution,  the  author  is 
inclined  to  regard  the  second  as  the  more  likely  formula,  for  it 
seems  improbable  that  a  bromallylcarbamide  would  have  such  marked 
basic  properties.  Bromopropylenecarb  amide  hydrochloride  is  obtained 
by  digesting  the  hydrobromide  with  freshly  precipitated  silver  chloride, 
crystallises  in  concentrically -grouped  needles,  melting  at  143°,  and 
easily  soluble  in  water  and  alcohol.  The  platino-chloride, 

(C4H7BrH20)2,H2PtCl6, 


*  Note  by  Abstractor. — Maly  ( Zeitschr .  CJtem 1869,  261)  states  that  allyl 
carbamide  crystallises  in  prisms  melting  at  241°. 
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crystallises  in  orange-yellow  scales,  soluble  in  water,  insoluble  in 
absolute  alcohol  or  ether.  Bromopropylenecarb amide,  C4H7BrlNr20,  is 
obtained  from  the  hydrobromide  by  digesting  it  with  silver  oxide  or 
by  adding  the  calculated  quantity  of  potassium  hydroxide  to  its 
aqueous  solution.  It  crystallises  in  well-formed  silky  needles  which 
melt  at  120°.  It  is  sparingly  soluble  in  cold  water,  easily  so  in 
boiling  water,  and  forms  a  strongly  alkaline  solution.  It  dissolves  in 
boiling  alcohol,  chloroform,  and  benzene,  but  crystallises  out  again, 
on  cooling,  in  long  needles.  It  forms  neutral  salts  with  acids.  The 
sulphate  is  easily  soluble  in  alcohol  and  water.  With  silver  nitrate 
an  aqueous  solution  of  the  free  base  gives  a  white  precipitate  soluble 
in  nitric  acid  and  ammonia ;  with  mercuric  chloride,  it  gives  a  heavy 
white  flocculent  precipitate.  The  author  was  unable  to  debrominate 
this  base :  tin  and  hydrochloric  acid  did  not  act  on  it,  whereas  the 
action  of  sodium-amalgam  was  too  energetic  and  yielded  no  satisfac¬ 
tory  results.  Attempts  to  establish  its  constitution  by  decomposing 
it  with  alkalis  or  alcoholic  ammonia,  or  by  obtaining  oxidation-pro¬ 
ducts,  also  proved  fruitless.  L.  T.  T. 

Action  of  Bromethylene  on  Benzene  in  Presence  of  Alu¬ 
minium  Chloride.  By  Hanriot  and  Gutlbert  ( Compt .  rend.,  98, 
525 — 526). — 500  grams  bromethylene  were  mixed  with  230  grams 
benzene,  and  20  grams  aluminium  chloride  were  added  gradually  to 
the  cooled  mixture  in  such  a  manner  that  the  temperature  did  not 
rise  above  50 — 60°.  No  gases  were  evolved,  and  the  product  was 
thrown  into  ice-cold  water,  dried  over  potash,  and  distilled  in  a 
vacuum.  Two  fractions  were  thus  obtained,  one  boiling  at  145 — 150° 
under  a  pressure  of  0*03  m.,  and  consisting  of  styrolyl  bromide, 
CfiH5.C2H4Br,  the  other  boiling  at  200 — 230°,  and  consisting  of 
dibromodiethylbenzene,  CsH^CbhBBr^.  Above  230°  no  definite 
fraction  could  be  obtained,  and  an  abundant  black  tarry  residue  re¬ 
sulting  from  the  decomposition  of  higher  brominated  products  was 
left  in  the  retort.  These  results  are  very  different  from  those  obtained 
by  Angelbis  and  Anschutz  ( Ber .,  1884,  167).  C.  H.  B. 

New  Compound  formed  in  the  Preparation  of  Benzene 
Hexchloride.  By  J.  Meurier  {Compt.  rend.,  98,  436 — 438). — 
When  benzene  hexchloride  is  prepared  by  the  action  of  chlorine  on 
boiling  benzene  purified  from  thiophene,  and  the  crude  product  is 
sublimed,  obtuse  or  acute  lamellae  are  first  obtained,  but  towards  the 
close  of  the  operation  small  octahedral  crystals  condense  in  the 
receiver.  These  octahedral  crystals  melt  at  about  300°  and  volatilise 
immediately.  They  have  no  action  on  polarised  light  and  belong  to 
the  cubic  system,  the  observed  faces,  in  addition  to  those  of  the  octa¬ 
hedron,  being  those  of  the  cube,  tetrahedron,  and  triakistetrahedron. 

The  chemical  properties  of  this  new  compound  are  analogous  to 
but  distinct  from  those  of  ordinary  benzene  hexchloride.  It  decom¬ 
poses  in  the  same  manner  above  300°  into  hydrochloric  acid  and 
trichlorobenzene,  the  latter  being  apparently  identical  with  that  ob¬ 
tained  from  the  hexchloride.  The  new  compound  is,  however,  much 
less  readily  decomposed  by  alcoholic  potash,  and  is  not  attacked  by  an 
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alcoholic  solution  of  potassium  cyanide.  This  latter  property  fur¬ 
nishes  a  method  of  separating  the  two  substances. 

The  octahedral  crystals  are  very  soluble  in  benzene,  but  less  soluble 
in  alcohol.  They  have  the  composition  #C6H6C16,  and  are  probably  a 
polymeride  of  ordinary  benzene  hexchloride.  C.  H.  B. 

Nitriles  and  Carboxylic  Acids  from  Aromatic  Amines.  By 

K.  Gousiorowski  and  V.  Merz  ( Ber .,  17,  73 — 74). — If  formanilide  is 
boiled  alone,  very  little  benzomtrile  is  produced,  but  the  reaction  is 
assisted  by  the  addition  of  zinc-dust :  fNTHPh.COH  +  Zn  =  NPhC 
4-  ZnO  +  H2,  and  NPhC  =  PhCN.  The  production  of  benzonitrile 
may  also  be  effected  by  passing  formanilide  vapour  over  zinc-dust 
heated  nearly  to  dull  redness,  the  distillate  consisting  of  benzonitrile 
and  aniline.  Formorthotoluide  and  formoparatoluide  yield  ortho- 
tolunitrile  and  paratolunitrile  respectively.  The  results  are  confirmed 
by  vapour-density  determinations  and  conversion  of  the  nitriles  into 
the  carboxylic  acids.  A.  K.  M. 

Action  of  Hydroxylamine  on  Nitriles.  By  F.  Tiemanx  (Ber., 
17,  126 — 129). — When  an  aqueous  solution  of  hydroxylamine  hydro¬ 
chloride  with  an  equivalent  quantity  of  sodium  carbonate  is  agitated 
with  a  concentrated  ethereal  solution  of  betizaldehyde  cyanhydrin, 
crystals  of  an  addition  compound,  CgHio^Ch,  gradually  form  at  the 
surface  of  contact  of  the  two  solutions.  It  is  sparingly  soluble  in 
cold,  readily  in  hot  water,  is  insoluble  in  benzene,  sparingly  soluble  in 
ether,  very  readily  in  alcohol.  It  melts  at  140°,  and  at  a  higher  tem¬ 
perature  suddenly  decomposes  with  evolution  of  gas  and  formation  of 
benzaldehyde.  With  the  view  of  ascertaining  if  this  compound  still 
contained  the  cyanogen-group,  it  was  submitted  to  the  action  of  con¬ 
centrated  sulphuric  and  hydrochloric  acids,  but  with  negative  results, 
the  substance  being  recovered  unchanged  on  dilution  and  neutralisa¬ 
tion.  It  behaves  as  an  amido-acid,  dissolves  with  the  greatest 
readiness  in  both  acids  and  alkalis,  and  is  reprecipitated  on  neutral¬ 
ising  the  solutions.  It  forms  a  sparingly  soluble  crystalline  plati no¬ 
chloride,  and  yields  white  crystalline  precipitates  on  adding  barium 
chloride,  zinc  sulphate,  lead  acetate,  and  silver  nitrate  to  its  ammo- 
niacal  solution,  and  a  green  precipitate  with  copper  sulphate.  Its 
neutral  solution  is  coloured  blood-red  by  ferric  chloride  ;  it  is  not 
reduced  by  Fehling’s  solution.  It  yields  an  acetyl -derivative  melting 
at  149°,  and  a  benzoyl-derivative  melting  at  137°.  An  addition- 
compound  of  hydroxylamine  with  benzonitrile,  can  also  be 

obtained,  thus:  an  alcoholic  solution  of  hydroxylamine  hydrochloride 
is  treated  with  the  equivalent  quantity  of  sodium  carbonate  in 
aqueous  solution  and  benzonitrile  added,  together  with  sufficient 
alcohol  to  form  a  clear  solution.  The  mixture  is  heated  for  some 
hours  at  60 — 80°,  when  the  odour  of  benzonitrile  disappears,  and  on 
then  evaporating  the  solution,  a  heavy  oil  separates,  solidifying  to  a 
crystalline  mass.  It  crystallises  from  water  in  prisms  melting  at  70°, 
and  volatile  without  decomposition  ;  it  dissolves  sparingly  in  cold, 
readily  in  hot  water,  alcohol,  ether,  and  benzene.  It  is  very  readily- 
dissolved  by  acids  and  alkalis,  and  shows  a  similar  behaviour  to  the 
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above  compound  obtained  from  benzaldehyde  cyanhydrin.  The 
hydrochloride  crystallises  in  concentrically  grouped  needles,  and 
yields  a  moderately  soluble  platinochloride.  Its  aqueous  solution  is 
neutral,  is  coloured  red  by  ferric  chloride,  and  is  not  reduced  by 
Fehling’s  solution.  Its  ammoniacal  solution  yields  crystalline  pre¬ 
cipitates  with  barium  chloride,  zinc  sulphate,  lead  acetate,  and  silver 
nitrate,  and  in  the  last  case  a  silver  mirror  is  obtained  on  warming. 
This  condensation-product  can  only  be  represented  by  one  of  the 
formulae,  NH  !  CPh.NH.OH  or  NH2.CPh  !  N.OH,  and  must  therefore 
be  either  benzenyloxamidine  or  benzenylamidoxime.  The  condensa¬ 
tion-product  from  benzaldehyde  cyanhydrin  and  hydroxylamine  would 
then  be  eitherphenyloxethenyloxamidine.  CHPh(OH).C(!  NH)NHOH, 
or  phenyloxethenyiamidoxime,  CHPh(OH).C(]NrH2)N.OH. 

A.  IC  M. 


Nitrosophenols.  By  H.  Goldschmidt  (Per.,  17,  213 — 217). — 
The  author  has  already  described  the  action  of  hydroxylamine  on 
various  diketones  and  quinones  (Ber.r  16r  2176).  He  now  considers 
its  action  on  benzoquinone  and  /3-naphthaquinone. 

Concentrated  solutions  of  hydroxylamine  hydrochloride  and  benzo- 
quinone  react  so  violently  that  the  product  is  carbonised.  Good 
results  wrere  obtained  as  follows  : — 1  part  of  quinone  was  dissolved  in 
300  parts  water  and  an  aqueous  solution  of  1  part  hydroxylamine 
hydrochloride  added  ;  the  dark-coloured  liquid  was  allowed  to  stand 
until  all  odour  of  quinone  had  disappeared  (about  12  hours),  then 
shaken  with  animal  charcoal,,  filtered,  and  extracted  with  ether.  The 
ethereal  solution  was  evaporated,  and  the  liquid  residue,  after  further 
treatment  with  animal  charcoal,  placed  in  a  vacuum,  when  long 
colourless  needles  separated.  These  proved  to  be  identical  with  the 
paranitrosophenol  of  Baeyer  and  Caro  (this  Journal,  1875,  84).  As 
this  method  of  formation  throws  some  doubt  on  the  constitution 
assigned  to  this  compound,  experiments  are  being  made  to  ascertain 
its  true  nature. 


/3-Naphthaquinone,  when  treated  with  hydroxylamine  hydrochloride 
in  manner  similar  to  that  described  above,  yields  the  /3-nitroso-#-naph- 
thol  described  by  Fuchs  (this  Journal,  1876,  248).  This  substance, 
when  heated  in  alcoholic  solution  with  hydroxylamine  hydrochloride 


and  a  few  drops  of  hydrochloric  acid  in  sealed  tubes  at  130°,  yields  a 

n 

substance  of  the  formula  CTOH6x^  ^>Q,  which  crystallises  in  fine  pale 

GST 


yellow  needles,  and  melts  at  78°.  That  this  substance  is  an  anhydride 
and  does  not  contain  hydroxyl,  is  shown  by  its  insolubility  in  alkalis. 

/\/\  /\/\ 


Of  the  two  formula 


y\/No 

OH 


that  may  be  as- 


\/\/NOH, 

O 


signed  to  Fuchs’  compound,  the  author  regards  the  second  as  best 
explaining  its  reaction  with  hydroxylamine.  He  hopes  soon  to  be 
able  to  settle  the  question.  A.  J.  G. 
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Azoparacresol.  By  C.  Liebermann  and  St.  y.  Kostanecki  ( Ber 
17,  130 — 132). — Liebermann  previously  pointed  out  the  incorrectness 
of  the  view  that  in  the  formation  of  the  azophenols,  the  azo-group 
always  assumes  the  para-position  to  the  hydroxyl  (Ber.,  16,  2858),  and 
he  alluded  to  the  formation  of  an  azo-derivative  of  paracresol  by  Mazzara 
( Gazzetta ,  9,  424,  and  Abstr.,  1880,  163).  The  authors  have  followed 
Mazzars  instructions  in  the  preparation  of  the  azo-derivatives  of  phenol 
and  of  the  cresols,  and  they  find  that  two  compounds  are  almost  always 
simultaneously  produced,  of  which  one  is  soluble  and  the  other  inso¬ 
luble  in  dilute  alkali.  The  two  products  are  not  isomerides,  neither 
are  the  insoluble  compounds  always  diazo-derivatives.  Phenyl azo¬ 
paracresol,  PhN2  C6H3Me.OH,  was  prepared  according  to  Mazzara’s 
instructions,  and  the  product  dissolved  in  dilute  alkali  instead  of  in 
ammonia,  and  the  solution  precipitated  with  acetic  acid.  After  re¬ 
peated  crystallisation  from  dilute  alcohol,  it  was  obtained  in  scales  of 
a  golden  lustre  melting  at  108° ;  it  can  be  volatilised  almost  un¬ 
changed  by  careful  heating.  It  dissolves  completely  in  cold  alkali, 
forms  a  brownish-red  solution  with  concentrated  sulphuric  acid,  and 
is  readily  soluble  in  cold  alcohol.  It  colours  animal  fibre  pale  canary- 
yellow.  On  dissolving  the  portion*  insoluble  in  alkali,  in  sodium 
ethylate  and  adding  water,  it  is  obtained  in  brown  needles,  which 
may  be  purified  by  crystallisation  from  dilute  alcohol.  Phenylazor- 
thocresol  is  prepared  in  the  same  way  as  the  para-compound,  and 
forms  needles  or  scales  of  golden  lustre  melting  at  128 — 130°.  It  is 
completely  soluble  in  cold  alkali,  dyes  wool  yellow,  and  forms  a  brown 
solution  with  sulphuric  acid.  A  substance  insoluble  in  alkali  is  also 
produced.  Gumylazoresorcinol ,  C6H2Me3.N2.C6H3(OH)2  (from  liquid 

cumidine),  has  also  been  prepared,  and  here  again  dilute  alkali  sepa¬ 
rates  a  soluble  from  an  insoluble  product.  The  soluble  compound, 
CisHiflNjO®,  forms  small  red  needles,  dissolves  in  concentrated  sul¬ 
phuric  acid  with  a  greenish  yellowish-brown  coloration,  and  melts  a 
little  above  200°  with  decomposition.  The  insoluble  compound  is 
possibly  cumylazoresorcinolazocumyl ,  (C6H2Me3.]S2)2C6H2(OH)2. 

A.  K.  M. 

Constitution  of  Eesoeyanin.  By  A.  Michael  (Am.  Ghem .  >/., 

5,  434 — 440). — After  alluding  to  papers  by  Wittenberg,  W.  Schmid, 
and  H.  v.  Pechman  and  C.  Duisberg,  the  author  describes  his  inde¬ 
pendent  observations  made  some  time  ago. 

The  body  was  obtained  by  heating  together  equal  weights  of  ethylic 
acetoacetate,  resorcinol,  and  zinc  chloride,  and  pouring  the  product 
into  cold  water.  Analyses  of  this  preparation  and  also  those  analyses 
made  by  Pechmann  and  Duisberg  would  seem  to  point  to  the  formula 
CioHgCL,  while  the  determinations  of  Schmid  and  of  Wittenberg  agree 
better  with  the  formula  C20H18O6.  Resocyanin  is  fluorescent.  When 
heated  with  acetic  anhydride  and  sodium  acetate,  acetyl-resocyanin  is 
formed.  The  methyl-derivative  was  obtained  by  adding  sodium 
methylate  and  methyl  iodide  to  a  solution  of  resocyanin  in  methyl 
alcohol.  With  hydrogen  an  addition-product  is  formed,  and  this, 
treated  with  acetic  anhydride  and  sodium  acetate,  yields  a  crystalline 
monacetyl- derivative.  An  acetic  acid  solution  of  bromine  gives  with 
resocyanin  a  crystalline  precipitate,  CioH5Br303.  Potassium  perman- 
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ganate  oxidises  resocyanin  completely  in  the  cold  ;  fused  with  zinc 
chloride,  a  red  mass,  a  zinc-derivative  of  resocyanin  is  obtained  ; 
phosphorous  pentachloride  acts  on  resocyanin.  A  few  analyses  are 
given,  which  are  not  however  sufficient  to  decide  the  composition  of 
resocyanin.  Further  Avork  is  required.  H.  B. 

1:2:4  Orthoxylidine.  By  O.  Jacobsen  (Ber.,  17,  159 — 162). 
— Wroblewsky  has  described  (Abstr.,  1881,  433)  a  xylidine  which, 
without  stating  his  evidence,  he  assumes  to  be  the  orthoxylidine 
1:2:4.  As  from  the  method  by  which  it  was  prepared  it  seemed 
probable  to  the  author  that  it  was  a  somewhat  impure  paraxylidine, 
he  has  prepared  the  1:2:4  orthoxylidine,  and  finds  it  to  be  a  sub¬ 
stance  entirely  different  from  that  described  by  Wroblewsky. 

Nitro-orthoxylene ,  C6H3MeMe.N02  [1:2:  4],  is  prepared  by  slowly 
adding  pure  orthoxylene  to  8  or  10  times  the  quantity  of  fuming 
nitric  acid,  the  mixture  being  kept  well  cooled.  After  purification, 
orthoxylidine  is  obtained  as  a  yellowish  heavy  oil,  which  solidifies  on 
cooling.  It  crystallises  from  alcohol  in  long  clear  yellow  prisms,  and 
melts  at  29°.  It  boils  with  slight  decomposition  at  258J  under  the 
ordinary  pressure,  and  without  decomposition  at  248°  under  580  mm. 
pressure.  Its  sp.  gr.  is  1’139  at  30°  (water  at  30°  =  1).  It  is  the 
only  nitroxylene  produced  in  appreciable  quantity  by  the  reaction. 

Orthoxylidine ,  C6H4Me2.NH2  [Me  :  Me  :  NH2  =  1:2:  4],  is  best 
prepared  from  nitro-orthoxylene  by  reduction  with  tin  and  hydro¬ 
chloric  acid ;  it  crystallises  in  forms  belonging  to  the  monoclinic 
system,  has  scarcely  any  odour,  melts  at  49°,  and  boils  at  226°.  Its 
sp.  gr.  at  17*5  =  1*0755.  It  is  sparingly  soluble  in  cold  water, 
moderately  in  light  petroleum,  readily  in  alcohol  and  ether.  Pure 
orthoxylidine  remains  colourless  when  exposed  to  air  and  light. 

Orthoxylidine  hydrochloride,  C8Hn^7,HCl  +  H20,  crystallises  in  long 
thin  prisms,  is  readily  soluble  in  water,  sparingly  soluble  in  hydro¬ 
chloric  acid.  It  begins  to  volatilise  at  a  little  above  100°. 

Acetoxylide,  C61L.NHXc,  prepared  by  heating  orthoxylidine  with 
glacial  acetic  acid  and  acetic  chloride,  or  by  several  hours’  heating  with 
glacial  acetic  acid  alone,  crystallises  in  brilliant  long  thin  prisms, 
melts  at  99°,  is  sparingly  soluble  in  cold  water,  readily  in  alcohol. 

The  constitution  of  orthoxylidine  was  proved  by  its  conversion  into 
1:2:4  orthoxylenol.  This  latter  substance  melts  at  62*5°,  not  61° 
as  previously  stated  by  the  author  (Abstr.,  1878,  412). 

A.  J.  Gf. 

Paramidobenzyl  Cyanide.  By  P.  Friedlander  (Ber.,  17,  236 — 
238). — A  base  of  the  formula  C8H8N"2  was  observed  by  the  author  and 
Mahly  (Abstr.,  1883,  918)  to  occur  as  a  bye-product  in  the  reduction 
of  ethyl  paranitrophenyl-nitroacrylate,  and  was  erroneously  supposed 
by  them  to  have  the  constitution  NH2.C6H4.CH.CH.  Further  inves- 

N 

tigation  has,  however,  shown  the  substance  to  be  paramidobenzyl 
cyanide ,  NHo.CeHj.CHo.CN,  so  that  in  the  reaction  the  group, 

— C-N02 
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mast  have  been  reduced  to  the  cyanogen -group  ;  a  reaction  that  has 
not  been  previously  noticed.  The  true  nature  of  the  substance  was 
clearly  shown  by  treatment  with  hydrochloric  acid,  when  it  yielded  an 
acid  agreeing  in  all  particulars  with  those  given  for  paramidophenyl- 
acetic  acid  by  Radziszewski  ( Ber.y  2,  209),  and  by  Bedson  (Trans., 
1880,  92),  and  further  by  comparison  with  paramidobenzyl  cyanide, 
prepared  by  reduction  of  paranitrobenzyl  cyanide.  In  similar  manner, 
by  the  redaction  of  ethyl  metanitrophenylnitroacrylate, 

C6H4(N02).CH ;  C(N02).C00Et, 

with  tin  and  hydrochloric  acid,  it  yields  metamidobenzyl  cyanide. 

A.  J.  G. 

Behaviour  of  Diamines  towards  Nitrous  Acid.  By  A.  Laden- 
burg  (Ber.y  17,  147 — 150). — The  author  has  shown  that  the  condensa¬ 
tion-products  obtained  by  the  action  of  nitrous  acid  on  the  diamines 
differ  according  to  the  position  of  the  amido-groups ;  the  reaction 
product  from  the  orthodiamines  (the  azimido- compounds)  being  derived 
from  1  mol.  of  the  diamine  only,  whilst  in  the  meta-  and  para-com¬ 
pounds  the  product  is  derived  from  2  mols.  (this  Journal,  1876,  933; 
1877,  302).  Biedermann  and  Ledoux  have,  however,  stated  ( Ber .,  7, 
1531)  that  the  nitrophenylenediamine  melting  at  195°,  from  which 
Hofmann  prepared  the  first  known  azimido-compound,  is  identical  with 
nitroparaphenylenediamine.  The  author  therefore  thought  it  neces¬ 
sary  to  reinvestigate  the  question.  Paraphenylenediamine  was  con¬ 
verted  into  the  acetyl-compound,  and  then  nitrated ;  the  resulting 
nitro-diacetylparaphenylenediamine  crystallises  in  golden  -  yellow 
needles,  and  melts  at  184°.  On  gently  heating  it  with  dilute  soda 
solution,  nitromonacetylparaphenylenediamine ,  C6H3(N02)(NH2).NHAc, 
is  obtained,  crystallising  in  red  needles  and  melting  at  186°.  By 
boiling  either  the  mono-  or  di-acetyl-compound  with  concentrated 
hydrochloric  acid  for  15  minutes,  diluting  and  supersaturating  with 
ammonia,  nitroparaphenylenediamine ,  C6H3(N03) (NH2)2,  is  obtained; 
it  crystallises  in  nearly  black  needles,  having  a  strong  green  lustre, 
and  melts  at  137°,  dissolves  readily  in  dilute  acids,  and  forms  well 
characterised  salts.  Its  non-identity  with  ordinary  nitrophenylene¬ 
diamine,  melting  at  195°,  is  therefore  certain.  Dissolved  in  sulphuric 
acid,  and  treated  with  sodium  nitrite,  it  yields  a  brown  powder,  which 
was  not  further  investigated. 

When  a  solution  of  paraphenylenediamine  hydrochloride  is  treated 
with  potassium  nitrite,  it  yields  a  brown  powder,  insoluble  in  all 
Oi  dinary  solvents,  the  figures  obtained  on  analysis  approximating  to 
those  required  for  the  formula  Ci2Hi2N203. 

With  regard  to  the  constitution  of  the  nitrophenylenediamines,  the 
new  body  from  paraphenylenediamine  must  have  the  positions 

[NHo  :  N02  :  NH2  =  1:2:4]; 

whilst  the  compound  melting  at  195°  has  been  obtained  from  the 
dinitroaniline  in  which  the  nitro-groups  are  in  the  meta-position  to 
one  another,  its  nitro-  and  amido-groups  must  occupy  the  positions 
[NH2  :  KH2  :  N02  =  1  :  2  :  4].  This  latter  body  yields  an  acetyl- 
derival  ive,  C6H3(H02)(NHAc)2,  crystallising  in  colourless  needles. 

A.  J.  G. 
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Action  of  Hydroxylamine  on  the  Imidoethers  and  Amidines. 
Acidoximes.  By  A.  Pinner  ( Ber .,  17,  184 — 186). — The  imide- 
group  in  the  imidoethers  and  amidines  is  readily  converted  into  the 
oximido- group  (*.  N.OH)  by  the  action  of  hydroxylamine.  Benz- 
oximidoether ,  CPh(OEt)  !  N.OH,  is  prepared  by  dissolving  hydroxyl- 
amine  hydrochloride  in  water,  adding  an  equivalent  quantity  of 
benzimidoether,  together  with  as  much  alcohol  as  is  necessary  to  give 
a  clear  solution;  after  standing  for  some  days,  the  mixture  is  diluted 
with  water  and  shaken  with  ether.  On  evaporation  of  the  ethereal 
solution  benzoximidoether  is  left  as  a  colourless  liquid,  which  cannot 
be  distilled  without  decomposition. 

Benzoxamidine ,  NH^CPh  I  N.OH,  is  prepared  by  mixing  equivalent 
quantities  of  the  aqueous  solutions  of  the  hydrochlorides  of  benz- 
amidine  and  hydroxylamine  with  addition  of  sufficient  soda  to 
decompose  the  latter  salt,  the  mixture  being  allowed  to  stand  some 
days  ;  the  like  quantity  of  soda  is  again  added,  and  the  liquid 
extracted  with  ether.  The  residue  from  the  evaporation  of  the  ethereal 
solution  is  crystallised  from  alcohol,  when  large  transparent  plates  of 
benzoxamidine  are  obtained  melting  at  80°.  The  substance  shows 
great  similarity  in  properties,  except  in  melting  point,  with  the 
addition-product  of  hydroxylamine  and  benzonitril  melting  at  70°, 
described  by  Tiemann  (this  vol.,  p.  734).  A.  J.  G. 

Possible  Number  of  Homologous  and  Isomeric  Rosanilines. 

By  A.  Rosenstiehl  and  Gerber  (Compt  rend .,  98,  433 — 436).* — 
The  actual  number  of  rosanilines  already  obtained  is  9,  6  of  which 
are  homologues,  the  remainder  being  isomerides.  It  has  been  shown 
that  the  amines  can  be  divided  into  three  groups,  according  to  their 
capability  of  forming  rosanilines.  Class  (1)  includes  paratoluidine, 
a-metaxylidine,  mesidine,  and  amidopentamethylbenzene,  which  fur¬ 
nish  the  carbon  of  the  methane  nucleus.  In  this  class  one  of  the 
CH3-groups  is  in  the  para-position  with  respect  to  the  NH2-group, 
whilst  the  position  of  the  other  CH3-groups  is  immaterial.  Of  the 
20  known  amidomethylbenzenes,  only  10  fulfil  these  conditions. 
Class  (2)  includes  aniline,  ortho toluidine,  7-metaxylidine,  and  other 
derivatives  in  which  methyl  is  not  in  the  para-position  with  respect 
to  NH2,  but,  in  the  case  of  homologues  of  aniline,  is  in  the  ortho- 
position.  Class  (3)  includes  those  derivatives  which  do  not  contain 
methyl  in  the  para-  or  ortho-position,  and  consequently  yield  no 
rosanilines. 

There  is  no  experimental  evidence  to  show  whether  the  presence  of 
CH3  in  the  meta-position  as  well  as  in  the  ortho-position  in  a  deriva¬ 
tive  of  class  2  prevents  the  formation  of  a  rosaniline.  Tf  it  does 
not,  the  highest  member  of  this  class  will  beamidotetramethylbenzene 
(1  :  2  :  3  :  5  :  6),  and  the  highest  rosaniline  will  be  C3iH43N30,  formed 
by  the  action  of  1  mol.  amidopentamethylbenzene  on  2  mols.  amido- 
tetramethylbenzene,  and  amongst  the  20  known  amidomethylbenzenes 
there  are  8  ortho- derivatives  and  10  para-derivatives,  which  together 
may  form  80  homologous  and  isomeric  rosanilines. 

If,  however  the  presence  of  CH3  in  the  meta-position  in  a  member 
of  class  2  does  prevent  the  formation  of  a  rosaniline,  no  tri- 
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methylbenzene  can  be  in  this  group,  since  1  of  the  3  CH3-groups 
must  be  in  the  meta-position.  The  highest  member  of  this  class  will 
therefore  be  7-raetaxylidine,  and  the  total  possible  number  of  homolo¬ 
gous  and  isomeric  rosanilines  will  be  30,  the  number  of  homologues 
being  9,  the  highest  of  which  will  be  C27H35N30.  To  distinguish 
between  these  various  homologues  and  isomerides  will  probably  be 
very  difficult.  C.  H.  B. 

Colouring  Matters  formed  by  the  Simultaneous  Oxidation 
of  Paradiamines  and  Monamines.  By  R.  Nietzki  ( Ber 17, 
223 — 227). — By  the  oxidation  of  an  acid  solution  of  tetramethyl- 
diamidodiphenylamine  with  ferric  chloride,  in  presence  of  hydrogen 
sulphide,  dimethylphenylene-green,  Ci6H2oN3Cl,  is  first  formed,  and  it 
is  only  after  long  standing  and  renewed  addition  of  ferric  chloride 
and  of  hydrogen  sulphide  that  methylene-blue  is  obtained.  The  very 
small  yield  obtained,  only  5  per  cent,  of  the  theoretical,  points  to  its 
formation  as  due  to  some  indirect  process. 

By  oxidation  of  a  mixture  of  equal  molecular  weights  of  paraphenyl- 
amine  and  diphenylamine,  or  of  para-monamidodiphenylamine  either 
alone  or  in  presence  of  aniline,  a  substance,  Ci8H15N3(?),  is  obtained 
closely  related  to  aniline-black,  and  is  probably  identical  with  “emerald- 
ine,”  the  incompletely  oxidised  aniline-black. 

The  formula  of  phenosafranine  is  C18H12N4,  as  stated  by  Bind- 
schedler  ( Ber .,  16,  864),  and  not  C18HieN4,  that  previously  given  by 
the  author.  The  author  cannot  confirm  Bindschedler’s  statement 
that  4  atoms  of  hydrogen  are  necessary  to  convert  1  mol.  of  safranine 
into  the  leuco-bases  ;  by  titration  of  a  strongly  acid  safranine  solution 
with  stannous  chloride  it  was  found  that  only  2  atoms  of  hydrogen 
were  required.  A.  J.  G. 

Methylene-blue.  By  R.  Mohlau  (Ber.,  17,  102 — 103). — On 
repeating  the  analysis  of  the  double  salt  of  methylene-white  with 
zinc  chloride,  the  numbers  obtained  indicate  that  this  base  has  the 
formula  Ci6H19N3S,  in  accordance  with  the  view  held  by  Bernthsen 
(Ber.,  16,  2896),  and  not  C16H2iN3S,  as  previously  assumed  by  the 
author  (Ber.,  16,  2728).  He  believes,  with  Bernthsen,  that  methy¬ 
lene-white  is  a  tetramethyldiparamidothiodiphenylamine,  and  that 
the  hydrochloride  of  methylene-blue  has  the  constitution 

S  OH 

Me2N.C6H3<"  ’f  %NMe2Cl. 
x—  N— ' / 

The  atomic  grouping  assigned  by  Erlenmeyer  to  Bindschedler’s 
dimethylphenylene-green  (Ber.,  16,  2857)  more  probably  represents 
the  base,  Ci6H19N3,  obtained  by  the  author  from  nitrosodimethyl- 
aniline  and  dimethylaniline.  A.  K.  M. 

Blue  Colouring  Matter  from  Pyrroline.  By  G.  Ciamician  and 
P.  Silbeb  (Ber.,  17,  142 — 143). — The  independent  discovery  of  this 
substance  by  V.  Meyer  (this  vol.,  587),  has  obliged  the  authors  to 
publish  their  researches  on  this  subject,  although  still  incomplete. 
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The  best  yield  is  obtained  by  dissolving  2  parts  of  isatin  in  50  parts 
of  glacial  acetic  acid,  and  adding  1  part  of  pyrroline  to  the  boiling 
solution.  The  dark  blue  liquid  is  poured  into  water  and  nearly 
neutralised  with  sodium  carbonate,  when  the  colouring  matter  is 
precipitated.  After  purification,  it  forms  a  black  microcrystalline 
powder,  which  assumes  a  metallic  lustre  when  rubbed,  has  the  com¬ 
position  C24H18N403,  is  insoluble  in  ether,  soluble  in  glacial  acetic 
acid,  phenol,  boiling  alcohol,  and  concentrated  sulphuric  acid.  Its 
formation  is  represented  by  the  equation  Ci6H10N2O4  2C4H5H  — 
H20  =  C24H18N403.  A.  J.  G. 


Ethyl  Derivatives  of  Anhydrobenzodiamidobenzene.  By  J. 

L.  Howe  (Amer.  Ghem.  5, 418 — 424). — When  anhydrobenzodiamido¬ 
benzene  is  heated  with  ethyl  iodide  at  120°,  it  yields  a  mass  consisting 
approximately  of  equal  parts  of  the  iodide  of  the  diethyl  derivative 
and  the  hydriodate  of  the  anhydro-base.  From  the  aqueous  solution 
of  these  iodides  hot  sodic  hydrate  completely  precipitates  the  anhydro- 
base,  whilst  from  the  filtrate  caustic  potash  precipitates  diethyl - 


-N. 


anhydrobenzodiamidobenzene  hydroxide ,  C6H4<^  ^CPh,  a 

NJSTEt2(OH)/ 

crystalline  solid,  melting  at  136°.  The  following  salts  of  this  base 
are  described  :  the  iodide,  Ci3H9l!h>  :  Et2I,H20  ;  the  chloride, 


C13H9N2  Et2Cl,2H20  ; 

a  second  chloride  containing  one  molecule  of  hydrochloric  acid  and 
several  of  water,  crystallises  imperfectly  from  a  very  concentrated  acid 
solution  ;  the  platinochloride,  (Ci3H9N2Et2Cl)2,PtCl4,  and  the  sulphate, 
C13H9N2Et2,HS04,H20  ;  all  crystalline  salts.  When  the  chloride  is 
heated  above  200°,  it  gradually  decomposes,  and  a  thick  oil  distils 
over,  which  slowly  becomes  crystalline  after  purification ;  it  is  ethyl - 
anhydrobenzdiamidobenzene ,  and  is  formed  thus, 

C13H9Na  i  EtaCl  =  C13H9N2Et  +  EtCl. 

This  process  could  undoubtedly  be  applied  to  similar  dialkyl  anhydro- 
bases  as  a  definite  method  of  forming  the  monalky  1  compounds  which 
have  hitherto  been  the  result  of  no  known  conditions.  The  salts  of 
this  base  are  much  less  stable  and  less  soluble  in  water  than  those  of 
the  diethyl  base ;  boiling  with  dilute  acid  converts  them  into  a  salt  of 
the  anhydro-base.  The  hydrochloride,  Ci3H9N2Et,HCl,3H20  ;  the 
platinochloride,  [C13H9N2Et]2,H2PtCI6 ;  and  the  nitrate 

C13H9H2Et,HN03,H20, 

are  described.  A  table  showing  the  formulae  and  general  properties 
of  all  the  derivatives  of  anhydrobenzdiamidobenzene,  as  described  in 
the  present  paper,  and  previous  ones  by  Hiibner,  C.  S.  Merrick,  and 
F.  ftinne  is  appended.  H.  B. 


A  Nitrile  of  Anhydro-benzodiamido-benzene.  By  J.  L.  Howe 
(Amer.  Ghem.  /.,  5,  415—418). — When  anhydro-benzodiamido-benzene 
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(benzenyl-phenylene-amidine  of  Beilstein),  C6H4<^  \ph,  is  heated 

NNHX 

in  a  closed  tube  with  an  excess  of  cyanogen  iodide,  and  a  considerable 
quantity  of  benzene  at  about  100°,  dark  red  crystals  of  the  tri- 

iodide,  C6HA  )>CPh,I2  are  formed,  whilst  the  benzene  contains 

xNH.nr 


a  substance,  CnH9N2.CN,  forming  pale-yellow  crystals.  When  this  is 
boiled  with  caustic  potash,  the  original  anhydro-base  is  regenerated, 
and  ammonia  and  potassium  carbonate  are  formed.  It  was  not 
possible  to  replace  the  cyanogen-group  by  carboxyl  by  heating  with 
water  afc  250°,  nor  by  treatment  with  very  concentrated  hydrochloric 
acid  in  a  freezing  mixture.  On  attempting  to  convert  the  cyanogen- 
group  into  the  methyleneamine  group  by  the  use  of  sodium-amalgam 
and  water,  the  anhydro-base  alone  was  obtained.  It  is  therefore 
probable  that  the  cyanogen  group  is  not  united  to  a  carbon-atom,  so 
that  its  constitution  may  be  represented  by  the  formula 


c6h,x 


— N— 

N.CN 


/  \C.Ph. 


The  compound  is  probably  a  cyanamide,  anhydro-benzdiamido-benzene 
cyanamide,  but  it  shows  no  tendency  to  polymerise.  H.  B. 


Orthamidoazo-compounds.  By  E,  Nolting  and  0.  N.  Witt 
(Ber.j  17,  77 — 82). — The  authors  prove  the  incorrectness  of  the  view 
that  the  formation  of  amidoazo-compounds  from  diazo-compounds 
and  an  amine  only  takes  place  when  the  para-position  in  the  latter  is 
free  to  the  entrance  of  the  azo- group.  Hofmann  and  Geyger,  and  also 
Nietzki,  could  obtain  no  amidoazo-derivative  from  paratoluidine,  a 
diazoamido-compound  alone  being  formed,  whilst  orthotoluidine  yields 
directly  amidoazotoluene,  according  to  Nietzki,  without  the  inter¬ 
mediate  production  of  the  diazoamido-derivative.  The  authors  find 
that  perfectly  pure  orthotoluidine  does  yield  a  well-crystallised  pale- 
yellow  diazoamido-derivative  ;  also  that  amidoazoparatoluene  may  be 
obtained  if  diazoamidoparatoluene  (1  mol.)  be  added  to  5 — 6  parts  of 
melted  paratoluidine,  then  dry  paratoluidine  hydrochloride  (1  mol.), 
and  the  mixture  heated  for  10 — 12  hours  at  65°.  It  crystallises  in 
splendid  orange-red  lustrous  needles,  melting  at  118‘5°,  is  readily 
soluble  in  hot  alcohol  and  ethyl  acetate,  very  readily  in  benzene.  Its 
salts  are  pale-yellow  in  the  solid  state,  green  in  solution;  the  hydro¬ 
chloride  crystallises  in  slender,  whitish-yellow  needles,  the  acetyl- 
derivative,  CeH4Me.N2.C6H3Me.NHAc,  in  yellow  needles,  melting  at 
157c,  and  the  benzoyl-derivative  in  orange-yellow  needles,  melting  at 
135°.  Amidoazoparatoluene  hydrochloride  yields  a  disulphonic  acid 
with  fuming  sulphuric  acid,  which  is  a  yellow  dye  ;  by  the  action  of 
nitrous  acid  on  this  and  on  amidoazoparatoluene,  diazo- derivatives  are 
produced,  which  yield  red  dyes  with  /3-naphthol  and  its  sulphonic 
acids.  By  the  action  of  reducing  agents  on  amidoazoparatoluene, 
paratoluidine  and  orthotoluylenediamine  are  obtained,  proving  the 
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NIL, 

N  :  N 

constitution  ,  and  thus  showing  that  the  diazo-group 

\/  \/ 

Me  Me 

is  capable  of  assuming  the  ortho-position  when  the  para-position  is 
occupied.  The  reaction  also  takes  place  with  other  substances,  such 
as  paraditolylamine. 

On  heating  amidoazoparatoluene  with  paratoluidine  hydrochloride 
dissolved  in  paratoluidine  at  90 — 100°,  a  substance  is  produced 
resembling  azophenine  (Trans.,  1883,  115).  The  azophenine  of  para - 
toluidine ,  C42H41N5,  crystallises  in  flat  red  needles,  which  melt  at  a 
high  temperature,  with  decomposition.  It  dissolves  in  concentrated 
sulphuric  acid,  with  reddish- violet  coloration,  and  is  insoluble  in 
alcohol  and  ether.  It  is  probably  related  to  the  substance  obtained 
by  Barsilowski  ( Annalew ,  207,  105)  by  the  direct  oxidation  of  para¬ 
toluidine.  Dyes  of  the  indulin  series  can  be  obtained  from  amidoazo¬ 
paratoluene  and  the  salts  of  primary  bases.  A.  K.  M. 

Indulines.  By  O.  N.  Witt  (Ber,,  17,  74 — 76). — In  the  ordinary 
method  of  producing  the  indulines,  ammonia  is  produced,  together 
with  complicated  secondary  products,  as  previously  shown  by  Witt 
and  Thomas  (Trans.,  1883,  115).  The  author  finds  that  this  is  not 
the  case  if  phenylated  amidoazobenzene  be  employed  in  the  place  of 
amidoazobenzene.  On  heating  pbenylamidoazobenzene  ( Ber .,  12, 
259)  with  aniline  hydrochloride,  no  ammonia,  and  apparently  no 
complicated  secondary  products  are  obtained,  the  reaction  taking  place 
more  readily  than  when  amidoazobenzene  is  used.  The  same  applies 
to  the  higher  homologues  of  pbenylamidoazobenzene.  The  product  of 
the  action  of  diazopara  toluene  on  diphenylamine  forms  yellow  plates, 
melting  at  109 — 110°,  and  soluble  in  concentrated  sulphuric  acid  with 
green  coloration ;  the  corresponding  derivative  of  1:2:4  metaxyli- 
dine  forms  scales  of  golden  lustre,  melting  at  142 — 143°,  and  yielding 
a  yellow  solution  with  concentrated  sulphuric  acid.  On  substituting 
other  secondary  aromatic  amines  for  diphenylamine,  amidoazo-deriva- 
tives  are  obtained,  which  yield  a  whole  series  of  new  induline-like 
dye-stuffs  with  the  salts  of  primary  bases.  A.  K.  M. 

Indophenole3.  By  O.  N.  Witt  {Ber.,  17,  76). 

Action  of  Phenylhydrazine  on  the  Imido-ethers.  Azidines. 

By  A.  Pinner  {Ber.,  17,  182 — 184). — Benzenyldiphenylazidine , 

CPh(NH.NHPh)  *.  N.NHPh, 

is  formed  by  the  action  of  2  mols.  phenylhydrazine  on  1  mol.  benzi- 
mido-ether  hydrochloride,  both  in  alcoholic  solution,  the  mixture 
being  allowed  to  stand  for  24  hours.  It  crystallises  in  tufts  of  deep 
red  needles,  having  a  golden-yellow  metallic  lustre,  and  melts  at  about 
170°.  It  is  sparingly  soluble  in  cold  alcohol,  readily  soluble  in  hot 
alcohol  and  in  benzene,  the  solutions  having  an  intense  red  colour. 
The  formation  of  the  substance  is  represented  by  the  equation 
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,NH  N.NHPh 

Ph.Cf  ,HC1  +  2KHPh.NH2  =  Ph.Cf  +  EtOH  + 

NOEt  s'NH.NHPh 

NHjCl,  although  in  all  probability  the  reaction  occurs  in  two  stages. 

A.  J.  G. 

Preparation  of  Orthonitrobenzaldehyde.  By  A.  Einhorn 
( Ber .,  17,  119 — -122). — This  method  depends  on  the  oxidation  of 
sodium  ortho-nitroeinnamate  bj  means  of  permanganate  solution,  and 
the  removal  of  the  resulting  aldehyde  at  the  moment  of  its  formation 
from  the  oxidising  liquid.  It  is  carried  out  thus  :  50  grams  of  crude 
orthonitrocinnamic  acid  are  suspended  in  2*5  litres  water,  neutralised 
with  sodium  carbonate  solution,  and  filtered.  The  liquid  is  introduced 
into  a  large  stoppered  bottle,  a  litre  of  benzene  added,  and  then  little 
by  little  1225  c.c.  of  a  cold  saturated  solution  of  permanganate  (6  per 
cent.),  the  mixture  being  vigorously  agitated  after  each  addition,  and 
the  whole  kept  cool  by  the  introduction  of  ice.  When  the  oxidation 
is  finished,  a  warm  solution  of  sodium  sulphite  (150  grams)  is  added, 
and  then  hydrochloric  acid  until  the  manganese  dioxide  is  dissolved, 
when  two  layers  are  obtained,  the  lower  of  which  is  separated  by 
means  of  a  syphon.  On  distilling  the  benzene  solution  a  liquid  residue 
of  orthonitrobenzaldehyde  is  obtained,  crystallising  on  cooling.  The 
yield  by  this  method  amounts  to  50 — 53  per  cent,  of  that  required  by 
theory,  and  in  some  experiments  in  which  more  dilute  solutions  were 
employed,  and  also  more  ice,  the  yield  amounted  to  over  75  per  cent., 
showing  that  the  method  is  still  capable  of  improvement. 

A.  K.  M. 

Lactones.  By  R.  Fittig  (Ber.,  17,  201 — 203). — Phenylbutyro- 
lactone  unites  with  great  readiness  with  hydrochloric,  hydrobromie, 
or  hydriodic  acid  when  shaken  with  the  aqueous  acid  saturated  at 
0°,  yielding  substitution-derivatives  of  phenylbutyric  acid,  identical 
with  those  obtained  by  similar  treatment  of  isophenylcrotonic  acid. 
They  are  reconverted  into  the  lactone  by  the  action  of  sodium 
carbonate. 

An  alcoholic  solution  of  phenylbutyrolactone,  when  saturated  with 
gaseous  ammonia  and  evaporated  over  sulphuric  acid,  yields  large 
colourless  monoclinic  crystals  of  a  compound  having  the  formula 
C10H13NO2 ;  this  melts  at  85 — 86°,  and  at  about  170°  decomposes  into 
lactone  and  ammonia.  If  crystallised  from  water,  it  can  be  obtained 
with  1  mol.  H20.  It  dissolves  in  concentrated  hydrochloric  acid,  but 
if  excess  of  hydrochloric  acid  is  added,  a  white  crystalline  precipitate 
of  the  hydrochloride  is  obtained  ;  this  redissolves  on  addition  of  a  few 
drops  of  water,  and  after  a  few  seconds  the  lactone  precipitates.  The 
hydrochloride  dissolves  completely  in  alcohol,  but  on  spontaneous 
evaporation  of  the  solution,  is  resolved  into  lactone  and  ammonium 
chloride.  By  gently  heating  the  compound  Ci0Ht3NO3  with  alkalis, 
ammonia  is  evolved.  The  very  ready  decomposibility  of  this  com¬ 
pound  renders  it  doubtful  whether  it  should  be  regarded  as  an  amido- 
acid,  CHPh(lSrH2).Cn2.CH2.COOH,  or  as  an  acid  amide, 

CHPh(OH)  .CH3.CH2.CONH3. 


A.  J.  G. 
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Nitro-orthotoluic  Acids.  By  O.  Jacobsen  ( Ber .,  17,  162—164). 
— The  1:2:4  nitro-orthoxylene  described  in  the  Abstract,  p.  737, 
yields  a  mixture  of  two  nitro-orthotoluic  acids,  by  oxidation  with 
dilute  nitric  acid;  these  can  be  separated  by  conversion  into  the 
barium  salts,  the  crystals  differing  so  widely  in  form  that  a  mechanical 
separation  is  readily  effected.  Of  these  acids,  the  one  melting  at  179° 
is  identical  with  the  a-nitro-orthotoluic  acid  obtained  by  the  nitration 
of  orthotoluic  acid ;  the  other,  y-nitro-orthotoluic  acid,  melts  at  152°, 
and  is  not  identical  with  either  of  the  acids  obtained  by  the  nitration 
of  orthotoluic  acid. 

Of  the  four  possible  formulae  for  orthonitrotoluic  acids,  the  fourth 
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COOH 

NOo  /  \  COOH 
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COOH 
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KO,  x/ 

I. 

II. 

III. 
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cannot  belong  to  any  of  the  three  known  acids,  as  none  of  them  yield 
the  hydroxy-acid.  The  7-acid  alone  yields  a  hydroxy-acid  (meta- 
homoparahydroxybenzoic  acid)  that  can  be  split  up  by  hydrochloric 
acid  ;  it  is  therefore  represented  by  formula  III.  The  a-acid  is  ob¬ 
tained  both  by  nitration  of  orthotoluic  acid  and  by  nitration  of  1  :  2  :  4 
nitro-orthoxylene ;  it  therefore  must  have  the  constitution  shown  by 
the  first  formula.  The  hydroxy-acid  obtained  from  it  agrees  in  all 
properties  with  parahomometahydroxybenzoic  acid.  (The  author’s 
earlier  statement  ( Ber .,  16,  1958)  on  this  subject  is  erroneous.) 
There  remains  for  the  /5-acid  the  second  formula. 

The  properties  of  the  three  orthonitrotoluic  acids  are  compared  in 
the  following  table  : — 


a-Nitro-ortliotoluic  acid,  j3  -  Nitro  -  orthotoluic 
[Me  :  COOH  :  N02  =  1  :  acid,  [Me  :  COOH  : 
2:4],  obtained  together  N02  =  1:2:6],  ob- 
with  the  /3-acid  by  nitration  tained,  together  with 
of  orthotoluic  acid ;  together  the  a-acid,  by  nitration 
with  the  y- acid  by  oxidation  of  orthotoluic  acid, 
of  nitrorthoxylene,  melts  melts  at  145°. 
at  179°. 

The  barium  salt  forms  a 
soft  opaque  mass,  composed 
of  minute  needles. 


a-Amido-ortliotoluic  acid  /3-Amido  -  orthotoluic 
melts  at  196°,  and  on  treat-  acid  melts  at  191°. 
ment  with  nitrous  acid 
yields  parahomometahy- 
droxvbenzoic  acid  melting 
at  172°. 


v  -  Nitro  -  orthotoluic  acid, 
[Me  :  COOH  :  N02  =  1  : 
2:5],  obtained,  together  with 
the  a-acid,  by  oxidation  of 
orthonitroxylene,  melts  at 
152°,  crystallises  in  long  lus¬ 
trous  needles,  and  is  readily 
soluble  in  hot  water  and 
alcohol. 

The  barium  salt, 

(C8H6N04)2Ba  +  5ELO, 

crystallises  in  large  transpa¬ 
rent  flat  prisms. 

y  -  Amido  -  orthotoluic  acid 
melts  at  165°,  crystallises  in 
long  flat  needles,  and  on  treat¬ 
ment  with  nitrous  acid  yields 
metahomoparahydroxyben- 
zoic  acid  melting  at  179°. 
This  latter,  on  heating  at  200° 
with  hydrochloric  acid,  is  re¬ 
solved  into  carbonic  anhydride 
and  metacresol. 

A.  J.  G. 
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Action  of  Chlor-  and  Brom-acetone,  Acetophenone  Bro¬ 
mide,  and  Phenylbromacetic  Acid  on  Ethyl  Acetoacetate. 

By  A.  Weltner  ( Ber .,  17,  66 — 73). — Bromo-  and  chlor-acetone  react 
readily  with  ethyl  acetoacetate,  but  the  author  has  not  succeeded  in 
obtaining  any  definite  results ;  on  saponifying  the  oily  product 
(CH2Ac.CHAc.COOEt  P)  with  cold  dilute  potash  and  acidulating,  a 
brown  oil  is  obtained,  which  becomes  resinified  on  warming  with 
dilute  alkalis  or  by  treatment  with  baryta- water.  The  preparation  of 
ethylic  acetophenone-acetoacetate  from  acetophenone  bromide  and 
ethyl  acetoacetate  has  been  described  by  Paal  (this  vol.,  598).  On 
reducing  it  with  sodium- amalgam  (the  solution  being  kept  neutral 
or  slightly  alkaline  by  the  addition  of  acetic  acid),  a  hydroxy  lactone, 

OH.CHMe.CH<(QQQ>CHPh,  is  produced;  it  forms  a  thick  yellow 

oil,  insoluble  in  alkaline  carbonates,  soluble  in  alkalis  and  in  baryta- 
water.  When  ethylic  acetophenoneacetoacetate  is  boiled  with  dilute 
hydrochloric  acid,  much  resinous  matter  is  formed,  together  with  a 
substance  of  the  formula  CnII1202 ;  it  is  obtained  as  a  brownish-yellow 
oil,  insoluble  in  dilifte  alkali,  and  decomposed  on  distillation  in  a 
vacuum.  It  is  doubtful  whether  it  is  the  diketone, 

C6H5.CO.CH2.CH2.CO.CH3, 

or  the  isomeric  lactone.  By  the  action  of  sodium-amalgam  on  an 
alcoholic  solution,  a  deep  brown-red  colour  is  gradually  produced, 
which  disappears  as  the  action  continues,  and  on  acidulating  the 
colourless  liquid,  an  acid  (Ci2H10O3  or  Ci2H1203)  is  precipitated  in 
white  crystalline  flakes  ;  it  crystallises  from  dilute  alcohol  in  slender 
white  lustrous  needles  melting  at  179°.  It  is  a  well -characterised 
acid,  dissolves  readily  in  dilute  alkalis,  alkaline  carbonates,  and 
bary  ta- water ;  the  sodium  salt  forms  readily  soluble  lustrous  needles, 
the  silver  salt  a  white  insoluble  precipitate.  Boiled  with  acetic  anhy¬ 
dride,  it  yields  a  compound  insoluble  in  alkalis,  sparingly  soluble  in 
alcohol,  and  crystallising  from  it  in  lustrous  needles  melting  at  139°. 
Ethyl  phenylacetosuccinate  obtained  from  ethyl  phenylbro  mace  fate 
and  ethyl  acetoacetate  has  been  prepared  by  Rugheimer  (Abstr.,  1881, 
600).  It  forms  colourless  lustrous  scales  melting  at  75 — 76°,  the  free 
acid  forming  clusters  of  large  plates  melting  at  120 — 121° ;  the 
sodium  salt  crystallises  in  needles^  readily  soluble  in  water.  The 
monethyl-derivative,  COOH.CHAc.CHPh.COOEt,  forms  slender 
needles  melting  at  132*5°.  The  ketonic  acid,  CH2Ac.CHPh.COOH,  is 
produced  on  boiling  the  mon-  or  di-ethyl-derivative  with  dilute  hydro¬ 
chloric  acid  or  baryta- water ;  it  is  readily  soluble  in  alcohol  and 
ether,  and  crystallises  in  clusters  of  plates  melting  at  126°  ;  with 
nitric  acid,  it  yields  solid  oxidation-products  soluble  in  alkalis;  a 
diketone  has  not  yet  been  obtained  from  it.  The  zinc  salt  of  the 
ketonic  acid  crystallises  from  hot  water  in  long  white  needles ;  the 
silver  salt  forms  a  wrhite  flocculent  precipitate ;  the  copper  salt,  which 
is  green,  is  insoluble  in  water,  soluble  in  alcohol;  the  calcium  and 
barium  salts  are  readily  soluble  and  do  not  crystallise.  The  lactone, 
CHPh.OO- 

|  )>0,  is  produced  by  the  action  of  sodium-amalgam  on  the 

OHa-CHMe' 
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ketonic  acid,  aud  forms  an  oil  non-volatile  (or  nearly  so)  in  steam. 
The  calcium  salt,  (CnHls03)2Ca,H20,  of  the  corresponding  hydroxy- 
acid  is  readily  soluble  ;  the  silver  salt  forms  a  white  precipitate. 

A.  K.  M. 

Derivatives  of  Orthonitrocinnamic  Acid.  By  J.  M.  Morgan 
(. Ber .,  17,  219 — 223). — Sodium  orthonitrocinnamate  (2  mols.)  and 
sodium  carbonate  (1  mol.)  are  dissolved  in  water,  and  a  stream  of  air 
saturated  with  bromine  passed  through  the  liquid.  Orthonitro- 
phenylbromolactic  acid  is  the  main  product,  hut  there  is  also  formed 
an  acid  of  the  formula  C9H9N06,  crystallising  in  colourless  trans¬ 
parent  rectangular  prisms,  melting  at  94°,  and  soluble  in  alcohol  and 
ether.  On  dissolving  it  in  hot  anhydrous  chloroform,  water  sepa¬ 
rates,  and  orthonitrophenyloxyacrylic  acid  is  deposited  on  cooling. 

On  adding  the  acid  C9H9N(X  to  fuming  hydro  bromic  acid,  there  are 
formed  orthonitrophenylbromolactic  acid,  indigo  tine,  and  a  substance 
which  crystallises  from  hot  glacial  acetic  acid  in  silky  needles,  is 
sparingly  soluble  in  ether,  alcohol,  and  water.  The  addition  of  the 
least  excess  of  alkali  to  its  solution  causes  the  formation  of  a  deep 
indigo-blue  precipitate,  whose  colour  is  destroyed  by  acids.  On 
diluting  the  filtrate,  a  yellow  precipitate  is  obtained ;  it  can  be  crys¬ 
tallised  from  acetone  or  acetic  ether,  and  then  forms  brilliant  scarlet 
rectangular  prisms  of  the  formula  C8H6T702Br  or  CiGH10iN2O4Br2, 
melts  at  255°,  and  can  be  sublimed  in  long  red  needles  on  careful 
heating.  It  is  sparingly  soluble  in  chloroform,  ether,  and  carbon 
bisulphide,  more  readily  m  alcohol.  A.  J.  Gr. 

Tetramethylbenzidine.  By  W.  Michler  and  H.  Pattinson  (Ber., 
17,  115 — 119). — By  the  action  of  concentrated  sulphuric  acid  on 
dimethylaniline,  Michler  and  Salathe  (Ber.,  12,  1171)  obtained  a 
base  which  was  assumed  to  be  either  a  tetramethyldiamidodiphenyl- 
methane  or  tetramethylbenzidine,  Me2N.CoH4.CfiH4.NMe2..  The  fol¬ 
lowing  experiments  show  that  the  latter  view  is  the  correct  one  : — 
A  substance  having  the  same  properties  is  obtained  by  oxidising 
dimethylaniline  dissolved  in  sulphuric  acid,  by  means  of  lead  dioxide  ; 
the  reaction  probably  takes  place  thus :  2C6H5IOfe2  +  Pb02  = 
NMe2C6H4.C6H4.NMe2  -f-  PbO  4-  H20.  When  benzidine  dissolved  in  ben¬ 
zene,  or  better  in  methyl  alcohol,  is  heated  with  methyl  iodide  in  sealed 
tubes  for  some  hours  at  120°,  the  compound  Me2N.C6H4.C6H4.NMe3I 
is  obtained.  It  melts  at  263°,  crystallises  in  needles,  and  is  sparingly 
soluble  in  water  and  alcohol.  On  distilling  it,  tetramethylbenzidine 
is  obtained,  agreeing  in  melting  point  (195°)  and  all  other  properties 
with  the  above  base  and  with  that  previously  obtained  by  Michler  and 
Salathe.  The  compound  Me2N.C6H4.C6H4.NMe3Cl  is  prepared  by 
boiling  the  corresponding  iodine-derivative  in  aqueous  solution  with 
freshly-precipitated  silver  chloride  ;  it  is  readily  soluble  in  water  and 
alcohol,  and  crystallises  from  the  former  in  yellowish  crystals  melting 
at  228°  ;  the  platinocholoride  has  the  formula 

Me2N.  C6H4. 06H4NMe301,HC] ,  PtCI4. 

Binitroteiramethylbenzidine ,  Cl8Hi8N2(N02)2,.  is  obtained  as  a  yellowish- 
red  precipitate  on  adding  sodium  nitrite  to  a  solution  of  tetramethyl- 
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benzidine  in  dilute  hydrochloric  acid.  It  crystallises  from  alcohol  in 
needles  melting  at  188°.  On  reduction,  it  yields  diamidotetramethyl- 
benzidine ,  CI6H18N2(NH2)2.  This  crystallises  from  alcohol  in  scales 
of  silvery  lustre,  melts  at  168°,  and  is  readily  soluble  in  hot,  sparingly 
in  cold  alcohol,  and  insoluble  in  water.  With  ferric  chloride  and 
hydrochloric  acid,  it  yields  a  violet  coloration,  which  remains  un¬ 
altered  on  dilution  with  water ;  and  with  potassium  dichromate  and 
sulphuric  acid  a  brownish-red  coloration,  which  becomes  red  on  dilu¬ 
tion;  whilst  permanganate  and  hydrochloric  acid  produce  at  first  no 
change,  the  solution  assuming  a  red  coloration  on  standing. 

A.  K.  M. 

New  Method  for  producing  Acridine.  By  O.  Fischer  and 
G.  Korner  {Ber.,  17,  101 — 102). — This  consists  in  heating  a  mixture 
of  chloroform  (1  part),  diphenylamine  (1  part),  zinc  chloride  (1  part), 
and  zinc  oxide  (i  part)  for  7 — 8  hours  at  200 — 210°.  The  product  is 
boiled  with  concentrated  hydrochloric  acid,  the  filtrate  poured  into 
water,  and  the  acridine  precipitated  by  alkali.  The  reaction,  NHPh2 
+  CHC13  +  ZnO  =  C13H9N,HC1  +  ZnCl2  +  H20,  is  analogous  to 
the  formation  of  acridine  from  diphenylamine  and  formic  acid  (Abstr., 
1888,  1138),  but  the  yield  is  considerably  better.  The  base  obtained 
by  the  authors  melted  at  110 — 111°.  Aluminium  chloride  may  be 
substituted  for  the  zinc  chloride  wdth  advantage.  A.  K.  M. 

Acridine.  By  L.  Medicus  (Ber.,  17,  196 — 197). — Acridine  nitrite, 
(C26H18lSr2,lSr02H,H20)2Hs0,  obtained  by  mixing  solutions  of  potassium 
nitrite  with  an  acridine  salt,  as  a  yellow  flocculent  precipitate,  crys¬ 
tallises  from  hot  water  in  long  silky  yellow  needles,  melts  at  150 — 
151°,  is  sparingly  soluble  in  cold  water  and  in  ether,  more  readily 
soluble  in  hot  water,  soluble  in  alcohol.  The  solutions  show  the 
fluorescence  of  acridine  salts.  A.  J.  G. 

Chrysaniline.  By  C.  Fischer  and  G.  Korner  ( Ber .,  17,  203 — 
209).— Very  little  more  is  known  of  this  substance  than  was  pub¬ 
lished  by  Hofman  in  1862  and  1869  ( Gompt .  rend.,  55,  817 ;  Ber.,  2, 
379).  From  its  close  resemblance  to  flavauiline,  which  has  been 
recently  shown  by  Fischer,  Budolph,  and  Besthorn  (Abstr.,  1882, 
1066  ;  1883,  600)  to  be  a  quinoline  derivative,  it  appeared  highly 
probable  that  chrysaniline  would  have  a  somewhat  similar  constitu¬ 
tion  :  this  view  is  now  shown  to  be  correct,  as  the  authors’  results 
prove  chrysaniline  to  be  the  diamido-derivative  of  phenylacridine. 

Chrysophenol ,  Gi9H15N20. — This  substance  was  discovered  and  partly 
investigated  by  W.  Claus,  and  further  examined  by  the  authors.  By 
heating  chrysaniline  wdth  3 — 4  times  its  amount  of  concentrated 
hydrochloric  acid  at  180°,  an  amido-group  is  eliminated  and  replaced 
by  hydroxyl,  CgH^lS^HCl  -f  H20  =  C9H15lSr20  +  NH4CI.  Chryso- 
plienol  is  separated  from  any  unaltered  chrysaniline  by  treatment 
with  dilute  soda  in  which  it  dissolves  to  a  clear  yellow  solution,  and 
is  separated  on  neutralisation  of  the  liquid  as  a  yellowish-red  pre¬ 
cipitate.  It  crystallises  from  dilute  alcohol  in  small  red  needles  con¬ 
taining  1  mol.  H20.  It  is  sparingly  soluble  in  water,  benzene,  and 
ether,  very  readily  in  alcohol.  It  is  readily  soluble  in  caustic  alkalis, 
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but  insoluble  in  alkaline  carbonates.  It  still  possesses  strong  dyeing 
powers  and,  like  chrysaniline,  forms  sparingly  soluble  salts  with  acids. 
On  oxidation,  it  yields  a  crystalline  acid,  and  this  when  distilled  with 
lime  gives  an  intense  odour  of  pyridine  bases. 

Phenylacridine  from  Chrysaniline. — 10  grams  chrysaniline  is  dis¬ 
solved  in  a  mixture  of  50  grams  sulphuric  acid  and  4 — 5  grams  water, 
and  the  well-cooled  solution  treated  with  a  stream  of  nitrons  anhy¬ 
dride  until  distinct  excess  of  the  latter  is  apparent.  The  resulting 
diazo-compound  is  then  added  in  small  portions  to  600  grams  of 
boiling  alcohol,  when  an  intensely  yellowish-green  fluorescing  liquid 
is  obtained.  The  greater  part  of  the  alcohol  is  distilled  off,  water 
added,  followed  by  excess  of  caustic  soda,  when  reddish-coloured 
flocks  separate,  and  without  further  purification  are  mixed  with 
excess  of  soda,  heated  on  an  oil-bath  at  200°,  and  distilled  by  aid  of  a 
current  of  steam,  whilst  the  temperature  of  the  bath  is  slowly  raised 
to  250°.  Phenylacridine  distils  over,  and,  after  purification,  shows 
all  the  properties  described  by  Bernthsen  and  Bender  (Abstr.,  1883, 
1133).  The  formation  of  phenylacridine  from  chrysaniline  shows 
clearly  that  the  formula  of  this  latter  must  be  and  not 

C2oH17N3,  that  previously  adopted. 

With  regard  to  the  formation  of  chrysaniline  in  the  rosaniline 
process,  three  views  are  possible.  1.  That  chrysaniline  is  a  condensa¬ 
tion-product  from  2  mols.  of  aniline  and  1  mol.  of  paramido-benzalde- 
hyde  obtained  by  oxidation  of  paratoluidine.  2.  That  it  is  a  con¬ 
densation-product  from  orthotoluidine  and  aniline.  3.  That  amido- 
phenylamine  is  formed,  and  reacts  with  amidobenzoic  acid  to  form 
chrysaniline  in  a  manner  similar  to  that  in  which  diphenylamine  and 
benzoic  acid  yield  phenylacridine. 

Of  these  views  the  second  is  the  most  probable,  as  it  is  found  that 
by  heating  orthodiparatriamidotriphenylmethane  prepared  from  ortho- 
nitrobenzaldehyde  and  aniline  (Renouf,  Abstr.,  1883,  981)  with  arsenic 
acid  at  180 — 200°,  chrysaniline  is  formed  : — 
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From  these  results  chrysaniline  must  be  regarded  as  diamidophenyl - 
acridine ,  the  amido-groups  being  both  in  the  para-position  relatively 
to  the  methane  carbon-atom.  A.  J.  G. 


Violet  Derivatives  of  Triphenylmethane.  By  O.  Fischer  and 
G.  Korner  (Her.,  17,  98 — 101). — The  authors  describe  a  new  synthesis 
of  hexamethylparaleucaniline  which  lends  support  to  their  views  on 
the  violet  derivatives  of  rosaniline,  and  also  indicates  a  method  for 
vol.  XLVi.  3  e 
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the  preparation  of  a  whole  series  of  methyl-  and  ethyl- derivatives  of 
leucaniline.  It  consists  in  heating  ethyl  orthoformate  (1  part)  with 
dimethylaniline  (3—4  parts)  and  zinc  chloride  (2  parts)  for  some 
hours  on  a  water-bath,  the  zinc  chloride  being  added  gradually : 
CH(OEt)3  +  3KPhMe2  =  CH(06H4.NMe2)3  4-  3EtOH. 

The  paper  also  contains  a  reply  to  Wichelhaus  ( Ber .,  16,  3044). 

A.  K.  M. 

Kynuric  Acid.  By  M.  Kretschy  ( Monatsh .  Chem .,  5,  16—32).— 
The  author  now  finds  that  the  above  acid  (Abstr.,  1883,  674)  is  iden¬ 
tical  with  carbostyrilic  acid,  and  not  isomeric  therewith  as  he  formerly 
believed.  The  discrepancies  previously  observed  in  the  behaviour  of  the 
two  acids  were  due  to  inaccuracies  in  the  published  description  of  the 
properties  of  carbostyrilic  acid.  The  kynuric  acid  used  in  the  present 
research  was  prepared  by  the  oxidation  of  kynurenic  acid  with  an 
alkaline  solution  of  potassium  permanganate.  The  quantity  of  oxygen 
used  in  the  oxidation  was  estimated  and  was  always  found  to  be  about 
6  atoms  for  every  molecule  of  kynurenic  acid  oxidised.  Small  quanti¬ 
ties  of  oxalic  acid  were  usually  formed,  but  scarcely  any  other  bye- 
products.  The  most  favourable  results  were  obtained  under  the  fol¬ 
lowing  conditions  : — 20  grams  of  kynurenic  acid  and  10  grams  crys¬ 
tallised  potassium  hydroxide  (KOH  +  2H20)  were  dissolved  in 

3  litres  of  water,  and  64  grams  potassium  permanganate  in  about  one- 
fifth  normal  solution  ( i.e .,  3’5  grams  K2Mn208  in  100  c.c.)  added. 
The  whole  was  kept  at  60 — 70°  for  four  days,  and  the  acid  was  then 
precipitated  with  hydrochloric  or  nitric  acid.  Unchanged  kynurenic 
acid  was  removed  by  treating  the  mixed  acids  with  boiling  ether,  in 
which  kynurenic  acid  is  almost  insoluble,  kynuric  acid  being  easily 
soluble.  About  70  per  cent,  of  the  theoretical  quantity  of  kynuric 
acid  was  thus  obtained.  The  acid  must  be  crystallised  from  luke¬ 
warm  water  only,  as  hot  water  causes  partial  decomposition. 

Kynuric  acid  crystallises  in  slender  needles  soluble  in  ether  and 
alcohol,  sparingly  so  in  cold  water  (1  :  890  at  10°).  The  acid  is 
dibasic,  and  forms  acid  and  neutral  salts.  Its  amido  character  is  not 
very  marked,  but  it  forms  double  salts  with  platinum  chloride,  with 
iron  chloride,  and  with  silver  and  mercurous  nitrates.  It  yields 
aniline  when  heated  with  a  mixture  of  potassium  hydroxide  and 
carbonate.  Ammonium  kynurate ,  C9H5N05(NH4)2,  crystallises  in 
slender  needles.  Hydrogen  potassium  kynurate  crystallises  with  -^H20, 
and  is  sparingly  soluble  in  water.  Hydrogen  barium  kynurate , 
(C9H6N05)2Ba  Hr  H20,  is  precipitated  from  a  solution  of  the  acid 
potassium  salt  by  barium  chloride,  and  crystallises  in  needles.  Barium 
kynurate ,  CgEhNChBa  +  H20,  obtained  from  the  neutral  ammonium 
salt,  forms  microscopic  needles,  and  gives  up  its  water  of  crystallisa¬ 
tion  at  100°.  Calcium  kynurate ,  CgEbNChCa  4-  2^H20,  is  precipitated 
in  the  form  of  microscopic  needles  which  do  not  give  up  their  water 
of  crystallisation  at  100°.  A  basic  copper  salt,  2(C9H5N05Cu),Cu0 

4  4H20,  is  precipitated  from  solutions  of  the  neutral  ammonium 
salt  by  copper  acetate  as  a  blue  crystalline  powder,  which  loses  2H20 
at  100°. 

When  heated  for  some  time  at  189 — 191°,  kynuric  acid  decomposes, 
giving  off  carbonic  anhydride  and  water,  and  leaving  a  bitter  residue, 
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sparingly  soluble  in  benzene,  ether,  alcohol,  and  water.  Alkalis  dis¬ 
solve  it  readily,  and  hydrochloric  acid  reprecipitates  it  from  these 
solutions  in  a  flocculent  form.  This  residue  seems  to  be  a  mixture  of 
various  bodies,  and  was  not  further  examined.  Kynuric  acid  cannot 
be  crystallised  from  boiling  water,  as  partial  decomposition  takes 
place.  If  its  aqueous  solution  be  maintained  for  some  time  at  about 
100°,  or  hydrochloric  acid  be  added,  and  the  solution  be  evaporated, 
the  decomposition  is  complete,  orthamidobenzoic  and  oxalic  acids  being 
produced.  Friedlander  and  Ostermaier  have  already  noticed  this 
decomposition  of  carbostyrilic  acid  by  hydrochloric  acid.  The  for¬ 
mula  of  kynuric  acid  is  therefore 

C6H4(COOH) (NH.CO.CQOH) [COOH  :  NH.CO.COOH  =  1  :  2], 
and  the  decomposition  takes  place  according  at  the  equation : — 

C6H4(COOH)(NH.CO.COOH)  +  h2o 

=  C6H4(KH2).COOH  +  (COOH)2. 

The  author  has  succeeded  in  synthesising  kynuric-  acid  by  heating 
together  an  intimate  mixture  of  dry  orthamidobenzoic  and  oxalic 
acids  in  an  oil-bath  at  115 — 135°,  and  finally  at  145 — 150°.  The  acid 
thus  obtained  is  identical  with  kynuric  acid. 

The  formation  of  oxalyl-orthamidobenzoic  acid  by  the  oxidation  of 
carbostyril,  acetotetrahydroquinoline,  kynurenic  acid,  and  kynurin,  and 
that  of  acetoanthranilic  acid  from  quinaldine,  shows  the  tendency  of 
quinoline-derivatives  to  form  anilido- compounds  when  the  pyridine¬ 
ring  is  oxidised.  The  author  intends  to  investigate  the  causes  of 
potassium  permanganate  attacking  the  pyridine-ring  in  kynurenic 
acid  and  kynurin,  and  not  the  benzene-ring.  From  the  results  ob¬ 
tained  by  the  oxidation,  it  is  clear  that  the  carboxyl  and  hydroxyl 
radicles  in  kynurenic  acid  are  present  in  the  pyridine-ring. 

L.  T.  T. 

Derivatives  of  Naphthalene.  By  E.  Lellmaxn  ( Ber .,  17,  109 — 
114). — By  the  action  of  nitric  acid  on  a-acetonaphthalide,  the  author 
obtained  a  nitro-product  melting  at  171°  in  accordance  with  the 
results  obtained  by  Liebermann  ( Annalen ,  183,  229)  and  by  Andreoui 
and  Biedermann  (Ber.,  6,  342),  and  by  the  action  of  potassium 
hydroxide  on  this,  a-nitronaphthylamine  was  produced.  By  the  action 
of  benzoic  chloride  on  a-nitronaphthylamine  melting  at  190°,  the 
a-nitrobenzonaphthalide,  melting  at  224°  (Hiibner  and  Ebeil, 
Annalen ,  208,  324)  is  obtained,  yielding  naphthylenediamine  (m.  p. 
186°),  on  reduction.  On  reconverting  a-nitronaphthylamine  into 
the  acetyl-derivative  by  means  of  acetic  anhydride,  x-nitroacetonaph - 
thalide  is  obtained  melting  at  187°,  and  crystallising  in  long  yellow 
needles;  also  a  small  quantity  of  a  second  substance  (S-nitroaceto- 
jiaphthalide )  melting  at  142°.  The  mother-liquors  from  the  prepara¬ 
tion  of  a-nitronaphthylamine  gradually  deposit  crystals  containing 
ft-  and  7-nitronaphthylamines  which  can  be  separated  by  crystallisa¬ 
tion  from  alcohol.  The  0-compound  forms  small  yellow  needles, 
melting  at  198°,  and  yields  a  benzoyl-derivative,  melting  at  175°, 
identical  with  Hiibner  and  Ebell’s  benzoylorthonitronaphthalide 
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obtained  by  nitrating  benzoylnaphthalide.  By  tbe  action  of  acetic 
anhydride  on  /3-nitronaphthylamine,  fi-nitracetonaphthalide  is  ob¬ 
tained,  melting  at  115°.  7- Nitronaphthylamine  melts  at  144°  and 

crystallises  from  alcohol  in  splendid  prisms  of  the  colour  of  potassium 
dichromate  and  of  greenish  lustre.  It  yields  an  acetyl-derivative , 
melting  at  194°,  and  by  the  action  of  alkali  on  this,  7 -nitronaphthol  is 
produced,  melting  at  116°.  The  author  has  examined  Liebermann’s 
7-nitroacetonaphthalide,  melting  at  190°,  and  finds  it  to  be  identical 
with  a-nitracetonaphthalide,  melting  at  187°.  It  is  not  yet  under¬ 
stood  whether  the  four  isomeric  nitro- derivatives  of  a-acetonaphthalide 
are  formed  during  the  nitration  and  exist  together  in  the  product 
melting  at  171°,  or  whether  a  molecular  change  occurs  in  the  splitting 
off  or  introduction  of  the  acetyl-group;  a  product  melting  at  171° 
could  not  be  obtained  from  a  solution  containing  cl-  and  /3-nitraceto- 
naphthalide.  Nothing  is  known  of  the  constitution  of  the  7-  and  &- 
derivatives ;  the  a-compound  is  without  doubt 

CI0H6(NH2)(NO2),[NH2 :  N02  =  1  :  2], 

whilst  the  constitution  of  the  ^-derivative  cannot  yet  be  decided  owing 
to  the  apparently  contradictory  nature  of  the  necessary  data.  By 
the  further  nitration  of  /3-nitroacetonaphthalide  a  dinitro-deriva- 
tive,  melting  at  247°,  is  produced  identical  with  the  compound 
obtained  by  Liebermann  by  the  direct  nitration  of  acetonaphthalide, 
and  the  constitution  of  which  is 

C10H5(NHA5)(NO2)2[NH5^  :  N02:  N02  =  1  :  2  :  4]. 

a-Nitroacetonaphthalide  appears  to  yield  a  different  dinitro-derivative. 

A.  K.  M. 

Derivatives  of  /3-Dinaphthylamine.  By  C.  Bis  and  A.  Weber 
(Ber.,  17,  197 — 198). — /3- Dinap hthylamine  is  now  obtainable  in  con¬ 
siderable  quantities  as  it  is  a  bye-product  in  the  manufacture  of 
|3-naphthylamine.  Dinltro-fi-dinaphthylamine  is  obtained  by  adding 
the  base  to  a  well-cooled  mixture  of  fuming  nitric  acid  and  glacial 
acetic  acid.  It  crystallises  from  cumene  in  yellowish-red  needles  or 
fine  prisms,  and  melts  at  224 — 225°.  Tetranitro-(3-dinaphthylamine  is 
obtained  together  with  the  above,  and  is  formed  exclusively  if  the 
temperature  rises  during  the  reaction.  It  is  very  sparingly  soluble 
in  benzene  or  cumene,  readily  soluble  in  boiling  nitrobenzene,  from 
which  it  separates  on  cooling  in  yellow  crystalline  granules  of  melt¬ 
ing  point  285 — 286°.  A.  J.  Gr. 


Derivatives  of  HydrindonapMhene.  By  A.  Baeyer  and  W.  H. 
Perkin,  Jun.  (Per.,  17,  122 — 125). — On  treating  orthoxylylene  bromide 
with  ethyl  sodomalonate  according  to  Perkin’s  method  ( Ber .,  16, 
208,  1787,  2136),  the  ethyl  dicarboxylate  of  a  hydrocarbon, 

c6h4<^>ch2, 

is  produced,  which  the  authors  name  hydrindonaphthene ,  indonaph- 

,CH 


thene  being  C6H4 


^/CH,  and  bearing  the  same  relation  to  indol 
XCH/ 
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CHoBr 

that  naphthalene  does  to  quinoline :  C6H4<  +  Na3C(COOEt)2= 

C6H4<5JJ2>C(COOEt)2  -f  2NaBr.  The  orthoxylylene  bromide  ob- 
0x1-2 

tained  by  the  authors  must  be  isomeric  with  the  compound  described 
by  Radziszewski  and  Wispeck  (Abstr.,  1882,  1284),  since  it  melts  at 
98°  and  dissolves  in  5  parts  of  ether.  Hydrindonaphthenedicarboxylic 

acid,  C6H4<p^2>C(COOH)2,  is  best  prepared  as  follows  : — Sodium 
O-LJ-2 

(2  atoms)  is  dissolved  in  8  times  its  weight  of  alcohol,  and  the  semi¬ 
solid  mass  obtained  mixed  with  3  times  its  weight  of  ether  ;  a  solution 
of  the  bromide  (1  mol.)  in  5  parts  ether  is  next  added,  and  then  a 
solution  of  ethyl  malonate  (1  mol.)  in  the  same  quantity  of  ether. 
After  standing  three  hours,  the  ether  is  decanted  from  the  precipitate, 
and  this,  together  with  the  residue  from  the  evaporation  of  the  ether, 
boiled  with  alcoholic  potash  until  the  addition  of  water  no  longer 
produces  turbidity  ;  the  alcohol  is  evaporated,  the  residue  dissolved  in 
water,  the  solution  filtered,  acidulated  with  dilute  sulphuric  acid,  and 
extracted  with  ether.  Hydrindonaphthenedicarboxylic  acid  is  mode¬ 
rately  soluble  in  hot  water  from  which  it  crystallises  in  rhombic  plates 
melting  at  199°,  and  then  decomposing  into  carbonic  anhydride  and 

CH 

hydrindonaphthenemonocarboxylic  acid ,  C6H4<^q^2^>CH.COOH.  This 

melts  at  130°,  distils  without  decomposition,  dissolves  in  120  parts  of 
boiling  water,  and  very  sparingly  in  cold  water.  A.  K.  M. 


Synthesis  of  Dimethylanthracene  Hydride  and  Diphenyl- 
ethane  from  Benzene  and  Ethylidene  Chloride.  By  A.  Ange- 
ijlis  and  R.  Anschutz  (Ren,  17,  165 — 167). — By  the  action  of 
benzene  on  ethylidene  chloride  or  bromide  in  presence  of  aluminium 
chloride,  there  are  formed  un symmetrical  diphenylethane  and  di¬ 
methylanthracene  hydride.  Diphenylethane  boils  at  150°  under 
16  mm.  pressure,  is  quite  colourless,  and  has  a  blue  fluorescence,  its 
other  properties  are  well  known.  Benzophenone  boils  at  170°  under 
15  mm.  pressure. 

Dimethylanthracene  hydride  (diphenylene-diethylidine),  C16H16  = 


c6h4< 


CHMe 

CHMe 


>C6H4,  crystallises  from  solvents  in  pale  yellow  trans¬ 


parent  plates,  melts  at  178 — 179°,  and  sublimes  readily  in  transparent 
clear  yellow  broad  needles.  It  is  readily  soluble  in  ether,  benzene, 
carbon  bisulphide,  boiling  glacial  acetic  acid  and  hot  alcohol.  On 
oxidation  with  chromic  acid,  it  yields  anthraquinone  and  carbonic 
anhydride  approximately  in  the  ratio  of  1  mol.  of  the  former  to 
2  mots,  of  the  latter.  On  distillation  over  nearly  red  hot  zinc-dust 
the  hydrocarbon  readily  yields  anthracene.  The  picric  acid  com¬ 
pound,  Ci6H16,C6H2(N02)3.0H,  crystallises  in  dark  reddish-blue  needles, 
and  melts  at  170°.  A.  J.  G. 


Action  of  Aluminium  Chloride  on  a  Mixture  of  Benzene 
and  Vinyl  Bromide  and  of  Benzene  and  Vinyl  Tribromide. 

By  A.  Angeblis  and  R.  Anschutz  ( Ber .,  17,  167 — 168). — By  passing 
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a  regular  stream  of  vinyl  bromide  vapour  into  a  mixture  of  benzene 
and  aluminium  chloride  gently  heated  on  the  water-bath,  there  is 
obtained  a  mixture  of  ethylbenzene,  diphenylethane,  and  dimethyl- 
anthracene  hydride.  The  formation  of  ethylbenzene  instead  of  cinna- 
mene  is  an  instance  of  the  nearly  general  rule  that  in  this  reaction 
instead  of  an  nnsaturated,  the  corresponding  saturated  aromatic 
hydrocarbon  is  formed.  With  regard  to  the  formation  of  the  other  two 
hydrocarbons,  which  are  the  same  as  those  described  in  the  preceding 
abstract  as  obtained  by  the  action  of  benzene  on  ethylidine  chloride,  &c., 
it  appears  to  the  authors  to  be  most  probable  that  during  the  reaction 
an  addition  of  HBr  to  vinyl  bromide  takes  place  with  consequent 
formation  of  ethylidine  bromide,  which  then  reacts  as  already 
described. 

By  the  reaction  of  benzene  on  vinyl  tribromide  in  presence  of 
aluminium  chloride,  dibenzyl  was  obtained  in  moderate  quantity. 

A.  J.  Gr. 

Remarks  on  the  Preceding  Communications  on  Synthesis 
by  Means  of  Aluminium  Chloride.  By  R.  Anschutz  (Ber.,  17, 
169 — 170). — In  the  syntheses  of  hydrocarbons  from  benzene  and  the 
halogen-derivatives  of  fatty  hydrocarbons  by  aid  of  aluminium 
chloride,  four  kinds  of  condensation-products  may  be  distinguished  : — 
1.  Those  in  which  phenyl  replaces  the  halogen  in  one  molecule  of 
the  halogen- derivative  of  the  fatty  hydrocarbon.  2.  Those  in  which 
more  than  one  hydrogen-atom  of  one  and  the  same  benzene  molecule 
is  replaced  by  alkyl-groups.  3.  Those  in  which  two  phenylene- 
groups  are  united  to  two  carbon-atoms,  which  are  also  united  to  one 
another.  4.  Those  in  which  two  phenylene-groups  are  united  to  two 
carbon-atoms  not  in  union  with  one  another.  A.  J.  Gr. 


Paramidofluorene.  By  J.  Strasburger  (Ber.,  17,  107 — 108). — 
In  a  previous  paper  (this  vol.,  329)  the  author  mentioned  the  forma¬ 
tion  of  paramidofluorene  by  the  distillation  of  the  hydrochloride  of 
paramidodiphenic  acid  with  lime.  He  now  confirms  this  by  compar¬ 
ing  the  substance  so  obtained  with  paramidofluorene  prepared  from 

C6H,(NOA 

fluorene.  He  prepares  paranitrofluorene ,  |  yCH2,  by  adding 

C6H4 — Tx 

nitric  acid  (sp.  gr.  1*4)  to  a  cold  saturated  solution  of  fluorene  in 
glacial  acetic  acid,  and  then  heating  to  the  boiling  point.  It  melts  at 
154°,  and  on  oxidation  yields  nitrodiphenylene  ketone  melting  at  217 
— 218°.  On  reduction,  it  yields  paramidofluorene  crystallising  from 
dilute  alcohol  in  grey  or  brown  crystals  melting  at  124 — 125°;  the 
somewhat  lower  melting  point  (123°)  previously  given  is  explained  by 
the  imperfect  purification  of  the  small  quantity  of  the  substance 
obtained  from  the  amidodiphenic  acid.  Paramidofluorene  from  both 
sources  yields  an  acetyl-dwivatwe  melting  at  187 — 188°. 

A.  K.  M. 

Borneol  from  Camphor,  By  J.  Kachler  and  P.  V.  Spitzer 
( Monatsh .  Chem .,  5,50 — 54). — Jackson  and  Menke  (Amer.  Chem. 
1883,  270)  state  that  if  camphor  (10  grams)  be  dissolved  in  ten  times 
its  weight  of  alcohol  and  one-third  more  (4  grams)  than  the  theoretical 
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quantity  of  sodium  be  gradually  added,  the  camphor  is  converted 
into  borneol,  9*4  grams  of  the  latter,  or  94  per  cent.,  being  obtained. 
The  authors  have  repeated  these  experiments,  but  can  not  confirm  the 
results.  Mixtures  of  camphor  and  borneol  were  obtained,  the  un¬ 
changed  camphor  always  largely  predominating. 

As  the  separation  of  borneol  from  camphor  is  impracticable,  this 
reaction  does  not  form  a  means  of  preparing  borneol.  The  product, 
analysed  by  treatment  with  phosphoric  chloride  (when  borneol  yields 
CioHnCl,  and  camphor  Ci0Hi6C12)  was  proved  to  contain  22*8  per  cent, 
borneol,  and  77*2  per  cent,  camphor.  L.  T.  T. 

Isomeric  Campholurethanes.  By  Haller  ( Compt .  rend.,  98, 
578 — 580). — The  author  has  previously  described  (ibid.,  92,  1511, 
and  94,  86  and  869)  a  dextrogyrate  campholurethane  obtained  from 
dextrogyrate  borneol,  and  crystallising  in  dextrohemibedral  crystals. 
By  the  same  method,  he  has  prepared  a  campholurethane  from  leevo- 
gyrate  Ngai  borneol  from  Shanghai.  This  borneol  has  the  same 
melting  point,  198°,  as  dextroborneol,  and  its  rotatory  power  [a]D  = 

—  32°  30'.  The  leevocampholurethane  thus  obtained  melts  at  126 — 
127°,  and  its  alcoholic  solution  has  a  leevorotatory  power  [&]D  = 

—  29 ’9.  It  is  deposited  from  its  aqueous  solution  in  lsevohemihedral 
crystals,  the  dominant  form  being  a  rhomboidal  prism  of  82°  32', 
modified  on  the  angles  0  and  e,  and  on  the  face  g.  The  angles  of 
these  crystals  correspond  exactly  with  those  of  the  right-handed 
form,  but  the  crystals  of  dextrocampholurethane  never  have  the  face 
e  on  angles  to  the  left,  and  the  crystals  of  lsevocam  phot  urethane 
never  have  this  face  on  angles  to  the  right,  and  on  most  of  the  crystals 
the  inverse  law  holds  good  for  the  face  g  . 

Dextroborneol  yields  a  campholurethane  which  forms  dextro- 
hemihedral  crystals,  and  is  dextrogyrate,  whilst  leevoborneol  yields  a 
campholurethane  which  forms  laevohemihedral  crystals,  and  is  lsevo- 
gyrate.  This  dissymmetry  is  strictly  analogous  to  that  observed  by 
Pasteur  in  the  case  of  the  sodium  ammonium  tartrates. 

In  the  preparation  of  leevocampholurethane,  a  lsevogyrate  borneol 
carbonate  is  also  obtained,  and  this  compound  is  formed  in  much 
higher  proportion  than  is  dextrogyrate  borneol  carbonate  from  dextro¬ 
borneol,  in  fact,  the  Ngai  borneol  is  often  almost  entirely  converted 
into  the  carbonate.  It  would  seem,  therefore,  that  the  isomerism  of 
this  borneol  with  ordinary  borneol  is  not  purely  physical,  and  this 
supposition  is  supported  by  the  fact  that  in  the  preparation  of  laevo- 
campholure thane  a  substance  slightly  soluble  in  alcohol  and  ether  is 
formed,  which  is  not  formed  in  the  preparation  of  the  dextrocom- 
pound.  Moreover,  dextrocampholurethane  melts  at  115°,  whilst  the 
isomeric  leevocampholurethane  melts  at  126 — 127°.  The  two  borneol 
carbonates  have,  however,  the  same  melting  point,  215°. 

C.  H.  B. 

Oxidation  of  Menthol  by  Potassium  Permanganate.  By  G. 

Arth  (Compt.  rend.,  98,  576 — 577). — 8  grams  of  potassium  perman¬ 
ganate,  500  c.c.  of  water,  and  5  c.c.  of  dilute  sulphuric  acid  (1:4) 
are  placed  in  a  stoppered  flask,  4  grams  of  finely  powdered  menthol 
added,  the  mixture  agitated  and  allowed  to  stand  in  a  warm  place. 
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After  24  hours  a  further  quantity  of  2  grams  of  menthol  is  added, 
and  the  addition  is  repeated  at  the  end  of  48  hours.  When  the  per¬ 
manganate  has  been  decolorised,  the  liquid  is  neutralised  with 
sodium  carbonate  and  concentrated  by  evaporation.  The  sodium  salt 
is  then  decomposed  by  dilute  sulphuric  acid,  and  the  liquid  agitated 
with  ether,  which  on  evaporation  leaves  a  brown  syrupy  liquid,  which 
does  not  distil  at  a  fixed  temperature,  has  a  somewhat  powerful 
odour  slightly  resembling  that  of  valeric  acid,  and  is  only  slightly 
soluble  in  water,  to  which  it  imparts  a  strongly  acid  reaction.  This 
brown  liquid  seems  to  be  a  mixture  of  two  distinct  acids.  It  dis¬ 
solves  with  effervescence  in  sodium  carbonate  solution,  and  if  the 
excess  of  carbonate  is  removed  by  means  of  alcohol,  and  silver  nitrate 
is  added,  two  distinct  precipitates  are  obtained.  One  of  these  dissolves 
in  boiling  water,  and  on  cooling  the  solution  deposits  nacreous 
lamellae  of  the  composition  Ci0H17AgO3 ;  they  are  the  silver  salt  of 
an  acid  C10Hi6O3,  which  is  liquid  at  ordinary  temperatures.  The 
other  precipitate  is  not  soluble  in  boiling  water,  but  is  gradually 
decomposed  by  prolonged  ebullition.  It  is  probably  the  silver  salt 
of  a  more  highly  oxidised  acid  intermediate  between  the  acid, 
CioHI803,  and  carbonic  and  oxalic  acids.  C.  H.  B. 

Contributions  to  the  Constitution  of  Brazilin.  By  M.  Wiede¬ 
mann  ( Ber .,  17,  194 — 195). — By  heating  brazilin  with  amorphous 
phosphorus  and  hydriodic  acid  of  sp.  gr.  1’5  for  some  hours  in  a 
vessel  provided  with  a  reflux  condenser,  it  yields  brazinole ,  Ci6H1404, 
as  a  dark-brown  amorphous  powder,  readily  soluble  in  alcohol  and 
alkalis,  insoluble  in  benzene  and  chloroform,  sparingly  soluble  in 
ether,  water,  and  dilute  acids.  By  heating  brazilin  or  brazinole  in 
sealed  tubes  with  phosphorus  and  hydriodic  acid  of  sp.  gr.  1*9  at 
150°  for  8 — 12  hours,  a  substance  of  the  formula  C16Ho603  or  Ci6H2i03 
is  obtained  as  a  red-brown  amorphous  powder,  resembling  brazinole 
in  its  solubilities. 

On  distilling  brazinole  with  zinc-dust  in  a  stream  of  carbonic  anhy¬ 
dride,  nearly  complete  decomposition  ensues,  very  minute  quantities 
only  of  a  crystalline  substance,  apparently  a  hydrocarbon  of  the  for¬ 
mula  Ci6Hl4  or  Ci6H16,  being  obtained. 

By  fusing  brazilin  with  potash,  Liebermann  and  Burg  (Ber.,  9, 
1883)  obtained  resorcinol ;  in  the  products  of  the  fusion  at  240 — 250°, 
the  author  found  formic  and  acetic  acids,  at  higher  temperatures 
(310 — 330°)  formic  acid  and  resorcinol.  A.  J.  Gr. 

Quinoline  and  Quinaldine.  ( Dingl.  polyt.  J 250,  533 — 542.) 
— When  an  aqueous  solution  of  orthamidobenzaldehyde  is  treated 
with  a  small  quantity  of  acetaldehyde  and  a  solution  of  caustic  soda, 
quinoline  is  produced.  Friedlander  and  Gohring  have  found  that  this 
reaction  is  not  limited  to  acetaldehyde,  but  that  a  large  number  of 
aldehydes  and  ketones  give  quinoline  when  treated  with  orthamido¬ 
benzaldehyde  in  a  similar  manner.  Aqueous  solutions  of  orthamido¬ 
benzaldehyde  and  pure  acetone  when  treated  in  the  cold  with  soda- 
ley  combine  together,  producing  <x-methylquinoline  or  quinaldine ,  a 
colourless  oil  of  pleasant  odour  boiling  at  240°. 

According  to  the  u  Chemische  Fabrik,”  formerly  E.  Sobering  of 
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Berlin,  quinaldines  are  obtained  on  warming  acetaldehyde  with  the 
salts  of  primary  aromatic  amines.  The  resalting  bases  can  be  con¬ 
verted  into  hydro-  or  hydroxy-derivatives,  which  may  be  used  in 
dyeing  or  as  antiseptic  and  antipyretic  agents. 

The  simplest  substitute  of  these  bases,  i.e .,  quinaldine  obtained 
from  aniline  and  aldehyde  is  formed,  according  to  the  equation — 

C6H7N  +  2C2H40  =  C10H9N  4-  2H20  +  H2. 

For  the  preparation  of  quinaldines,  a  mixture  of  100  parts  aniline 
(115  toluidine  or  130  xylidine)  150  paraldehyde,  200  fuming  hydro¬ 
chloric  acid,  and  2 — 5  aluminium  chloride,  is  boiled  for  4  to  6  hours. 
The  product  is  then  poured  into  water,  and  the  filtered  solution 
saturated  with  soda-ley.  The  base  produced  is  distilled  with  steam 
and  purified  by  fractionation. 

Aldehyde,  acetal,  crotonaldehyde,  aldol,  or  lactic  acid,  may  be  em¬ 
ployed  in  the  place  of  paraldehyde,  and  hydrobromic,  sulphuric, 
phosphoric,  or  other  acids  in  the  place  of  hydrochloric  acid. 

Quinaldine ,  C10H9N  (from  aniline),  is  a  liquid  resembling  quino¬ 
line  in  smell.  It  boils  at  240  .  T)rtihomethylqwhnodd%ne^  -MeCio  H8N,  is 
liquid,  and  boils  at  249 — 251°.  Paramethylquinaldine  is  isomeric  with 
the  former,  but  is  solid,  forming  colourless  crystals  which  melt  at 

59—60°. 

When  a  mixture  of  aniline  and  ethyl  acetoacetate  is  heated  nearly  to 
the  boiling  point,  alcohol  escapes.  On  interrupting  the  reaction  when 
the  mass  becomes  dark  yellow,  treating  the  product  with  concentrated 
sulphuric  acid,  diluting  with  water  and  adding  alkali,  hydroxymethyl- 
quinoline ,  CioiLOH,  is  precipitated  (m.  p.  222°).  D.  B. 


Paradibromoquinoline.  By  S.  Metzger  (Ber.,  17, 186—191). — 
Paradibromoquinoline  is  prepared  by  heating  paradibromaniline  with 
nitrobenzene,  glycerol,  and  sulphuric  acid.  It  crystallises  in  long 
white  needles,  can  be  distilled  with  steam,  melts  at  127 — 128°.  It  is 
nearly  insoluble  in  water,  readily  soluble  in  acids,  ether,  alcohol,  ben¬ 
zene,  light  petroleum,  &c.  The  hydrochloride ,  C9H5Br>N,HCl,  crys¬ 
tallises  in  small  broad  needles ;  it  is  decomposed  into  free  base  and 
hydrochloric  acid  by  cold  water.  The  picrate  crystallises  in  long 
yellow  needles,  and  is  also  decomposed  by  water.  The  chromate , 
(C9H5Br2N)2,H2Cr207,  forms  a  microcrystalline  orange-red  powder. 
The  platinochloride,  (C9H5Br2Nr)2,H2PtCl6,  crystallises  in  minute  yellow 
needles,  and  is  readily  decomposed  by  water.  A  comparison  of  the 
a-dibromoquinoline  obtained  by  La  Coste  (Abstr.,  1881,  741)  by  direct 
bromination  of  quinoline,  showed  its  identity  with  parabromoquinoline. 

A.  J.  G. 

Paraquinolinesulphonie  Acids.  By  J.  Happ  (Ber.f  17,  191 — 
193). — Ortho-  and  meta-quinolinesulphonic  acids  have  been  obtained 
by  the  action  of  sulphuric  acid  on  quinoline  (Lubavin,  Annalen ,  155, 
313;  Bedall  and  A.  Fischer,  Abstr.,  1882,  869). 

SO,H  /\/\ 


Paraquinolinesulphonie  acid , 


is  obtained  by 


heating 
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a  mixture  of  sulphanilio  acid,  nitrobenzene,  glycerol,  and  sulphuric 
acid.  It  crystallises  in  strongly  refractive,  hard,  brilliant,  colourless 
needles  of  the  formula  C9H6N.S03H  -f-  1 JH20,  is  sparingly  soluble  in 
cold  water  or  cold  alcohol,  more  readily  soluble  in  hot  water  or 
alcohol.  It  does  not  melt  at  260°.  The  barium  salt,  (CsHeSChN^Ba, 
forms  crystalline  scales;  the  potassium  salt,  C9H6HS03K,  crystallises 
in  brilliant  plates;  the  sodium  salt,  C9H6NS03Na,  crystallises  in  lance¬ 
shaped  needles;  the  silver  salt,  C3H6NS03Ag,  forms  slender  white 
needles  ;  an  acid  silver  salt,  2C9H6NS03Ag  +  C9H7NS03,  also  crystal¬ 
lises  in  needles.  On  fusing  the  sulphonic  acid  with  potash,  a 
hydroxy  quinoline  of  melting  point  193°  is  obtained,  apparently 
identical  with  Skraup’s  parahydroxyquinoline.  A.  J.  Gr. 

Relation  between  Benzene  and  Pyridine.  By  C.  Bottinger 
(. Ber .,  17,  144). 

Pyridine-derivatives.  By  C.  Bottinger  (Ber.,  17,  92 — 95). — 
This  paper  contains  the  analytical  data  omitted  in  previous  communi¬ 
cations  (Abstr.,  1881,  181  and  612).  Picolinecarboxylic  acid  crys¬ 
tallises  with  1  mol.  H20,  which  it  gradually  loses  in  dry  air,  rapidly 
when  heated  at  100°.  It  forms  a  very  readily  soluble  barium  salt, 
(C7H6N02)2Ba,llH20,  crystallising  in  broad  lustrous  needles,  which 
effloresce  on  exposure  to  the  air.  The  calcium  salt,  (C7H6N02)2Ca,H20, 
is  readily  soluble  in  water,  and  crystallises  in  colourless  transparent 
four-sided  prisms,  which  do  not  lose  their  water  at  120°.  The  sul¬ 
phate  and  oxalate  of  picolinecarboxylic  acid  are  readily  soluble  in 
water ;  the  platinoehloride  crystallises  in  scales,  readily  soluble  in 
water  and  alcohol. 

Pyridinedicarboxylic  acid  crystallises  with  1  mol.  H20,  which  it 
readily  loses  at  100°  :  it  dissolves  readily  in  sulphuric  and  hydro¬ 
chloric  acids,  but  on  evaporating  the  hydrochloride  on  a  water- bath, 
the  acid  becomes  dissipated.  The  barium  salt,  C7H3N04Ba,l^H20, 
is  sparingly  soluble,  and  the  calcium  salt,  C7H3N04Ca,^H20,  almost 
insoluble  in  water.  Pyridinemonocarboxylic  acid,  obtained  by  heat¬ 
ing  the  above,  yields  a  very  characteristic  copper  salt, 

(C6H4N02)2Cu,4H20, 

crystallising  in  bluish-green  irregular  six-sided  scales.  Tricarbo- 
pyridinic  acid  (trimesitinic  acid)  yields  a  barium  salt  of  the  formula 
(C8H2N06)2Ba3,7H20,  and  a  calcium  salt,  CgHsHOeCa^lHoO,  insoluble 
in  water  and  in  dilute  acetic  acid  ;  the  copper  salt,  08H3N06Cu,3H20, 
forms  an  insoluble  greenish-blue  precipitate,  and  the  silver  salt, 
C8H2N06Aga,H>0,  a  gelatinous  precipitate.  Ethyl  uvitonate  may  be 
obtained  by  heating  the  potassium  salt  of  the  acid  with  alcoholic 
ethyl  iodide  at  130°  ;  it  is  insoluble  in  dilute  ammonia,  soluble  in 
hydrochloric  acid.  When  heated  rapidly,  it  can  be  distilled  in  small 
quantity,  but  is  decomposed  by  continued  heating.  A.  K.  M. 

Condensation  to  Pyridine- derivatives.  By  C.  Bottinger 

(Ber.,  17,  53 — 54). — The  author  refers  to  a  previous  paper  (Anitalen, 
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208,  122)  in  which  he  showed  that  the  formation  of  uvitonic  acid 
from  pyruvic  acid  is  only  possible  by  the  separation  of  hydrogen, 
which,  however,  does  not  become  free,  but  reduces  a  portion  of  the 
pyruvic  acid.  The  author  has  made  many  experiments  with  the 
view  to  avoid  this  loss  of  pyruvic  acid,  and  to  improve  the  yield  of 
uvitonic  acid.  On  treating  ammonium  imidopyruvate  with  bromine- 
vapour,  a  violent  reaction  takes  place  with  evolution  of  carbonic 
anhydride.  When  the  bromine  is  in  excess  uvitonic  acid  separates  as 
a  pale-yellow  powder,  which  becomes  colourless  when  washed,  whilst 
the  liquid  contains  formic  acid,  bromoform,  and  probably  bromine- 
derivatives  of  aldehyde.  The  formation  of  these  compounds  shows 
that  only  a  portion  of  the  pyruvic  acid  has  been  converted  into 
uvitonic  acid.  A.  K.  M. 


Synthesis  of  Anthraquinoline.  By  C.  Graebe  ( Ber .,  17,  170 — 
171). — By  heating  anthramine  with  nitrobenzene,  glycerol,  and  sul¬ 
phuric  acid  the  author  has  obtained  anthraquinoline.  This  substance 
is  identical  with  that  previously  prepared  by  him  by  heating  alizarin  - 
blue  with  zinc-dust  (Abstr.,  1880,  262),  thus  further  confirming  the 
accuracy  of  the  constitution — 
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assigned  to  anthraquinoline. 


A.  J.  G. 


Bases  of  the  Pyridine  and  Piperidine  Series.  By  A.  Laden- 
burg  ( Comjpt .  rend.,  98,  -516 — 518). — The  bases  of  the  pyridine  series 
are  tertiary  bases,  and  they  combine  with  alcoholic  iodides  forming 
quaternary  iodides.  When  these  iodides  are  heated  in  sealed  tubes  at 
about  290°,  they  are  partially  converted  into  hydriodides  of  tertiary 
bases  homologous  with  the  pyridine  employed.  By  this  reaction,  two 
isomeric  bases  are  always  obtained  :  one,  which  is  formed  in  largest 
proportion,  belonging  to  the  7-series,  whilst  the  other,  obtained  in 
smaller  quantity  and  having  a  higher  boiling  point,  probably  belongs 
to  the  a-series. 

When  the  compound  of  pyridine  with  ethyl  iodide  is  treated  in  this 
way,  it  yields  two  lutidines,  one  of  which  boils  between  153°  and  154°, 
and  yields  isonicotianic  acid  on  oxidation,  whilst  the  other  boils  at 
about  166°,  and  on  oxidation  yields  traces  only  of  an  acid  which  has 
not  yet  been  isolated.  The  compound  with  propyl  iodide  yields  two 
collidines,  one  of  which,  7-propyl-pyridine,  boils  at  163°,  and  yields 
isonicotianic  acid  on  oxidation,  whilst  the  other  boils  at  174°,  and  is 
characterised  by  its  slightly  soluble  and  distinctly  crystalline  platino- 
chloride.  The  compound  with  methyl  iodide  seems  to  behave  in 
a  precisely  similar  manner,  but  the  products  have  not  yet  been  iso¬ 
lated.  If  these  quaternary  iodides  are  heated  at  a  still  higher  tem¬ 
perature,  ammonia  and  a  considerable  proportion  of  aromatic  hydro- 
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carbons  are  formed.  Ethylbenzene  was  obtained  in  tliis  way  from  the 
compound  with  ethyl  iodide. 

The  conversion  of  pyridine  bases  into  piperidine  bases  is  effected  by 
the  action  of  sodium  on  a  hot  alcoholic  solution,  practically  the 
theoretical  yield  being  obtained,  and  in  this  way  a  whole  series  of 
homologues  of  piperidine  can  be  prepared.  Pyridine  yields  a  piperidine, 
which  seems  to  be  identical  with  the  piperidine  obtained  from  piperine. 
Crude  methyl-pyridine  from  Dippel’s  oil,  however,  yields  a  methyl- 
piperidine  entirely  different  from  that  described  by  Hofmann.  It  is 
a  transparent,  strongly  alkaline  liquid,  which  boils  at  122°,  and  has 
the  odour  of  piperidine.  It  dissolves  in  water  with  development  of 
heat,  but  separates  from  a  very  strong  solution  on  heating.  It  yields 
a  crystalline  and  non-deliquescent  hydrochloride,  a  very  soluble  crys¬ 
talline  platinochloride,  and  a  much  less  soluble  aurochloride,  which 
melts  in  slightly  warm  water.  The  crude  methyl-pyridine  from 
which  this  base  was  obtained  contained  /3-methyl-pyridine,  together 
with  a  larger  proportion  of  a-picoline. 

7-Ethylpiperidine  is  obtained  in  the  same  way  from  the  7- ethyl- 
pyridine  prepared  by  the  method  described  above.  It  boils  at  143 
forms  a  crystalline  hydrochloride,  has  an  odour  resembling  that  of 
conicine,  and  behaves  like  this  latter  compound  in  contact  with  water. 

C.  H.  B. 

Piperethylalkine  Bromide.  By  A.  Ladenburg  (Per.,  17,  154 — 
155). — The  hydrobromide  of  piperethylalkine  is  heated  with  1  mol. 
bromine  in  sealed  tubes  for  six  hours,  first  at  100°,  then  at  120° :  the 
solid  product  is  evaporated  several  times  with  water  to  remove  hydro- 
bromic  acid,  and  finally  crystallised  from  absolute  alcohol. 

Piperethylalkine  bromide ,  C7Hi3IhBr2,  so  obtained  crystallises  in 
brilliant,  colourless,  thin  prisms;  it  is  sparingly  soluble  in  alcohol, 
very  readily  in  hot  water.  It  can  be  regarded  as  the  hydrobromide 
of  bromovinylpijperidine ,  C5H10  !  N(HBr)C2H2Br.  Treated  with  silver 
chloride,  it  yields  the  corresponding  hydrochloride ,  Ci7H]3NBrCl,  form¬ 
ing  colourless  needles ;  the  plat'inochloy zde^  (077Hi3  NBrCl)2,PtCl4, 
crystallises  in  orange-coloured  prisms  ;  the  aurochloride , 

C7H13KBrCl,AuCl3, 

forms  needles,  which  are  sparingly  soluble  and  melt  in  hot  water. 
By  treating  it  with  silver  oxide,  all  the  bromine  is  removed  from 
piperethylalkine  bromide  ;  several  bodies  are  produced,  but  these  have 
not  as  yet  been  separated.  By  treatment  with  sodium-amalgam,  the 
bromide  is  converted  into  ethylpiperidine  and  ethenylpiperyldiamine, 
the  reaction  being  represented  by  the  equations  C5Hi0  !  N.C2H2Br 
-f  2H2  =  NEtC5H10  +  HBr  and  2C5Hi0  !  N.C2H2Br  +  3H2  = 
N2(C5H10)3C2H*  +  2HBr  +  C2H4.  A.  J.  Q. 

Synthesis  of  Piperidine.  By  A.  Ladexburg  (Per.,  17,  156). — 
Pyridine  cannot  be  converted  into  piperidine  by  the  action  of  tin  and 
hydrochloric  acid,  but  by  the  action  of  sodium  on  an  alcoholic  solution 
of  pyridine  the  hydrogenisation  can  be  effected,  although  only  in 
small  part.  The  separation  of  the  bases  was  effected  by  nitrous  acid, 
the  resulting  nitrosopiperidine  being  afterwards  decomposed  by 
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hydrochloric  acid.  The  platinochloride  prepared  from  the  base 
showed  a  complete  agreement  in  properties  with  those  of  piperidine 
platinochloride.  A.  J.  G. 

Methyltropidine.  By  C.  F.  Roth  (Ber.,  17,  157—159). — Methyl- 
tropidine  is  obtained  by  the  action  of  freshly  precipitated  silver  oxide 
on  an  aqueous  solution  of  tropidine  methiodide.  It  is  a  colourless 
syrupy  oil  of  distinctly  tropylene-like  odour;  cannot  be  distilled 
without  decomposition;  it  is  soluble  in  ether  and  chloroform.  The 
platinochloride ,  (C9H15N)2,H2ptCl6,  crystallises  well,  and  is  readily 
soluble  in  water ;  it  melts  at  120°.  The picrate,  C9H13N)C6H2(N02)3.0H, 
crystallises  from  hot  water  in  golden-yellow  silky  plates.  The  hydro - 
bromide ,  C9H13N,HBr,  forms  brilliant  colourless  crystals. 

A.  J.  G. 

Belladonine.  By  A.  Ladenburg  and  C.  F.  Roth  (Ber.,  17,  152 — 
153). — When  this  alkaloid  or  mixture  of  alkaloids  is  boiled  with 
alkalis,  it  readily  dissolves,  and  is  decomposed  into  tropine  and  an 
oxytropine ,  which  gives  a  platinochloride,  (CsHtsNO^FLPtCk,  crys¬ 
tallising  in  large  red  quadratic  prisms,  readily  soluble  in  water;  the 
acids  formed  at  the  same  time  are  tropic  acid,  and  its  decomposition- 
products,  atropic  and  isatropic  acids.  It  is  therefore  possible  that 
“  belladonine  ”  is  a  mixture  of  atropine  and  oxyatropine,  C17H23NO4 ; 
further  investigations  are  in  progress.  A.  J.  G. 

Hyoscine.  By  A.  Ladenburg  and  C.  F.  Roth  (Ber.,  17,  151 — 
152). — Ladenburg  has  shown  that  on  boiling  hyoscine  with  alkalis  or 
baryta,  it  is  resolved  into  tropic  acid  and  pseudotropine,  a  base  isomeric 
with  tropine  (Abstr.,  1881,  56).  Pseudotropine  crystallises  in  rhom- 
bohedrons,  melts  at  106°,  and  boils  at  241 — 243°  (tropine  crystallises 
in  the  rhombic  system,  and  melts  at  62°)  ;  it  is  less  hygroscopic  than 
tropine,  is  very  readily  soluble  in  water,  readily  soluble  in  chloroform, 
sparingly  in  ether.  Its  aurochloride  melts  at  198°.  By  the  action  of 
methyl  iodide  on  an  aqueous  solution  of  pseudotropine  at  100°,  pseudo¬ 
tropine  methiodide ,  C8HI3]Sr,MeI,  is  obtained  in  colourless  rhombo- 
hedrons,  readily  converted  into  the  periodide  by  iodine.  By  shaking 
the  iodide  with  freshly  precipitated  silver  chloride,  and  adding  platinic 
chloride  to  the  solution,  the  platinochloride,  (Ci9Hi8N)2,H2PtCl6,  is 
obtained  in  fine  brilliant  reddish-yellow  plates.  Proof  of  the  identity 
of  the  tropic  acid  from  hyoscine  with  that  from  other  sources  was 
obtained  by  its  conversion  into  atropine  when  treated  with  tropine  and 
hydrochloric  acid.  A.  J.  G. 
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Milk.  By  E.  Duclaux  (C07n.pt.  rend.,  98,  438 — 441,  and  526 — 
528). — The  albuminoid  matter  in  milk  may  be  divided  into  colloidal 
casein,  casein  in  suspension,  and  soluble  casein,  the  latter  being  capable 
of  passing  through  biscuit  earthenware.  Small  battery  cells  give 
good  results,  but  the  larger  cells  do  not  yield  a  filtrate  of  constant 
composition,  even  from  the  same  milk,  in  consequence  of  inequalities 
in  the  earthenware.  This  method  of  filtration  separates  those  sub¬ 
stances  which  are  in  suspension,  i.e,,  fat,  casein,  &c.,  from  those  which 
are  in  solution,  i.e.,  sugar,  inorganic  salts,  &c.  The  original  milk  and 
the  filtrates  were  examined  by  the  methods  described  in  the  author’s 
memoir  (Ann.  de  VInstitut  Agronomique,  1879 — 1880).  The  following 
results  were  obtained  with  a  sample  of  Cantal  milk  : — 


Fat . 

In  suspension. 

_  3-32 

In  solution. 

Sugar . 

•  •  »  •  ~ 

4-98 

Casein  . 

. . . .  3-31 

0*84 

Calcium  phosphate 

. . . .  022 

0T4 

Inorganic  salts .... 

. . . .  — 

0-39 

675 

6’35 

In  this  case,  the  soluble  casein  is  about  one-fifth  of  the  total  casein, 
but  the  proportion  is  rarely  so  high :  in  Cantal  milk,  the  amount  of 
soluble  casein  varies  between  4  and  6  grams  per  litre ;  this  propor¬ 
tion  remains  approximately  constant,  and  does  not  sensibly  change, 
even  when  the  milk  is  kept  for  a  considerable  time.  It  is  only 
slightly  affected  by  the  action  of  heat ;  the  filtrate  becomes  turbid  on 
boiling,  but  the  precipitate  is  very  slight,  and  gradually  redissolves. 
The  action  of  heat  on  the  other  two  varieties  of  casein  causes  them 
to  agglomerate,  and  the  deposit  inside  the  porous  cell  after  filtration 
is  always  more  compact  if  the  milk  has  been  boiled.  Slight  acidity 
causes  a  portion  of  the  colloidal  casein  to  pass  into  the  suspended 
condition,  and  slight  alkalinity  converts  some  of  the  suspended  casein 
into  the  colloidal  form,  but  neither  of  these  conditions  has  anv  effect 
on  the  soluble  casein.  The  proportion  of  soluble  casein  in  normal 
milk  is  not  only  approximately  constant,  but  seems  to  be  independent 
of  the  nature  of  the  milk,  and  is  sensibly  the  same  in  the  milk  of  cows 
from  various  districts,  in  goats’,  asses’,  and  human  milk.  The  propor¬ 
tion  of  soluble  casein  is  increased  to  a  slight  extent  by  the  addition 
of  water,  and  to  a  much  greater  extent  by  the  presence  of  the  diastase 
to  which  the  author  has  previously  given  the  name  casease.  In  one 
case  the  proportion  of  soluble  casein  was  0'61  per  cent.,  but  under  the 
influence  of  casease  it  increased  in  8  hours  to  T80,  and  in  24  hours 
to  2‘20  per  cent.,  after  which  it  remained  constant,  one-third  of  the 
total  casein  being  still  in  the  colloidal  condition.  The  destruction  of 
the  equilibrium  thus  established  required  a  very  much  longer  time,  or 


PHYSIOLOGICAL  CHEMISTRY. 


763 


the  addition  of  a  further  quantity  of  casease.  The  casein  can  be  more 
quickly  converted  into  the  soluble  form  by  addition  of  some  of  those 
microbes  which  produce  casease  (loc.  cit.),  and  which  continually  secrete 
this  substance,  whilst  at  the  same  time  they  use  up  the  casein  already 
existing  in  the  soluble  form  for  their  own  nourishment.  The  secretion 
of  the  casease  is  in  fact  the  means  by  which  these  microbes  prepare 
their  own  food  at  the  expense  of  the  suspended  and  colloidal  casein, 
and  is  strictly  analogous  to  the  action  of  the  pancreatic  juice  in  the 
higher  animals. 

Hammarsten  supposed  that  the  action  of  rennet  on  milk  is  to  split 
up  the  casein  into  two  new  albuminoids,  one  of  which  is  insoluble  in 
presence  of  the  calcium  phosphate  contained  in  the  milk,  and  carries 
down  a  portion  of  this  phosphate  with  it,  whilst  the  other,  correspond¬ 
ing  to  lacto-protein,  and  called  whey-protein  by  Hammarsten,  remains 
in  solution.  The  author  treated  milk  with  rennet  free  from  casease, 
care  being  taken  to  prevent  the  access  of  bacteria  as  far  as  possible, 
and  examined  the  resulting  liquid  by  the  filtration  method.  The 
results  of  one  out  of  a  number  of  experiments  are  given  in  the  follow¬ 
ing  table : — 


In  suspension.  In  solution. 


Fat  . 

Milk 

4-30 

Whey. 

0*85 

Milk. 

Whey. 

Sugar . 

— 

— 

5-37 

5*73 

Casein . 

3*53 

0*46 

0*37 

0*36 

Calcium  phosphate. . 

0*23 

— 

0-17 

0-17 

Inorganic  salts  .... 

— 

• — ■ 

0*  40 

0-43 

8*06 

1*31 

631 

6-69 

The  proportion  of  soluble  casein  and  of  dissolved  calcium  phosphate 
is  the  same  in  both  the  milk  and  the  whey.  The  suspended  calcium 
phosphate  is,  however,  carried  down  together  with  the  fat  and  the 
casein  in  the  curd.  Hammarsten’s  supposition  is,  therefore,  not  con¬ 
firmed  by  experiment,  since  the  amount  of  soluble  casein  is  not 
increased,  and  the  calcium  phosphate  plays  no  active  part  in  the  for¬ 
mation  of  the  curd. 

From  the  above  table,  it  appears  that  0‘46  of  the  colloidal  casein  has 
not  been  converted  into  the  solid  form,  and  it  is  found  that  the  whole 
of  the  coagulable  casein  is  never  precipitated,  although  the  amount 
remaining  in  solution  diminishes  if  the  proportion  of  rennet  is 
increased.  Milk  may  be  regarded  as  a  system  in  which  the  three 
forms  of  casein  are  in  equilibrium,  this  equilibrium  being  disturbed 
by  the  addition  of  minute  quantities  of  inorganic  salts,  ferments,  &c. 
Coagulation  corresponds  to  the  slow  and  regular  production  in  a  liquid 
mass  of  a  state  of  equilibrium  which  requires  the  solidification  of  a 
dissolved  substance,  but  there  is  no  evidence  to  show  why  part  of  the 
casein  should  be  precipitated  in  presence  of  rennet.  The  explanation 
is  not  to  be  sought  in  any  specific  properties  of  rennet,  for  other  sub¬ 
stances  produce  the  same  effect,  nor  in  the  specific  properties  of  casein, 
since  other  bodies,  such  as  oxide  of  iron,  can  exist  in  the  same  three 
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states.  Coagulation,  in  fact,  appears  to  be  simply  a  problem  in  mole¬ 
cular  mechanics  which  cannot  be  solved  in  the  present  state  of  our 
knowledge.  C.  H.  B. 

Observation  on  a  Note  by  Calmels  “  On  the  Poison  of 
Batrachians.”  By  A.  Gautier  and  ICtard  ( Gompt .  rend.,  98,  631). 
— Calmels  stated  (Gompt.  rend.,  98,  536)  that  the  carbylamines  are 
produced  by  the  splitting  up  of  the  isocyanacetic  acid  and  its  homo- 
logues  which  pre-exist  in  the  poison,  and  he  considers  that  these  same 
carbylamines  must  be  present  amongst  the  products  of  putrefaction, 
and  be  closely  related  to  the  ptomaines.  The  authors  have  observed 
the  presence  of  carbylamines  amongst  the  products  of  the  bacterial 
fermentation  of  albuminoids,  more  especially  in  the  chloroform  extract 
which  contains  the  ptomaines  (this  vol.,  89).  C.  H.  B. 

Poisons  and  Drugs  which  Act  on  Haemoglobin,  especially 
those  which  convert  it  into  Met-haemoglobin.  By  G.  Hayem 
(Gompt.  rend.,  98,  580 — 583). — Dissolved  haemoglobin  is  much  more' 
sensitive  to  the  action  of  substances,  such  as  amyl  nitrite,  potassium 
ferricyanide,  and  sodium  nitrite,  which  can  convert  it  into  met-haemo¬ 
globin,  than  is  the  haemoglobin  existing  in  blood  corpuscles,  and  when 
once  the  former  has  been  converted  into  met-haemoglobin,  it  remains 
in  that  condition,  whereas  the  latter  after  some  time  resumes  its  ori¬ 
ginal  condition  and  properties.  Substances  which,  like  amyl  nitrite 
in  moderate  doses,  do  not  destroy  the  corpuscles,  do  not  produce  any 
sensible  anaemia,  whilst  those  which  have  that  effect,  e.g.,  sodium 
nitrite,  cause  somewhat  rapid  anaemia.  The  resistance  which  the 
haemoglobin  in  the  corpuscles  offers  to  the  action  of  substances  which 
tend  to  convert  it  into  met-haemoglobin  explains  why  these  substances 
can  be  introduced  into  the  blood  even  in  considerable  quantity  with¬ 
out  producing  any  sensible  effect  on  it.  This  resistance  is  assisted  by 
the  rapid  elimination  of  these  substances,  and  by  the  changes  which 
some  of  them,  e.g.,  ferricyanides,  rapidly  undergo  in  the  organism. 

0.  H.  B. 
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Influence  of  Salicylic  Acid  on  Alcoholic  Fermentation.  By 

Gr.  Heinzelmann  (Bied.  Gentr .,  1883,  503). — The  author’s  experiments 
show  that  the  vitality  of  yeast  is  completely  destroyed  by  the  presence 
of  0T5  gram  of  salicylic  acid  per  400  c.c.  of  sugar  solution,  whilst  the 
addition  of  0‘01  per  cent,  favours  its  greatest  activity,  and  although 
the  yeast  plant  does  not  propagate,  nevertheless  the  cells  developed  in 
the  presence  of  salicylic  acid  are  stronger  and  larger  than  those  pro¬ 
duced  in  a  solution  free  from  that  acid.  Moreover  under  similar 
circumstances  the  production  of  alcohol  in  a  biven  time  is  greater. 
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The  addition  of  OT  gram  of  salicylic  acid  per  litre  of  “  mashing  ” 
favours  fermentation,  especially  with  pure  sugar  solutions. 

D.  A.  L. 

Bacillus  Butylicus.  By  Fitz  ( Bied .  Centr .,  1883,  503). — This 
bacillus  is  capable  of  yielding  other  products  of  fermentation  than 
butyric  acid.  In  the  author’s  experiments,  the  following  results  were 
obtained  : — 


Product  of  fermentation. 

Butyl  alcohol . 

Butyric  acid  . 

Lactic  acid . 

Succinic  acid . 

Trimethylene  alcohol  . .  . . 

Milk-sugar  is  not  attacked. 


100  glycerol. 

100  mannitol. 

100  invert-sugar, 

..  8T 

10-2 

0*5 

. .  17-4 

35-4 

42*5 

..  17 

0-4 

0-3 

— 

o-oi 

trace 

. .  3*4 

D.  A.  L. 

Chemistry  of  Plants.  By  M.  Ballo  (Ber.,  17,  6 — 12). — The 
author  previously  showed  that  in  aqueous  solutions  of  carbonic  anhy¬ 
dride,  the  latter  exists  as  hydroxide  (Abstr.,  1883,  574),  and  he  con¬ 
cludes  therefore  that  this  is  the  form  in  which  it  becomes  assimilated 
by  plants.  He  finds  that  the  reduction  of  carbonic  anhydride  to 
formic  acid  can  be  effected  not  only  by  the  action  of  potassium  on  the 
moist  gas,  but  also  by  the  action  of  an  energetic  reducing  agent 
(sodium-amalgam)  on  alkaline  hydrogen  carbonates,  and  on  calcium 
hydrogen  carbonates,  this  being  of  interest  in  connection  with  plant 
chemistry  through  the  wdde  distribution  of  the  latter  salt  in  water. 
Glycollie  acid,  which  has  been  shown  to  occur  in  unripe  grapes,  and 
also  tartaric  acid  have  been  obtained  by  the  reduction  of  oxalic  acid 
(Bull.  Soc.  Chim.,  27,  3  ;  Annalen ,  166,  124).  Tartaric  acid  has  like¬ 
wise  been  shown  by  Liebig  and  others  to  be  an  oxidation-product  of 
most  of  the  carbohydrates,  and  by  reversing  the  process  (i.e.,  by  reduc¬ 
tion)  it  might  therefore  be  better  suited  to  the  formation  of  these  sub¬ 
stances  than  carbonic  acid.  Whilst  a  portion  of  the  oxalic  acid  of 
plants  serves  to  decompose  calcium  sulphate,  by  far  the  greater  por¬ 
tion  must  give  rise  to  the  production  of  glycollie  and  tartaric,  or  of 
malic  and  succinic  acids.  The  conversion  of  formic  acid  (which  is 
assumed  to  be  the  first  reduction-product  of  carbonic  acid)  into  oxalic 
acid  in  plants,  is  probably  brought  about  by  nitric  acid ;  it  is  found 
that  nitric  acid  does  effect  this  conversion  if  the  reaction  be  stopped 
when  red  fumes  begin  to  be  evolved.  The  author  believes  that  this 
is  the  reason  why  nitrogen  must  be  presented  to  plants  in  the  form  of 
nitrates  ;  a  portion  of  this  is  no  doubt  reduced  to  ammonia,  a  second 
portion  probably  to  nitrous  acid,  whilst  the  greater  part  is  reduced 
to  nitric  oxide,  which,  by  the  action  of  oxygen  and  water,  becomes 
reconverted  into  nitric  acid. 

The  reduction  of  oxalic  to  tartaric  acid  may  be  assumed  to  be 
effected  by  the  coalition  of  two  oxalic  acid  molecules  or  of  one  mole¬ 
cule  oxalic  acid  with  one  molecule  glycollie  acid  ;  whilst  the  produc¬ 
tion  of  acids  containing  an  uneven  number  of  CH.OH-groups  can  be 
explained  by  formic  acid  taking  part  in  the  reaction.  By  the  further 
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reduction  of  the  acids,  alcohols  are  produced.  It  is  not  jet  understood 
in  what  way  the  salts  act  in  the  vegetable  and  animal  organisms,  but 
the  author  thinks  it  possible  that  they  assist  in  bringing  about  the 
formation  of  the  more  complicated  products. 

By  the  action  of  sodium  on  an  ethereal  solution  of  chlorhydrin,  a 
hexyl  alcohol,  C6H10(OH)4  ( glycerythrol ),  is  obtained,  homologous  with 
ery throl.  It  is  soluble  in  water  and  alcohol,  insoluble  in  ether,  and 
forms  a  thick  yellowish  syrup  of  bitter  taste.  A.  K.  M. 

Action  of  Rain,  Dew,  and  Watering  on  Plants.  By  J.  Wiessner 
(Bied.  Centr .,  1883,  471 — 472). — The  moistened  leaves  of  plants 
transpire  more  freely  than  when  they  are  dry,  consequently  a  larger 
quantity  of  water  is  withdrawn  from  the  soil  by  the  roots  ;  if  then  there 
is  plenty  of  moisture  in  the  ground,  the  plant  flourishes,  but  if  otherwise 
it  drops  and  languishes.  Plants  should  not  be  watered  on  the  leaf 
unless  the  soil  is  likewise  moist.  The  small  amount  of  extra  transpi¬ 
ration  induced  by  dew  can  do  no  harm,  as  it  is  almost  certain  that  the 
ground  will  be  sufficiently  moist  to  supply  the  requisite  amount  of 
water.  The  action  of  rain  is  more  beneficial  still,  for  then  the  supply 
of  plant  food  is  most  rapid.  E.  W.  P. 

Studies  on  Ripe  Cherries  and  Currants.  By  C.  Author  (Bied. 
Centr.,  1883,  499 — 500). — The  following  conclusions  are  deduced  from 
numerous  determinations.  Some  of  the  experiments  lasted  six  weeks, 
terminating  with  the  maturity  of  the  fruit  under  investigation.  With 
cherries,  both  water  and  dry  matter  showed  a  constant  increase 
throughout  the  period  of  experiment,  and  at  the  termination  the 
water  amounted  to  398,  and  the  dry  matter  to  295  per  cent,  of  the 
original.  The  rate  of  increase  of  these  matters  is  not,  however,  always 
in  the  same  proportion  ;  for  instance,  four  weeks  previous  to  ripening, 
the  increase  in  water  is  behind  that  of  the  dry  matter,  but  afterwards 
matters  are  reversed.  In  ripe  cherries,  the  ash  increases  204  per 
cent.,  the  phosphoric  acid  195  per  cent.,  therefore  these  constituents 
do  not  increase  to  the  same  extent  as  the  dry  matter  and  water,  and 
consequently  appear  to  suffer  diminution  when  compared  with  the 
latter.  Ripe  kernels  contained  19*1  per  cent,  ash,  and  20  per  cent, 
phosphoric  acid ;  thus  showing  an  increase  in  both  constituents.  As 
currants  ripen,  various  constituents  increase  in  quantity  ;  during  the 
six  weeks  of  experiment,  both  water  and  dry  matter  increased  by 
62  per  cent.,  whilst  the  percentage  of  ash  in  some  berries  rose  by 
50,  of  phosphoric  acid  by  47,  and  of  sulphuric  acid  by  126  per  cent. 

D.  A.  L. 

Distribution  of  Sugar  in  Beet,  and  the  Position  in  the  Beet 
of  the  Mean  Amount  of  Sugar.  By  Gh  Marek  (Bied.  Centr.,  Ib83, 
480 — 482). — For  the  determination  of  absolute  weight,  dressed  roots 
were  divided  from  top  to  root-end  into  eight  cross-sections,  but  to  stady 
the  distribution  of  sugar,  the  beets  were  cut  lengthwise  into  halves, 
one  set  being  employed  for  the  determination  of  sugar  in  the  various 
cross-sections,  from  top  to  root-end,  whilst  in  the  other  set  similar 
determinations  were  made  in  peripheric  zones  from  the  centre  to  the 
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outside.  With  regard  to  the  absolute  weight,  the  uppermost  portion 
contains  30*87,  the  lowest,  or  tail  or  root-end,  1*33  per  cent,  of  the 
entire  weight  of  the  root  (comp.  Abstr.,  1883,  124,  and  this  vol.,  356). 
The  amount  of  juice  obtained  from  each  separate  part  is  in  the  same 
relation.  The  sap  of  highest  sp.  gr.  is  found  in  the  second  and  third 
eighth  from  top,  then  follows  the  first,  and  finally  the  others  in  succes¬ 
sion,  the  sp.  gr.  diminishing  towards  the  root-end.  The  rotatory 
power  is  greatest  in  the  second  section  from  the  top,  then  sinks  as  the 
sections  get  nearer  the  root-end ;  that  of  the  top  section  lies  between 
five  and  six.  For  the  determination  of  lateral  distribution,  the  upper 
portions  (from  the  neck  of  the  root)  only  were  employed,  and  these 
were  carefully  divided  into  seven  semicircular  pieces.  The  absolute 
weight  increases  from  centre  to  the  outside,  the  centre  being  lighter. 
>Sp.  gr.,  amount  of  sugar,  and  purity  coefficient  are  comparatively  low 
in  the  centre  portions,  then  increase  to  the  sixth  part,  and  are  lowest 
in  the  exterior  layer.  The  position  of  the  mean  amount  of  sugar  lies 
between  the  first  and  second  eighth  in  large  and  medium  beets,  but 
is  somewhat  higher  in  small  roots.  D.  A.  L. 

Effect  of  Drying,  of  Remoistening  Dry  Beets,  of  Frost,  and 
of  Winter  Storage  on  the  Constitution  of  Sugar-beet,  By  Gr. 

Marek  (Bied.  Centr .,  1883,  484 — 487). — The  first  series  of  experi¬ 
ments  were  made  to  determine  if  the  loss  of  water  could  be  made  up 
and  polarisation  readjusted  by  the  addition  of  moisture  to  dry  tested 
beets.  Loss  of  water  occasions  concentration  of  the  sap,  and  there¬ 
fore  more  or  less  noteworthy  changes  in  the  polarisation  and  purity. 
The  loss  of  water  is  greatest  during  the  first  two  days’  exposure  of 
the  roots,  the  quantity  varying  greatly  with  the  prevalent  tempera¬ 
ture  and  the  mode  of  covering  the  roots.  When  the  loss  of  water  is 
small,  it  can  be  restored  by  simply  wrapping  the  roots  in  a  damp 
cloth,  or  sprinkling  them  with  water.  When,  however,  the  loss  is 
great,  it  cannot  be  renewed  in  that  manner.  The  most  effectual  way 
of  compensating  for  evaporation  is  to  lay  the  roots  in  soak,  which 
method  is  of  doubtful  practical  utility  on  account  of  its  effect  on  the 
soundness  of  the  root. 

The  cells  of  thawed  frozen  roots  are  clear  and  transparent,  whilst 
the  sap  is  difficult  to  filter,  and  very  prone  to  mucous  fermentation. 
It  contains  a  calcium  salt,  which  is  not  decomposed  by  carbonic  anhy¬ 
dride  ;  these  defects  of  the  thawed  sap  cannot  be  rectified  by  mixing 
with  good  extract.  Roots  may  freeze  when  they  are  in  the  ground, 
or  when  they  lie  uncovered,  or  insufficiently  covered  on  the  ground, 
or  during  transport.  The  first  case  rarely  happens,  as  the  beet  can 
withstand  —  7°  without  freezing,  provided  it  remains  undisturbed,  it 
is  therefore  advisable  not  to  pull  roots  while  the  ground  is  frozen.  The 
second  case  can  be  prevented  by  covering  them  with  a  sufficiently  thick 
layer  of  earth.  Roots  frozen  during  transport  should  be  used  at  once. 
In  order  to  ascertain  the  time  of  the  initial  change  in  the  internal 
composition  of  frozen  roots,  the  author  proceeded  as  follows  : — 20  beets 
were  each  divided  into  8  equal  parts,  and  subjected  to  experiments 
in  different  stages  :  (1),  fresh ;  (2),  after  24  hours  at  —  3° ;  (3),  after 
48  hours  at  from  —  3°  to  —  4° ;  (4),  after  5  days’  storage  of  the 
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frozen  beet  at  5°  ;  (5),  after  14  days;  (6),  after  30  days’  storage. 
Tbe  sap  testings  were  as  follows  :  — 


Stages. 

Sp.  gr. 

Per  cent. 

Dry  matter. 

Polarisation. 

Not  sugar. 

Purity. 

1 

1 *0630 

13*429 

1*942 

88*36 

2 

1 *0650 

13  *109 

2*728 

82*77 

3 

1 *0810 

19  *497 

16*518 

3  979 

84*72 

4 

1 *0650 

15  *837 

13  *725 

2*112 

86  '66 

5 

1-0615 

15  ‘721 

13  *860 

1  *861 

88*16 

6 

1 *0585 

14*309 

9*690 

4*619 

67-71 

The  decomposition  which  interferes  with  the  manufacturing  processes 
commences  about  20  days  after  freezing. 

From  another  series  of  investigations,  the  author  shows  that  the 
spontaneous  changes  of  beet  which  take  place  during  the  winter  were 
variable  during  the  seasons  1880-81  and  1881-82,  and  therefore  the 
exact  period  at  which  the  greatest  amount  of  sugar  is  to  be  found  has 
not  been  definitely  fixed.  Thus  the  diminution  in  sugar  from  Decem¬ 
ber,  1880,  to  March,  1881.  was  4’44  percent. ;  whilst  from  November, 
1881,  to  February,  1882,  it  was  2*691  per  cent.  The  loss  of  sugar 
commenced  in  1880-81  in  January,  in  1881-82  in  December. 

D.  A.  L. 

Poisonous  Action  of  Ammonium  Thiocyanate  on  Plant  Life. 

By  M.  Marcker  (Bied.  Gentr 1883,  497). — Experiments  prove  that 
superphosphate  may  be  mixed  with  1  per  cent,  of  ammonium  thio¬ 
cyanate  without  injurious  effect  ;  whilst  with  oats  as  much  as 
100  kilos,  of  this  salt  per  hectare  does  not  act  prejudicially  (comp. 
Abstr.,  1883,  495—496).  D.  A.  L. 

Influence  of  Thick  and  Thin  Sowing,  and  of  the  Manuring 
on  the  Yield  of  Oats.  By  O.  Bessler  and  M.  Marcker  (Bied. 
Gentr.,  1883,  472 — 488). — The  quantity  of  seed  sown  was  22  lbs,  per 
morgen,  distance  23*5  cm.  between  the  drills,  and  38  lbs.  distance 
17  cm.  In  the  former  case,  even  with  the  assistance  of  manures,  the 
yield  obtained  did  not  reach  that  of  the  38  lbs.  per  morgen.  Addition 
of  phosphate  produced  no  great  increase,  but  advantage  was  gained  by 
the  use  of  Chili  saltpetre,  and  then  the  increase  was  proportional  to 
the  increase  of  nitrogen ;  with  small  quantities  of  nitrate,  the  addition 
of  phosphates  was  productive  of  good  results,  but  this  was  not  so  when 
much  nitrate  was  used.  These  manures  equally  raised  the  yield  of 
grain  and  straw,  which  were  in  the  ratio  of  1  :  1*3  with  thick  sowing, 
and  1  :  1*22  with  thin  sowing.  Plants  growing  closely  together  were 
poorer  in  albuminoids  than  those  at  a  greater  distance  apart,  and  the 
presence  of  extra  phosphates  did  not  raise  the  percentage  of  these 
compounds ;  neither  did  nitrogen  manures  in  addition  to  phosphates. 
Seeing  that  the  higher  the  yield  was,  the  higher  was  the  percentage  of 
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albuminoid  matter,  the  conclusion  is  drawn  that  the  larger  the  crop 
the  better  is  its  quality,  and  that  moderate  manuring  renders  a  crop 
better  in  quantity  and  in  quality.  E.  W.  P. 

Cultivation,  of  Peruvian  Rice  (Chenopodium  Quinoa)  in 
Austria.  By  E.  v.  Rodiczky  ( Bled .  Centr .,  1883,  487 — 488). — The 
author  has  conducted  some  successful  experiments  in  this  direction 
in  Hungarian  Altenburg  during  the  seasons  1879  and  1882.  Sowing 
on  16th  March  in  a  loamy  soil  poor  in  humus,  the  plants  appeared  on 
the  26th ;  on  1st  June  they  were  hoed,  they  flowered  at  the  com¬ 
mencement  of  July,  and  were  ripe  for  harvest  in  the  middle  of  Sep¬ 
tember  ;  in  another  case  the  sowing  was  on  5th  April,  the  plants 
came  up  on  20th,  were  in  flower  on  12th  July,  but  on  account  of 
unfavourable  weather  did  not  ripen  until  the  middle  of  October. 
7 — 9  kilos,  of  seed  were  sown  per  hectare  in  rows  50 — 60  cm.  apart,  the 
crop  was  hoed  once,  and  at  a  later  date  thinned  to  stand  25  to  30  cm. 
apart  in  the  rows.  The  yield  is  very  good,  17  grams  (even  87  grams) 
per  plant,  2700  kilos,  per  hectare.  The  percentage  composition  of  the 
grain,  according  to  Voelker,  is  as  follows: — Dry  matter  83*90,  starch 
58*22,  extractive  matter  5*12,  fat  4*81,  albuminoids  11*71,  ash  4*25. 
It  is  a  very  hardy  plant,  withstanding  both  frosts  and  drought.  In 
Peru,  it  is  eaten  green  as  a  vegetable,  whilst  the  grain  is  used  in 
soups,  Ac.,  like  sago.  It  does  not  appear  to  be  fitted  for  fodder,  but 
as  it  produces  an  abundance  of  leaf  and  stem,  the  author  considers  it 
adapted  for  green  manuring.  D.  A.  L. 

Cultivation  of  Vicia  villosa  and  of  Pisum  arvense.  By 

Marcker  and  others  ( Bied .  Centr.,  1883,  488 — 491). — -The  Vicia  is 
best  sown  as  soon  as  the  ground  is  free  from  frost,  in  March,  using 
10  kilos,  of  vetch  and  20  kilos,  of  summer  rye  per  morgen.  It  is 
advisable  to  harvest  when  the  rye  is  ripe,  then  the  partially  ripe 
vetch  dries  easily  without  losing  its  vitality.  Perfectly  ripe  vetch  does 
not  scatter,  unless  it  is  bound  and  carried  in  hot  dry  weather,  when 
the  seed  pods  break  off,  and  are  left  in  the  field.  Dry  soil  of  Class  7 
or  8,  as  free  from  weeds  as  possible,  is  the  most  suitable  for  this 
plant;  it  thrives,  however,  on  deep  moist  soils,  but  does  not  produce 
much  seed,  it  is  therefore  advisable  to  feed  off  with  sheep  in  such  cases. 

On  poor  land  the  following  rotation  is  recommended: — (1),  Pota¬ 
toes  (manured)  ;  (2),  Vicia  villosa  (sand  vetch),  with  summer 

rye  ;  (3),  winter  rye.  Kainite  and  phosphate  are  probably  favourable 
manures.  For  better  wheat  and  root  land  the  following:  1,  Roots  or 
potatoes  manured;  2,  barley,  half  with  clover  ;  3,  half  clover,  V.  villosa 
as  fodder  ;  4,  wheat.  V.  villosa  is  winter-proof,  therefore  for  early 
green  fodder  it  may  be  sown  in  the  autumn  along  with  winter  rye  or 
else  a  mixture  of  oats,  and  this  vetch  may  be  sown  at  intervals  of 
three  or  four  weeks,  so  that  there  will  be  green  fodder  always  at  hand 
until  late  in  the  autumn.  To  prevent  the  V.  villosa  becoming  a  per¬ 
manent  weed,  the  stubble  should  be  pulled  up  twice,  or  it  may  be 
used  as  forerunner  of  manured  potatoes  in  rotation. 

Heinrich  has  cultivated  V.  villosa  and  Pisum  arvense  on  light  sandy 
soil,  with  marly  subsoil  in  some  places.  Both  varieties  of  seed  were 
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mixed  with  one-third  their  weight  of  summer  rye,  and  were  dressed 
with  5  kilos,  blood  manure  per  plot  of  2  ares.  The  yield  of  vetch 
was  small,  26*7  centners  of  straw  and  3*2  centners  of  grain  per 
hectare.  Peas  yielded  per  hectare,  on  the  land  with  marly  subsoil, 
69‘5  centners  straw,  &e.,  22*2  centners  grain ;  on  the  other  soil,  straw, 
&c.,  47*5  centners,  and  grain  15*4  centners, 

Troschke  has  cultivated  “  white  pea,”  “grey  pea,”  and  “sand  pea  ” 
(P.  arvense ),  in  order  to  investigate  and  compare  the  relative  compo¬ 
sition  at  various  stages  of  growth.  The  harvest  results  were  lost 
owing  to  unfavourable  weather;  but  the  plants  at  the  beginning  of 
blossoming,  and  subsequently  the  ripe  seed,  have  been  submitted  to 
chemical  examination,  with  the  following  results ;  figui'es  are  per 
cent.  : — 


Constituent. 

Plant  at  beginning  of 
blossoming. 

Ripe  seed. 

White 

pea. 

Grey 

pea. 

Sand 

pea. 

White 

pea. 

Grey 

pea. 

Sand 

pea. 

Water . 

16*0 

16*0 

16*0 

16  *7 

16  *2 

Ash . 

6*9 

7*8 

7*2 

2*6 

3*8 

4*1 

Albumino  ds  .... 

22-7 

21*9 

20  8 

23  3 

22*7 

21*4 

Fibre  . 

24*9 

23*1 

21*8 

6  2 

7*2 

7*0 

Extractive  matter 

26*8 

28  *7 

30*8 

50  *2 

47*8 

49*5 

Fat . 

2*7 

2*5 

3  *4 

1  *7 

1  8 

1*8 

Two  samples  of  “sand”  pea  had  the  following  composition  per 
cent.  : — 


Grain 

Straw 

From 

3rr.  Warbelin. 

From 

Melln. 

From 

Gr.  Warbelin. 

From 

Melln. 

Water  . 

16*8 

14*7 

16*0 

Ash  . 

2*3 

2*5 

3  *9 

Albuminoids . 

21*8 

23*3 

6*8 

Fibre  . 

5*8 

6*0 

43*5 

Extractive  matter . 

51*8 

52*1 

33*6 

28*7 

Fat . 

1*5 

1*4 

1*6 

IT 

It  will  be  seen  that  in  composition  this  variety  of  pea  somewhat 
resembles  other  varieties ;  it,  however,  differs  from  the  latter  in  yield¬ 
ing  better  harvest  and  economising  the  soil.  Yon  Borcke  has  investi¬ 
gated  the  cultivation  of  this  pea  (P.  arvense)  on  various  soils,  and  has 
found  sandy  soil  to  be  the  most  favourable.  D.  A.  L. 

Composition  of  Silage.  By  A.  Smetham  {Jour.  Boy.  Agri.  Soc., 
1884,  380). — The  silage  from  Tatton  Park  was  made  from  fresh  grass 
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mown  in  July  ;  the  grass  was  cut  into  chaff,  and  about  8  parts  of 
salt  added  per  1000  of  grass.  The  composition  of  the  grass  and  of 
the  resulting  silage  is  given  below.  The  silage  from  Wilmslow  was 
made  from  grass  mown  in  October  ;  the  grass  was  not  chaffed,  no 
salt  was  added.  The  silage  from  Hay  ton  was  made  from  chaffed 
clover  and  rye-grass  mown  early  in  September.  The  sample  was 
taken  for  analysis  in  March. 


Tatton  Park. 

Wilm¬ 

slow. 

Hay  ton. 

Original 

grass. 

Silage  from  grass. 

Silage 

from 

grass. 

Silage 
from 
clover 
and  rye¬ 
grass. 

Hft. 
to  2  ft. 

from 

bottom. 

1  ft.  to 

H  ft- 

from 

bottom. 

Bottom 

layer. 

In  100  parts  of  fresh  substance. 

Water . 

70-48 

68-74 

65  -84 

78-65 

81-38 

78-10 

In  100  parts  of  dry  substance. 

Insoluble  albuminoids  . . 
Soluble  albuminoids  .... 
Fat  (ether  extract)  .... 
Soluble  carbohydrates  . . 

Digestible  fibre . 

Indigestible  fibre  . 

Soluble  mineral  matter. . 
Insoluble  mineral  matter 

6  94 

3  '06 
2-80 

11  ’65 
36*24 
32-33 

5  -24 

1  -74 

3  '65 
6-08 
7-52 
5-69 

29  '81 

31  -67 

13  -98 
1-60 

3*75 

6-06 

5-39 

8-61 

36-24 

26-61 

11  -47 

1  -84 

3-84 

5-90 

4*31 

2*81 

33- 72 

34- 42 
12-51 

2-49 

6-12 

7*09 

3-98 

1-18 

36  -63 
31-10 
7-35 
6-55 

6- 53 

5- 20 

6- 66 

7- 85 
25*80 
36-76 

6*17 

5-03 

Acidity  as  acetic  acid  . . 

— 

0-99 

1-02 

2-34 

0*97 

1-51 

The  central  layer  of  silage  from  Tatton  Park  contained  in  the  fresh 
state  0*34  per  cent,  of  alcohol ;  in  the  bottom  layer  only  a  trace  of 
alcohol  was  found.  The  amount  of  free  acid  increased  greatly 
towards  the  bottom ;  the  liquid  occurring  there  contained  089  per 
cent.  The  acid  is  reckoned  as  acetic,  but  in  fact  includes  both 
butyric  and  lactic.  The  marked  increase  in  the  quantity  of  ether 
extract  is  probably  due  to  the  presence  of  acids  soluble  in  ether.  The 
albuminoids  are  merely  calculated  from  the  nitrogen  present.  The 
soluble  nitrogenous  compounds  were  clearly  not  wholly  albuminoid 
(see  this  Journal,  Trans.,  122),  a  part  apparently  were  amines.  The 
most  considerable  changes  resulting  from  ensilage  are  apparently  in 
the  albuminoids,  resulting  in  the  formation  of  simpler  soluble  bodies, 
and  in  the  soluble  carbohydrates,  which  suffer  loss  by  fermentation. 


R.  W. 
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Changes  which  take  Place  in  the  Conversion  of  Hay  into 
Silage.  By  F.  J.  Lloyd  ( Chem .  News ,  49,  210). — Taking  the 
analysis  of  grass,  and  of  silage  made  from  it  at  Tatton  Park  (see 
preceding  abstract),  the  author  finds  that  the  proportion  of  nitrogen 
in  dry  organic  matter  in  the  two  substances  is  as  1 00  :  106,  and  con¬ 
cludes  that  106  of  organic  matter  as  grass  have  yielded  100  as  silage. 
He  then  compares  the  composition  of  these  two  quantities,  and  con¬ 
cludes,  in  addition  to  the  deductions  given  above,  that  there  is  no 
increase  in  the  amount  of  digestible  fibre  during  ensilage. 

R.  W. 

Heaping  Potatoes.  By  Schleh  (Tried.  Centr.,  1883,  483—484). 
— Experiments  were  made  with  “  Red  Heidelberg,”  “  Sieberhauser,” 
and  Dabersche  potatoes  ;  heaping  increased  the  total  yield  in  the  latter 
case  only.  In  all  cases  it  produced  more  large  tubers,  but  did  not 
prevent  disease,  and  on  the  whole  favoured  extension  of  the  stolons. 
In  conclusion,  the  author  considers  heaping  on  dry  sandy  and  light 
soils  not  only  superfluous,  but,  under  certain  circumstances,  even 
detrimental.  D.  A.  L. 

Digestibility  of  Wheat  Chaff,  and  the  Changes  which  it 
undergoes  by  different  Methods  of  Preparation,  &c.  By  G. 

Kuhn  and  others  ( Bied .  Centr.,  1883,  455 — 471). — As  it  was  first 
necessary  to  determine  the  digestibility  of  the  hay  used  for  fodder  in 
addition  to  the  chaff,  seven  bullocks  were  put  up  and  fed  with  three 
qualities  of  hay,  both  dry  and  moistened ;  afterwards  they  were  fed 
with  the  hay  to  which  was  added  chaff,  dry,  moistened,  and  boiled. 
Several  tables  show  the  result  of  these  experiments,  which  may  be 
summed  up  in  the  following  sentences : — The  digestibility  of  the  hay 
is  not  affected  by  previous  moistening  with  cold  water  or  chaff  tea  ; 
moistening  of  the  hay  has  no  influence  on  the  digestibility  of  the  chaff  ; 
steeping  of  chaff  in  cold  water  for  24  hours  does  not  render  either 
the  chaff  or  the  hay  more  easy  of  digestion ;  steeping  the  chaff 
renders  its  albuminoid  matters  less  easy  of  digestion,  and  the  less  so 
the  higher  the  temperature  of  the  water,  and  the  longer  the  time 
during  which  the  steeping  is  conducted.  E.  W.  P. 

Amount  of  Easily  Digestible  Albuminoids  in  Germinated 
Maize.  By  A.  Stutzer  (Bied.  Centr.,  1883,  497). — -Maize  becomes 
less  nutritious  by  germination,  because  the  albuminoids  are  decom¬ 
posed  into  substances  of  lower  nutritious  value  than  albumin.  The 
germinated  samples  examined  contained  only  a  few  tenths  or  even  as 
little  as  0*1  per  cent,  of  easily  digestible  albuminoids.  D.  A.  L. 

Effect  of  High  Farming  on  the  Amount  of  Nutritious 
Matter  in  Straw.  By  M.  Marcker  (Bied.  Centr.,  1883,  500). — 
Three  years’  experiments  with  oat-straw  on  the  highly-cultivated  soil 
of  Saxony  yielded  unfavourable  results,  inasmuch  as  the  straw  fre¬ 
quently  contained  only  1  per  cent,  of  albuminoids,  whereas,  according 
to  Wolf’s  mean,  it  should  amount  to  4  per  cent.  It  is  for  this  reason 
that  oat-straw  is  only  of  small  value  in  Saxony.  Other  experiments 
with  grain  show  that  the  amount  of  albuminoids  diminishes  with  a 
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limited  application  of  nitrogenous  manures  and  vice  versa.  For 
example,  by  tbe  use  of  2  centners  of  sodium  nitrate  and  1  centner  of 
superphosphate,*  the  amount  of  albuminoids  in  oat-grain  was  raised 
from  7  to  11  per  cent,  (compare  Abstr.,  this  vol.,  630). 

D.  A.  L. 

Fertility  of  a  Soil  which  had  been  Removed  from  its 
Original  Position  and  subsequently  Replaced.  By  M.  Marcker 
(Bied.  Centr.,  1883,  496). — The  soil  in  question  was  a  surface  soil 
rich  in  humus;  it  was  removed  (in  order  to  work  the  underlying 
lignite)  and  subsequently  replaced;  after  which  operation  it  was 
lightly  manured  with  artificial  manures  and  sown  with  barley,  when 
a  luxuriant  crop  of  straw  was  obtained.  The  author  suggests  the 
following  explanation :  that  by  removal  the  soil  becomes  looser,  and 
moreover  during  removal,  more  thorough  contact  with  the  air 
ensued,  and  consequently  there  was  a  more  energetic  decomposition 
of  nitrogenous  matter,  accompanied  by  nitrification.  The  detrimental 
effect  of  the  large  quantity  of  nitric  acid  thus  produced  could  be 
avoided  by  the  abundant  use  of  phosphatic  manures,  whilst  the  con¬ 
sistency  of  the  soil  might  be  improved  by  a  dressing  of  kainite  and  by 
mechanical  means.  D.  A.  L. 

Fermentation  of  Manure.  By  U.  Gayon  ( Gom.pt .  rend.,  98, 
528 — 530). — Fresh  manure  undergoes  two  entirely  different  kinds  of 
fermentation,  according  as  it  is  exposed  to  the  air  or  is  kept  in  a 
closed  vessel.  If  exposed  to  the  air,  the  temperature  gradually  rises 
until  it  attains  a  maximum  of  74°,  after  which  it  gradually  falls, 
because  the  mass  has  become  much  drier  and  ceases  to  oxidise.  If, 
however,  water  is  added,  combustion  recommences  and  the  tempe¬ 
rature  again  rises.  The  development  of  heat  causes  the  evolution  of 
large  volumes  of  vapour,  which  carry  off  considerable  quantities  of 
ammonia.  Microscopic  examination  shows  that,  even  in  the  most 
highly  heated  portions  there  are  multitudes  of  tprulee,  micrococci, 
bacilli,  amoebae,  &c.  Similar  organisms  have  been  observed  in  fer¬ 
menting  tobacco,  even  when  the  temperature  has  been  as  high  as 
80°. 

If  the  manure  is  carefully  protected  from  the  air,  there  is  at  first  a 
slight  rise  of  temperature  up  to  about  20°,  due  to  absorption  of  the 
imprisoned  oxygen,  but  afterwards  the  temperature  gradually  falls, 
until  it  is  only  one  or  two  degrees  above  that  of  the  surrounding  air. 
Large  quantities  of  carbonic  anhydride  and  methane  are  given  off, 
and  the  manure  is  found  to  be  full  of  extremely  minute  anaerobic 
organisms,  which  can  be  cultivated  in  suitable  fluids.  When  these 
cultivated  organisms  are  brought  in  contact  with  cellulose,  &c.,  car¬ 
bonic  anhydride  and  methane  are  given  off.  C.  H.  B. 

Application  of  Artificial  Manures  in  the  Cultivation  of 
Beetroot.  ( Dingl .  polyt.  J .,  250,  553.) — According  to  Deherain, 
ammonium  sulphate  has  an  injurious  effect  on  the  germination  of 

*  The  extent  of  land  is  not  mentioned ;  it  is,  however,  most  probably  per 
morgen :  2  centners  per  morgen  =  350  lbs.  per  acre. 
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beetroot  when  the  soil  does  not  contain  a  sufficient  amount  of  organic 
matter.  Ammonium  sulphate  reduces  the  yield  of  crop,  whilst 
sodium  nitrate  diminishes  the  percentage  of  sugar.  One  hectare  of 
unmanured  soil  yielded  46,600  kilos,  roots  with  16*24  per  cent,  sugar ; 
after  the  addition  of  1200  kilos,  sodium  nitrate,  57,400  kilos,  roots 
with  9*97  per  cent,  sugar;  and  after  treatment  with  1200  kilos, 
ammonium  sulphate,  37,200  kilos,  with  13*38  per  cent,  sugar.  Holde- 
fleiss,  on  the  other  hand,  recommends  a  judicious  addition  of  farm¬ 
yard  manure  mixed  with  a  small  proportion  of  sodium  nitrate.  Farm¬ 
yard  manure  may  be  replaced  by  superphosphate  and  sodium  nitrate. 
Too  large  a  quantity  of  nitrogenous  manures,  however,  impoverishes 
the  soil.  D.  B. 

Retrograde  Phosphoric  Acid.  By  J.  Post  ( Bied .  Gentr .,  1883, 
448 — 449). — The  superphosphate  was  examined  at  various  periods  ; 
the  acid  estimated  by  means  of  aqueous  ammonium  citrate  at  40°  and 
at  90°.  During  the  first  two  months  as  much  soluble  phosphoric  acid 
was  reduced  as  during  the  succeeding  four ;  the  amounts  of  ferric 
and  aluminium  phosphates,  soluble  in  water,  were  also  reduced  by 
keeping,  but  a  larger  amount  of  these  compounds  became  soluble  in 
citrate  at  40°  ;  whilst  but  little  difference  was  shown  by  citrate  at  90°. 
The  reduction  must  have  been  occasioned  by  combination  of  the 
originally  free  acid  with  some  of  the  insoluble  portions  of  the  super¬ 
phosphate,  probably  alumina  or  iron,  forming  calcio-aluminic  or 
calcio-ferric  phosphate.  E.  W.  P. 

Comparison  of  Dissolved  and  Undissolved  Phosphates. 

By  B.  Dyer  (J.  Boy.  Agri.  Soc.>  1884,  113). — The  first  experiments 
were  made  at  Horsham  in  1882;  the  soil  was  a  stiff  clay  containing 
no  calcium  carbonate.  Swedes  were  grown  with  5  cwts.  per  acre  of 
coprolite  superphosphate,  and  with  6 \  cwts.  (the  same  money  value) 
of  very  finely-ground  Cambridge  coprolite.  The  comparison  was 
made  both  with  and  without  dung,  but  the  produce  obtained  was  not 
large  ;  in  each  case  the  better  result  was  from  the  undissolved  phos¬ 
phate.  In  the  following  year,  oats  were  grown  on  the  same  plots 
without  further  addition  of  manure  ;  the  produce  was  again,  on  an 
average,  better  where  the  undissolved  phosphate  had  been  employed. 
The  experiments  with  swedes  were  repeated  in  1883.  On  this  occasion, 
235  bushels  of  lime  per  acre  were  ploughed  in  before  sowing  the  crop. 
The  same  quantities  of  manure  were  applied  as  before.  Owing  to  the 
dryness  of  the  season,  the  crops  were  very  small.  The  produce  was 
in  this  instance  distinctly  better  where  the  dissolved  phosphate  had 
been  applied.  These  results  confirm  earlier  experiments,  showing  that 
dissolved  phosphates  are  more  effective  than  undissolved  when  the 
soil  contains  lime.  In  the  above  experiments,  the  ground  coprolite 
supplied  more  than  twice  as  much  phosphate  as  the  superphosphate. 

It.  W. 

Manuring  "With  Potash.  By  F.  Farsky  (Bied.  Gentr .,  1883,  457 
— 459). — Pure  salts  of  potassium  reduce  the  yield  of  the  crop,  and  the 
more  the  nearer  the  salt  is  to  the  seed.  Potassium  chloride  is  less 
lowering.  The  Stassfurt  salts  were  distinctly  harmful  to  barley  and 
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rye,  but  tlie  lowering  effect  is  less  the  more  moisture  there  is  in  the 
soil,  which  renders  the  solution  of  the  salts  dilute.  Experiments  with 
other  crops  showed  that  advantage  was  derived  from  the  use  of  Stass- 
furt  salt  with  most  crops,  excepting  barley,  oats,  and,  to  some  degree, 
rye  and  clover.  Autumn  manuring  is  better  than  spring. 

E.  W.  P. 

Action  of  Sulphuric  Acid  as  a  Manure.  By  F.  Farsky  {Bled. 
Centr.y  1883,  447). — Strong  sulphuric  acid  as  well  as  sodium  hydrogen 
sulphate  in  solution  were  applied  to  soil  in  boxes.  The  experiments 
were  in  duplicate,  one  set  after  the  first  moistening  was  not  further 
wetted,  but.  the  other  was  kept  moist  with  plain  water. 

The  results  were  that  the  moistened  sets  brought  no  higher  yield 
than  a  blank  set,  whilst  the  yields  from  the  soils  kept  dry  were 
lowered.  E.  W.  P. 


ANALYTICAL  CHEMISTRY. 


775 


Analytical  Chemistry. 


Apparatus  for  the  Reduction  of  Measured  Gas-volumes  to 
Normal  Condition.  By  U.  Kreusler  ( Ber .,  17,  29 — 34). — The 
author  describes  two  forms  of  apparatus,  the  principle  of  which  is 
the  same  as  in  Vernon  Karcourt’s  apparatus  (Abstr.,  1883,  378). 

A.  K.  M. 

The  Alkaline  Reaction  of  Glass  as  a  Source  of  Error  in 
Analysis.  By  U.  Kreusler  and  0.  Henzold  ( Ber .,  17,  34—40). — 
Whilst  repeating  Kjeldahl’s  experiments  on  the  formation  of  ammonia 
by  the  action  of  sulphuric  acid  and  potassium  permanganate  on 
organic  compounds  (this  vol.,  364),  the  authors  made  comparative  ex¬ 
periments  with  pure  ammonium  salts,  with  the  result  that  too  high  a 
percentage  of  ammonia  was  found.  The  same  result  was  observed  in 
blank  experiments  when  no  ammonia  was  present,  the  average  alka¬ 
linity  (estimated  as  ammonia)  from  three  experiments  being  equal  to 
2*13  mgrms.  nitrogen.  The  authors  have  traced  this  source  of  error 
to  the  decomposition  of  the  glass  employed  in  the  experiments  ;  they 
have  also  compared  different  sorts  of  glass,  namely  (1),  readily  fusible 
Thuringian  glass  ;  (2),  less  fusible  Thuringian  glass ;  (3),  combustion 
tubing  of  very  refractory  Bohemian  glass,  and  (4),  more  readily 
fusible  Bohemian  glass.  Of  these,  the  first  is  far  the  most  readily 
attacked  by  water,  the  third  being  the  least  attacked,  and  yielding 
results  which  require  no  correction.  The  fourth  is  nearly  as  good  as 
the  third,  whilst  the  second  is  much  more  readily  acted  on.  The 
alkaline  reaction  of  glass  may  be  easily  shown  by  boiling  red  litmus 
tincture  in  a  test-tube,  and  by  other  such  simple  experiments. 

A.  K.  M. 

Test  for  Available  Chlorine  in  Bleach  Works  and  Similar 
Establishments.  By  R.  Baur  ( Dingl .  polyt.  J .,  251, 173 — 177). — The 
author  considers  that  the  simplest,  quickest,  and  most  accurate 
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method  of  determining  the  available  chlorine  in  the  baths  of  bleach 
works,  paper  works,  Ac.,  is  Dupasquier  and  Bunsen’s  modified  iodine 
method,  a  detailed  account  of  which  is  given  in  the  original  paper. 

D.  B. 

Purification  of  Hydrogen  Sulphide  by  Means  of  Hydrochloric 
Acid.  By  W.  Lenz  (Ber.,  17,  209).— A  reply  to  the  criticisms  of 
Otto  (this  vol.,  638)  on  the  method  of  purification  of  hydrogen  sulphide 
from  traces  of  arsenic  as  described  by  the  author  (this  vol.,  215). 

a.  j.  g. 

Titration  of  Sulphurous  Acid  and  its  Salts.  By  G.  Lunge 
(Dingl.  polyt.  <7.,  250,  530 — 533). — Formerly  it  was  assumed  that  an 
aqueous  solution  of  sulphurous  acid  could  be  titrated  with  litmus 
exactly  as  the  strong  mineral  acids  are ;  that  is,  that  the  change  of 
colour  takes  place  when  2  mols.  sodium  hydroxide  have  been  added 
to  1  mol.  sulphurous  acid.  This,  however,  is  not  the  case,  as  NaHS03 
is  neutral  to  litmus.  Litmus  has  been  recently  replaced  in  many 
cases  by  methyl-orange,  which  presents  greater  advantages  for  titrat¬ 
ing  carbonates  or  sulphides.  The  orange  cannot,  however,  be  em¬ 
ployed  with  organic  acids. 

Thomson’s  experiments  ( Chem .  News ,  47,  136)  having  brought 
forward  the  important  fact  that  the  salts  of  sulphurous  acid  present 
have  different  kinds  of  neutrality  towards  indicators,  the  author 
repeated  his  experiments  in  order  to  confirm  Thomson’s  results  :  in 
the  course  of  this  investigation,  the  author  made  a  series  of  interesting 
experiments  on  the  titration  of  bisulphites  and  of  free  sulphurous 
acid.  He  concludes  that  litmus  and  phenacetolin  should  be  entirely 
rejected  for  the  titration  of  sulphurous  acid,  for  totally  different 
results  are  obtained  according  as  the  change  of  colour  is  taken  at  a 
decided  blue  or  a  decided  red.  Methyl -orange,  phenolphthalein,  and 
rosolic  acid  are  equally  well  serviceable;  in  the  case  of  the  orange, 
however,  it  must  be  noted  that  1  mol.  S02  is  saturated  by  1  mol. 
KHO,  and  in  the  case  of  phenolphthalein  and  rosolic  acid,  by  only 
half  a  molecule,  i.e.,  one  equivalent  of  S02  to  one  of  KOH.  A  further 
confirmation  of  these  results  was  obtained  by  some  experiments  with 
sulphites. 

The  novelty  of  the  author’s  experiments  is  the  abnormal  behaviour 
of  litmus  and  phenolphthalein.  D.  B. 

Action  of  Soda  Lime  and  Magnesia  on  the  Salts  of  Am¬ 
monia  and  Organic  Amines,  and  on  the  Titration  of  Aniline. 

By  G.  Lunge  ( Dingl .  'polyt .  251,  36 — 41).- — The  author  has  made 
a  series  of  experiments  in  order  to  ascertain  which  of  the  above- 
named  three  bases  is  the  best  adapted  for  liberating  ammonia  in 
analytical  operations.  The  following  conclusions  were  arrived  at : — 

1.  Lime,  magnesia,  and  soda  in  excess  liberate  all  the  ammonia 
contained  in  ammonium  chloride  equally  well.  The  distillation 
should  not,  however,  occupy  much  less  than  three  hours,  otherwise 
even  lime  or  soda  fail  to  expel  all  the  ammonia. 

2.  In  the  presence  of  fatty  (ethylamine)  or  aromatic  amines 
(aniline),  these  are  liberated  under  the  same  conditions  as  ammonia, 
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so  that  the  assumption  that  magnesia  avoids  the  decomposition  of 
the  organic  amines  originating  in  coal-tar  and  possibly  contained  in 
commercial  ammonium  salts,  is  erroneous,  the  employment  of  mag¬ 
nesia  offers  no  advantage  in  respect  of  estimating  the  ammonia 
alone  without  the  other  amines.  Quinoline  was  found  to  behave  like 
aniline. 

3.  Lime  and  soda  when  distilled  for  three  hours  with  an  excess  of 
ammonium  chloride,  liberate  their  full  equivalent  of  ammonia;  mag¬ 
nesia,  however,  on  distilling  for  3  to  5  hours,  expels  only  about  85 
per  cent,  of  the  theoretical  quantity  of  ammonia  (probably  owing  to 
the  formation  of  a  basic  magnesium  chloride  difficult  to  decompose). 
Hence  magnesium  must  always  be  employed  in  excess,  whilst  this  is 
not  necessary  in  the  case  of  lime  or  soda. 

Referring  to  the  titration  of  aromatic  amines,  the  author  has 
found  that  methyl-orange  when  employed  as  indicator,  is  not  changed 
by  aniline  salts,  whilst  aniline  itself  shows  the  reaction  of  a  base. 
The  same  is  the  case  with  ortho-  and  para-toluidine,  xylidine,  meta- 
and  para-phenylenediamine.  Experiments  have  been  made  with 
these  bases  in  the  hope  of  being  able  to  estimate  the  relative  propor¬ 
tions  of  aniline  and  toluidine  in  commercial  aniline  oils,  taking 
advantage  of  the  difference  of  molecular  weights,  and  although  it  was 
possible  to  titrate  very  small  quantities  of  aniline  mixed  with  ammonia 
salts  with  sufficient  accuracy  by  methyl-orange,  it  was  impossible  to 
quantitatively  estimate  aniline  along  with  toluidine  in  this  way ; 
owing  to  the  fact  that  a  slight  difference  in  the  test  acid  consumed 
(1  c.c.  =  0'093  gram  aniline  or  =  OT09  toluidine)  will  indicate  a 
considerable  difference  in  the  proportion  of  the  amines.  D.  B. 

Estimation  of  Lead  as  Lead  Dioxide  by  Means  of  the 
Electric  Current.  By  F.  Tenney  (Amer.  Ghem.  5,  413 — 415). — 
Luckow,  May  and  Riche  have  previously  used  this  method.  Using  a 
solution  of  known  strength  of  pure  lead  nitrate,  very  good  results 
were  obtained,  when  about  10  per  cent,  of  nitric  acid  was  added.  A 
solution  containing  about  12  parts  of  copper  to  one  of  lead,  allowed  of 
an  accurate  separation  and  determination  of  the  two  metals,  when 
from  1^  to  10  per  cent,  of  nitric  acid  was  present.  In  presence  of 
iron  the  separation  is  also  accurate.  If  large  amounts  of  lead  are 
present,  either  an  aliquot  portion  must  be  taken,  or  a  platinum  dish 
may  be  made  the  positive  pole  and  the  dioxide  washed  by  decantation. 
In  the  analysis  of  slags  and  mattes,  the  copper  and  lead  are  best  pre¬ 
cipitated  by  sulphuretted  hydrogen,  and  the  solution  of  the  sulphides 
in  nitric  acid  electrolysed.  H.  B. 

Qualitative  Separation  of  Tin,  Antimony,  and  Arsenic.  By 

E.  Berglund  (Ber.y  17,  95 — 98). — The  solution  of  the  sulphides  in 
ammonium  sulphide  obtained  in  the  usual  way  is  acidulated  with 
hydrochloric  acid,  the  precipitate  well  washed,  boiled  with  water,  and 
sodium  sulphide  added.  The  solution  is  then  boiled  with  copper 
oxide,  when  copper  sulphide  is  formed  and  a  colourless  liquid  ob¬ 
tained,  containing  sodium  stannate,  antimoniate,  and  arsenate;  when 
cold,  alcohol  (£ — ^  vol.)  is  added  to  the  filtrate,  producing  a  white 
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precipitate  containing  the  antimony.  The  filtrate  is  boiled  to  expel 
the  alcohol,  ammonium  chloride  added  in  excess,  and  then  (whether  a 
precipitate  has  been  produced  or  not)  a  few  drops  of  ammonia.  Hydi*o- 
gen  sulphide  is  passed  through  the  liquid,  and  if  a  precipitate  forms, 
the  passage  of  the  gas  is  continued  until  the  latter  is  dissolved.  The 
arsenic  is  then  thrown  down  as  ammonium  magnesium  arsenate  by 
the  addition  of  ammonia  Q  vol.)  and  magnesia  mixture,  and  the 
filtrate  treated  with  hydrochloric  acid,  which  precipitates  the  tin  as 
stannic  sulphide.  A.  K.  M. 

Testing  Grape-sugar,  and  some  Reactions  of  Sugars.  By 

Worm-Muller  and  others  ( Bied .  Gentr .,  1883,  492—495). — A  great 
many  of  the  publications  referred  to  in  this  memoir  have  already 
appeared  in  this  Journal  (Absfr.,  1883,  38,  624,  829,  1176;  1884, 
502) .  Pure  dextrose  has  been  prepared  from  cane-sugar  in  the  fol¬ 
lowing  way : — About  300  grams  of  finely  powdered  cane-sugar  are 
mixed  gradually  in  course  of  some  weeks  with  600  c.c.  of  80  percent, 
alcohol  and  20  c.c.  of  fuming  hydrochloric  acid.  The  sugar  dissolves, 
and  after  some  time  dextrose  separates  in  beautiful  white  crystals, 
which  are  washed  with  alcohol  and  dried  at  100° ;  they  are  easily 
recrystallised  either  from  methyl  or  absolute  ethyl  alcohol.  50  per 
cent,  of  the  raw  sugar  is  converted  in  this  manner.  The  description 
of  Vivien’s  method  (this  vol.,  502)  is  not  quite  accurate.  The  solution 
of  10  grams  of  sugar  in  200  c.c.  of  water  is  mixed  with  diluted 
Fehling’s  solution  of  various  strengths  of  which  10  c.c.  represent 
respectively  0*01,  0*009,  and  0*001  gram  of  glucose.  To  determine 
the  amount  of  starch -sugar  in  sugar  cane,  Geissler  makes  use  of  the 
powerful  reducing  action  which  the  former  exerts  on  Fehling’s  solu¬ 
tion,  whereas  the  latter  is  inactive  until  cc  inverted.”  Starch-sugar 
has  been  detected  in  a  commercial  raspberry-juice.  D.  A.  L. 

Salicylic  Acid  in  Beer  and  Wine.  By  J.  A.  Barral  {Bled. 
Gentr .,  1883,  495 — 496). — In  two  series,  each  of  three  experiments, 
Ladureau  employed  (1)  beer  alone,  and  beer  mixed  respectively  with 
(2)  4  and  (3)  8  grams  of  salicylic  acid  per  hectolitre.  The  three  beers 
were  exposed  to  the  air  (during  spring  in  one  case,  and  in  the  second 
series  during  summer)  for  two  weeks  and  subsequently  closed  up  for 
a  month,  after  which  period  they  were  examined  : — beer  (1)  was  very 
sour;  beer  (2)  only  slightly ;  beer  (3)  not  at  all.  To  complete  the 
investigation,  the  salicylated  beer  was  employed  for  dietetic  purposes 
for  several  weeks  without  any  deleterious  effect  on  the  health  of  the 
experimenter.  Therefore  the  addition,  at  most,  of  10  grams  of  salicylic 
acid  per  hectolitre  preserves  the  beer  without  affecting  its  use  as  a 
beverage.  50  to  80  milligrams  of  salicylic  acid  per  litre  is  sufficient 
to  prevent  wine  turning  sour.  The  author  therefore  defends  the  use 
of  salicylic  acid,  and  maintains  that  a  prejudicial  amount  would  never 
be  added  owing  to  the  facility  with  which  salicylic  acid  may  be 
accurately  estimated.  D.  A.  L. 

Method  of  Testing  Butter  for  Foreign  Fats.  By  H.  Beckurts 
(Dingl.  polyt  J.,  251,  240). — The  author  has  tested  butter  in  accord- 
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ance  with  Reichert’s  method.  2* 5  grams  of  the  dried  fat  were 
saponified  with  1  gram  of  potassium  hydroxide  and  20  grams  of  80 
per  cent,  alcohol.  The  mixture  was  heated  on  a  water-bath  to  expel 
the  alcohol ;  it  was  then  diluted  with  50  c.c.  of  water,  and,  as  soon 
as  the  soap  had  dissolved,  20  c.c.  of  dilute  sulphuric  acid  (1  acid  to 
10  vols.)  were  poured  in  and  the  mixture  distilled,  a  platinum  spiral 
being  introduced  to  avoid  bumping.  The  distillation  was  continued 
until  exactly  50  c.c.  were  obtained.  In  the  case  of  genuine  butter, 
Reichert  found  that  14  c.c.  of  decinormal  soda-solution  were  required 
to  neutralise  the  distillate,  but  the  author  had  to  employ  from  15*6  to 
17*5  c.c.,  and  concludes  therefore  that  Reichert’s  numbers  were  too 
low.  He  also  states  that  in  order  to  obtain  concordant  results  it  is 
necessary  to  adhere  strictly  to  the  above  proportions.  D.  B. 

Analysis  of  Beeswax.  By  O.  Hehner  ( [JDingl .  polyt.  J.,  251, 
168 — 170). — The  author  dissolves  3  to  5  grams  of  beeswax  in  about 
50  c.c.  of  methyl  alcohol  and  titrates  the  cerotic  acid  with  phenol- 
phthale'in  and  a  solution  of  alcoholic  potash,  1  c.c.  corresponding  with 
0'3 — 0*4  c.c.  of  normal  sulphuric  acid.  Having  added  potash  in 
excess,  the  myricin  is  saponified  and  calculated  from  the  quantity  of 
potash  required  for  the  complete  saponification,  assuming  that  1  c.c. 
normal  alkali  neutralises  0*41  gram  cerotic  acid  and  decomposes 
0*676  gram  myricin.  The  author  obtained  the  following  results 


English  wax  from — 

Cerotic  acid. 

Myricin. 

Toi  al. 

Hertfordshire . 

14*35 

88*55 

102-90 

V  . 

14*86 

85*95 

100*81 

Surrey . 

13*22 

86*02 

99*24 

Lincolnshire  . 

13*56 

88*16 

101-72 

Buckingham . 

14*64 

87*10 

101*74 

Hertfordshire . 

15*02 

88  83 

103*85 

Hew  Forest  . 

14*92 

89*87 

104*79 

Lincolnshire  . 

15*49 

92*08 

107-57 

Buckingham . 

15*71 

89-02 

104-73 

Eight  samples  from 

merchants . 

13*12—15*91 

86-73—89-58 

99-85—105-49 

Other  kinds  of  wax  from — - 

America . 

15*16 

88*09 

103-25 

Madagascar  . 

13*56 

88*11 

101-67 

Mauritius  . 

13*04 

88*28 

101*32 

>>  . 

12*17 

95*68 

107*85 

5  7  . 

13*72 

96*02 

109*74 

Jamaica . 

13-49 

85-12 

98-61 

j)  . 

14*30 

85-78 

100*08 

Mogadore  . 

13*44 

89*00 

102*44 

Melbourne . 

13*92 

89*24 

103*16 

,,  ........ 

13*18 

87*47 

100-65 

Sydney  . 

13*06 

92*79 

105*85 

>>  . 

13*16 

88*62 

101-78 
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The  English  wax  contained  an  average  of  14*4  per  cent,  cerotic  acid 
and  88*09  per  cent,  m yricin.  The  foreign  kinds  were  mostly  coloured, 
and  some  had  been  adulterated  with  fat.  The  organic  adulterants  are 
either  acids,  palmitic  or  stearic  acid  ;  inert  or  saponifiable  substances, 
stearin,  palmitin,  Japanese  wax,  spermaceti  and  earnauba  wax;  or 
substances  which  are  not  acted  on  by  alcoholic  potassium  hydroxide, 
paraffin.  1  part  stearic  acid  =  1*443  cerotic  acid  ;  1  part  palmitic 
acid  =  1*601  cerotic  acid,  whilst  1*518  of  the  latter  is  equal  to  1  of  a 
mixture  of  these  fatty  acids.  1  part  of  a  mixture  of  palmitin  and 
stearin  is  equal  to  2*391  myriein.  Japan  wax  contained  6*21  percent, 
palmitic  acid  and  94*12  per  cent,  palmitin.  Spermaceti  being  as 
costly  as  beeswax  is  sometimes  used  as  a  substitute.  Carnauba  wax 
yielded  6'09  per  cent,  cerotic  acid  and  92*18  per  cent,  myriein.  It  is 
added  to  beeswax  when  the  latter  has  been  treated  with  fat.  When 
paraffin  is  employed,  the  percentage  of  acid  and  saponifiable  matter  is 
reduced  in  proportion  to  the  quantity  of  paraffin  present,  and  can  be 
calculated  by  difference  unless  other  adulterants  have  been  used,  in 
which  case  it  is  necessary  to  determine  the  paraffin.  If  A  is  the  per¬ 
centage  of  free  acid  calculated  as  cerotic  acid,  and  B  the  unsaponi- 
fiable  substances  calculated  as  myriein,  we  obtain  the  following  equa¬ 
tion,  assuming  x  to  represent  the  unknown  quantity  of  cerotic  acid, 
y  that  of  the  fatty  acids,  z  of  myriein,  and  w  of  the  remaining  sub¬ 
stances : — x  =  25*649  —  (0*1689A  +  0*1073B).  x  +  l*518y  =  A; 
2  =  6*117  x,  and  z  -f  2*39 hv  —  B.  On  multiplying  the  quantity  of 
cerotic  acid  by  6*117,  we  obtain  the  amount  of  myriein  which  when 
added  to  the  former  gives  the  percentage  of  wax.  A  mixture  of  79*98 
per  cent,  wax  and  20*02  fat  gave  11*30  per  cent,  cerotic  acid,  69*12 
myriein,  0*46  fatty  acids,  and  19*07  fat  corresponding  with  80*42  per 
cent,  wax  and  19*53  per  cent.  fat. 

The  sp.  gr.  of  beeswax  varies  from  0*9625  to  0*9675.  Paraffin  and 
fat  are  lighter  than  beeswax,  whilst  the  fatty  acids  and  resin  increase 
the  sp.  gr.  of  beeswax.  D.  B. 
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Technical  Chemistry. 


Consumption  of  Fuel  for  Heating  Boilers.  By  Scheurer- 
Kestner  ( Dingl .  polt/i.  251,  278 — 283). — A  reply  to  Buute,  who 
criticised  the  author’s  results  on  the  heat  of  combustion  of  coal. 

D.  B. 

Analyses  of  Combustible  Minerals.  By  Boessingault  (Ann. 
Ghim .  Phys.  [5],  29,  363 — 392). — This  paper  contains  an  account 
of  the  examination  of  a  variety  of  bitumens,  lignites,  Ac. ;  the  results 
of  the  analyses  of  which  are  contained  in  the  following  table : — 
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Liquid  bitumen  of  Bechelbronn  . 

Bitumen  of  Bocaneme . 

Bitumen  of  Schwabwiler. . . 

Bitumen  of  Ambalema,  Magdalena . . . 

Liquid  bitumen,  Hatten  (Alsace) . 

Bitumen  of  Orinoco  . 

Black  naphtha  of  Balakhany . 

Bitumen  of  Bastennes . 

Bitumen  of  Pont-du-Chateau . 

Bitumen  of  Abruzzi,  Naples . 

Bitumen  of  Chinese  fire-wells  (filtered)  . .  . . 
„  „  „  (squeezed  out) 

Bitumen  of  Judaea . 

Asphalt  of  Coxitambo,  Peru  . . 

Asphalt  of  Oran,  Algeria  . . 

Asphalt  of  Egypt . 

Mineral  wax  of  Baku,  Russia . 

Fossil  resin  of  Bucaramanga . 

Fossil  resin  of  Santa-Rosa,  Antioquia . . 

Fossil  resin  of  El  Re  tiro,  Antioquia . 

Copaline  of  Highgate . . . 

Copaline  of  India . . 

Guayaqnilite  resin,  Ecuador . . 

Retinasphalt  of  Bovey-Tracy . 

Elaterite  of  Australia . . 

Elaterite  of  Wallachia  . 

Jonite  of  California . 

Torbanite  of  Scotland . 

Dysodil  of  Roth . . 

Dysodil  of  Sicily . . 

Lignite  of  Chile  . . 

Lignite  of  Antioquia  . 

Bituminous  lignite  of  Elboyen . 

Jet  of  Spain . . . 

Fibrous  coal  of  Antioquia . . 

Coal  of  Canoas,  Bogota  . . 

Cannel  coal  of  Montrambert . . 

Fossil  charcoal  of  Montrambert  . . 

Coal  of  Montrambert . . 

Fossil  charcoal  of  Blanzy  . . 

Anthracite  of  La  Mure,  Isere . 

Spheroidal  anthracite . 

Anthracite  of  Borneo . . , 

Anthracite  of  Chile . 

Anthracite  of  Pembrokeshire . . 

Anthracite  of  Muso . 

Adamantine  anthracite  . 

Graphite  of  Korsoh . . . 


c. 

H. 

O. 

N. 

87 

50 

11 

10 

0 

*30 

1 

10 

88 

52 

11 

36 

- 

— 

0 

12 

85 

38 

12 

33 

2 

•17 

0 

12 

88 

31 

9 

64 

1 

68 

0 

37 

87 

40 

12 

60 

- 

— 

- 

— 

77 

93 

7 

94 

13 

87 

0 

26 

85 

42 

6 

66 

7 

76 

0 

16 

85 

74 

9 

58 

2 

88 

1 

80 

77 

52 

9 

58 

10 

53 

2 

37 

81 

83 

8 

28 

8 

83 

1 

06 

86 

82 

13 

16 

- 

— 

0 

02 

82 

86 

13 

09 

4 

06 

- 

77 

84 

8 

92 

11 

53 

1 

71 

87 

75 

9 

68 

2 

58 

- 

— 

73 

47 

10 

48 

15 

49 

0 

56 

85 

29 

8 

24 

6 

22 

0 

25 

84 

33 

13 

71 

1 

96 

— 
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P.  P.  B. 


Self-purification  of  Peaty  Waters.  By  W.  N.  Hartley  (Bied. 
Centr .,  1883,  433 — 435). — Tidy  refers  the  loss  of  organic  matter  which 
peaty  water  suffers  to  oxidation.  The  author  quotes  experiments 
made  by  himself  which  corroborate  the  statements  of  others,  that  the 
amount  of  organic  matter  which  is  oxidised  is  but  small.  With  tbe 
YOL.  xlyi.  3  g 
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theory  that  the  organic  matter  is  carried  down  by  suspended  mineral 
matter,  the  author  cannot  fully  concur,  for  although  sandy  clay  and 
sand  did  not  decolorise  the  water,  yet  magnesia  and  chalk  had  some 
action.  Good  results  were  obtained  by  the  use  of  very  hard  spring- 
water,  still  better  with  aluminium  sulphate,  and  the  best  by  employing 
aluminic,  ferric,  and  manganic  hydroxides.  E.  W.  P. 

Analysis  of  a  Pit- water.  By  O.  Arche  and  C.  Hassack  ( Bingl . 
poli/t.  251,  132 — 135). — This  water  was  drawn  from  the  lignite 
mines  at  Wolleschnick  in  the  domain  of  Erauenburg  in  Bohemia.  The 
object  of  its  examination  was  to  ascertain  whether  it  was  serviceable 
as  a  feed- water  for  fish-ponds.  The  water  had  a  dark-brown  colour 
from  the  presence  of  much  suspended  matter.  After  filtration  its 
colour  was  a  pale  yellow.  100,000  parts  yielded  55*8  suspended 
matter  composed  of  24’ 4  inorganic  and  31*4  organic  matters.  The 
former  contained  silicic  acid,  alumina,  ferric  oxide,  lime,  magnesia, 
sodium,  and  potassium  silicates.  The  organic  matter  consisted  mainly 
of  coal. 

100,000  parts  of  this  water  contained  : — 


Solid  residue .  20*51  parts 

Residue  after  ignition .  16*80  ,, 

Total  hardness  .  4*57° 

Permanent  hardness .  1*78 

Temporary  hardness . .  2*79 


From  the  results  of  the  analysis  given  in  the  original  paper,  the 
authors  are  of  opinion  that  the  water  is  not  suitable  for  the  above 
purpose ;  a  large  proportion  of  organic  matter  is  objectionable,  since 
it  would  absorb  the  oxygen  dissolved  in  the  water  and  deprive  the 
fish  of  this  essential  constituent.  D.  B, 

Preparation  of  an  Antiseptic  Compound.  By  C.  Aschmann 
( Bingl .  polyt .  «/.,  251,  143). — For  the  preparation  of  this  substance, 
called  “  antibacteride,”  the  author  heats  338  parts  borax  with  198 
glucose,  in  the  presence  of  a  small  amount  of  water.  When  the 
fusion  is  complete,  he  adds  124  parts  boric  acid,  whilst  constantly 
stirring,  until  it  has  been  dissolved,  and  causes  the  liquor  to  evaporate 
at  a  gentle  heat  until  a  sample  of  it  solidifies  when  run  on  a  cold 
plate.  The  resulting  mass  is  soft  and  translucent,  forming  an  anti¬ 
septic  suitable  for  the  preservation  of  provisions.  Its  composition  is 
represented  by  the  formula  C6H1206,Na2B407,3H3B03.  D.  B. 

Use  of  Boric  Acid  for  Preserving  Food.  By  J.  Forster  {Bingl. 
polyt .  J.,  251,  170 — 172). — From  a  series  of  experiments  made  with  a 
view  to  determine  the  action  of  boric  acid  on  the  animal  system,  the 
author  draws  the  following  conclusions  :  The  admission  of  boric  acid 
as  addition  to  food,  even  in  very  small  doses,  is  injurious  to  the 
digestive  organs.  This  injurious  action  depends  on  the  circumstance 
that  boric  acid  acts  so  as  to  materially  increase  the  proportion  of 
solid  matters  and  nitrogen  in  the  faeces  separated.  It  is  also  a 
remarkable  coincidence  that  the  action  of  boric  acid  on  the  intestinal 
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discharge  is  well  marked,  even  by  the  exhibition  of  as  little  as 
05  gram  per  diem.  Moreover,  this  action  is  in  direct  relation  to  the 
quantity  of  acid  taken,  and  is  maintained  for  some  time  after  the 
doses  of  acid  have  ceased.  The  action  described  is  perceptible,  not 
only  with  vegetable  or  animal  foods,  which  contain  a  large  proportion 
of  indigestible  ingredients,  but  also  when  highly  digestible  food,  such 
as  milk  and  eggs,  is  taken.  Food  to  which  boric  acid  has  been  added 
tends  to  cause  an  increase  in  the  secretion  of  gall  during  assimilation. 
Its  most  important  action,  however,  is  the  increase  which  it  causes 
in  the  discharge  of  albuminous  substances  from  the  intestinal  canal. 
From  this  it  is  evident  that  its  use  as  a  food  preservative  is  not  as 
beneficial  as  hitherto  assumed.  D.  B. 

Process  for  Converting  Liquid  Mineral  Acids  into  a  Solid 
Form  by  the  Addition  of  Kieselguhr.  ( Bingl.  polyt .  J.,  251,  96.) 
According  to  an  invention  patented  by  Vorster  and  Grruneberg,  acids 
are  mixed  with  kieselguhr  or  asbestos  with  a  view  to  facilitate  their 
transport.  A  mixture  of  4  parts  acid  and  1  of  kieselguhr  forms  a 
paste,  which  can  be  used  for  some  operations  without  re-separation, 
e.g .,  sulphuric  acid  for  the  purification  of  paraffin  and  the  preparation 
of  carbonic  anhydride  for  mineral  water  making.  D,  B. 

Utilisation  of  Phosphatic  Slags.  By  C.  Scheibler  {Bingl. 
polyt.  /.,  251,  191). — In  order  to  oxidise  the  ferrous  and  manganous 
oxides  in  the  slags  from  the  basic  process  into  ferric  and  ferroso- 
ferric,  manganic  and  manganosomanganic  oxides,  and  effect  the 
decomposition  of  the  sulphides,  the  author  subjects  the  slag  in  pieces 
of  fist-size  to  a  careful  roasting  process  in  the  presence  of  an  abundant 
supply  of  air.  The  slag  is  then  treated  with  water  or  steam,  when, 
owing  to  the  conversion  of  calcium  oxide  into  calcium  hydroxide,  an 
extremely  fine  powder  is  obtained.  By  this  treatment  the  slag  is 
obtained  in  a  more  finely  divided  state  than  by  mechanical  means,  i.e ., 
pulverisation  in  disintegrators  or  other  grinding  machines. 

D.  B. 

Process  for  Preparing  Diehromates.  By  T.  Koemer  {Bingl. 
polyt.  */.,  251,  192). — 100  parts  chrome  ore  die  fused  with  150  lime, 
40  potash,  and  30  soda.  The  melt  is  lixiviated  with  water,  and  the 
resulting  liquor  of  potassium  and  sodium  chromate  treated  with  sul¬ 
phuric  or  hydrochloric  acid,  the  requisite  amount  of  acid  being  calcu¬ 
lated  in  accordance  with  the  equation  K2Na2Cr20A  4*  H2SO4  = 
K2Cr207  +  Na2S04  +  H20.  Potassium  dichromate  is  formed, 
together  with  sodium  sulphate,  which  is  separated  by  evaporation. 

D.  B. 

Utilisation  of  the  Waste  Waters  from  Wool  Washing  Works. 

{Bingl.  polyt.  /.,  251,  230.) — Referring  to  Fischer’s  process  for 
lixiviating  wool  with  v  ter,  and  evaporating  the  resulting  liquors  for 
the  recovery  of  potash,  a  is  stated  that  100  kilos,  of  wool  produce 
80  liters  of  liquor  of  10°  B.  100  liters  of  this  liquor  give  6*5  kilos, 
residue  by  evaporation  containing  about  70  per  cent,  potash. 

Delattre  evaporates  the  liquors  to  a  density  of  from  10  to  12°  B., 
and  fuses  the  residue.  The  resulting  crude  potash  contains 
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K2C03.  K2S04.  KC1.  Na^CC^.  Insoluble.  Loss. 

80  6  4  3  5  2 

After  the  extraction  of  the  snint  the  wool  is  washed,  the  resulting 
soap  waters  being  treated  with  hydrochloric  acid  and  ferric  chloride 
for  the  recovery  of  the  fatty  acids. 

According  to  Braun,  the  separation  and  purification  of  suint  is 
effected  by  treating  the  sweat  of  wool  with  water.  Thus  a  compound 
called  “  lanoline  ”  is  obtained,  which  when  heated  splits  up  into  suint 
and  water.  Suint  is  suspended  in  the  wool  washings  in  the  form  of 
lanoline,  and  is  separated  by  passing  the  wash  waters  through  hydro¬ 
extractors.  The  mass  is  purified  by  washing  it  with  water,  heating 
and  decanting  the  fat ;  by  rinsing  the  latter  with  water,  white  lanoline 
is  obtained.  With  water,  commercial  suint  forms  sodium  carbonate 
or  hydroxide,  soap,  and  a  milky  substance  from  which  lanoline  is  ob¬ 
tained  when  the  mixture  is  subjected  to  the  above  treatment. 

Lortzing  precipitates  the  suint  from  wool  wash-waters  with  lime 
and  ferrous  sulphate,  and  utilises  the  resulting  sludge  for  the  pre¬ 
paration  of  bituminous  cement.  The  pressed  sludge  is  dried,  ground, 
mixed  with  15  per  cent,  suint,  and  heated  to  200°,  after  which  it  is 
treated  with  an  equal  weight  of  calcium  carbonate.  D.  B. 

Influence  of  Titanic  Acid  on  the  Fusibility  of  Refractory 
Earths.  By  H.  Seger  ( Dingl .  polyt.  «/.,  251,  94). — 100  parts  of 
Zettlitz  kaolin  of  98' 5  per  cent,  purity  were  mixed  with  from  5  to  10 
per  cent,  of  silicic  acid  on  the  one  hand,  and  an  equivalent  amount  of 
titanic  acid  on  the  other  hand.  The  mixture  was  formed  into  small 
cones  and  exposed  in  Deville’s  blast  furnace  to  a  temperature  between 
those  at  which  wrought  iron  and  platinum  melt.  Treated  in  this 
manner,  the  kaolin  gave  a  white  hard  mass  of  well-defined  form, 
translucent  at  the  edges,  and  with  a  dull  surface.  100  parts  kaolin 
mixed  with  5  parts  silicic  acid  gave  a  well-defined  form,  snow-white 
in  colour,  somewhat  porous,  translucent  at  the  edges,  dull  surface, 
and  giving  on  fracture  a  porcelain-like  appearance.  A  mixture  of 
100  parts  kaolin  with  10  parts  silicic  acid  gave  a  similar  result,  but  a 
more  porous  product  on  fracture  resembling  porcelain  still  more 
closely.  The  cone  composed  of  a  mixture  of  100  parts  kaolin  with 
6 '65  titanic  acid  had  a  bluish-grey  glazed  surface,  and  proved  on 
fracture  to  have  thoroughly  sintered  together.  100  parts  kaolin, 
mixed  with  13 '3  titanic  acid,  fused  completely  to  a  dark  bluish-grey 
bead  of  enamel. 

Hence  the  presence  of  titanic  acid  has  an  influence  on  the  fusibility 
of  refractory  clays  which  is  exactly  the  reverse  of  that  which  silicic 
acid  exerts,  the  conditions  of  temperature  being  the  same.  It  is 
therefore  important  to  take  into  consideration  the  amount  of  titanic 
acid  present  in  earths  to  be  employed  as  refractory  materials.  It  is 
not  improbable  that  the  bluish-grey  colour  which  some  clays  develop 
when  heated  very  strongly  is  due  to  the  presence  of  titanic  acid. 

D.  B. 

Process  for  Preparing  Ochre  Colours.  By  S.  H.  Cohn  ( Dingl. 
polyt.  251,  240J. — The  author  obtains  ochre  pigments  by  treating 
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a  mixture  of  lead  oxide  and  chloride  with  nitric  acid,  aluminium  sul¬ 
phate,  and  potassium  di chromate.  He  then  adds  water,  and  intro¬ 
duces  sulphuretted  hydrogen  into  the  mixture  until  the  desired  tint  is 
obtained.  D.  B. 

Application  of  Electricity  in  Chemical  Industry.  By  F. 

Fischer  (Dingl.  polyt.  /.,  251,  28 — 32). — The  practical  difficulty  of 
utilising  electricity  for  metallurgical  purposes  has  been  its  cost  of 
production,  although  since  the  introduction  of  dynamo-machines  the 
application  of  electricity  in  metallurgy  has  made  more  progress. 

According  to  Kohlrausch,  a  current  of  1  weber  deposits 
6*779  mgrms.  of  silver  per  minute,  whilst  1  ampere  (=10  webers) 
corresponds  to  3*96  grams  silver  per  hour  in  a  cell.  For  practical 
purposes  it  may  be  assumed  that  a  current  of  100  amperes  deposits 
1  mgr m. -equivalent,  of  the  various  substances  per  second.  Thermo¬ 
chemical  researches  have,  however,  given  different  values  to  the 
various  compounds,  e.g. : — 


Heat  of  formation  Heat  of  solution  Heat  of  formation 
Reaction.  of  the  compound,  of  the  compound,  in  aqueous  solution. 

Zn.Cl2  .  97,210  +  15,630  112,840 

Cd.Cl*  .  93,240  +  3,010  96,250 

Cu2.Cl, .  65,760  —  — 

Cu.Cl2  .  51,630  +11,080  67,710 

Hg.Cl2  .  63,160  -  3,300  59,860 

Au.C13  .  22,810  +  4,450  27,260 

Sn.Cl2  .  80,790  +  350  81,140 

Sn.Cl4  .  127,240  +29,920  157,160 

Zn.O.SOa.Aq  —  —  106,090 

Cu.O.S03.Aq  —  —  55,960 

Ag2.0.N205.Aq. .  —  —  16,780 


Klliani  is  of  opinion  that  the  electromotive  force  of  a  Daniell’s 
element  is  equivalent  to  the  difference  of  the  thermal  values  corres¬ 
ponding  with  the  chemical  processes  involved  therein,  i.e.,  106,090  — 
55,960  =  50,130  cal.  Assuming  that  the  E.M.F.  of  a  Daniell’s 
element  is  equal  to  1*12  volts,  1  volt  would  be  equal  to  44,760  cal., 
and  it  would  therefore  be  possible  to  calculate  the  E.M.F.  from  the 
thermal  units,  e.g. : — - 

E.M.F.  calculated 

Compound.  Calorific  value.  therefrom. 

Ag2.0.N205.Aq .  16,780  0*37  volt. 

Ago.O.S03.Aq  .  20,390  0*46  „ 

Cu.0.N205.Aq  .  52,410  1*17  „ 

Cu.O.SOs.Aq .  55,960  1*25  „ 

The  deposition  of  pure  silver  from  a  mixed  solution  of  the  sulphates 
or  nitrates  of  silver  and  copper  would  be  effected  by  the  use  of  an 
E.M.F.  of  1*17  and  125  volts  respectively.  Braun  has,  however, 
shown  that  a  part  only  of  the  heat  of  combination  is  transformed  into 
current  energy*  whilst  Jahn  found  that  in  spite  of  the  different 
amounts  of  chemical  work  which  must  be  supplied  by  the  current  for 
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the  decomposition  of,  e.g .,  zinc  and  copper  sulphates,  the  entire  loss  of 
energy  in  the  circuit  is  the  same  in  both  cases,  for  in  the  deposition  of 
1  kilo,  copper  and  1  kilo,  zinc,  1807  and  977  cal.  are  developed,  corre¬ 
sponding  with — 

Free  heafc.  Chemical  work. 

ZnS04....  63,216  cal.  +  106,090  cal.  =  169,306  cal. 
CtlS04....  114,744  „  +  55,960  „  =  170,704  „ 

The  total  amount  of  electricity  abstracted  from  the  battery  during 
the  decomposition  was  equal  to  170,000  cal.  (approximately).  When 
no  chemical  work  is  done,  that  is,  when  the  platinum  electrodes  are 
replaced  by  zinc  and  copper  electrodes,  the  amount  of  heat  liberated 
in  the  decomposition  of  CuS04  is  equal  to  78,994  cal.,  and  in  the  case 
of  ZnS04  to  79,916  cal. 

According  to  Kiliani,  the  following  ores  are  good  conductors  of 
electricity : — Tin  ore,  silver  glance,  red  silver,  galena,  copper  glance, 
purple  copper,  copper  pyrites,  sulphuretted  ores  of  nickel  and  cobalt, 
and  iron  pyrites.  The  following  are  bad  or  non-conductors : — Grey 
antimony  ore,  tin  pyrites,  white  lead  ore,  red  copper  ore,  malachite, 
lasurite,  grey  copper  ore,  blende,  and  calamine.  D.  B. 

Investigations  on  the  Welding  of  Iron.  By  E.  P.  Boehme 
(Dingl.  polyt .  J .,  251,  71 — 77). — In  1880  the  German  Society  for 
Promoting  Technical  Industry  appointed  a  commission  to  inquire  into 
the  capacity  of  different  kinds  of  iron  for  welding.  The  author  now 
gives  an  account  of  the  experiments  which  were  made,  and  of  the 
results  which  were  obtained.  The  samples  of  iron  experimented  with 
were  prepared  from  the  same  material  (ingot  iron  from  the  Gutehoff- 
nungs  Hiitte),  and  consisted  of  a  series  of  unwelded  and  welded 
round  bars.  Experiments  were  made  also  with  bars  from  ordinary 
Silesian  iron. 

The  subjoined  table  (p.  787)  gives  the  results  of  the  investigation. 

In  comparing  these  results  with  the  chemical  constitution,  the  fol¬ 
lowing  conclusions  are  arrived  at : — The  molecular  adjustment  of  iron 
has  a  much  greater  influence  on  its  capability  of  being  welded  than 
the  amount  of  carbon  present.  This  property  of  iron  increases  with 
the  amount  of  silicon,  and  decreases  with  that  of  the  manganese 
present.  This  is  due  to  the  fact  that  during  the  oxidation  in  the 
welding  operation  the  silicon  produces  a  slag  which  dissolves  the 
resulting  ferrosoferric  oxide.  In  the  case  of  ingot  iron,  it  was  found 
that  the  amount  of  silicon  was  the  same  before,  and  after  welding,  and 
it  is  not  improbable  that  the  modified  condition  in  which  this  element 
is  present  in  ingot  iron  explains  this  want  of  influence  on  the  welding 
property.  Whilst  Ledebur  supposes  that  the  total  amount  of  foreign 
constituents  in  unwelded  iron  is  about  70  per  cent,  greater  than  in 
welded  iron,  the  results  of  the  present  investigation  show  that  the 
percentage  of  silicon,  phosphorus,  carbon,  and  manganese  in  the 
harder  kinds  of  ingot  is  0*717,  in  the  softer  kinds  0*423,  and  in  weld 
iron  0*520.  According  to  Reiser  the  welding  of  iron  is  influenced  by 
the  chemical  constitution,  inasmuch  as  its  molecular  condition,  that  is, 
the  property  of  crystallising,  depends  thereon. 
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Properties. 

Hard  ingot  iron. 

Soft  ingot  iron. 

Silesian 
weld  iron. 

Not 

welded. 

Welded. 

Not 

wrelded. 

Welded. 

Not 

welded. 

Welded. 

Tensile  strength  (kilos, 
per  sq.  mm.) . 

50  -7 

29*4 

45  '4 

32 '2 

40*7 

33*1 

Expansion  in  per  cent., 
calculated — 

1.  On  100  mm.,  i.e.t 
50  mm.  on  each  side 
of  the  fractured 
place  . 

24-6 

3-7 

29-9 

5  8 

26*1 

8*1 

2.  On  200  mm.,  i.e ., 
100  mm.  on  each 
side  of  the  frac¬ 
tured  place  . 

20*8 

3  *2 

25*1 

51 

22*2 

7*7 

Transverse  contraction 
in  per  cent,  of  the 
original  diameter . 

34*9 

4-5 

44*7 

10*5 

39*5 

14  *0 

In  conclusion,  it  is  recommended  to  abstain  from  welding  ingot  iron, 
as  it  can  be  cast  with  ease  into  any  form  or  size.  D.  B. 

Evolution  of  Gas  from  Steel  Castings.  By  F.  Muller  (Dingl. 
jpohjt.  /.,  251,  83 — 91). — Contrary  to  Pourcel’s  assumption  that  the 
gas  evolved  from  steel  castings  consists  of  carbonic  oxide,  the  author 
found  only  hydrogen  and  nitrogen  in  the  occluded  gases  given  off 
from  steel  ingots.  Pourcel  has,  however,  recently  shown  that  the  gas 
evolved  during  the  solidification  of  steel  contains  the  more  hydrogen 
the  richer  the  metal  is  in  manganese.  The  author  is  of  opinion  that 
the  rising  of  steel  in  the  mould  is  due  to  the  presence  of  hydrogen, 
whilst  the  frothing  and  crackling  is  attributed  to  the  absorption  of 
carbonic  oxide,  which  escapes  in  the  form  of  bubbles  of  gas  when  the 
fluid  metal  has  been  reduced  to  the  solidifying  temperature.  The 
basic  metal,  without  any  addition,  contains  mainly  hydrogen  and 
nitrogen,  and  small  quantities  of  absorbed  carbonic  oxide,  hence  it  is 
more  quiescent  in  the  mould,  although  it  shows  a  great  tendency  to  rise. 
Carbonic  oxide  is  formed  on  adding  spiegeleisen  or  ferromanganese, 
and  the  steel  being  saturated  with  the  gas,  then  froths  up,  and  emits 
gas  bubbles  until  it  begins  to  solidify,  when  hydrogen  is  again 
evolved.  When  silicide  is  added  steel  may  be  formed  without  the 
evolution  of  carbonic  oxide.  Whilst  the  author  assumes  that  silicon 
augments  the  solubility  of  the  gases  in  steel,  and  Pourcel  supposes 
that  it  diminishes  or  annuls  it,  Brustlein  is  of  opinion  that  silicon  and 
manganese  render  the  steel  more  porous,  so  that  the  gases  are  better 
able  to  pass  through  the  mass  of  cast  metal. 

In  conclusion,  it  is  stated  that  if  the  formation  of  bubbles  is  attri¬ 
buted  to  the  presence  of  hydrogen,  it  is  essential  to  conduct  the  final 
operation  in  connection  with  the  casting  of  steel  in  dry  air;  on  the 
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other  hand,  if  carbonic  oxide  is  the  gas  evolved,  tbe  decomposition 
should  be  effected  by  silicon,  which  will  destroy  the  bubbles. 

D.  B. 

Zinc  from  Pyrites  Residues.  By  M.  J.  Creftz  ( Chem .  News, 
49,  62 — 63). — In  one  process  for  recovering  the  zinc  from  pyrites 
residues,  the  burnt  ore  is  lixiviated,  the  lixivium  concentrated  to 
crystallising  point,  mixed  with  sodium  chloride  in  quantity  equal  to 
the  zinc  sulphate  dissolved,  whereupon  sodium  sulphate  is  deposited. 
When  the  concentration  reaches  50°  B.,  various  ferrous  and  sodium 
sulphates  separate  out,  and  zinc  chloride  remains  in  solution.  None 
of  these  separations  are  sharply  indicated,  nor  are  the  reactions  as 
simple  as  they  appear,  and  therefore  the  dry  residue  from  the  last 
solution  contains  about  85  per  cent,  zinc  chloride  and  15  per  cent, 
sodium  salts.  It  is  for  this  reason  unsuitable  for  the  preservation  of 
wood;  it  can,  however,  be  used  with  advantage  for  the  preparation  of 
zinc  hydroxide  to  be  used  in  desulphuring  alkaline  lyes  ;  for  this 
purpose  it  is  simply  necessary  to  treat  with  milk  of  lime,  and  separate 
and  wash  the  precipitated  zinc  oxide. 

In  another  process,  the  burnt  ores  are  exposed  to  the  air  in  order  to 
further  oxidise  the  iron,  manganese,  and  sulphurous  acid  ;  they  are  then 
systematically  extracted  in  a  series  of  tanks,  so  that  the  final  solution 
is  of  20°  B.,  contains  scarcely  any  iron  and  only  traces  of  manganese 
and  cobalt.  This  is  mixed  with  calcium  chloride  solution  15°B.,  and  the 
calcium  sulphate  separated;  the  filtrate  (10°B.)  is  evaporated, chloride 
of  lime  added  to  precipitate  the  manganese  and  cobalt,  and  at  48°  B. 
the  whole  of  the  calcium  sulphate  separates  and  the  solution  contains 
zinc  chloride  mixed  with  a  small  quantity  of  sulphate.  This  process 
yields  a  zinc  chloride  applicable  to  all  purposes ;  but  it  has  the  draw¬ 
back  of  being  very  dilute,  and  does  not  produce  any  saleable  bye- 
product  like  the  sodium  sulphate  in  the  above  process.  The  removal 
of  zinc  and  sulphur  from  the  burnt  ore  increases  its  value  for  subse¬ 
quent  metallurgical  treatment.  D.  A.  L. 

Process  for  Preparing  Hydrocarbons.  By  E.  Heusser  (Dingl, 
polyt.  /.,  251,  192). — For  the  preparation  of  low- boiling  hydrocarbons, 
the  author  subjects  coal  to  destructive  distillation  and  the  simul¬ 
taneous  action  of  gaseous  chlorine  and  hydrochloric  acid  gas.  High- 
boiling  hydrocarbons  are  obtained  by  subjecting  a  mixture  of  coal 
and  zinc  chloride,  or  coal,  coal-tar,  and  zinc  chloride,  or  coal,  coal-tar 
oil,  and  zinc  chloride,  to  destructive  distillation  in  a  current  of 
hydrochloric  acid  gas.  D.  B. 

Products  of  the  Dry  Distillation  of  Wood  at  Low  Tempera¬ 
tures.  By  C.  F.  Mabery  (Amer.  Chem.  J.,  5,  256 — 263). — Three 
samples  of  crude  methyl  alcohol,  prepared  in  the  manufacture  of 
acetic  acid  by  the  dry  distillation  of  wood  at  low  temperatures,  were 
examined  ;  they  were  collected  (a)  at  the  beginningof  the  distillation, 
( b )  after  several  hundred  gallons  had  distilled,  and  (c)  when  the  dis¬ 
tillation  of  methyl  alcohol  was  well  advanced.  These  samples  were 
subjected  to  fractional  distillation.  The  most  volatile  portion  in  each 
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case  was  proved  to  be  acetaldehyde.  The  fraction  boiling  at  25—40° 
from  ( a )  was  shown  to  contain  methyl  formate,  which  has  not 
hitherto  been  recognised  as  a  constituent  of  wood-spirit ;  the  presence 
of  methylal  could  not  be  determined.  The  fraction  50 — 54°  from  (a) 
gave  reactions  for  aldehyde  and  acetone,  and  fractious  54 — 56°  from 
(a)  and  from  ( b )  were  nearly  pure  methyl  acetate.  The  bulk  of  the 
methyl  alcohol  was  found  in  fraction  65 — 68°  from  (c).  Dimethyl- 
acetal  could  not  be  detected.  The  amount  of  acetone — which  affects 
the  value  of  wood-spirit  for  preparing  dimethylaniline — was  deter¬ 
mined  in  several  portions  by  Kramer’s  method;  the  amount  found 
varying  from  1*04  to  3*41  per  cent.,  is  smaller  than  is  usual  in  wood- 
spirit.  Allvl  alcohol  could  not  be  detected.  For  want  of  material, 
the  high  boiling  ails  were  not  completely  examined ;  they  contain 
furfuraldehyde,  pyroxanthine  in  small  quantity,  as  also  methyl  ethyl 
ketone  and  allyl  acetate.  H.  B. 

Pasteurising  Barrelled  Beer.  By  G.  Behrend  ( Bied .  Centr ., 
1883,  502). — The  principal  points  to  be  observed  are  the  following: — 
Filter  off  the  albuminous  matter,  which  separates  while  the  beer  is 
heating,  and  run  the  hot  beer  under  pressure  direct  into  the  storage 
vessel,  avoiding  contact  with  the  air,  in  order  to  prevent  the  intro¬ 
duction  of  deleterious  germs.  The  author  prefers  to  employ  barrel¬ 
shaped  glass  carboys.  The  filling  under  pressure  is  an  important 
factor,  as  the  pressure  subsequently  increases  in  the  closed  vessel,  and 
helps  to  preserve  the  beer.  D.  A.  L. 

Fermentation  Experiments  with  Gluten  instead  of  Diastase 
in  the  Mash.  By  G.  Heinzelmann  {Bied.  Centr.,  1883,  503). — 
150  grams  of  rye-groats  were  made  up  to  1  litre  with  water  warmed 
at  60°  C.  for  one  hour,  then  cooled  to  30°,  and  mixed  with  20  grams 
compressed  yeast  containing  starch,  for  fermentation.  In  almost 
all  experiments,  a  large  amount  of  acid  was  formed.  In  two  cases, 
when  sulphuric  acid  had  been  added,  the  quantity  of  acid  produced 
was  very  small ;  the  fermentation,  however,  was  very  weak.  In  fact, 
the  action  of  gluten  on  starch  was  almost  completely  destroyed. 

D.  A.  L. 

Mashing  Temperature  and  the  Favourable  Temperature  for 
Yeast  Sowing.  By  Stenglein  {Bied.  Centr.,  1883,  503).— The  prac¬ 
tical  results  of  the  author’s  experiments  are  in  brief : — For  mashing 
good  malt,  61*25°  is  recommended,  and  for  bad  and  injured  malt 
61*25 — 65°;  the  temperature  should  not  systematically  increase  either 
during  mashing  or  fermenting.  A  temperature  of  61*25°  kills  globular 
bacteria,  and  consequently  prevents  formation  of  liquid  acids.  The 
most  favourable  temperature  for  the  production  of  lactic  acid  is  45 — * 
61*25°,  and  the  presence  of  a  sufficient  quantity  of  this  acid  in  the 
yeast  stops  the  development  of  butyric  acid.  The  favourable  tern- 
perature  for  sowing  yeast  is  50°.  D.  A.  L. 

Strong  Yeast.  By  G.  Heinzelmarn  {Bied.  Centr.,  1883,  502  —503). 
— In  this  note,  the  following  scheme  is  described  for  the  preparation 
of  a  very  active  and  durable  yeast.  For  this  purpose  a  large  vat 
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(2900  litres  capacity),  2  barrels  (154  litres  capacity),  and  a  cask 
(34  litres  capacity)  of  yeast  are  required.  In  the  afternoon,  a  mash  is 
prepared  in  one  of  the  barrels  from  25  kilos,  of  green  malt  and  hot 
water :  the  following  morning  another  mashing  is  made  in  the 
second  barrel  with  12*5  kilos.,  green  malt,  2  buckets  of  the  preceding 
mash,  and  hot  water.  The  first  mashing  is  continued  until  the  fol¬ 
lowing  morning,  when  it  is  somewhat  sour,  the  second  until  1  o’clock 
(night).  The  former  is  thoroughly  well  mixed  at  8  pm.  with 
the  yeast,  and  the  yeast-cask  is  refilled  with  the  mixture,  which  in 
its  turn  is  added  to  the  contents  of  the  second  barrel  at  4  a.m. 
The  yeast  is  removed  at  7  a.m.  from  the  first  barrel,  the  contents  of 
both  barrels  are  then  mixed  together,  and  distributed  equally  over  it. 
The  yeast  then  remains  until  the  fresh  mash  is  cooled  for  mixing. 

D.  A.  L. 

Utilisation  of  Malt  Combings  in  the  Manufacture  of  Pressed 
Yeast.  By  L.  Hayduck  (Diugl. polyt.  251,  287). — 100  grams  malt 
combings  are  boiled  in  water  for  half  an  hour,  and  filtered.  The 
filtrate  is  treated  with  100  grams  sugar,  and  diluted  to  1  litre. 
10  grams  pressed  yeast  (containing  78*35  per  cent,  moisture)  are  then 
added.  The  mixture  is  allowed  to  ferment  at  17*5°.  The  nitrogen 
before  fermentation  was  equal  to  0*0947  per  cent.,  whilst  after  fer¬ 
mentation  it  amounted  to  0*0474  per  cent.,  so  that  50  per  cent,  had 
been  assimilated  by  the  yeast.  The  weight  of  yeast  after  fermentation 
was  39*7  grams,  hence  29*7  grams  had  been  newly  formed. 

D.  B. 

Nitrogenous  Constituents  of  Barley  and  Malt.  By  C.  Lintner 
(Dingl.  polyt,  «/.,  251,  225 — 228). — The  author  is  of  opinion  that  the 
total  amount  of  nitrogen  in  barley  or  malt  bears  no  relation  to  the 
diastatic  action.  The  quantity  of  soluble  albumin,  however,  is  of 
some  value  in  determining  this  point.  By  assuming  that  the  soluble 
albuminous  nitrogen  belongs  to  the  diastase — an  hypothesis  which  is 
quite  justifiable — and  that  the  diastase  is  closely  related  to  the 
albuminoids  (so  that  on  multiplying  by  6*25  we  obtain  nitrogen 
corresponding  to  diastase),  the  quantity  of  diastase  in  malt  amounts 
to  about  2  per  cent,  on  the  dry  substance.  1  part  of  diastase  is 
capable  of  converting  400  parts  of  starch  into  sugar  in  20  minutes. 
In  practice  the  following  proportions  hold  good  :■ — 100  parts  dry  malt 
substance  corresponding  to  166  green  malt  containing  40  per  cent, 
moisture  contain  2  parts  diastase  capable  of  saccharifying  800  parts 
starch  in  20  minutes.  166  parts  green  malt  convert  800  parts  starch 
into  sugar,  or  0*2075  converts  1  of  starch.  When  potatoes  containing 
18  per  cent,  starch  are  used,  the  saccharification  of  18  kilos,  starch 
from  100  kilos,  potatoes  would  require  the  addition  of  (18x0*2075)= 
3*735  kilos,  malt  exclusive  of  the  quantity  necessary  for  the  preparation 
of  yeast.  I).  B. 

Refining  of  Sugar  and  Molasses  by  Means  of  Concentrated 
Acetic  Acid.  By  A.  Wernicke  (Bied.  Centr .,  1883,  502). — Pure 
sugar  scarcely  dissolves  in  concentrated  acetic  acid,  whilst  all  the 
impurities  of  cane-sugar  are  readily  soluble  in  it.  In  the  present 
process,  dry  cane-sugar  is  heated  at  about  70°  in  closed  vessels  with 
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50 — 70  per  cent,  of  its  weight  of  concentrated  acetic  acid  or  molasses 
concentrated  to  45 — 50°  B.  with  75  to  90  per  cent.  When  cool  the 
acetic  acid  is  poured  off,  and  the  sugar  machined  and  dried,  when  it 
is  ready  for  the  market.  The  acetic  acid  is  recovered  by  distillation. 

D.  A.  L. 

Loss  in  the  Beet-sugar  Manufacture.  ( Bied .  Gentr .,  1883,  491— 
492.) — In  grating  the  beets  previous  to  pressing,  lumps  and  clots 
form,  which  are  not  sufficiently  pressed  in  the  subsequent  operation. 
This  occasions  a  loss  of  sugar  of  considerable  monetary  value.  It  is 
therefore  advisable  to  rub  the  material  from  the  press  through  a  sieve, 
sprinkling  water  over  it,  repressing  the  portions  which  run  through, 
and  also  to  break  up  the  lumps  and  repress  them  when  disintegrated. 

D.  A.  L. 

Purification  of  Saccharine  Juices.  ( Dingl .  polyt .  /.,  251,  191 .) 

Schott  treats  beet-juice  with  a  solution  of  potash- water  glass,  and 
heats  the  mixture.  He  then  adds  sulphurous  acid,  and  completes  the 
neutralisation  with  dilute  sulphuric  acid.  The  filtrate  is  treated  with 
1*82  parts  of  gypsum  to  1  part  of  potassium  hydroxide  contained 
therein  ;  it  is  then  evaporated  to  a  syrupy  consistence  and  filtered. 
After  standing  for  some  time,  the  sugar  crystallises  out  completely 
from  the  solution. 

Eachrau  recommends  the  treatment  of  saccharine  juices  with  from 
0*5 — 6  per  cent,  manganous  oxide,  manganic  dioxide,  manganese  sul¬ 
phate,  Ac.  Allow  to  settle,  filter,  add  about  5  per  cent,  lime,  remove 
the  excess  with  carbonic  anhydride  or  sulphurous  acid,  filter  through 
animal  charcoal,  and  evaporate.  D.  B. 

The  Working  of  a  Sugar  Refinery.  By  G.  Stade  (Dingl.  polyt. 
J.,  251,  127 — 132). — The  author  gives  a  detailed  account  of  a  year’s 
working  of  a  sugar  refinery,  which  dealt  with  raw  sugar  from  the 
district  of  Magdeburg  and  Brunswick.  The  total  quantity  of  crude 
sugar  wffiich  was  worked  up  during  that  period  amounted  to 
57 77*3  tons,  the  average  composition  being  : — 


Sugar . 

96*39 

In  100  parts  of 
dry  substance. 

97*96 

To  100  parts 
sugar. 

Water . 

1*60 

— 

— 

Non-saccharine  matter. . 

2*01 

2-04 

2*09 

Ash  contained  therein  . . 

0*99 

1*01 

1-03 

Of  this  quantity  1878*9  tons  were  ^vorked  up  in  the  crude  form, 
whilst  3898*4  tons  were  machined.  The  first  and  second  products  of 
the  refinery  were  filtered  through  10,583  tons  of  animal  charcoal, 
18  32  tons  being  used  for  10  tons  of  crude  sugar.  The  charcoal  had 
the  following  composition  : — - 

Insoluble  Undeter- 

H20.  C.  in  HC1.  CaC03.  0aSO4.  CaS.  mined. 

1*93  6*23  0*72  8*16  0*45  0*03  82*48 

When  heated  with  potash  it  yielded  a  solution  having  a  pale  yellow 
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colour.  After  use  it  was  boiled  out  on  the  filters  with  soda-ley,  or  a 
mixture  of  soda  and  ammonia.  The  boilers  were  worked  with  West¬ 
phalian  coal,  containing  1*9  per  cent,  of  water  and  10*8  per  cent.  ash. 
The  consumption  of  fuel  was  144*7  parts  for  every  100  parts  of  crude 
sugar  passed  through  the  works.  This  large  amount  is  due  to  infe¬ 
riority  of  the  coal  and  defects  in  the  plant  and  machinery. 

The  following  statistics  are  given  as  to  the  actual  working  of  the 
refinery  : — 

Candy,  white  and  half 

white .  975*579  tans  or  16*98  p.c.  on  the  raw  sugar. 

Candy,  yellow  and 


dark  vellow . 

87*981 

>> 

1*52 

Lump  sugar,  in  loaves 

of  12*5  k . 

1424-615 

5? 

24*66 

Lump  sugar,  crushed 

1591*965 

r? 

27*55 

Lump  sugar,  in  cubes 

1021*250 

>5 

17*68 

Brown  sugar  . 

118-667 

2*06i 

Osmose  water,  con- 

centrated . 

81*000 

1*40 

Syrup  . 

316-250 

>> 

5-47 

Total  mass  .... 

5617'3u7 

J  5 

97*23 

By  deducting  this  sum  from  the  total  amount  of  raw  sugar  passed 
into  the  works,  i.e .,  5777*3  tons,  a  loss  of  159*993  tons,  or  2*77  per 
cent.,  is  obtained.  In  order  to  determine  the  loss  of  sugar  and  non¬ 
sugar,  the  following  figures  are  given: — 


Candy  . 

Sugar. 

1063*560  tons 

Ash. 

N  on-sugar. 

Lump  sugar  ...... 

4037*830 

n 

— 

— 

Brown  sugar  .... 

109-767 

2*136  tons 

3*560  tons 

Osmose  water  .... 

34*115 

j? 

15*236 

n 

18-290  „ 

Syrup  . 

179-029 

5  y 

30*961 

5? 

53*320  „ 

Passed  out  of  re- 

finery . 

5424*300 

5? 

48*333 

?> 

75*170  „ 

Passed  through 

works  . 

5568-700 

?> 

57-195 

J ) 

58*929  „ 

Difference . . . 

-144*400 

n 

-8*862 

+  16*241  „ 

The  los3  of  pure  sugar  was — 

In  the  charcoal  .  28*786  tons 

In  the  sweet  waste  water  .  37*430  ,, 

In  other  operations .  78*222  „ 

Total  loss .  144*438  ,, 


For  every  100  parts  of  loss — 
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19*33  took  place  in  the  animal  charcoal, 

25*92  in  the  sweet  waste  water,  and 
54*15  in  other  stages  of  the  process. 

The  loss  in  100  parts  of  pure  sugar  was  2*59  or  2*50  in  100  parts 
of  raw  sugar.  Of  the  mineral  constituents,  a  loss  of  8*862  tons  took 
place,  which  amount  passed  out  of  the  refinery  in  the  processes  of 
filtration. 

The  following  numbers  will  give  a  clear  idea  of  the  actual  yields 
obtained : — 

Produced. 

5101*390  tons  refined  sugar  +  97*900  tons  from  brown  sugar. 

81*000  ,,  osmose  water  4-  3*314  ,,  ,, 


316*250  „  syrup  +  13*299  „  „ 

159^993  „  loss  +  4*154 

Yield. 

Refined  sugar  ......  5199*290  tons,  or  90*00  per  cent. 

Osmose  water  .  84*314  „  1*46  „ 

Syrup .  329*549  ,,  5*70  „ 

Loss  . 164*147  „  2*80 


Total  weight  of  raw  1  r)77?.:m  tons. 

sugar  converted  J 

If  the  syrup  and  osmose  water  be  brought  under  the  one  heading 
of  syrup,  we  obtain  90*00  per  cent,  refined  sugar,  7*16  per  cent,  syrup, 
and  2*84  per  cent.  loss. 

Yield  obtained  from  the  pure  sugar  contained  in  the  raw  sugar 
passed  into  the  works  : — ■ 

5199*290  tons  refined  sugar  at  100  per  cent. 


pure  sugar  .  . . .  5199*290  tons. 

84*314  tons  osmose  water  at  42*13  per  cent. 

pure  sugar  . .  35*522  ,, 

329*549  tons  syrup  at  56*61  per  cent,  pure 
sugar  . .  186*558  „ 


Total  obtained  .  5421*370  „ 

Pure  sugar  contained  in  raw  sugar  5568*739  ,, 

Loss  of  polarising  substance .  147*369  ,, 


Hence  the  yield  for  100  parts  of  pure  sugar  was  93*366  refined  sugar, 
0*638  osmose  water,  3*346  syrup,  and  2*650  loss,  or  by  calculating 
osmose  water  and  syrup  as  syrup,  93*366  refined  sugar,  3*984  syrup, 
and  2*650  loss,  or  by  regarding  the  osmose  water  as  loss,  93*366  re¬ 
fined  sugar,  3*346  syrup,  and  3*288  loss.  D.  B. 

Bleaching  Flax  and  Hemp  Tissues.  (Dingl.  polyt.  *7.,  251, 
228.) — According  to  Delabove,  the  threads  or  tissues  are  subjected  to 
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successive  boilings  in  alkaline  liquors  to  remove  pectinic  substances 
from  the  cellulose.  They  are  then  passed  through  a  solution  of  chlo¬ 
ride  of  lime  and  a  solution  of  aluminium  sulphate,  saturated  with 
aluminium  hydroxide.  If  required  perfectly  white,  they  are  boiled  in 
soap  solution  and  ammonia,  and  subjected  to  a  second  treatment. 

D.  B. 

Contributions  to  the  Chemistry  of  Mordants.  By  L.  Liechti 
and  W.  Suida  ( Dingl .  polyt.  /.,  251,  177 — 185). — The  authors  have 
investigated  the  dissociation  ratios  of  the  most  important  salts  of 
alumina  and  ferric  oxide  used  as  mordants.  The  normal  and  basic 
sesquioxide  salts  of  one  and  the  same  acid,  as  well  as  various  acids 
( e.g .,  thioacetates),  were  experimented  with,  and  in  speaking  of  disso¬ 
ciation,  the  authors  mean  decomposition  which  is  observed  externally, 
and  characterised  by  the  separation  of  an  insoluble  compound.  Two 
expedients  were  adopted  to  produce  this  result :  Dilution  with  water, 
and  heating  the  respective  aqueous  saline  solutions.  It  is  thought 
that  the  following  data  will  be  of  great  service  to  the  dyeing  and 
printing  industry. 

To  study  the  behaviour  of  aluminium  sulphates,  the  compounds 
A12(S04)2(0H)2  and  A14(S04)3(0H)6  were  examined,  in  addition  to 
the  normal  sulphate.  They  were  obtained  by  deoxidising  the  normal 
salt  with  Ha2C03  or  HaHC03,  so  that  sodium  sulphate  was  simul¬ 
taneously  present  in  the  solutions.  Concentrated  solutions  were 
composed  of  200  grams  A12(S04)3,  whilst  dilute  solutions  contained 
150  grams  of  the  normal  salt.  A12(S04)3  is  not  altered  by  dilution 
with  water  or  when  heated.  A12(S04)2(0H)2  in  concentrated  solu¬ 
tions  remains  unaltered  when  heated,  whilst  in  dilute  solutions  it  splits 
up  after  being  boiled  for  half  an  hour,  a  permanent  precipitate  being 
formed.  A14(S04)3(0H)6  is  decomposed  in  concentrated  solutions  at 
65°,  and  in  dilute  solutions  at  55°,  with  the  formation  of  permanent 
precipitates.  At  100°  both  solutions  are  gelatinised.  In  mordanting, 
drying,  and  ageing  the  following  quantities  of  alumina  are  retained  in 
an  insoluble  form  by  the  fibre  :  A12(S04)$  13  per  cent,,  A12(S04)2(0H)3 
51  per  cent.,  and  A14(S04)3(OH)6  58  per  cent. 

To  investigate  the  behaviour  of  aluminium  sulphacetates,  the  fol¬ 
lowing  salts  were  prepared  from  the  normal  sulphate  : — A12S04Ac4 
by  means  of  lead  acetate,  A12S042lc3(0H)  by  means  of  lead  acetate 
and  sodium  carbonate,  Al2S04Xc2(0H)2  by  means  of  lead  acetate  and 
sodium  bicarbonate,  and  A12S04Ac(0H)3  by  means  of  lead  acetate 
and  acetic  acid.  The  salts  are  gelatinised  at  100°.  The  first  is 
decomposed  at  89°  in  concentrated  solutions,  whilst  the  dissociation  of 
the  other  salts  depends  on  the  extent  of  their  basicity,  the  last  salt 
decomposing  at  48°  in  concentrated  solutions,  and  at  40°  in  dilute 
solutions.  In  mordanting,  drying,  and  ageing  nearly  the  whole  of 
the  alumina  contained  in  these  salts  is  retained  by  the  fibre  in  an 
insoluble  form. 

In  the  next  place,  the  authors  studied  the  action  of  aluminium 
acetates,  the  normal  salts  being  prepared  from  aluminium  sulphate 
and  lead  acetate.  The  basic  salts  were  obtained  by  the  addition  of 
sodium  bicarbonate  to  the  normal  acetate.  The  solutions  contained 
200  grams  A12(S04)3  +  18H20  in  1  liter.  Al2Ac6  is  not  decomposed 


TECHNICAL  CHEMISTRY. 


795 


when  heated.  Al2Sc5OH  is  split  up  when  boiled  for  a  short  time, 
and  at  100°  yields  a  permanent  precipitate.  Al2Ac4(OH)2  is  decom¬ 
posed  at  74°,  AlJROH),  at  56°,  and  Al2Ac2(OH)4  at  44°.  The 
salts  are  not  altered  when  diluted  with  water.  The  compound, 

A12Ac4(OH)2, 

when  prepared  from  the  normal  sulphate  by  the  addition  of  lead 
acetate  and  sodium  carbonate,  according  to  the  equation — 

[A12(S04)3  +  18H.O]  +  2[PbAS2  +  3H20]  +  Na2C03  +  H20  = 
2PbS04  +  Na2S04  +  C02  +  24H20  4  Al2A£4(OH)2, 

begins  to  decompose  at  65°,  and  differs  from  the  acetates  described  in 
the  above  by  being  split  up  when  diluted  with  water.  Dilution  in  the 
case  of  the  other  acetates  raises  the  dissociation  ratio.  In  mordant¬ 
ing,  drying,  and  ageing,  the  normal  acetate  gives  up  half  its  alumina 
to  the  fibre ;  whilst  the  alumina  of  the  salt,  A12Ac4(OH)2,  obtained 
from  aluminium  sulphate  by  means  of  lead  acetate  and  sodium  car¬ 
bonate,  is  completely  deposited  in  the  fibre. 

In  regard  to  the  behaviour  of  aluminium  thiocyanates,  the  following 
observations  were  made :  The  normal  thiocyanate  was  prepared  by 
double  decomposition  of  A12(S04)3  +  18H20  and  Ba(CNS)2  +  2H20, 
and  from  it  the  basic  salts  were  obtained  by  deoxidation  with  sodium 
bicarbonate.  The  solutions  of  the  normal  salt  corresponding  with 
200  grams  aluminium  sulphate  per  liter  remained  clear  at  all 
temperatures.  The  following  salts  were  prepared : — 

A12(CNS)6,  Al2(CNS)5OH,  A1o(CNS)4(OH)2,  Al2(CN8)3(OH)3, 

and  Al2(CNS)2(OH)4, 

The  compound,  Al2(CNS)5OH,  is  not  altered  when  heated;  whilst  the 
more  basic  compounds  are  decomposed  on  boiling.  Dilution  with 
water  does  not  affect  any  of  the  thiocyanates.  Only  33  per  cent,  of 
A12(CNS)6  is  fixed  on  the  fibre. 

The  behaviour  of  aluminium  chloride  was  then  investigated.  The 
normal  salt  was  prepared  by  dissolving  aluminium  hydroxide  in  the 
theoretical  quantity  of  hydrochloric  acid.  The  basic  compound, 

A12C14(0H)2, 

was  obtained  by  heating  A12C16  with  aluminium  hydroxide,  thus  : — 
2Al2Cl6  -h  Al2(OH)6  =  3A12C14(0H)2.  By  carrying  the  deoxidation 
still  further,  i.e .,  introducing  more  Al2(OH)6  than  the  quantity  repre¬ 
sented  by  the  above  equation,  decomposition  takes  place,  a  solution 
being  formed  which  contains  free  hydrochloric  acid  in  addition  to 
A12C16,  whilst  alumina  is  deposited.  When  a  solution  of  aluminium 
chloride,  corresponding  with  200  grams  A12(S04)3  +  18H20  in  1  liter, 
is  treated  with  sodium  carbonate,  the  deoxidation  may  be  carried 
gradually  from  A12C150H,A12C14(0H)2  and  A12C13(0H)3  to  A12C1/0H)4. 
On  heating  it  is  possible  to  obtain  even  the  compound  A14C13(0H)9. 
The  soluble  aluminium  chlorides  are  not  altered  when  heated  or 
diluted.  The  compound,  A12C1237>4,  is  recommended  by  the  authors 
as  a  mordant  in  printing  with  alizarin.  It  is  prepared  in  accordance 
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with  the  equation  A12(S04)3  -f  18H20  +  2PhAc23H20  -f  BaCI2>2H20 
=  BaS04  4-  2PbS04  -f  26H20  -f-  A12C12Ac4,  corresponding  with 
200  grams  of  aluminium  sulphate,  227*6  lead  acetate,  and  73*3  barium 
chloride  for  1  liter  of  mordant  of  7*8°  B ;  the  product  can  be  heated 
or  diluted  without  decomposition.  In  mordanting,  drying,  and 
ageing,  only  3*26  per  cent,  of  the  alumina  contained  in  this  mordant  is 
given  up  to  the  fibre  in  an  insoluble  form. 

Aluminium  nitrate,  A12(N03)6,  is  obtained  from  the  normal  alu¬ 
minium  sulphate  and  lead  nitrate,  and  gives  the  following  com¬ 
pounds  when  treated  with  sodium  bicarbonate  : — Ah(N03)30H, 
A12(N03)4(0H)2,  Al2(N03)3(OH)3,  and  A12(N03)2(0H)4.  By  con¬ 
tinuing  the  addition  of  alkali,  a  gelatinous  precipitate  was  obtained. 
The  behaviour  of  these  mordants  is  analogous  to  that  of  the  corre¬ 
sponding  chlorides. 

Referring  to  aluminium  phosphate,  the  authors  mention  that  sodium 
phosphate,  Na2HP04,  does  not  produce  a  precipitate  when  treated 
with  an  excess  of  aluminium  sulphate.  They  found  that  it  requires 
2  mols.  of  aluminium  sulphate  to  keep  1  mol.  of  aluminium  phosphate 
in  solution. 

Behaviour  of  Ferric  Oxide  Salts. — Normal  ferric  sulphate,  Fe2(S04)3, 
can  be  deoxidised  with  sodium  bicarbonate  until  the  compound 

Fe2fSO4)2(0H)2 

is  formed ;  the  latter,  however,  decomposes  in  a  few  hours.  The 
same  applies  to  a  solution  of  ferric  sulphate  corresponding  with 
200  grams  aluminium  sulphate  per  liter.  By  doubling  the  strength 
of  the  solution,  the  addition  of  alkali  can  be  carried  on  to  form  the 
compound  Fe4(S04).  (OH)6,  which  is  a  very  unstable  salt.  Fe2Cle  can 
be  deoxidised  to  Fe2CI(OH)5. 

Normal  ferric  acetate  was  prepared  from  Fe2(S04)3  and  lead  acetate. 
By  the  removal  of  acid  by  means  of  sodium  carbonate,  the  solutions 
of  the  following  compounds  can  be  obtained  : — Fe2AcsOH,  Fe2Xc4(OH)2, 
Fe2Ac3(OH)3,  and  Fe2Ac2(OH)4.  The  normal  ferric  acetate  can  be 
heated  or  diluted  without  change.  The  solutions  of  the  basic  salts 
correspond  with  100  grams  A12(S04)3  in  1  liter.  The  first  salt, 

Fe2Ac5OH, 

is  decomposed  at  86°,  and-the  last,  Fe2Ac2(OH)4,  at  70°.  D.  B. 

Substitute  for  Tartar  Emetic  in  Dyeing,  ( Dingl .  polyt.  /., 
251,  48.) — Tartar  emetic  is  being  gradually  replaced  in  dyeing  and 
printing  by  a  new  antimony  preparation  consisting  of  potassio-anti- 
monic  oxalate,  C60i2SbK3  -f  6H20.  It  is  obtained  by  saturating  a 
boiling  solution  of  hydrogen  potassium  oxalate  (salt  of  sorrel)  with 
freshly  precipitated  antimonious  oxide,  and  filtering  the  mixture 
whilst  hot.  On  cooling,  potassio-antimonic  oxalate  crystallises  out. 
This  preparation  is  sold  at  a  moderate  price  as  a  substitute  for  tartar 
emetic  in  fixing  tannin  colours.  D.  B. 

Fixing  Perthiocyanogen  in  Printing.  By  H.  Schmid  (Dingl. 
polyt.  *7".,  251,  41 — 44). — The  fact  that  thiocyanic  acid  and  its  salts 
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under  the  influence  of  oxidising  agents  yields  yellow  insoluble  per- 
thiocyanogen,  C3HN3S3f  has  long  been  known.  Prochoroff  of  Moscow 
found  that  perthioeyanogen  may  be  employed  as  a  colouring  matter, 
and  has  patented  the  preparation  of  this  compound  under  the  name 
of  “  canarin.”  Potassium  thiocyanate,  KCNS,  is  oxidised  by  potas¬ 
sium  chlorate  in  the  presence  of  hydrochloric  and  sulphuric  acids. 
Bromine  acts  in  a  similar  manner.  The  yield  of  colouring  matter  is 
about  40  per  cent,  of  the  weight  of  potassium  thiocyanate  employed. 
Oanarin  appears  as  an  orange-yellow  heavy  powder,  insoluble  in 
water,  alcohol,  and  ether,  but  soluble  in  strong  sulphuric  acid  and  in 
caustic  leys.  Prochoroff  recommends  this  dye  for  printing  wool,  but 
makes  no  mention  as  to  its  application  in  calico-printing.  Owing  to 
its  insolubility  in  the  ordinary  reagents,  the  only  method  of  applying 
perthioeyanogen  in  cotton-printing  is  to  produce  it  within  the  fibre. 
After  making  a  number  of  trials,  the  author  found  that  the  best 
results  were  obtained  when  the  printing  was  done  with  the  following 
mixture : — 

280  parts  of  thickening  agent, 

5-15  parts  of  solution  of  vanadious  chloride, 

100  parts  of  crystallised  aluminium  thiocyanate, 

100  parts  of  aluminium  chlorate,  40°  B. 

The  solution  of  aluminium  chlorate  is  prepared  by  mixing  7900 
grams  crystallised  barium  chloride  dissolved  in  8  litres  of  water  with 
a  solution  of  crystallised  aluminium  sulphate  in  5*5  litres  of  hot 
water.  The  solution  of  vanadium  is  obtained  by  dissolving  20  grams 
of  ammonium  metavanadate  in  100  grams  of  hydrochloric  acid  and 
200  of  water,  and  reducing  the  solution  by  means  of  30  c.c.  of  com¬ 
mercial  sodium  bisulphite.  The  mixture  is  warmed,  and  when  solution 
is  complete  and  a  blue  colour  has  appeared,  it  is  made  up  to  20  litres 
with  water :  1  litre  contains  1  gram  ammonium  vanadate,  and  is 
therefore  the  same  as  the  solution  employed  in  the  production  of 
aniline  black.  The  new  yellow  dye  rapidly  develops  in  the  oxidation 
or  drying  chambers,  and  with  the  same  facility  as  aniline  black.  It 
gives  a  brilliant  yellow  colour  without  weakening  the  fabric.  Per- 
thiocyanogen  yellow  is  remarkable  for  its  great  stability.  Neither 
concentrated  acids  nor  alkalis  act  on  it,  and  its  tint  is  merely  rendered 
lighter  by  nitric  acid.  It  is  altered  slowly  by  air  and  light,  whilst 
chloride  of  lime  and  boiling  soap  solution  have  no  action  on  it.  It, 
moreover,  has  the  property  of  acting  as  a  mordant  to  the  aniline 
colours,  such  as  methylene-blue,  aniline-green,  red,  violet,  &c.  This 
reaction  cannot  be  attributed  to  the  presence  of  sulphur  in  the  fibre, 
as  it  still  takes  place  after  the  sulphur  has  been  extracted.  Neither 
can  it  be  due  to  the  formation  of  hydrocellulose,  since  the  fixation  of 
the  aniline  colours  takes  place  when  the  yellow  dye  has  formed, 
whereas  the  rotting  of  the  fabric  due  to  the  formation  of  hydrocel¬ 
lulose  wTas  observed  in  the  blank  spaces  of  the  pattern.  Wool  cannot 
be  printed  with  the  above  mixture.  D.  B. 

Preparation  and  Dyeing  of  China  Grass.  ( Dingl .  polyt.  «/., 
251,  135 — 140.) — Owing  to  the  large  amount  of  pectinic  substances 
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contained  in  China  grass,  it  cannot  be  subjected  to  the  steeping  pro¬ 
cesses  practised  with  hemp  and  flax,  as  the  resulting  fermentation  of 
the  pectin  would  destroy  the  texture.  Hence  the  separation  of  the 
bast  from  the  woody  constituents  must  be  effected  by  mechanical 
means. 

The  machines  employed  for  the  scutching  operation  separate  the 
bast  from  the  stem,  and  simultaneously  remove  the  thin  coloured 
upper  skin  from  the  bast.  After  this  treatment  the  fibres  which  are 
still  held  together  by  the  intercellular  substances  are  separated  indi¬ 
vidually  by  chemical  means.  The  retting  is  effected  by  an  immersion 
for  24  hours  in  warm  water,  boiling  twice  in  soda-ley  of  2°  to  8°  B. 
under  pressure  and  washing.  The  strength  of  the  fibres  is  not 
weakened  by  this  treatment.  The  spinning  is  then  commenced,  and 
in  some  cases  the  fibres  are  bleached  before  spinning.  To  increase 
their  lustre  and  elasticity,  the  fibres  may  be  passed  through  a  bath  of 
glycerol  or  oil.  The  length  of  the  fibre  of  China  grass  is  from  6  to 
25  cm.  It  is  therefore  the  longest  of  all  hast  fibres.  Its  density  is 
between  that  of  flax  and  hemp,  and  its  tearing  length  equal  to  20  km. 
The  distinctive  property  is  its  lustre. 

China  grass,  like  cotton,  has  little  or  no  attraction  for  dyes,  hence 
the  methods  in  vogue  for  cotton  are  applicable  also  to  the  dyeing  of 
China  grass.  The  dyeing  is,  however,  attended  with  more  difficulty, 
inasmuch  as  its  success  depends  on  the  maintenance  of  the  lustre, 
smoothness  and  strength,  which  characterises  the  China  grass  fibre. 
Mineral  colours,  such  as  chrome-yellow  and  orange,  destroy  the  silky 
lustre.  The  yellow  dye  obtained  with  cadmium  sulphide,  however, 
does  not  act  on  the  fibre  in  this  way.  Alizarin  mordanted  with 
Tnrkey-red  oil  destroys  the  lustre,  whilst  aniline  colours  fixed  with 
the  same  mordant,  retain  the  silky  appearance.  Rosaniline-deriva- 
tives  and  the  azo-colouring  matters  give  good  colours. 

In  conclusion,  it  is  stated  that  the  silky  appearance  which  the 
China  grass  fibre  possesses  is  not  removed  when  it  is  dyed  imme¬ 
diately  after  retting  and  before  spinning.  D.  B. 

Preparation  of  Blue  Dye-stuffs.  ( Bingl .  polyt,  251,  240.) — 
Ochler  obtains  blue  dyes  from  nitroso-derivatives  of  dimethyl-, 
diethyl-,  or  ethylmethyl-aniline,  by  treating  their  solutions  in  concen¬ 
trated  sulphuric  acid  or  phosphoric  acid  with  sulphuretted  hydrogen 
gas  or  metallic  sulphides. 

Miilhauser  prepares  toluene-blue  and  anisoll-blue  by  treating  the 
sulphonic  acids  of  the  amidazo-derivatives  of  substituted  toluene  and 
anisoil  with  sulphuretted  hydrogen,  and  subsequently  oxidising  the 
sulphuretted  leuco-compounds. 

Lembach  and  Schleicher  obtain  a  blue  colouring  matter  by  the 
reduction  of  diethyl anilineazobcnzene-parasulphonic  acid  with  zinc- 
dust  and  ammonia,  and  subsequent  oxidation  with  ferric  chloride  in 
the  presence  of  sulphuretted  hydrogen.  D.  B. 

Process  for  Preparing  Dye-stuffs  from  Pyridine  and  Quino¬ 
line  Bases.  By  E.  Jacobsen  (Bingl,  polyt .  J.,  250,  466— 469). — 
By  heating  phthalic  anhydride  with  pyridine  and  quinoline  bases, 


TECHNICAL  CHEMISTRY. 


799 


yellow  condensation-products  are  formed.  Yellow  colouring  matters 
are  obtained  with  pyridine,  picoline,  the  pyridine  bases  from  coal-tar 
boiling  between  130°  and  230°,  and  the  quinoline  bases  from  coal-tar 
boiling  between  230°  and  310°.  Quinaldine  discovered  by  Doebner 
and  Miller,  and  its  homologues  obtained  by  treating  toluidine  or 
xylidine  with  paraldehyde  and  dehydrating  agents,  and  naphthaquin- 
aldiue  obtained  from  naphthylamine  give  similar  dye-stuffs  when 
subjected  to  the  action  of  phthalie  anhydride. 

For  the  preparation  of  the  dyes,  1  mol.  phthalie  anhydride  is  heated 
at  200 — 250°  with  2  mols.  of  the  respective  pyridine  or  quinoline 
base  and  1  mol.  zinc  chloride,  and  the  resulting  colouring  matter  is 
converted  into  the  soluble  sulphonic  acid.  Similar  dye-stuffs  are  ob¬ 
tained  if  nitrophthalic  acid  or  phthalimide  is  used  instead  of  phthalie 
anhydride. 

For  the  preparation  of  red  colouring  matters  by  the  action  of  benzo- 
trichloride  on  pyridine  and  quinoline  bases,  benzylene  chloride  or 
bromide,  or  benzylene  ehlorobromide  may  be  employed  in  the  place  of 
the  trichloride.  Whereas  most  tertiary  aromatic  amines  when  treated 
with  benzylene  chloride  give  colourless  compounds,  the  pyridine  and 
quinoline  bases  produce  dye-stuffs,  which,  although  analogous  in 
shade,  are  not  identical  with  the  reds  yielded  by  benzotrichloride, 
differing  in  solubility  and  crystalline  form. 

The  author  claims  as  novelty  the  preparation  of  colouring  matters 
by  the  action  of  quinoline,  toluquinoline,  or  dimethylqui noline  with 
additions  of  quinaldine,  methylquinaldine,  or  dime  thy  lquinaldine  on 
benzotrichloride,  benzylene  chloride,  &c.  By  treating  coal-tar  quino¬ 
line  or  synthetical  quinoline  with  nascent  hydrogen,  hydroquinoline 
is  obtained,  which  yields  green  dyes  with  benzotrichloride. 

D.  B. 

Process  for  Finishing  Silken  Goods  with  Amber.  By  O. 

Thummel  ( Dingl .  polyt.  250,  556). — One  part  of  amber  is  dis¬ 
solved  in  two  parts  of  chloroform,  and  the  solution  is  put  on  silken 
articles  with  a  sponge  or  brush.  The  goods  are  then  placed  in  a 
drying  chamber,  when  the  chloroform  is  recovered,  and  the  articles 
dried.  By  this  treatment  the  silk  is  said  to  acquire  a  peculiar  soft¬ 
ness  and  elasticity.  D.  B. 

Method  of  Imparting  the  Appearance  of  Silk  to  Vegetable 
Fibres.  ( Dingl .  polyt .  250,  476.) — Gedge  has  recently  patented 
a  process  for  bleaching  vegetable  fibres  and  animalising  them  in  order 
to  render  them  better  able  to  receive  colours,  and  to  give  them  the 
appearance  of  silk.  The  bleaching  consists  in  a  successive  treatment 
with  soda-ley,  hydrochloric  acid,  and  sodium  hypochlorite.  The 
animalising  is  effected  by  steeping  the  material  in  a  solution  of  sugar, 
drying,  and  subjecting  it  to  the  action  of  a  mixture  of  nitric  and 
sulphuric  acids,  whereby  the  sugar  is  converted  into  nitroglucose,  and 
the  cellulose  into  dinitrocellulose. 

It  is  said  that  the  application  of  nitroglucose  is  not  novel,  as  it  was 
patented  by  Bonneville  in  1881.  D.  B. 
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Presence  of  Tin  in  Preserved  Food.  By  E.  Ungee  (It  inn  I. 
pulijt.  251,  192)  . — The  author  found  that  asparagus  preserved  in 
tinned  boxes  contained  0*019  to  0*033  per  cent,  tin  near  the  sides,  and 
from  0*021  to  0*033  per  cent,  in  the  centre  of  the  boxes.  The  tin  was 
present  in  the  form  of  a  proto-salt.  The  acid  juice  of  pressed  apricots 
and  strawberries  was  found  to  be  free  from  tin,  whilst  the  fruit  con¬ 
tained  this  metal.  100  grams  of  apricots  gave  0*0185  per  cent,  tin, 
and  76*5  grams  of  strawberries  0*0175  per  cent.  D.  B. 

Methods  employed  by  Fishermen  for  ‘ 4  Barking/’  and  in 
other  ways  preserving  Nets  and  Sails.  By  F.  H.  Stoker  ( Amer . 
Chern.  J .,  5,  440 — 455). —  On  several  foggy  coasts  the  men  annually 
“bark”  their  sails  and  nets  to  colour  them  and  protect  them  from 
mildew.  Oak-bark  is  boiled  in  water,  and  the  nets  are  then  kneaded 
and  allowed  to  stand  about  two  days,  after  which  they  are  dried. 
Catechu  is  now,  however,  principally  used  instead  of  oak-bark.  By 
the  use  of  walnut-bark,  Chelidonium  majus ,  or  young  wheat  plants,  a 
“  dead-leaf”  colour,  a  dirty-orange  or  a  green  tint  is  imparted.  In  Nova 
Scotia,  the  bark  of  hr  and  spruce  trees  is  employed,  no  mordant  or 
fixing  agent  of  any  kind  being  employed.  At  Yarmouth,  the  nets 
are  tanned  in  the  beginning  to  preserve  them  from  rotting,  and  the 
process  is  repeated  at  the  close  of  the  fishery  to  cleanse  them 
thoroughly.  A  manufacturing  hrm  in  Boston  fixes  the  catechu  with 
potassium  dichromate.  An  alkali — as  soft  soap — is  also  used  in  con¬ 
junction  with  bark  ;  the  alkali  assists  the  oxidation  and  formation  of 
colouring  matter,  and  the  oil  probably  serves  much  the  same  purpose 
as  the  emulsion  of  oil  and  alkali  used  in  Turkey-red  dyeing.  In 
other  localities,  the  fishermen  use  a  mixture  of  bark,  tar,  and  oil ;  and 
again  others  rub  into  the  sail  a  mixture  of  tar  and  oil  only.  The 
sizing  in  new  cloth  is  very  liable  to  induce  mildew ;  old  sails  are  said 
to  be  comparatively  exempt  from  mildew.  H.  B. 

Process  for  Preparing  Hop  Extract.  By  W.  S.  Forster 
(Dingl.  polyt.  A,  251,  288). — The  author  distils  hops  by  means  of 
steam  and  recovers  the  ethereal  oils.  The  residue  is  extracted  with 
carbon  bisulphide,  and  the  extract,  after  expelling  the  carbon  bisul¬ 
phide,  is  neutralised  with  soda  and  evaporated  in  a  vacuum.  It  is  then 
treated  with  alcohol,  filtered,  and  the  residue  dissolved  in  ether. 
From  this  solution,  the  lupulin  is  separated  in  the  form  of  an  alkaline 
salt  by  the  addition  of  potash  or  soda.  After  treatment  with  carbon 
bisulphide,  the  hops  are  distilled  with  steam  to  remove  the  bisul¬ 
phide  ;  the  tannin  is  then  extracted  with  boiling  water  and  the 
extract  evaporated.  In  brewing  with  these  substances,  the  tannin 
and  lupulin  extracts  are  added  to  the  beer  worts  before  boiling ; 
whilst  the  hop  oil  is  added  after  boiling,  immediately  before  the  com¬ 
mencement  of  the  fermentation.  D.  B. 
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Spark-spectra  Emitted  by  Metallic  Elements  under  Varying 
Conditions.  By  E.  Wiedemann  ( Chem .  News ,  ^9,  117). — In  a 
recent  paper  (this  vol.,  137),  Hartley  stated  that  the  short  lines  in 
some  arc-spectra  are  lengthened  by  moistening  the  electrodes  with 
water;  and,  moreover,  it  is  suggested  that  this  phenomenon  is  due  to 
the  cooling  action  of  the  water  on  the  negative  electrode,  since  heat¬ 
ing  the  electrodes  produces  a  reverse  result.  The  author  of  the 
present  note  takes  exception  to  this  explanation,  and  offers  the  fol¬ 
lowing  : — When  the  electrodes  are  moistened,  the  discharge  produces 
oxygen  and  hydrogen  gases,  which  recombine  at  some  distance  from 
the  electrode  with  great  development  of  heat,  consequently  increasing 
the  temperature  of  the  metallic  vapours,  and  also  the  length  of  the 
lines.  By  directly  heating  the  electrodes,  however,  the  potential  avail¬ 
able  for  the  production  of  spark  is  lowered,  with  the  result  that  the 
amount  of  matter  dispersed  at  each  discharge  is  diminished,  as  well 
as  the  temperature  of  the  spark,  the  ultimate  effect  being  shortened 
lines  in  the  spectrum,  D.  A.  L. 

Spectroscopic  Examination  of  Vapours  Evolved  on  Heating 
Iron,  &c.,  at  Atmospheric  Pressure.  By  J.  Perry  ( Chem .  News , 
49,  241 — 242). — It  is  an  accepted  fact  that  most  metals  when  heated 
to  high  temperatures,  give  off  fumes  of  the  metals.  With  iron,  how¬ 
ever,  even  in  the  Bessemer  converter,  no  iron  has  been  detected  by  the 
spectroscope  in  the  fumes  given  off.  The  author  shows  that  even 
when  easily  volatile  metals  are  heated,  no  spectroscopic  indication  of 
them  is  given  in  a  flame  without  the  electric  spark  is  passed  through 
it  simultaneously.  By  subjecting  several  substances  to  such  treat¬ 
ment,  the  following  results  have  been  obtained. 

When  heated  in  a  crucible  over  a  blowpipe,  aluminium  is  volatile  ; 
thallium, copper,  potassium,  sodium, are  easily  volatile,  and  give  spectra 
in  flame  and  spark.  The  following,  of  which  arsenic,  cadmium,  zinc, 
and  antimony  are  easily  volatile,  and  bismuth,  tin,  lead,  and  manganese 
are  so  with  difficulty,  give  spectra  with  spark  only.  Silver,  chromium 
and  gold  are  not  volatile,  but  give  the  copper  spectrum  with  spark. 
Selenium  and  tellurium  give  spectra  requiring  further  investigation. 
By  slightly  heating  either  phosphorus  or  sulphur  on  a  hot  iron  plate 
just  below  the  spark,  good  spectra  of  these  substances  are  obtained. 

Spiegeleisen,  when  heated  in  a  crucible,  evolves  a  fume  in  which  zinc, 
copper,  manganese,  calcium  and  magnesium  (?)  were  detected.  In  a 
similar  manner,  Bessemer  pig  evolved  copper,  manganese,  calcium, 
lead  or  arsenic  ;  whilst  when  burnt  at  a  low  red  heat  in  a  stream  of 
oxygen,  in  addition  to  the  above  a  carbon  spectrum  was  observed. 
Spanish  iron  ore  reduced  with  charcoal  in  a  crucible  at  a  temperature 
sufficient  to  fuse  the  metal,  gave  zinc,  copper,  and  manganese.  When 
the  dry  chlorides,  obtained  by  treating  Spanish  ore  with  hydrochloric 
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acid,  are  gradually  heated  in  the  "blowpipe,  copper,  zinc,  calcium, 
barium,  lead,  silver,  and  manganese  lines  are  detected  successively  in 
the  vapours.  At  the  highest  temperature,  iron  lines  appear.  In  the 
same  way,  when  spiegeleisen  and  steel  or  iron  filings  are  treated  with 
hydrochloric  acid,  or  mixed  with  ammonium  chloride  and  heated,  the 
various  substances  volatilise  much  more  easily  and  give  bright  suc¬ 
cessive  spectra.  Heated  in  a  glass  tube  four  inches  long,  the  chlorides 
from  steel  gave  vapours  at  the  top  of  the  tube  in  which  were  detected 
calcium,  copper,  and  then  manganese,  finally  only  calcium  and  copper 
were  observed ;  copper  was  detected  in  the  vapour  at  the  top  of  a 
20-inch  glass  tube,  at  the  bottom  of  which  copper  and  ammonium 
chlorides  were  heated.  Copper  was  evolved  from  all  the  metals  tested. 
Lithium,  strontium,  calcium,  copper,  zinc,  barium  and  magnesium 
chlorides  give  spectra  when  volatilised  in  an  ordinary  spirit  lamp. 

D.  A.  L. 

A  Probable  Cause  of  the  Difference  between  the  Observed 
Electromotive  Force  of  Galvanic  Couples  and  that  Calculated 
from  Thermochemical  Data.  By  G.  Chaperon  ( Compt .  rend.,  98, 
729 — 732). — Amongst  galvanic  couples  which  have  an  actual  electro¬ 
motive  force  considerably  different  from  that  calculated  from  thermo¬ 
chemical  data,  there  are  several  which  seem  to  exhibit  phenomena 
due  to  the  polarisation  of  the  dissolved  metal,  and  although  these 
couples  have  a  positive  electrode  which  cannot  polarise,  they  yield  a 
current,  the  electromotive  force  of  which  falls  very  rapidly  to  zero. 
The  author  has  determined  the  E.M.F.  of  several  couples  of  this  kind, 
and  finds  that  they  constitute  systems  which  are  polarisable  up  to  the 
point  of  decomposition  of  the  electrolyte  into  its  elements,  the  dif¬ 
ference  of  potential  between  the  two  electrodes  increasing  between 
zero  and  the  point  of  electrolysis,  and  even  beyond  the  latter,  in 
accordance  with  an  uninterrupted  law.  If  TmR,  and  TwH,  represent 
the  work  or  electric  energy  corresponding,  at  a  given  temperature 
and  pressure,  with  the  absorption  or  restitution  of  the  elements  R  and 
H  of  an  electrolyte,  by  an  electrode  of  the  polarisable  metal  m,  then 
TmR  and  T  mH  are  not  constant,  but  vary  between  very  wide  limits, 
diminishing  as  the  proportion  of  R  and  H  absorbed  increases.  It 
follows  that  the  chemical  work  corresponding  with  the  electric  energy 
given  back  by  the  two  polarised  electrodes  will  generally  be — 

TRH  -  TmR  -  TmH, 

where  TRH  is  the  energy  of  formation  of  the  electrolyte.  When 
polarisation  follows  an  uninterrupted  law,  this  value  of  the  chemical 
energy  will  vary  from  TRH  to  zero,  between  the  point  of  electrolysis 
and  the  state  of  neutrality  of  the  electrodes  which  is  represented  by 
the  equation — 

TRH  -  TmR  -  TmH  =  0. 

Between  the  same  limits,  TmR  and  TmH  will  vary  from  zero  to 
two  positive  values,  each  of  which  will,  at  the  limit,  be  smaller  than 
TRH,  and  it  is  the  value  of  TmR  satisfying  equation  (1)  which  ought 
to  be  used  instead  of  tho  heat  of  combination  in  calculating  the  theo¬ 
retical  E.M.F.  C.  H.  B. 
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Heat  of  Hydration  of  Salts.  By  S.  U.  Pickering  (Chem.  News, 
49,  216). — It  is  pointed  out,  that  in  calculating  tlie  heat  of  hydration 
of  a  salt  by  taking  the  algebraic  difference  between  the  heat  of  solu¬ 
tion  of  the  anhydrous  salt  and  that  of  the  hydrated  salt,  the  heat 
evolved  by  the  conversion  of  a  certain  quantity  of  liquid  water  into 
solid  water  of  crystallisation  is  not  correctly  accounted  for.  For 
instance,  Thomsen’s  numbers  for  magnesium  sulphate  are : — 

MgS04  +  Aq  =  20,280  cal.;  MgS047H20  +  Aq  =  -3800  cal.; 

whence  he  deduces  MgS04  +  7H20  =  24,080  cal.  ;  but  the  solidifica¬ 
tion  of  7H20  =  10,010  cal.,  hence  the  actual  heat  due  to  the  chemical 
action,  MgS04  +  7H20,  is  only  14,070  cal.  Such  being  the  case,  it 
is  evident  that  similar  corrections  are  required  in  other  instances. 

D.  A.  L. 

Normal  and  Acid  Sodium  Sulphites.  By  de  Forcrand  ( Gompt . 
rend.,  98,  738 — 741). — Normal  sodium  sulphite  was  prepared  by 
saturating  a  known  weight  of  sodium  carbonate  with  sulphurous  acid, 
adding  an  equal  weight  of  the  carbonate,  and  crystallising  in  an 
atmosphere  of  dry  nitrogen.  The  salt  crystallises  with  7H20,  all  of 
which  is  given  off  at  150°.  The  author  was  unable  to  obtain  the 
decahydrate  described  by  Muspratt.  The  heat  of  solution  of  the 
hydrated  salt  Na2S03  +  7H20  at  +  10°  is  —  11  1  cal.,  and  that  of 
the  anhydrous  salt  +  2*5  cal.,  from  which  it  follows  that — 

Cal. 

NaoS03  solid  +  7H20  solid  =  Na2S03.7H20  solid,  develops  +  3‘50 
Na2S03  „  +  7H20  liquid  =  Na3S03.7H20  „  „  +13*60 

It  is  also  found  that — 

2NaHS03  diss.  +  Na20  diss.,  develops  +27*82  cal., 
and  hence  it  follows  that — 

Na2  +  S  +  03  =  Na2S03  solid,  develops .  +261*0  cal. 

S02  gas  +  Na20  solid  =  Na2S03  solid,  develops  +  91*5  „ 

A  solution  of  the  normal  sulphite  is  partially  decomposed  by  hydro¬ 
chloric  acid,  the  base  dividing  itself  between  the  two  acids  with  for¬ 
mation  of  chloride,  and  acid  sulphite,  in  a  manner  exactly  similar  to 
that  observed  by  Berthelot  in  the  case  of  potassium  sulphite. 

When  a  solution  of  sodium  carbonate  is  saturated  with  sulphurous 
acid  and  allowed  to  evaporate  slowly  in  an  atmosphere  of  sulphurous 
anhydride,  sodium  metasulphite,  Na20,2S02,  separates  in  large  anhy¬ 
drous  crystals  which  do  not  alter  when  exposed  to  the  air.  The 
author  was  unable  to  obtain  any  hydrates  of  this  salt.  The  heat  of 
solution  of  the  metasulphite  at  10°  is  —  5*24  cal.,  and  when  the  solu¬ 
tion  is  immediately  treated  with  an  equivalent  of  sodium  hydroxide, 
there  is  a  development  of  heat  =  +  28*2  cal.  The  mean  result  of 
several  determinations  of  the  heat  developed  by  the  action  of  an 
equivalent  of  soda  on  the  metasulphite  is  +  2*83  cal.  In  the  experi¬ 
ments  described  above,  it  was  found  that  the  action  of  an  equivalent 
of  soda  on  a  solution  of  the  acid  sulphite  formed  at  the  same  instant 
is  +  27*82  cal.  The  difference  between  these  numbers  is  so  small, 
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that  it  cannot  be  supposed  that  the  metasnlphite  undergoes  any  change 
on  solution.  It  follows  that  the  true  sodium  hydrogen  sulphite  does 
not  exist  in  solution,  or  rather,  is  immediately  converted  into  the 
metasulphite.  The  various  determinations  yield  the  following 
values  : — 

S2  *f  05  4-  Na2  =  Na20.2S02  solid,  develops  4-348*4  cal. 


2S02  gas  +  Na20  anhyd.,  develops .  +  109*8  ,, 

S02  gas  4-  ~Na2S03  anhyd.,  develops  .  4-  18*8  „ 


A  comparison  of  these  results  with  those  of  Berth elot  and  of 
Sabatier,  shows  that  the  heat  developed  by  the  combination  of  oxygen 
in  different  proportions  with  the  various  sodium  sulphites  is  practi¬ 
cally  the  same  as  that  developed  by  the  combination  of  the  same 
amount  of  oxygen  with  the  corresponding  potassium  sulphides. 

C.  H.  B. 

Scales  of  Temperature  and  Molecular  Weights.  By  Berthe- 
LOT  ( Gompt .  rend,,  98,  952 — 956). — A  summary  of  recent  results 
respecting  the  density  of  the  halogens  at  high  temperatures,  and  the 
variations  in  the  .specific  heats  of  elementary  gases  at  high  tempera¬ 
tures.  G.  H.  B. 

Relative  Rapidity  of  Combustion  of  .Explosive  Gaseous 
Mixtures.  By  Berthelot  and  Vieille  ( Gompt .  rend.,  98,  646 — 
651). — The  maximum  pressure  observed  when  a  mixture  of  gases  is 
exploded  in  a  vessel  of  given  capacity  is  always  less  than  it  would  be 
if  the  system  retained  the  whole  of  the  heat  developed  by  the  com¬ 
bustion,  the  loss  of  heat  being  due  to  contact  with  the  walls  of  the 
explosion-vessel  and  to  radiation.  The  difference  is  greater  the 
smaller  the  vessel,  or  in  other  words,  the  smaller  the  mass  of  gas  with 
respect  to  the  vessel  in  which  it  is  contained,  and  it  is  also  greater 
the  slower  the  rate  of  combustion.  The  rapidity  of  combustion  is 
very  variable,  and  is  intermediate  between  the  rapidity  of  detonation 
and  that  of  ordinary  combustion.  In  the  experiments  described  in 
this  paper,  three  explosion-vessels  of  different  capacities  and  shapes 
were  employed. 

As  a  rule,  the  time  required  for  the  development  of  the  maximum 
pressure  is  longer  the  greater  the  capacity  of  the  explosion-vessel  and 
the  greater  the  distance  between  the  point  of  inflammation  and  the 
pressure-piston.  With  carbonic  oxide,  the  time  required  is  greater 
than  with  hydrogen,  whilst  in  the  case  of  cyanogen  and  of  hydrocar¬ 
bons  rich  in  hydrogen,  the  time  is  practically  the  same  as  in  the  case 
of  hydrogen  alone,  and  agrees  with  the  calculated  ratios  of  the 
velocity  of  the  explosive  waves.  It  is,  in  fact,  the  velocity  of  transla¬ 
tion  of  the  molecules  which  governs  the  phenomenon.  When  nitrous 
oxide  is  used  instead  of  oxygen,  the  rapidity  of  combustion  is 
diminished. 

The  absolute  rapidity  of  combustion  is  very  difficult  to  estimate, 
but  assuming  that  the  flame  reaches  the  piston  at  the  moment  when 
the  maximum  pressure  is  developed,  the  velocity  of  combustion  is 
about  100  metres  per  second  for  hydrogen,  8  metres  for  carbonic 
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oxide,  70  metres  for  cyanogen.  When  nitrous  oxide  is  employed,  the 
velocity  of  combustion  of  hydrogen  is  reduced  to  one-half,  and  that 
of  cyanogen  to  one-third. 

There  is  no  evidence  that  the  combustion  of  cyanogen  takes  place 
in  two  stages,  but  incomplete  combustion  of  the  gas  is  more  rapid 
than  complete  combustion,  probably  because  in  the  latter  case  there 
is  partial  dissociation. 

The  rate  of  combustion  is  diminished  by  the  presence  of  an  excess 
of  one  of  the  combustible  gases,  and  also  by  the  presence  of  an  inert 
gas,  but  to  a  much  greater  extent  by  the  presence  of  an  excess  of  one 
of  the  gases  which  are  produced  by  the  combustion.  An  inert  gas 
retards  combustion  partly  by  lowering  the  temperature  and  thus 
diminishing  the  velocity  of  the  molecules,  and  partly  by  diminishing 
the  number  of  effective  encounters  between  the  molecules  which  can 
act  on  one  another. 

In  the  case  of  so-called  isomeric  mixtures,  the  rate  of  combustion  is 
lowest  in  the  less  condensed  systems,  which  are  also  those  which 
develop  the  smallest  amounts  of  heat. 

When  two  combustible  gases  are  mixed,  the  rapidity  of  combustion 
of  the  mixture  is  never  the  mean  between  its  constituents,  but  each 
gas  appears  to  burn  separately  with  its  own  proper  rapidity,  and  con¬ 
sequently  the  maximum  pressure  observed  does  not  correspond  with 
a  uniform  state  of  combination  of  the  system.  When  carbonic  oxide 
and  hydrogen  are  exploded  separately  with  oxygen,  the  pressures 
produced  are  practically  the  same,  viz.,  10T  and  9*9  atmospheres  re¬ 
spectively,  whilst  with  a  mixture  of  equal  volumes  of  the  two  gases, 
the  maximum  pressure  developed  is  8‘7  atmospheres.  Similar  results 
are  obtained  with  mixtures  of  hydrogen  and  ethylene,  and  in  both 
cases  it  would  seem  that  the  hydrogen  is  the  first  to  burn. 

The  rate  of  combustion  of  mixtures  of  hydrocarbons  rich  in 
hydrogen  is  very  similar  to  that  of  hydrogen  alone,  which  seems  to 
indicate  that  the  hydrogen  burns  before  the  carbon  even  in  cases  of 
complete  combustion.  These  effects  play  a  part  in  establishing  those 
temporary  conditions  of  equilibrium  which  result  from  incomplete 
combustion,  such  as  the  division  of  oxygen  between  two  mixed  com¬ 
bustibles  like  carbonic  oxide  and  hydrogen,  or  the  hydrogen  and 
carbon  in  hydrocarbons,  or  the  division  of  hydrogen  between  two 
substances  like  oxygen  and  chlorine.  During  the  first  moments,  this 
division  depends  on  the  relative  rapidity  of  the  combinations,  and 
may  be  very  different  from  the  definite  equilibrium  which  would  be 
established  in  the  same  system  if  it  were  kept  at  a  constant  tempera¬ 
ture  for  a  sufficient  length  of  time.  A  system  which  is  suddenly 
cooled,  as  is  the  case  with  the  products  of  detonation,  does  not  furnish 
real  measures  of  the  relative  attractions  of  its  constituents,  because 
it  may  present  an  entirely  different  distribution  of  its  elements, 

0.  H.  B. 

Influence  of  the  Density  of  Explosive  Gaseous  Mixtures  on 
the  Pressures  which  they  Develop.  By  Berthelot  and  Vieille 
( Compt .  rend.,  98,  705 — 711). — If  the  pressures  exerted  by  gaseous 
systems  to  which  a  given  amount  of  heat  has  been  communicated 
vary  in  the  same  ratio  as  their  densities,  it  will  follow,  independently 
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of  all  hypotheses  on  the  laws  of  gases  (1),  that  the  specific  heat  of  the 
system  is  independent  of  its  density,  i.e.,  of  the  initial  pressure,  and 
depends  solely  on  the  absolute  temperature,  and  (2),  that  the  relative 
variations  of  the  pressures  at  constant  volume  produced  by  the  com¬ 
munication  of  a  given  quantity  of  heat  is  also  independent  of  the 
pressure,  and  is  solely  a  function  of  the  temperature.  In  order  to 
investigate  this  point,  two  methods  were  adopted.  The  first  con¬ 
sisted  in  exploding  similar  gaseous  mixtures  which  had  previously 
been  heated  at  different  temperatures,  whilst  the  second  and  more 
accurate  method  consisted  in  exploding  isomeric  mixtures,  i.e.,  mix¬ 
tures  which  originally  contain  the  same  elements  in  different  states  of 
combination,  but  are  all  brought  into  exactly  the  same  condition  by 
the  explosion.  The  conclusions  drawn  from  a  large  number  of  ex¬ 
periments  are  :  — 

(1.)  When  a  given  quantity  of  heat  is  communicated  to  a  given 
gaseous  system,  the  variation  in  the  pressure  of  the  system  is  pro¬ 
portional  to  its  density. 

(2.)  The  specific  heat  of  gases  is  independent  of  the  density  at 
very  high  temperatures  as  well  as  at  0°. 

(3.)  For  one  and  the  same  system,  the  pressure  increases  with  the 
quantity  of  heat  communicated,  and  the  specific  heat  also  seems  to 
increase  with  this  quantity. 

These  purely  experimental  results  confirm  the  generally  accepted 
laws  of  gases.  C.  H.  13. 

Water  of  Crystallisation  of  Salts.  By  T.  Salzer  ( Annalen , 
223,  1 — 39). — In  this  paper,  several  generalisations  are  collected 
regardingthe  number  of  molecules  of  water  of  crystallisation  attached 
to  salts,  examples  being  given  to  illustrate  the  several  points  brought 
out. 

(1.)  If  a  monobasic  acid  forms  both  neutral  and  acid  salts  with  a 
metallic  oxide,  the  number  of  molecules  of  water  of  crystallisation  is 
increased  with  decrease  of  proportion  of  acid. 

(2.)  If  a  monobasic  acid  forms  basic  as  well  as  neutral  salts,  the 
former  contain  a  less  number  of  molecules  of  water  than  the  latter. 

(3.)  If  a  polybasic  inorganic  acid  forms  several  salts,  the  number  of 
molecules  of  water  combined  increases  in  proportion  as  the  hydrogen- 
atoms  are  replaced.  The  same  rule  also  holds  good  in  the  organic 
sulphonic  and  carboxylic  acids. 

(4.)  The  crystalline  salts  of  aromatic  derivatives,  in  which  two 
negative  groups,  as  hydroxyl,  carboxyl,  or  the  nitro-group  stand  in 
the  ortho-position,  contain  less  water  of  crystallisation  than  the  corre¬ 
sponding  para- com  pound.  The  further  introduction  of  a  halogen 
element  does  not  seem  to  influence  the  result. 

Further,  so  far  as  material  is  at  hand,  it  would  appear  that  salts, 
derived  from  acids  containing  three  electronegative  groups  in  the 
ortho-position  to  one  another,  contain  less  water  of  crystallisation  than 
those  of  corresponding  acids  in  which  the  groups  are  in  the  para- 
position. 

Of  the  acids  of  the  acetic  series,  it  would  appear  that  the  salts  of 
formic  acid  contain  less  water  than  those  of  acetic  acid ;  the  calcium 
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salts  of  normal  butyric,  valeric,  caproic,  cenantbylic,  and  caprylic  acid 
bave  only  one  molecule  of  water  of  crystallisation,  whilst  those  of 
isobutyric,  methyl-  and  methylethyl-acetic  have  five  molecules. 

The  barium  salts  do  not  show  such  a  regularity,  which  may  partly 
be  accounted  for  from  the  knowm  variation  of  the  water  of  crystallisa¬ 
tion  of  barium  acetate  with  alteration  of  temperature. 

V.  H.  Y. 

Decomposition  of  Salts  by  Water.  By  H.  Le  Chatelier 
( Gompt .  rend .,  98,  675 — 678). — The  author  considers  that  the  decom¬ 
position  of  a  salt  by  water  with  formation  of  an  insoluble  product  is 
not  really  analogous  to  the  dissociation  of  gases  (Ditte,  Gompt .  rend ., 
1872),  but  can  be  explained  by  the  laws  of  chemical  equilibrium  in 
homogeneous  liquid  systems,  taking  into  account,  in  accordance  with 
the  laws  of  Berthollet,  the  insolubility  of  the  product.  The  insoluble 
substance  which  is  formed  does  not  play  any  part  in  the  establish¬ 
ment  of  equilibrium,  but  is  at  once  removed  from  the  sphere  of 
action,  and  equilibrium  is  established  only  between  those  substances 
which  still  remain  in  solution.  In  the  case  of  the  decomposition  of 
normal  mercuric  sulphate  {loo.  cit.),  the  mercury  which  is  not  precipi¬ 
tated  exists  in  solution  as  normal  sulphate,  and  not  as  tribasic  sul¬ 
phate.  The  true  conclusion  to  be  drawn  from  Ditte ’s  experiments  is 
that  “the  quantity  of  acid  necessary  to  prevent  the  decomposition  of 
a  salt  increases  at  first  with  an  increase  in  the  proportion  of  water, 
but  it  does  not  increase  indefinitely,  and  tends  towards  a  limit.”  This 
limit  may  be  due  to  the  partial  dissociation  of  the  hydrates  of  the 
acid,  or,  in  certain  cases,  to  the  comparative  insolubility  of  the  par¬ 
ticular  salt.  C.  H.  B. 

Curves  of  Solubility  of  Salts.  By  A.  Etard  {Gompt,  rend.,  98, 
998 — 996). — -The  author  has  determined  the  solubility  of  chlorides, 
bromides,  and  iodides  of  calcium,  strontium,  barium,  nickel,  cobalt, 
manganese,  cadmium,  zinc,  magnesium,  and  iron  (ferrous)  between 
the  freezing  points  of  their  solutions  and  180°.  Whether  the  salt 
employed  is  usually  anhydrous  or  hydrated,  its  solubility  between  a 
given  interval  of  temperature  is  always  represented  by  a  straight  line 
which  makes  an  angle  with  the  axis  of  temperature.  This  line  seems 
to  represent  the  normal  solubility  for  a  certain  state  of  equilibrium 
between  the  water  and  the  dissolved  salt,  but  as  the  temperature  con¬ 
tinues  to  rise,  the  condition  of  equilibrium  changes,  and  during  the 
greater  or  less  interval  of  temperature  in  which  this  change  takes 
place,  the  curve  is  inflected.  As  soon,  however,  as  the  new  state  of 
equilibrium  is  established,  the  solubility  again  becomes  proportional 
to  the  temperature,  and  is  represented  by  a  straight  line  making  a 
particular  angle  with  the  axis  of  temperature.  The  solubility  of  all 
the  salts  employed  is  proportional  to  the  temperature,  and  is  repre¬ 
sented  by  a  curve  consisting  usually  of  two  straight  lines  united  by  a 
simple  or  sinuous  curve,  but  in  certain  cases  they  may  be  two  in¬ 
flexions.  It  is  conceivable  that  the  changes  of  state  in  the  solution 
may  take  place  very  slowly,  and  that  a  curve  of  perturbation  only  will 
be  obtained  within  the  limits  of  observation,  but  no  case  of  this  kind 
has  yet  been  met  with. 
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The  inflections  in  the  curve  doubtless  correspond  with  a  change  in 
the  state  of  hydration  of  the  salt.  The  curves  given  in  the  books 
usually  extend  only  between  +  20°  and  100°,  and  that  these  curves 
are  a  simple  curve  or  straight  line  is  due  to  the  fact  that  this  interval 
includes  only  that  part  of  the  phenomenon  in  which  the  change  in  the 
conditions  of  equilibrium  takes  place.  C.  H.  B. 

Freezing  Points  of  Solutions  of  Salts  of  Bivalent  Metals. 

By  F.  M.  Raoult-  ( Gompt .  rend.,  98,  1047 — 1049). — The  author  has 
determined  the  freezing  points  of  solutions  of  salts  of  various  bivalent 
metals  and  acids  of  different  basicities,  and  finds  that  in  no  case  is  the 
molecular  reduction  of  the  freezing  point  greater  than  53.  It  has 
already  been  shown  that  the  molecular  reduction  produced  by  acids 
and  by  alkaline  bases  and  salts  never  reaches  50.  Salts,  such  as  the 
acetates  of  lead  and  copper,  which  have  a  low  heat  of  formation,  are 
partially  decomposed  in  solution,  and  produce  abnormal  molecular 
reductions.  Omitting  cases  of  this  kind,  the  author’s  observations 
lead  to  the  following  laws  : — 

(1,)  Normal  salts  of  bivalent  metals  and  monobasic  acids  produce 
a  molecular  reduction  of  the  freezing  point  varying  from  41  to  48,  the 
mean  being  45. 

(2.)  Normal  salts  of  bivalent  metals  and  bibasic  acids  produce  a 
molecular  reduction  between  18  and  20,  the  mean  being  20. 

(3.)  Whenever,  in  the  molecule  of  a  salt  of  a  monobasic  or  bibasic 
acid  dissolved  in  100  grams  of  water,  an  atom  of  a  bivalent  metal  is 
replaced  by  an  equivalent  quantity  (2  atoms)  of  a  monovalent  metal 
the  molecular  reduction  is  increased  by  about  20. 

It  follows  from  this  third  law  that  if  the  molecular  reductions  pro¬ 
duced  by  normal  salts  of  bivalent  metals  and  particular  acids  are 
known,  the  molecular  reductions  which  will  be  produced  by  the  salts 
of  the  same  acids  and  monovalent  metals  can  be  readily  calculated. 
The  molecular  reduction  produced  by  equivalent  quantities  of  different 
salts  can  also  be  calculated,  and  it  is  found  that — 

(4.)  Double  decompositions  which  take  place  without  the  forma¬ 
tion  of  a  precipitate  in  solutions  of  normal  salts  of  univalent  or 
bivalent  metals  with  monobasic  or  bibasic  acids,  produce  little  or  no 
change  in  the  freezing  point  of  the  mixture. 

This  fourth  law  has  been  verified  by  numerous  experiments. 

C.  H.  B. 

Constants  of  Capillarity  of  Liquids  at  their  Boiling  Points. 

By  R.  Schiff  ( Annalen ,  223,  47 — 106).  The  phenomenon  of  capil¬ 
larity  considered  in  relation  to  the  atomic  constitution  of  compounds 
has  hitherto  been  slightly  investigated ;  the  only  results  are  those  of 
Mendelejeff  {Annalen,  119),  who  has  determined  the  ratios  of  the 
so-called  molecular  cohesion  P a^d,  in  which  P  is  the  molecular  weight, 
a 2  the  coefficient  of  capillarity,  and  d  the  sp.  gr.  The  conclusions 
arrived  at  were  :  (I),  in  an  homologous  series  of  compounds,  the 

molecular  cohesion  increases  with  increase  of  molecular  weight ; 
(II),  isomeric  substances  have  approximately  equal  molecular  cohe¬ 
sion  ;  (HI),  the  molecular  cohesion  of  a  compound  is  not  equal  to  the 
sum  of  the  atomic  cohesions  of  its  components.  In  this  extensive 
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memoir,  the  constants  of  capillarity  are  determined  for  a  large  number 
of  carbon  compounds,  and  the  relations  existing  between  them 
discussed. 

On  account  of  the  alteration  of  the  capillarity-constants  with  tem¬ 
perature,  their  determination  under  strictly  comparable  conditions 
presents  some  difficulty.  The  boiling  point  is  selected  by  the  author, 
not  as  presenting  a  condition  under  which  liquids  are  in  precisely  the 
same  physical  state,  but  as  the  most  practical,  and  affording,  as  the 
elaborate  investigations  on  molecular  volumes  have  shown,  a  point  of 
sufficiently  approximate  physical  comparability,  and  analogous 
aggregation.  The  process  of  determination  consists  in  measuring 
the  difference  of  level  of  the  given  liquid  in  a  U-tube,  whose  arms  are 
of  different  diameter,  both  however  being  of  sufficiently  small  calibre 
that  the  law  of  diameters  can  be  assumed  to  be  approximately  correct. 
The  U-tube  is  suspended  in  the  vapour  of  the  liquid  under  examina¬ 
tion.  In  the  course  of  investigation,  it  was  observed  that  the  differ¬ 
ences  of  level  of  the  meniscus  at  first  increased,  but  finally  remained 
constant  after  the  air  had  been  completely  driven  out  of  the  U-tube 
by  the  vapour  of  the  liquid. 

If  a2  be  the  capillary  elevation  in  a  tube  of  1  mm.  radius,  H  that  of 
the  narrower  limb,  Hj  that  of  the  wider  limb,  r  and  R  their  respective 


&■ 

radii,  then  H  =  —  and  Hi 

r 


R 


if  then  h  be  the  difference  of 


level  of  the  menisci,  a2  =  h 


Rr 

R  —  r 


This  value  for  a2  must  be  cor¬ 


rected  for  the  weight  of  liquid  raised  from  the  plane  tangential  to 
the  lowest  part  of  the  meniscus.  If  the  circular  angle  of  the  tube 
were  approximately  zero,  and  the  meniscus  a  semicircle,  then  for  a 
radius  of  1  mm.  cr  =  h  -f-  -J,  but  this  correction  was  found  to  be  too 

large ;  whilst  the  correction  of  Frankenheim  where  /  is  the  true 


height  of  the  meniscus,  was  found  to  be  too  small.  The  author  takes 
the  arithmetical  mean  as  affording  a  sufficiently  approximate  correc¬ 
tion.  The  equation  for  a2  written  above  will  take  the  form 


a 


2  — 


r  R  / 

3  3^3 

2 


F 

3 


where  /  and  F  are  the  true  heights  of  the  menisci  in  the  true  branches 
of  the  U-tube.  Besides  the  capillarity  constant  a2,  introduced  by 

Poisson,  another  ——  is  used,  which  represents  the  weight  of  liquid 

A 


raised  through  a  unit  length  of  the  line  of  contact  between  the  liquid 
and  the  solid  surface.  If  m  and  v  be  the  molecular  wreight  and 

rfYl  i  Qr'd  cfi 

volume  respectively,  and  since  —  =  £>,  then  I — —  =  —  =  1ST,  or  the 

d  m  2v 

relative  number  of  molecules  elevated  along  the  line  of  contact 
between  the  liquid  and  the  solid  surfaces. 

For  better  comparison  these  values  are  multiplied  by  1000. 
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In  the  table  below,  the  experimental  values  are  given  for  a2, 
ci/^d 

and  N103,  determined  at  the  boiling  point,  and  for  a '2  at  ordinary 
temperatures  :  — 


Liquid. 

a 2. 

a2d 

~2~* 

N103. 

a'2. 

Acetone,  C3H60 . 

5  T89 

1-947 

33*6 

6*389 

Paraldehyde,  C6H1203 . 

3-530 

1-542 

11*7 

5*632 

Diethyl  acetal,  C6H1402  . 

3*656 

1*346 

11*4 

5*611 

Dimethyl  acetal,  O4H)0O2 . 

4*092 

1*639 

18*4 

5*464 

Diethyl  ether,  C4H10O . 

4*521 

1*571 

21*3 

5*189 

Ethyl  formate,  C3H602 . 

4*528 

1-976 

26*8 

5  562 

Propyl  formate,  C4H8Oo . 

4  *486 

1-811 

20-6 

5*850 

Isobutyl  formate,  C5H10O2 . 

4*149 

1-615 

15*8 

5-871 

Isoamyl  formate,  C6H1202  . 

4*064 

1-540 

13*3 

6*041 

Methyl  acetate,  C3H602  . 

4*556 

2-010 

27*2 

5*759 

Ethyl  acetate,  C4H802  . 

4*268 

1  -771 

20*2 

5*738 

Propyl  acetate,  C5H10O2 . 

4-022 

1*592 

15  6 

5-878 

Isobutyl  acetate,  CgH^Og . 

3*923 

1  *489 

12*8 

5*843 

Isoamyl  acetate,  C7H1402 . 

3*720 

1  *381 

10-6 

6-054 

Methyl  propionate,  C4H802 . 

4*289 

1*806 

20*6 

5*878 

Ethyl  propionate,  C5H10O2 . 

3*980 

1*584 

15  -6 

5*829 

Propyl  propionate,  06H1o02 . 

3  -804 

1*461 

12*6 

6*040 

Isobutyl  propionate,  C7H1402  . 

3*544 

1*324 

10*2 

5  *9u6 

Isoamyl  propionate,  C8Hl602  . 

3*459 

1-262 

8*8 

6  T52 

Methyl  butyrate,  C5H10O2  . 

4*036 

1-625 

15*9 

5  *934 

Ethyl  butyrate,  C6H1202  . 

3-776 

1*454 

12  6 

5*941 

Propyl  butyrate,  C7H1402 . 

3*621 

1  -350 

10  -4 

6*117 

Isobutyl  butyrate,  C8H1602  . 

3*361 

1  *221 

8*5 

6-046 

Methyl  isobutyrate,  O5Hi0O2  . 

3  *965 

1*595 

15-7 

5  *643 

Ethyl  isobutyrate,  Cgtl^G* . 

3*692 

1*418 

12  *3 

5-717 

Propyl  isobutyrate,  C7Iii402  . 

3*544 

1*319 

10-2 

5-906 

Isobutyl  isobutyrate,  C8H1602 . 

3*368 

— 

8*5 

5  *821 

Methyl  valerate,  C6H1202 . 

3*858 

1*503 

12*9 

5*696 

Ethyl  valerate,  07HI402  . . . 

3-6:  0 

1  *349 

10-8 

5*738 

Propyl  valerate,  C8ll1o02 . 

3*459 

1  *262 

8*8 

5*857 

Hexane,  C6H14  . 

4*514 

1*386 

16  T 

6*167 

Diisobutyl,  C8H18 . 

3*909 

1*205 

10*5 

6*195 

Diisoamyl,  C10H12 . . . 

3-579 

1  *096 

7*7 

6-603 

Amylene,  C5H16 . 

4*852 

1*542 

22  -2 

5  -738 

Caprylene,  G8Hifi . 

Diallyl,  C6H]0 . 

4*080 

1*286 

11  *5 

6-701 

4*627 

1*504 

18*3 

5*935 

Benzene,  C6H6  . .  . . 

5*245 

2*127 

27*3 

6-968 

Toluene,  C7H8  . . 

4*746 

1*846 

20-1 

6-961 

Xylene  (1  :  2),  C8H10  . 

4*437 

1  -677 

16  *0 

7  *039 

Xylene  (I  :  3),  C8H10  . 

4*437 

1-679 

15*9 

7*039 

Xylene  (1:4),  C8H10  . 

4*430 

1  *670 

15*8 

6*990 

Ethylbenzene,  O8H10  . . 

4*495 

1*710 

16*2 

7*102 

Propylbenzene,  C9H12 . 

4*219 

1*561 

13  *0 

7*137 

Ethyltoluene  (1  :  4),  C9H19 . 

4*184 

1*546 

12*9 

7-088 

Mesitylene,  C9H12 . 

4*085 

1-5U6 

12  *6 

7*032 

Cymene,  C9H12 . 

3  *839 

1*391 

10  *4 

7*018 

Methyl  alcohol,  MeOH  . 

5*107 

1-909 

59-8 

6*012 

Ethyl  alcohol,  EtOH  . 

4-782 

1-765 

38*4 

5*956 

Propyl  alcohol,  Pr«OH . 

4-718 

1*762 

29  -0 

6  223 

Isopropyl  alcohol,  Pr^OH  . 

4*592 

1*702 

28*2 

5-780 
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Liquid. 

a2. 

a2d 

2  * 

N103. 

of*. 

7sr>h\ityl  a.lpnhnl  C^Hg  OH  ...» . . 

4*416 

1  *604 

21*7 

6*061 

Tana/myl  a,lf!f>hol3  D.TTjj.OK . 

4  289 

1*534 

17*4 

6  *223 

Dimethyl  ethyl  carbinol,  CgH^.OH . 

4*283 

1*550 

17*6 

5  *949 

All y  1  oarhinolj  C3H-  OH . 

5*006 

1  *955 

33*8 

6  *429 

Chlnrnfnrrn3  OHCl3  . . . 

3  *150 

2*210 

18*6 

3  *874 

Oarhnn  tetrachloride  CClt . 

2  *756 

2  *040 

13*3 

3  *600 

Ethyl er>e  eh loride3  CLHjOlo . 

4*198 

2*429 

24*6 

5*499 

Ethyl iflene  chloride3  CLH^Cln . 

3  *684 

2*052 

20  *8 

_ _ 

Propyl  chloride,  C3H~C1  . 

4*359 

1*866 

23*8 

5*330 

As  regards  the  amount  of  confidence  to  be  placed  in  these  results, 
it  is  noticed  that  if  the  errors  of  sp.  gr.,  cathetometer  reading,  &e.,  be 
in  the  same  direction,  then  the  greatest  possible  variation  for  a3  will 
be  0'073  or  1*75  per  cent,  of  the  mean  value  of  the  constant,  and  for 

N103  =  it  will  be  0*45. 

2m 

From  the  values  of  a3  and  a 3  can  be  calculated  the  diminution  of 
this  capillarity-constant  for  each  degree  temperature  ;  the  value  so 
obtained  can  be  denominated  the  mean  depression  coefficient.  This 
varies  with  the  liquid,  and  in  any  series  of  homologous  liquids 
diminishes  with  increase  of  molecular  weight. 

The  table  below  contains  some  of  the  values  for  the  coefficient  of 
various  liquids  : — 


Hydrocarbons. 


Coefficient 

Coefficient 

Paraffin. 

of  depression. 

Aromatic. 

of  depression. 

Hexane . 

. .  0-0250 

Benzene  ...... 

....  0*0235 

Octane . 

..  0-0225 

Toluene . 

....  0*0213 

Decane . 

..  0-0193 

Xylenes  (3)  . . 

....  0*0192 

Propyl  benzene 

....  0*0189 

Cymene . 

....  0-0183 

Ethereal  Salts. 

Ethyl  formate  - . . . 

. .  0-0211 

Methyl  acetate 

_  0-0249 

Propyl  „  .... 

. .  0-0188 

Ethyl  „ 

_  0-0213 

Butyl  ,,  .... 

..  0-0184 

Propyl  „ 

_  0  0193 

Amyl  „  .... 

..  0-0175 

Butyl  „ 

_  0-0181 

Amyl  „ 

_  0-0173 

At  the  critical  point,  the  phenomenon  of  capillarity  disappears,  so  if 
the  value  for  a2  at  the  boiling  point  be  divided  by  the  coefficient  of 
depression,  then  a  number  is  obtained,  which  when  added  to  the 
boiling  point  will  give  that  point  at  which  a2  =  0.  The  critical 
temperatures  calculated  by  these  means  are  compared  with  those 
determined  experimentally  by  Pawlewsky,  and  the  values  are  fairly 
concordant. 

Discussion  of  the  Results.— I.  In  isomeric  liquids  of  the  paraffino'id 
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series,  those  of  higher  boiling  point  have  higher  values  for  a2  and  N  ; 
but  in  isomeric  liquids  of  the  aromatic  series  these  substances  are 
reversed. 

II.  The  constant  of  capillarity,  a2,  depends  on  the  molecular  weight, 
on  the  chemical  nature  of  the  liquid,  and  on  the  method  of  arrange¬ 
ment  of  the  constituent  atoms.  On  comparing  the  values  for  103N  in 
the  above  table,  it  is  seen  that  the  values  of  hexane,  C6H14,  hydro¬ 
carbons  of  formula  C8H10,  and  of  ethereal  salts  of  formula  C5H10O2  are 
approximately  equal.  The  second  differ  from  the  first  in  containing 
2  atoms  carbon  more  and  4  hydrogen  atoms  less,  whilst  the  third 
differs  from  the  second  in  containing  3  carbon  atoms  less  and  2  oxygen 
atoms  more.  Hence  2C  —  4H  and  3C  =  20,  and  also  C  =  2H  and 
O  =  3H.  Again,  the  values  for  103N  of  dimethyl  acetal  and  chloro¬ 
form,  or  of  amyl  formate  and  carbon  tetrachloride  are  approximately 
equal ;  if  the  carbon  and  oxygen  atoms  be  determined  in  terms  of 
hydrogen  by  the  results  given  above,  then — 

Dimethyl  acetate,  C4H10O2  =  24H  Amyl  formate,  C6H1202  =  30H 

and  CH  =  3H  and  C  =  2H 


Therefore  Cl3  =  21H 

Cl  =  7H 


Therefore  Cl4  =  28 H 

Cl  =  7H 


The  values  for  N  calculated  according  to  this  method  are  found  to  be 
practically  equal  to  the  experimentally  determined  values,  the  only 
two  exceptions  being  diallyl  and  ethylene  chloride.  Or  the  results 
may  be  expressed  in  the  form  of  a  curve,  in  which  y,  the  values  for  N, 
are  abscissae,  and  #,  the  ordinates,  the  values  in  terms  of  H  •  the  curve 
formed  is  a  logarithmic  curve,  and  may  be  expressed  by  the  formula 
logy  =  2'8155  —  0'00728#  —  log#.  The  values  calculated  from 
this  curve  are  compared,  and  are  found  to  accord  with  the  experi¬ 
mental  value.  Further  researches  in  this  direction  are  promised. 

Y.  H.  Y. 

Determination  of  Chemical  Affinities.  By  W.  Ostwald  {J. 
pr.  Ghem.  [2],  29,  49 — 57).- — YI.  Solubility  of  Hydrogen  Potassium 
Tartarate  in  Dilute  Acids. — The  finely  powdered  material  was  shaken 
with  the  normal  acid  for  several  hours  at  20°,  and  after  filtration  a 
portion  was  titrated  with  baryta- water.  After  making  a  correction 
for  the  amount  of  substance  dissolved  by  water  alone,  and  proportion¬ 
ately  increasing  the  amounts  dissolved  by  each  acid  so  that  the 
quantity  dissolved  by  normal  nitric  acid  became  100,  the  numbers  in 
the  first  column  were  obtained :  the  second  column  contains  the 
numbers  previously  found  ( J .  pr.  Chem.  [2],  28,  493)  when  using 
methyl  acetate  : — 


Nitric  acid  . . 

Hydrochloric  acid . 

Hydrobromic  acid . 

Hydriodic  acid  . 

Sulphuric  acid  . 

Methyl  sulphuric  acid  . .  . . 

Ethyl  sulphuric  acid . 

Propyl  sulphuric  acid  . .  . . 


100 

96 

Ethyl  sulphonic  acid  . . 

87  *0 

99 

*0 

92 

100 

Isethionic  acid . 

92*0 

99 

•o 

93 

99 

Benzenesul  phonic  acid  . 

91  -0 

99 

•o 

94 

98 

Formic  acid . 

7-8 

11 

•o 

69 

74 

A  cetic  acid  . 

4-7 

5 

•9 

97 

100 

Monochloracetic  acid  . . 

17-0 

21 

0 

94 

99 

Propionic  acid . 

4*2 

5 

■5 

90 

99 

Butyric  acid  . 

4  0 

5 

•5 
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Acids  decompose  hydrogen  potassium  tartarate  into  tartaric  acid 
and  the  potassium  salt  of  the  acid  employed,  the  amount  of  decompo¬ 
sition  depending  on  the  strength  and  on  the  coefficient  of  affinity  of 
the  acid.  The  results  are  not  strictly  comparable,  however,  the 
presence  of  the  acid  increasing  or  decreasing  the  solubility  of  the 
products  of  the  reaction  to  a  small  extent. 

VII.  Solubility  of  the  Sulphates  of  Barium ,  Strontium ,  and  Cal¬ 
cium  in  Acids . — The  amount  of  substance  dissolved  was  in  each 
case  determined  by  evaporation  to  dryness;  a  correction  was  made 
for  the  amount  dissolved  by  the  water  alone.  The  results  are  con¬ 
tained  in  the  following  table  : — 


Strength  of  acid. 

Hydrochloric  acid. 

Nitric  acid. 

BaS04. 

SrS04. 

CaSQ4. 

BaS04. 

SrS04. 

CaS04. 

5  •  0  x  normal  .... 
2  *0  x  normal  .... 

normal  .... 
0  ‘5  x  normal  .... 
0*1  x  normal  .... 

0*017 

0*055 

0*088 

0*130 

0*29 

0*96 

1*72 

2*20 

3*25 

7*61 

11*51 

15*75 

22*96 

0*048 

0*084 

0*106 

0*137 

0*73 

1*46 

2*01 

2*44 

3*22 

9*27 

13*09 

20*37 

23  *36 

Strength  of  acid. 

Monochloracetic 

acid. 

Eormic  acid. 

SrS04. 

CaS04. 

SrS04. 

CaS04. 

5*0  x  normal  .... 
2  '0  x  normal  .... 

normal  .... 
0  *5  x  normal  .... 
0  *1  x  normal  .... 

0*104 

0*133 

0*41 

0*17 

0*080 

0*31 

The  numbers  give  in  milligrammes  the  quantity  of  salt  dissolved  by 
1  mgrm.  equivalent  of  the  acid  when  diluted  to  the  extent  indicated. 

These  results  point  in  the  same  direction  as  the  previous  ones,  viz., 
-that  strong  nitric  acid  has  a  more  powerful  effect  than  strong  hydro¬ 
chloric  acid ;  but  with  dilute  acids  the  effect  is  the  same,  for  the 
coefficients  of  affinity  of  these  two  acids  are  nearly  equal.  The  ratios 
between  the  affinities  of  nitric,  monochloracetic,  and  formic  acids  are 
also  much  the  same  as  those  previously  deduced.  H.  B. 

Verification  of  some  Atomic  Weights.  By  C.  Marignac  (Ann. 
Chim.  Phys .  [6],  1,  289 — 337). — The  investigations  on  the  cerite 
group  of  metals  have  demonstrated  the  advantages  of  the  method  of 
fractional  precipitation  for  the  separation  of  substances  presumably 
homogeneous  into  two  or  more  constituents.  This  method  is  adopted 
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more  particularly  by  the  author  in  this  memoir  for  the  more  or  less 
complete  elimination  of  impurities.  The  stochiometrical  analysis  of 
substances  thus  purified  serves  as  a  control  for  previous  determinations 
of  the  atomic  weights. 

Regarding  the  various  scales  which  have  been  proposed  for  the 
atomic  weights,  it  is  remarked  that  the  scale  with  hydrogen  as  unity 
for  its  basis  has  the  advantage  of  representing  the  atomic  weights 
of  the  greater  number,  and  especially  the  more  important  of  the  ele¬ 
ments,  by  the  simplest  possible  integers. 

Bismuth. — The  atomic  weight  of  this  element  is  generally  taken 
at  208,  as  the  result  of  the  concordant  experiments  of  Schneider  on  the 
oxidation  of  the  metal  by  nitric  acid.  From  analysis  of  the  chloride, 
Dumas  obtained  the  number  210  26,  but  slight  decomposition  of 
the  chloride  by  frequent  distillation  introduces  an  appreciable  source 
of  error  in  this  method.  The  main  points  of  the  processes  described 
at  length  in  this  memoir  are  (I)  the  fractional  precipitation  of  the 
nitrate  with  water;  (II)  the  conversion  of  the  subnitrate  into  oxide 
by  ignition  ;  (III)  the  reduction  of  a  known  weight  of  the  oxide  in  a 
current  of  hydrogen.  The  mean  of  six  experiments  on  different  samples 
of  the  oxide  was  208*6  ;  this  process,  however,  presents  this  great  in¬ 
convenience,  that  the  oxygen  eliminated  forms  only  one-tenth  of  the 
weight  of  the  oxide,  so  that  the  smallest  error  in  its  determination  by 
loss  wrould  involve  a  tenfold  error  in  the  atomic  weight  of  the  metal. 
Secondly,  it  is  observed  that  during  the  process  the  oxide  is  trans¬ 
formed  into  a  black  powder,  probably  a  suboxide,  and  after  this  point 
is  reached  the  reduction  requires  a  far  higher  temperature  by  which 
the  bismuth  is  melted  :  the  molten  metal  is  then  liable  to  retain 
small  quantities  of  oxygen.  A  better  process  consists  in  converting  a 
known  weight  of  the  oxide  into  the  sulphate  by  solution  in  dilute 
nitric  acid,  and  the  gradual  addition  of  sulphuric  acid  to  the  nitrate 
formed.  The  solution  of  the  sulphate  is  evaporated  down  and 
ignited  at  a  temperature  below  faint  red  heat.  The  mean  of  six 
determinations  with  three  different  samples  of  the  oxide  gave  the 
value  208  16  for  the  atomic  weight  (S  =  32  06). 

Manganese. — The  atomic  weight  of  this  metal  has  been  determined 
by  Berzelius  and  Dumas  from  analysis  of  the  chloride ;  by  v.  Hauer, 
from  conversion  of  the  sulphate  into  the  sulphide  ;  Dewar  and  Scott, 
from  the  reduction  of  silver  permanganate.  The  mean  of  these 
analyses  points  to  55  as  the  probable  atomic  weight  of  the  metal, 
although  the  experiments  of  Rawak  on  the  conversion  of  the  red  oxide 
into  the  peroxide,  and  of  Schneider  on  the  analysis  of  the  oxalate, 
would  lead  to  the  atomic  weight  54. 

The  method  here  adopted  consists  in  (I)  the  fractional  precipitation 
of  the  oxalate  from  an  aqueous  solution  of  the  nitrate ;  (II)  in  the 
conversion  of  the  oxalate  into  the  protoxide  by  ignition  in  hydrogen  ; 
and  (III)  in  the  solution  of  a  known  weight  of  the  reduced  oxide  in 
sulphuric  acid  to  form  the  sulphate.  During  this  last  process,  it  is 
impossible  to  prevent  a  little  oxidation,  which  is  revealed  by  a  brown 
coloration  of  the  solution  ;  the  amount  of  this  oxidation  is  ascer¬ 
tained  by  adding  a  standard  solution  of  oxalic  acid  to  the  solu¬ 
tion  of  the  sulphate.  The  solution  of  the  sulphate  is  evaporated 
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down  and  ignited  at  a  temperature  below  red  heat.  The  mean  of  four 
determinations  was  55*07. 

Zinc.-— The  number  65  is  generally  adopted  as  the  atomic  weight  of 
zinc,  from  the  experiments  of  Erdmann  on  the  conversion  of  the 
metal  into  the  oxide  by  solution  in  nitric  acid  and  ignition  of  the 
nitrate.  Favre  and  Jacquelain  have  substituted  the  value  66,  but  their 
experiments  are  not  sufficiently  trustworthy. 

It  is  here  pointed  out  that  Erdmann’s  experiments  are  inexact, 
owing  to  the  persistent  retention  of  nitrous  fumes  by  the  zinc  oxide ; 
and  if  the  temperature  be  raised  sufficiently  high  to  completely  elimi¬ 
nate  them,  there  is  always  an  appreciable  loss  in  weight  of  the  oxide. 
The  method  here  adopted  consists  in  the  conversion  of  the  oxide  into 
the  chloride  by  solution  in  hydrochloric  acid,  and  the  evaporation  of 
this  solution  with  potassium  chloride  to  obtain  the  double  zinc  potas¬ 
sium  chloride  2KCl,ZnCl2.  In  this  salt  the  proportion  of  zinc  was 
determined  as  oxide  and  the  chlorine  by  silver  nitrate.  From  the 
known  atomic  weights  of  chlorine,  potassium,  and  silver,  that  of  zinc 
can  be  deduced.  The  mean  value  of  one  series  consisting  of  five 
experiments  was  65*29,  and  of  another  series  of  three  experiments 
was  65*33.  The  mean  of  this  number  may  be  taken  as  a  sufficiently 
near  approximation  to  the  atomic  weight  of  the  metal,  although  there 
are  involved  in  the  process  two  sources  of  error,  viz.,  loss  of  oxide  of 
zinc  during  ignition,  and  secondly,  the  retention  by  the  double 
chloride  of  small  quantities  of  mother-liquor,  more  rich  in  zinc 
chloride. 

Magnesium. — The  atomic  weight  of  magnesium  has  been  deter¬ 
mined  by  various  processes,  yet  the  numbers  vary  from  24  to  24*5, 
although  the  preparation  of  the  oxide  in  a  state  of  purity  presents  no 
difficulties.  After  quoting  experiments  to  show  that  magnesia  may 
be  ignited  at  a  high  temperature  without  appreciable  loss  of  weight, 
the  author  describes  the  details  of  the  conversion  of  known  weights 
of  the  oxide  into  the  sulphate  by  heating  with  dilute  sulphuric  acid 
at  a  temperature  slightly  below  boiling  point.  The  samples  of  oxide 
operated  on  were  obtained  by  the  ignition  of  the  nitrate,  sulphate, 
and  carbonate.  The  mean  of  ten  very  concordant  experiments  gave 
24*38  as  the  atomic  weight.  Another  series  of  thirteen  experiments 
were  also  made  by  a  reverse  process,  viz.,  by  the  conversion  of  known 
weights  of  the  sulphate  into  the  oxide  ;  the  mean  of  these  latter  gave 
24*37  for  the  atomic  weight.  Attempts  were  also  made  to  determine 
the  proportion  of  magnesium  and  chlorine  in  the  double  potassium 
magnesium  chloride,  but  the  method  proved  unsuccessful  owing  to 
the  retention  of  magnesium  chloride  by  the  crystals  of  the  double 
salt.  V.  H.  Y. 
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Density  and  Coefficient  of  Expansion  of  Liquid  Oxygen.  By 

K.  Olszewski  ( Monatsh .  Ghem .,  5,  124 — 126). — A  long  glass  bulb  of 
1*4  c.c.  capacity  is  fused  to  a  thick  thermometer  tube  connected  with  a 
Natterer’s  flask  containing  oxygen  at  50  atmospheres  pressure,  and  also 
with  an  air  manometer.  The  bulb  is  immersed  in  liquid  ethylene,  whose 
temperature  can  be  reduced,  by  aid  of  an  air-pump,  to  —139°.  On 
opening  the  valve  of  the  Natterer’s  flask  the  bulb  slowly  fills  with 
liquid  oxygen.  At  the  moment  the  bulb  is  completely  filled,  the 
snpply  of  oxygen  is  cut  off,  the  temperature  and  pressure  of  the 
oxygen  noted,  and  the  oxygen  in  the  bulb  allowed  to  evaporate  and 
measured  in  the  gaseous  state.  Corrections  are  made  for  the  un¬ 
liquefied  oxygen  in  the  tubes.  The  following  table  gives  the  results 
of  the  experiments  : — 


Temperature  of 
the  liquid  oxygen. 

Volume  of 
gaseous  oxygen  (at 
0°  and  760  mm.) 

obtained  from 
the  liquid  oxygen. 

Weight  of 
the  liquid  oxygen 
in  grams. 

Density 
of  the  liquid 
oxygen. 

129  -57° 

737  '34  c.c. 

d *0577 

0  -7555 

139*29 

858*21  „ 

1  *2304 

0  *8788 

137*46 

834*29  „ 

1  T961 

0  *8544 

139*36 

856*58  „ 

1-2280 

0*8772 

134  *43 

787  -32  „ 

1 *1287 

0*8063 

139*13 

858*05  „ 

1  *2300 

0*8787 

From  these  results,  the  coefficient  of  expansion  for  liquid  oxygen 
=  0*01706.  The  temperatures  were  determined  by  a  hydrogen 
thermometer.  A.  J.  G. 

Temperature  of  Solidification  of  some  Gases  and  Liquids. 

By  K.  Olszewski  ( Monatsh .  Ghem .,  5,  127 — 128). — The  reduction  of 
temperature  required  for  these  results  was  obtained  by  means  of  the 
evaporation  of  liquid  ethylene  at  ordinary  pressure  (  —  102°)  ;  for  the 
lower  temperatures,  the  evaporation  was  accelerated  by  the  use  of  an 
air-pump.  The  temperatures  were  taken  with  a  hydrogen  thermo¬ 
meter. 

Chlorine  at  “-102°  forms  an  orange-yellow  liquid,  in  which  yellow 
crystals  separate ;  on  lowering  the  temperature  a  few  degrees,  the 
whole  liquid  sodidifies  to  a  yellow  crystalline  mass. 

Hydrochloric  acid  is  a  colourless  liquid  at  —102°;  it  solidifies  at 
— 115*7°  to  a  white  crystalline  mass,  and  commences  to  melt  again  at 
-  112*5. 

Arseniuretted  hydrogen  is  a  colourless  liquid  at  —102°,  forms  a 
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white  crystalline  mass  at  — 118'9°,  melts  again  at  — 113*5°,  and  boils 
at  —54*8°. 

Silicon  fluoride  solidifies  to  a  white  amorphous  mass  in  a  glass 
tube  cooled  to  —102°;  on  increasing  the  temperature,  it  slowly 
evaporates  without  previous  fusion. 

Ethyl  ether  solidifies  at  —129°  to  a  white  crystalline  mass;  it 
liquefies  at  — 117*4°. 

Amyl  alcohol  is  an  oily  liquid  at  102°,  has  a  buttery  consistency  at 
— 115°,  and  only  becomes  quite  frozen  at  '—134°,  when  it  forms  a  hard 
semitransparent  amorphous  mass.  A.  J.  G. 

Boiling  Points  of  Oxygen,  Air,  Nitrogen,  and  Carbonic 
Oxide  under  Atmospheric  Pressure.  By  S.  Wroblewski  ( Compt . 
rend.,  98,  982). — The  author  measures  low  temperatures  by  means  of 
the  thermoelectric  properties  of  metals,  using  very  sensitive  aperiodic 
galvanometers  of  high  resistance,  the  apparatus  being  previously 
graduated  by  comparison  with  a  large  hydrogen  thermometer.  In 
this  way,  it  is  possible  to  measure  0*0000025  of  a  volt,  vrhich  corre¬ 
sponds  with  a  change  of  temperature  of  0*2°  at  about  — 200°. 

The  gases  employed  were  compressed  under  100  atmospheres  in  a 
metallic  receiver,  and  then  conducted  into  a  glass  tube  surrounded  by 
liquid  oxygen.  The  oxygen  was  caused  to  evaporate  by  releasing  the 
pressure,  and  the  gas  in  the  glass  tube  was  thus  liquefied.  The  glass 
tube  was  then  gradually  put  in  communication  with  the  air,  and  the 
liquefied  gas  allowed  to  boil  under  atmospheric  pressure. 

Oxygen. — Boils  at  — 184°.  The  results  previously  obtained  at 
different  pressures  were  as  follow  : — 


Pressure. 


Temperature. 


50*00  atmos. 

— 113*0' 

27*02 

jt 

— 129*6 

25*85 

-131*6 

24*40 

-133*4 

23*18 

—  131*8 

22*20 

-135*8 

1*00 

JJ 

-184*0 

Air. — Boils  at  -192*2°. 

Nitrogen ,  obtained  by  the  action  of  metallic  copper  on  air,  boils  at 
193*1°.  The  boiling  point  of  this  gas,  calculated  from  that  of  air, 
on  the  assumption  that  the  boiling  point  of  the  latter  depends  on  its 
composition,  is  — 194*3,  and  it  is  possible  that  the  nitrogen  employed 
contained  a  small  quantity  of  oxygen.  It  is  evident  in  any  case  that 
the  constituents  of  the  air  do  not  separate  on  liquefaction. 

Carbonic  Oxide . — The  gas  employed  contained  about  6  per  cent,  of 
carbonic  anhydride,  and  the  mixture  boiled  at  — 186°.  Assuming 
that  the  boiling  point  of  carbonic  anhydride  is  — 80°,  that  of  carbonic 
oxide  is  — 193°,  or  the  same  as  that  of  nitrogen. 

By  the  evaporation  of  these  gases  in  a  vacuum,  temperatures  are 
obtained  several  degrees  below  —200°.  C.  H.  B. 
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Presence  of  Hydrogen  Peroxide  and  Ammonium  Nitrite,  and 
Absence  of  Ozone  in  the  Products  of  the  Combustion  of 
Hydrogen  and  Hydrocarbons  in  Air.  By  A.  E.  Leeds  (Ghent. 
News ,  49,  237 — 239). — With  regard  to  the  question  of  formation  of 
ozone,  hydrogen  peroxide,  and  ammonium  nitrate  during  the  combus¬ 
tion  of  hydrogen,  or  hydrogenous  substances,  in  air  (or  oxygen),  many 
communications  have  been  made  by  various  authors,  some  supporting 
and  some  denying  the  production  of  the  various  substances  enumerated. 
After  reference  to  these,  the  present  note  contains  a  description  of  an 
apparatus,  by  means  of  which  the  author  can  burn  purified  hydrogen  or 
hydrocarbons  (coal-gas)  in  purified  air,  and  collect  the  products  with¬ 
out  contact  with  anything  but  glass  and  platinum  wire.  It  consists 
of  a  long  tube,  with  a  globular  enlargement,  closed  at  the  top  ;  at  the 
lower  end,  this  fits  air-tight  into  a  receiver  connected  by  means  of 
a  glass  tube  and  ground  stoppers  with  the  first  of  a  series  of  three 
bottles  similarly  connected ;  these  serve  for  the  collection  of  the  pro¬ 
ducts  of  combustion.  Air  is  admitted  by  a  lateral  tube  at  the  top,  the 
hydrogen  by  a  similar  tube  connected  with  a  platinum  jet  below  the 
enlargement ;  combustion  is  started  by  means  of  spark  sent  through 
platinum  wires  fused  in  the  glass  ;  each  of  the  wires  terminates  in  a 
minute  spiral,  which  is  wholly  immersed  in  the  flame  during  the  com¬ 
bustion  ;  they  are  useful,  as  they  indicate  by  their  incandescence  the 
existence  of  a  flame,  and  also  prevent  its  extinction.  With  this 
apparatus,  ammonium  nitrite  and  hydrogen  peroxide  have  been  de¬ 
tected  in  the  products  of  the  combustion  of  pure  hydrogen  and  hydro¬ 
carbons  in  purified  air ;  but  ozone  and  ammonium  nitrate  were  not 
found.  In  these  experiments,  the  products  of  combustion  were  not 
removed  speedily  from  the  influence  of  the  high  temperatures  of  the 
flame,  as  was  the  case  in  all  previous  experiments,  hence  it  is  possible 
that  the  ozone,  if  formed,  was  decomposed  by  the  high  temperature. 

D.  A.  L. 

Nitrogen  Iodide.  By  A.  Guyard  (Ann.  CMm .  Phys.  [6],  1, 
358 — 412). — Nitrogen  iodide  in  water  is  decomposed  slowly  by  the 
action  of  sunlight  with  evolution  of  nitrogen ;  the  rapidity  of  the 
change  is  increased  by  the  blue  and  yellow  rays,  decreased  by  the 
violet  rays.  It  proceeds  slowly  up  to  a  certain  point,  at  which  violent 
explosions  occur  ;  but  if  a  moderately  concentrated  solution  of 
ammonia  be  substituted  for  water  the  change  occurs  gradually  until 
all  the  nitrogen  iodide  is  converted  into  ammonium  peroxide  and 
nitrogen.  The  equation  representing  the  decomposition  is  as  follows  : — 
3N2H4I2  =  N3  4-  3NH4I2,  or  in  the  presence  of  ammonia,  3N2H4I2  -f 
4NH4OH  =  6NH4I  +  2N2  4-  4H20.  It  is  here  proposed  to  make  use  of 
this  reaction  as  a  means  for  determining  the  chemical  intensity  of 
daylight,  and  several  forms  of  apparatus  are  described  by  which  the 
nitrogen  evolved  may  be  measured.  As  regards  the  formula  for 
nitrogen  iodide,  the  author  considers  that  Meron’s  and  Marchand’s 
formula,  NH2I,  or  preferably  N2H4I3,  is  supported  by  the  greater 
weight  of  evidence ;  it  is  thus  a  diiodamine.  Its  formation  has  pro¬ 
bably  been  correctly  represented  by  Odling  thus :  3NH3  +  I4  = 
NHI2  -f  2NH4I,  although  it  is  noticed  that  whatever  be  the  quantity  of 
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iodine  used  there  is  always  some  unchanged  ammonia  at  the  end  of 
the  reaction. 

The  process  here  adopted  for  the  preparation  of  nitrogen  iodide 
consists  in  adding  a  solution  of  ammonia  to  solution  of  iodine  in 
potassium,  sodium,  or  ammonium  iodides  (the  so-called  periodides). 
If  this  latter  solution  be  added  to  an  ammoniacal  solution  of  a  cupric 
oxide,  there  is  formed  a  violet- green  double  iodide  of  copper  and 
nitrogen,  whose  composition  is  probably  expressed  by  the  formula 
2CuI2,N’2H4I2,  decomposed  by  water  to  form  an  oxyiodide  of  copper, 
Cu°2L 

The  analysis  of  nitrogen  iodide  may  be  effected  by  sodium  thio¬ 
sulphate,  which  converts  the  iodine  into  ammonium  iodide,  and  causes 
the  evolution  of  ammonia.  The  proportional  quantities  of  free 
ammonia,  and  of  combined  ammonia,  can  be  determined  by  distilla¬ 
tion,  and  the  iodine  by  silver  nitrate.  Several  experimental  results 
are  here  adduced,  which  point  to  the  reaction  between  the  ammonia 
and  iodine  as  occurring  between  a  greater  number  of  molecules  of  these 


substances  than  was  suspected  by  Odling. 

The  mother-liquors  from  the  preparation  of  nitrogen  iodide  give 
precipitates  with  soluble  salts  of  silver,  mercury  and  bismuth,  of 
which  the  last  is  probably  a  periodide  of  bismuth,  Bi2I4.  It  separates 
out  in  graphite-like  scales,  very  stable  when  dry,  but  decomposed 


rapidly  in  the  presence  of  water  to  form  bismuth  oxyiodide. 

1  Y.  H.  Y. 


Dimorphism  of  Sodium  Thiosulphate.  By  F.  Parmentibr  and 
L.  Amat  (Compt.  rend.,  98,  735 — 738). — It  is  well  known  that  if  a 
minute  crystal  of  the  ordinary  form  is  added  to  a  supersaturated 
solution  of  sodium  thiosulphate,  the  latter  crystallises  in  short  thick 
monoclinic  prisms,  and  there  is  considerable  development  of  heat,  but 
the  temperature  never  rises  above  47*9°,  the  melting  point  of  the  salt. 
If,  however,  very  strong  solutions  are  cooled  in  a  freezing  mixture 
out  of  contact  with  any  particles  of  the  ordinary  salt,  the  thiosulphate 
crystallises  in  long  slender  needles,  and  the  temperature  does  not 
rise  so  high  as  in  ordinary  cases,  although  there  is  still  considerable 
development  of  heat.  If  crystals  of  this  kind  are  introduced  into  a 
supersaturated  solution  of  the  salt,  they  bring  about  the  formation  of 
precisely  similar  crystals,  but  the  temperature  never  rises  above  32°. 
When  fragments  of  the  ordinary  salt  are  introduced  into  a  solution 
containing  the  needle-shaped  crystals,  the  latter  disappear,  heat  is 
developed,  and  the  salt  crystallises  in  the  ordinary  form.  When  too, 
an  attempt  is  made  to  isolate  the  needles  by  pouring  off  the  mother- 
liquor,  they  are  always  converted  into  the  ordinary  crystals.  The 
needles  can,  however,  be  isolated  in  the  following  manner.  Two 
flasks,  one  of  which  contains  thiosulphate,  are  connected  together  by 
a  bent  tube,  the  apparatus  being  entirely  closed.  The  whole  apparatus 
is  then  heated  at  60°  in  order  to  destroy  every  trace  of  the  ordinary 
crystals,  and  the  flask  containing  the  thiosulphate  is  cooled  in  a 
freezing  mixture.  When  about  half  the  salt  has  crystallised  in 
needles  the  mother-liquor  is  decanted  through  the  tube  into  the  other 
flask.  The  needles  are  then  carefully  melted,  a  few  of  the  crystals 
being  left  intact,  about  half  the  salt  is  allowed  to  crystallise,  and  the 
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mother-liquor  decanted  through  the  tube.  By  several  repetitions  of  this 
process  a  small  quantity  of  the  salt  is  finally  obtained,  crystallised  in 
needles,  and  entirely  free  from  the  ordinary  short  prisms.  As  soon, 
however,  as  the  needles  are  brought  in  contact  with  the  air  they 
change  into  the  ordinary  crystals. 

The  needles  have  exactly  the  same  composition  as  the  ordinary 
crystals,  and  they  also  appear  to  belong  to  the  monoclinic  system, 
but  they  melt  at  32°,  whereas  the  short  prisms  melt  at  47*9°.  Deter¬ 
minations  of  the  heat  of  solution  of  the  needles  show  that,  taking 
Berthelot’s  value  —  11*6  cal.  for  the  heat  of  solution  of  the  short 
prisms,  the  heat  of  transformation  of  the  needles  into  the  ordinary 
variety  is  +2*8  cal. 

When  partially  dehydrated  thiosulphate  is  treated  in  a  similar 
manner,  reduction  of  temperature  does  not  produce  the  same  crystals, 
but  other  salts  containing  less  water,  which  crystallise  at  a  higher 
temperature  the  lower  the  proportion  of  water.  These  salts  are 
always  mixed  with  more  or  less  mother- liquor,  and  when  brought  in 
contact  with  the  ordinary  variety  they  change  into  it  with  develop¬ 
ment  of  heat.  C.  H.  B. 

Chlorides  of  Lithia  and  Lime.  By  G.  Lunge  ( Annalen ,  223, 
106 — 110). — This  paper  is  principally  a  polemic  directed  against 
Kraut’s  criticism  of  the  author’s  results  of  the  reaction  between 
lithium  hydroxide  and  chlorine  (comp.  Abstract,  1883,  953).  It  is 
here  shown  that  as  at  ordinary  temperatures,  so  at  0°,  the  point  at 
which  Kraut  investigated  the  change,  chlorine  acts  very  slowly  upon 
lithium  hydroxide,  with  production  of  a  compound  containing  at  most 
4  per  cent,  available  chlorine.  The  presence  of  a  trace  of  the  crystal¬ 
line  hydrate  of  the  hydroxide  materially  increased  the  yield. 

Y.  H.  Y. 

Hydrated  Aluminium  Sulphate.  By  P.  Marguerite-de  la 
Charlonny  (Ann.  CMm.  Phys.  [6],  1,  425—432). — The  aluminium 
sulphate  of  commerce  crystallises  in  rather  hygroscopic  tablets  of 
composition  A12(S04)3,18H20.  Iti  this  paper  another  hydrate  is 
described  of  composition  A12(S04)316H20,  crystallising  in  orthorhombic 
prisms,  which  effloresce  slowly.  This  latter  salt,  which  can  be  more 
conveniently  dealt  with  than  the  former,  can  be  obtained  by  the  de¬ 
composition  of  ammonium  alum  by  heat,  by  recrystallisation  of  the 
crude  alum  of  commerce  or  from  alunite ;  for  its  preparation  care 
must  be  taken  to  prevent  its  crystallisation,  en  masse ,  from  a  concen¬ 
trated  solution,  for  the  salt  obtained  under  those  conditions  cannot 
be  dried  without  difficulty.  This  hydrated  sulphate  also  occurs  as  an 
efflorescence  on  schistose  rocks  at  Rio  Saldana  in  South  America. 

Y.  H.  Y. 

Vapour-density  of  Beryllium  Chloride.  By  L.  F.  Kilson  and 
O.  Pettersson  (Compt.  rend.,  98,  988 — 990). — The  chloride  was  pre¬ 
pared  by  the  action  of  dry  hydrochloric  acid  gas  on  the  metal  in  a 
platinum  tube,  and  was  volatilised  in  an  atmosphere  of  carbonic 
anhydride  (in  which  it  does  not  dissociate  below  706°)  in  Schwarz’s 
apparatus,  an  air  thermometer  being  enclosed  along  with  the  latter  in 
an  iron  tube  in  the  furnace.  The  following  results  were  obtained : — 
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Temperature  ....  490°  520°  589°  59 7°  604° 

Density  .  6*7  (?)  4*174  8*067  3*031  3*090 

Temperature ....  686°  720°  745°  812° 

Density .  2*853  2*926  2*753  2*793 


It  follows  that  between  686°  and  812°,  the  molecule  of  beryllium 
chloride  is  represented  by  the  formula  BeCl2,  the  atomic  weight  of 
Be  being  9*1.  The  higher  values  obtained  at  lower  temperatures  are 
due  to  the  fact  that  the  molecule  at  these  temperatures  consists  of 
aggregations  which  split  up  as  the  temperature  rises.  At  520°,  for 
example,  the  density  4*174  corresponds  with  the  formula  BeaCl4. 
In  this  respect,  beryllium  chloride  resembles  stannous  chloride. 

It  follows  from  these  results  that  in  accordance  with  Avogadro’s 
law,  the  atomic  weight  of  beryllium  is  9*1,  which  agrees  with  its  place 
in  the  periodic  series,  but  this  is  the  first  case  in  which  the  conclusion 
deduced  from  this  law  does  not  agree  with  that  deduced  by  means 
of  the  law  of  Dulong  and  Petit  from  the  determination  of  the  specific 
heat.  C.  H.  B. 

Disintegration  of  Zircon.  By  F.  Stolba  ( Chem .  News,  49, 174). 
— One  part  of  finely  powdered  zircon  is  mixed  writh  4  parts  of  a  mix* 
ture  of  2  of  potassium  borofluoride  and  3  of  potassium  carbonate, 
and  fused  at  a  red  heat  in  a  platinum  crucible.  The  molten  mass  is 
poured  on  a  dry  metal  plate,  and  as  soon  as  it  solidifies  is  thrown 
into  water  to  render  the  mass  friable,  and  thus  facilitate  subsequent 
pulverisation.  The  powder  is  boiled  out  with  water  and  filtered.  The 
filtrate  contains  the  greater  part  of  the  zirconium  as  double  fluorides, 
and  alkalis  precipitate  zirconium  hydroxide  from  it.  The  insoluble 
portion  is  dissolved  in  hydrofluoric  acid,  the  remaining  zirconium 
being  by  this  means  converted  into  zirconium  potassium  fluoride. 
Zircon  is  also  attacked  by  prolonged  boiling  with  caustic  alkali. 
Crucibles  of  nickel  serve  well  for  the  fusion  of  zircon  with  caustic 
alkali.  D.  A.  L. 

Normal  Didymium  Molybdate  and  the  Valency  of  Didy- 
mium.  By  A.  Cossa  (Compt.  rend.,  98,  990 — 993). — Normal  didy¬ 
mium  molybdate  is  obtained  as  an  amorphous  precipitate  by  mixing 
warm  moderately  concentrated  solutions  of  didymium  nitrate  and 
sodium  molybdate.  It  has  the  composition  DiO  43*39,  Mo03  56*47  = 
DiMo04.  Attempts  to  obtain  the  salt  in  crystals  by  fusing  didymium 
sulphate  with  sodium  molybdate  and  chloride  resulted  only  in  the 
formation  of  mixtures  of  acid  and  basic  molybdates  ;  but  by  simply 
fusing  the  amorphous  salt  at  a  very  high  temperature,  a  crystalline 
homogeneous  mass  is  obtained.  The  crystals  belong  to  the  quadratic 
system,  and  present  only  the  octahedral  faces  b\,  which  are  somewhat 
rounded,  although  very  brilliant.  According  to  Friedel,  the  angles 
are,  b\b^  49*6°  ;  terminal  face,  79*46°  ;  the  corresponding  angles  on 
wulfenite  being  48*25°  and  80*2°  respectively.  Crystals  of  a  mixed 
didymium  lead  molybdate  containing  28*56  per  cent,  of  lead  molybdate 
were  obtained  by  fusing  the  amorphous  precipitate  formed  on  mixing- 
sodium  molybdate  with  a  solution  of  lead  and  didymium  nitrates.  The 
angles  of  these  crystals,  according  to  Friedel,  are :  terminal  face, 
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80°  11'  3" ;  49*5°.  It  is  evident  that  didymium  molybdate  is 

strictly  isomorphous  with  lead  molybdate,  and  this  fact  confirms  the 
conclusions  drawn  from  the  author's  previous  researches  on  didymium 
tungstate  (Abstr.,  1879,  695)  that  the  oxide  of  didymium  is  analogous 
to  that  of  lead  or  calcium,  and  has  the  formula  DiO. 

C.  H.  B. 

Separation  of  Gallium.  By  L,  de  Boisbaudran  ( Compt .  rend .,  98, 
711 — 712). — From  Boric  Acid. — 1.  The  solution  is  strongly  acidified 
with  hydrochloric  acid,  and  the  gallium  precipitated  as  ferrocyanide. 
The  excess  of  ferrocyanide  is  removed  by  means  of  cupric  chloride, 
the  precipitate  washed  with  dilute  hydrochloric  acid,  and  the  copper 
removed  from  the  filtrate  by  means  of  hydrogen  sulphide.  The  filtrate 
from  the  copper  sulphide  is  evaporated  over  potash  in  a  vacuum,  then 
mixed  with  calcium  chloride,  supersaturated  with  ammonia,  and  eva¬ 
porated  to  dryness  at  a  gentle  heat,  the  boric  acid  being  estimated 
by  Ditte’s  method  (Compt.  rend.,  1875,  490).  The  calcium  borate 
which  is  thus  obtained  is  sometimes  mixed  with  a  little  ferric  oxide. 
In  this  case  it  is  dissolved  in  hydrochloric  acid,  neutralised  by  a  mix¬ 
ture  of  potassium  and  sodium  carbonates  or  hydroxides  in  equivalent 
proportions  and  ignited.  The  residue  is  treated  with  water,  which 
leaves  the  ferric  oxide  un dissolved,  whilst  the  boric  acid  passes  into 
solution,  and  is  again  treated  by  Ditte’s  method. 

2.  The  slightly  acid  solution  of  the  chloride  is  mixed  with  an  excess 
of  sodium  and  potassium  acetates  in  equivalent  proportions,  and  a  suit¬ 
able  quantity  of  arsenious  anhydride,  and  then  treated  with  hydrogen 
sulphide.  The  arsenious  sulphide  carries  down  the  gallium.  A 
current  of  air  is  passed  into  the  filtrate,  in  order  to  expel  the  greater 
part  of  the  hydrogen  sulphide,  and  the  liquid  is  mixed  with  a  con¬ 
siderable  excess  of  potassium  and  sodium  hydroxides  in  equivalent 
proportions,  evaporated  to  dryness  in  a  gold  vessel,  and  strongly 
heated  with  exposure  to  air.  The  residue  is  dissolved  in  very  dilute 
hydrochloric  acid,  and  the  boric  acid  in  the  solution  estimated  by 
Ditte’s  method.  This  process  is  especially  useful  for  the  separation 
of  small  quantities  of  gallium  from  large  quantities  of  boric  acid. 

An  aqueous  or  hydrochloric  acid  solution  of  boric  acid  loses  no 
sensible  trace  of  this  substance  when  evaporated  in  a  vacuum  at  ordi¬ 
nary  temperatures.  C.  H.  B. 

A  Metallic  Radicle.  By  P.  Schutzenberger  {Compt.  rend.,  98, 
985 — 988). — If  spongy  platinum  is  added  to  four  or  five  times  its 
weight  of  tin  at  about  400°,  combination  takes  place  with  develop¬ 
ment  of  heat  and  light,  and  the  resulting  alloy,  when  granulated  by 
being  poured  into  cold  water,  is  somewhat  less  white  than  tin  alone. 
When  this  alloy  is  heated,  in  an  atmosphere  of  hydrogen  or  carbonic 
anhydride,  with  hydrochloric  acid  diluted  with  its  own  volume  of 
water,  hydrogen  is  given  off,  and  part  of  the  tin  dissolves  as  stannous 
chloride.  When  the  evolution  of  hydrogen  ceases,  the  residue  consists 
of  very  thin  glistening  blackish-grey  lamelke,  which  closely  resemble 
graphite ;  these,  when  washed  with  acidulated  water,  and  finally  with 
pure  water  to  remove  all  traces  of  excess  of  tiu,  and  then  dried, 
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soil  the  fingers  and  leave  a  mark  on  paper.  This  residue  consists 
mainly  of  platinum  and  tin,  with  small  quantities  of  hydrogen  and 
oxygen,  and  a  considerable  proportion  of  chlorine.  The  chloride  could 
not  be  isolated,  because  it  is  gradually  decomposed  by  warm  water. 
By  treating  the  residue  with  warm  dilute  ammonia,  the  whole  of  the 
combined  chlorine  is  removed,  and  a  hydrated  oxide  is  obtained 
resembling  the  chloride  in  appearance,  but  with  a  slightly  brown 
colour.  When  dried  in  a  vacuum  over  sulphuric  acid,  it  has  the  com¬ 
position  Pt2Sn304H2,  and  on  reduction  by  hydrogen  it  yields  a  greyish- 
white  pulverulent  almost  infusible  alloy  of  the  composition  Pt2Sn3, 
identical  with  that  obtained  by  Deville  and  Debray  by  melting  1  part 
of  platinum  with  6  parts  of  tin,  and  treating  the  cold  alloy  with 
hydrochloric  acid.  In  this  latter  case  it  is  probable  that  the  large 
crystals  in  which  the  alloy  Pt2Sn3  was  obtained,  were  only  superficially 
attacked  by  the  hydrochloric  acid. 

If  the  pulverulent  alloy  is  heated  to  dull  redness  in  oxygen,  com¬ 
bination  takes  place  with  incandescence,  and  the  oxide  formed  has  the 
composition  Pt2Sn303.  The  reduction  and  reproduction  of  this  oxide 
can  be  repeated  any  number  of  times. 

If  the  hydrated  oxide  is  heated  in  a  current  of  dry  oxygen,  water 
is  given  off,  but  is  replaced  by  oxygen,  and  an  oxide  of  the  composi¬ 
tion  Pt2Sn304  is  formed.  If,  however,  this  compound  is  reduced  by 
hydrogen,  and  the  residue  reoxidised,  the  oxide  Pt2Sn303  is  alone 
obtained. 

These  stanno-platinic  compounds  have  considerable  catalytic 
power.  They  oxidise  alcohol  into  aldehyde,  and  when  the  hydrated 
oxide  is  brought  in  contact  with  hydrogen,  there  is  a  consider¬ 
able  development  of  heat.  When  the  pulverulent  alloy  Pt2Sn3  is 
brought  in  contact  with  chlorine,  a  large  amount  of  heat  is  developed, 
and  stannous  chloride  volatilises. 


The  compound  Pt2Sn3  may  be  regarded  as  formed  by  the  combina¬ 
tion  of  a  hexavalent  group,  consisting  of  two  atoms  of  platinum 
mPt — Ptm,  with  three  tetravalent  atoms  of  tin,  forming  a  new 
\/ 

hexavalent  group, 

ZlSnUlPt — PtZZSnZZ 
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If  the  residue  left  after  removing  the  excess  of  tin  by  dilute  hydro¬ 
chloric  acid  is  subjected  to  prolonged  treatment  with  concentrated 
hydrochloric  acid,  a  residue  is  obtained,  which  contains  less  than  one 
atom  of  tin,  and  continued  action  of  the  acid  would  probably  remove 
the  whole  of  the  tin. 

The  solution  of  stannous  chloride  obtained  by  treating  the  alloy 
with  dilute  acid  becomes  yellow  when  exposed  to  the  air,  and  contains 
platinum,  from  which  it  would  seem  that  stannoplatinic  chloride  is 
not  completely  insoluble.  C.  H.  B. 

Yellow  and  Red  Lead  Monoxide.  By  A.  Geuther  (Annalen, 
219,  56—71)  . — The  author  has  prepared  both  modifications  of  lead 
monoxide  in  the  pure  state.  The  yellow  variety  is  obtained  by 
strongly  heating  lead  carbonate  or  nitrate,  if  barely  to  the  melting 
point  as  an  amorphous  powder,  if  above  as  a  crystalline  mass.  It  is 
also  obtained  by  adding  an  excess  of  strongly  diluted  sodium  or 
}  otassium  hydroxide  solution  to  a  boiling  solution  of  a  lead  salt,  or  by 
heating  in  a  silver  basin  1  part  lead  hydroxide  with  7  parts  sodium 
hydroxide  and  14  parts  water  at  the  boiling  point,  until  nearly  all  the 
lead  hydroxide  is  dissolved,  and  slowly  cooling.  As  the  yellow  variety 
is  formed  at  a  high  temperature,  it  can  also  be  obtained  by  strongly 
heating  the  red.  The  red  variety  is  formed  when  lead  hydroxide  is 
heated  at  110°  ;  also  when  1  part  lead  hydroxide  is  dissolved  in  5  parts 
potassium  hydroxide,  and  the  mixture  is  allowed  to  cool  extremely 
slowly  ;  lastly,  the  red  variety  may  be  obtained  by  boiling  an  excess  of 
lead  hydroxide  in  dilute  caustic  soda,  until  all  the  yellow  which  is  first 
formed  has  disappeared.  The  yellow  oxide  is  of  a  sulphur  colour, 
forming  rhombic  crystals  of  9' 25  sp.  gr.  at  15°,  and  becomes  yellowish- 
red  on  pressing  and  rubbing.  The  red  oxide  is  of  an  iron-  or  garnet- 
red,  according  to  its  state  of  division,  and  forms  tetragonal  crystals  of 
9T25  sp.  gr.  at  14°.  Both  modifications  can  be  obtained  from  the 
basic  lead  nitrate  (Pb0)3,HN03,  which  is  best  made  by  slowly  precipi¬ 
tating  lead  nitrate  with  double  the  necessary  quantity  of  ammonia 
solution,  and  agitating  well.  At  170°,  this  salt  loses  water  and  is 
converted  into  Pb605(N03)2.  If  the  salt  (Pb0)3,HN03  is  treated 
with  pure  dilute  caustic  soda,  the  yellow  variety  is  formed,  and  if  the 
second  salt  PbB05(N03)2  is  similarly  treated,  the  red  variety  is  formed. 
The  author  therefore  considers  that  the  yellow  variety  must  have  the 
formula  Pb303  or  (Pb303),w,  and  the  red  variety  the  formula  Pb606  or 
(Pb6Oe)w,  and  that  this  polymerism  affords  an  explanation  of  the 
dimorphic  forms  of  lead  oxide. 

A  solution  of  lead  monoxide  in  melted  potassium  hydroxide  rapidly 
absorbs  oxygen,  with  formation  of  potassium  salts  of  lead  dioxide ; 
these  appear  to  have  the  formulae  K20,Pb02  and  2K20,3Pb02  ;  they 
crystallise  in  hexagonal  plates,  and  are  decomposed  by  water. 

A.  B. 

Bismuthic  Acid.  By  C.  Hoffmann  ( Annalen ,  223,  110 — 136). — 
Potassium  salts  of  bismuthic  acid  are  obtained  when  a  current  of 
chlorine  is  passed  into  a  boiling,  not  too  concentrated,  solution  of 
potash,  in  which  bismuth  hydroxide  is  suspended  ;  the  resultant  sub- 
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stance  is  then  separated  off,  and  the  process  repeated.  The  potassium 
salts  have  the  composition  2KBi03  +  wBi305,  and  are  of  a  red  to  dark 
violet-brown  shade  ;  the  more  concentrated  the  alkali,  the  greater  is  the 
proportion  of  potassium  present,  but  this  can  be  removed  by  boiling 
with  water  or  preferably  by  carbonic  acid ;  in  no  case,  however,  was 
pure  bismuthic  acid  obtained.  These  compounds,  when  treated  with, 
acetic  acid,  yield  the  orange  bismuthyl  bismuthate,  Bi409,  and  with 
nitric  acid  the  golden  bismuthyl  bismuthate,  or  bismuth  dioxide, 
Bi408  or  Bi02. 

If  chlorine  is  passed  into  very  concentrated  potash  containing  bis¬ 
muth  hydroxide,  golden  to  red  basic  bismuth  salts  of  bismuthic  acid 
are  formed ;  these  intermediate  compounds  cannot  be  oxidised  by 
chlorine  into  bismuthic  acid  or  its  derivatives,  but  are  converted  by 
concentrated  nitric  acid  into  bismuth  dioxide.  It  has  been  stated  by 
Bodecher  that  a  bismuthic  acid  of  composition  Bi205,2H20  is  formed, 
when  a  solution  of  the  nitrate  is  precipitated  by  potassium  cyanide. 
As  it  appears  improbable  that  a  higher  oxidation  product  should 
result  from  such  a  change,  the  experiments  were  repeated.  It  is 
proved  that  the  substance  formed  is  bismuth  bisulphide,  Bi2S2,  the 
sulphur  being  derived  from  impurities  contained  in  the  commercial 
potassium  cyanide.  V.  H.  Y. 

Uranium  Compounds,  By  A.  Ditte  (Ann.  Chim.  Phys.  [6],  1, 
338 — 358). — Hydrofluoric  acid  converts  green  uranium  oxide  into 
uranyl  fluoride,  U02F2  (U  =  240),  and  uranium  hydrogen  fluoride, 
UF6,2HF,  of  which  the  latter  forms  crystals,  decomposed  by  heat 
into  uranium  and  hydrogen  fluorides,  whilst  the  latter  is  a  green  inso¬ 
luble  powder,  decomposed  into  uranium  dioxide  and  a  volatile  oxy- 
fluoride,  UOF2. 

On  melting  the  fluorides  of  the  alkali-metals  with  the  oxide  U308, 
there  are  produced  double  fluorides  of  the  general  formula  U02F2,2MF, 
which  are  crystalline,  and  insoluble  in  water;  but  the  uranium  hydro¬ 
gen  fluoride  produces  with  the  oxide  U308,  salts  of  the  general  formula 
UOF2,2MF,  crystallising  in  well-defined  forms,  and  soluble  in  water. 
These  latter  compounds  may  also  be  obtained  by  treating  the  green 
oxide.with  hydrofluoric  acid,  and  neutralising  the  liquid,  after  separa¬ 
tion  of  the  black  oxide,  with  metallic  carbonates. 

The  chlorides  of  the  metals  of  the  alkalis  and  alkaline  earths,  when 
calcined  with  the  green  oxide,  form  a  crystalline  uranate,  U03,M0, 
together  with  a  mixture  of  the  crystalline  oxides  U02  and  U205.  But 
in  the  presence  of  a  chlorate,  salts  of  composition  analogous  to  the 
dichromate  2U03,M20  are  obtained;  in  the  particular  case  of  lead,  the 
composition  of  the  uranate  is  expressed  by  the  formula  2U03,Pb0. 
In  the  original  memoir,  the  preparation  and  properties  of  the  various 
uranates  of  the  alkalis  and  alkaline  earths,  together  with  those  of 
magnesium  and  lead,  are  described  in  full.  These  compounds  are 
quite  insoluble  in  water,  and,  with  the  exception  of  that  of  lead,  infu¬ 
sible  at  a  white  heat.  Y.  H.  Y. 
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Mineralogical  Chemistry. 


Lollingite  and  other  Minerals  from  Colorado.  By  W.  F. 

Hillebrand  (Amer.  J.  Sci.  [3],  27,  349 — 358). — Lollingite. — A  cobalti- 
f  erous  and  nickeliferous  variety  of  lollingite  is  found  in  several  mines 
at  the  base  of  Teocalli  Mountain,  Colorado.  It  occurs  embedded  in  a 
gangue  of  siderite  and  barytes  in  steel-white  forms,  one-eighth  of  an 
inch  in  diameter,  with  a  radiate  structure.  When  treated  with 
hydrochloric  acid,  the  star-like  forms  were  found  to  be  composed  of  a 
number  of  flattened  ellipsoids  interpenetrating  at  a  common  centre. 
A  microscopic  study  proved  that  the  fundamental  form  is  that  of 
lollingite,  showing  only  the  prism  and  macrodome.  These  two  forms 
are  often  equally  developed,  producing  a  resemblance  to  a  low 
tetragonal  pyramid.  The  angle  of  the  prism  was  found  to  be  very 
nearly  122°.  An  analysis  of  carefully  isolated  lollingite  gave  the  fol¬ 
lowing  results : — 

As.  S.  B.  Cu.  Fe.  Ca.  Ni.  Total.  Sp.  gr. 

71T8  0-56  0-08  0*39  22*96  4*37  0*21  99*75  7*40 

This  leads  closely  to  the  formula  Fe(CoNi)As(S)2. 

Some  varieties  of  safflorite,  rhombic  CoAs2,  present  similar  features, 
especially  as  regards  the  tendency  to  form  twins  of  interpenetration  ; 
and,  from  the  presence  of  cobalt,  it  might  be  supposed  that  the  mineral 
was  safflorite.  The  high  percentage  of  iron,  the  high  sp.  gr.,  and  the 
occurrence  of  a  macrodome  instead  of  a  brachydome  render  it  neces¬ 
sary,  however,  to  classify  it  with  lollingite. 

Gosalite. — This  mineral  occurs  in  a  quartz  vein  at  the  Comstock 
Mine,  La  Plata  Co.,  Colorado,  associated  with  iron  pyrites,  blende, 
sylvanite,  and  native  gold.  The  analysis  gave  the  fqllowing 
results  : — 

Bi.  Ag.  Cu.  Pb.  Fe,  Zn.  S.  Total. 

42*97  8*43  7*50  22*49  0*70  trace  17*11  99*20 

from  which  the  formula  2RS  -b  Bi2Sj  may  be  deduced. 

A  Mineral  Probably  New . — A  portion  of  the  ore  from  the  Missouri 
Mine,  Park  Co.,  Colorado,  is  composed  of  a  sulpho-bismuthite  of 
copper  and  silver.  It  occurs  in  a  quartz  gangue,  associated  with 
copper  pyrites  and  wolfram.  Small  slender  crystals  (sp.  gr.  6*31) 
resembling  bismuthinite  occur  in  numerous  cavities.  An  analysis  is 
given  under  I.  The  more  compact  material  gave  the  results  under 
II,  after  deducting  59*75  per  cent,  of  gangue.  A  specimen  (sp.  gr. 
2*643)  from  another  portion  of  the  workings  gave  the  figures  under 


III:— 

Bi. 

Ag. 

Cu. 

Pb. 

Fe. 

Zn. 

S. 

Total. 

I  .. 

60*80 

0*89 

15*96 

— 

2*13 

0*10 

19*94 

99*82 

II  .. 

63*42 

4*09 

12*65 

— 

0*59 

0*07 

18*83 

99*65 

Ill  .. 

62*51 

9*89 

6*68 

2*74 

0*10 

0*07 

17*90 

99*89 
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After  the  subtraction  of  impurities,  the  atomic  ratio  becomes  in  each 
case  nearly  3:4:  15,  which  leads  to  the  general  formula  3RS  -f 
4Bi2S3. 

Hubnerite. — This  mineral  was  found  in  the  Royal  Albert  vein, 
Ouray  Co.,  Colorado.  It  occurs  in  long  flattened  crystals  with  a  sub- 
vitreous  lustre  and  brownish-black  to  pale  yellow  colour.  The  sp.  gr. 
is  7*177,  and  the  composition  is  as  follows  : — 

Si02-  m>2Os.  WO,.  MnO.  FeO.  CaO.  Total. 

0*62  0-05  75*50  23*40  0*24  013  100*02 

This  agrees  very  closely  with  the  formula  MnW04.  B.  H.  B. 

Herderite.  By  Des  Cloizeaux  ( Com.pt .  rend.,  98,  956 — 959). — 
The  mineral  herderite,  described  by  Haidinger,  was  for  a  long  time 
found  only  in  very  small  quantity  at  Ehrenfriedersdorf,  in  Saxony, 
and  on  the  result  of  blowpipe  analyses  by  Turner  and  Plattner,  it  has 
been  regarded  as  a  fluopbosphate  of  calcium  and  aluminium.  Accord¬ 
ing  to  Haidinger’s  measurements,  the  Ehrenfriedersdorf  crystals  are 
modified  right  rhombic  prisms  of  115°  53'.  In  1882,  somewhat  large 
crystals  were  discovered  at  Stoneham,  in  Oxford  Co.,  State  of  Maine, 
apparently  identical  with  those  from  Ehrenfriedersdorf,  but  according 
to  Mackintosh  these  crystals  are  calcium-frm/^iwm-fluophosphate  of 
the  composition — 

P205.  CaO.  BeO.  F.  O. 

44-31  33*21  15-76  11*32  -  476  =  99*84 

The  alumina  reported  by  Plattner  and  Turner  as  present  in  the 
Ehrenfriedersdorf  crystals  may  really  be  beryllia,  but  the  specimens 
are  too  small  and  too  valuable  to  be  used  for  analysis.  The  author 
has  however  made  a  careful  optical  examination  of  specimens  from 
both  localities,  and  finds  that  the  crystals  from  Stoneham  are  identi¬ 
cal  in  their  optical  properties  with  those  from  Ehrenfriedersdorf,  so 
that  in  all  probability  they  belong  to  the  same  mineral  species. 

C.  H.  B. 

Identity  of  Scovillite  and  Rhabdophane.  By  G.  J.  Brush 
and  S.  L.  Penfield  ( Amer.J .  Sci.  [3],  27,  200). — The  authors  recently 
described  (Amer.  J.  Sci.,  25,  459)  a  hydrous  phosphate  of  the  cerium 
and  yttrium  earths  from  Salisbury,  Conn.,  as  a  new  mineral,  giving 
it  the  name  Scovillite.  They  now  find  that  it  is  essentially  identical 
with  rhabdophane,  a  Cornish  mineral,  of  which  only  four  specimens 
are  known.  The  American  mineral  contains  no  cerium  oxide,  and 
has  a  larger  percentage  of  the  yttrium  earths.  Assuming  the  relation 
of  the  yttrium  to  the  cerium  earths  to  be  1  :  4,  the  theoretical  com¬ 
position  may  be  calculated  to  be  P205,  28*40;  (Y,Er)203,  11*12; 
(La,Di)203,  53*28;  H20,  7*20.  This  closely  corresponds  with  the 
results  obtained  by  W.  N.  Hartley  (Trans.,  1882,  210,  and  1884,  167) 
and  the  authors.  The  results  calculated  for  comparison  up  to  100 
are  as  follows  : — 
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■^2^5'  0-",Er)203  +  (La,Di)203.  Fe203.  H2B*  Total. 

Rhabdophane  . .  26*2 6  65*75  —  7*99  100*00 

Scovillite .  29*10  9*93  53*82  0*29  6*86  100*00 

B.  H.  B. 

Composition  of  Idocrase.  By  P.  Jannasch  (Jahrb.  f.  Min., 
1884,  1,  Mem.,  269 — 270).— In  continuation  of  his  investigations  to 
determine  the  chemical  nature  of  idocrase  (Abstr.,  1883,  1067),  the 
author  notes  that  fluorine  is  a  very  constant  constituent.  Ti02  seems 
to  be  still  more  frequent,  and  he  has  now  discovered  B203  in  the 
idocrase  from  the  River  Wilui,  in  Siberia.  An  analysis  of  this 
mineral,  the  so-called  wiluite,  gave  the  following  results: — 

Si02.  Ti02.  E203.  A12Os.  Fe203.  FeO.  MnO. 

36*17  1*30  2*81  12*23  2*18  1*49  0*15 

CaO.  MgO.  H20.  F.  Na20.  Total. 

35*81  6*05  0*72  0*22  0*45  99*58 

B.  H.  B. 

White  Garnet  from  Wakefield,  Canada.  By  G.  F.  Kunz  ( Amer . 
J,  Sci.  [3],  27,  306). — Some  remarkable  white  garnets  have  been 
found  at  Wakefield.  They  occur  in  a  vein  in  crystalline  magnesian 
limestone.  The  crystals  vary  in  size  from  1  mm.  to  80  mm.  in 
diameter.  Associated  with  the  garnet  are  crystals  of  pyrrhotine  and 
white  pyroxene.  An  analysis  gave  the  following  results  : — 

Si02.  A1203.  Fe203.  MnO.  CaO.  MgO.  Total.  Sp.  gr. 

38*80  22*66  1*75  0*30  35*00  0*68  99*19  3*60 

B.  H.  B. 

Action  of  Heat  on  Heulandite.  By  E.  Mallard  (Jahrb.  f.  Min., 
1884,  1,  Ref.,  312 — 313). — When  examined  under  the  microscope  at 
an  increasing  temperature,  heulandite  shows  no  such  alterations  as 
are,  for  example,  displayed  by  boracite.  If  a  plate  of  heulandite  is 
heated  to  150J,  the  refractive  power  alters  but  slowly ;  white  patches 
appear  at  the  edges  and  gradually  fill  up  the  plate,  showing  a  change 
which  can  evidently  be  due  only  to  a  loss  of  water.  If  a  plate  altered 
in  this  way  be  placed  in  Canada  balsam  the  changed  condition  may  be 
retained  ;  but  if  it  remains  exposed  to  the  air,  it  absorbs  moisture  and 
returns  slowly  to  its  original  state.  If  the  plate  is  laid  in  water,  the 
change  is  effected  rapidly.  When  heated  to  180°,  the  plate  breaks  into 
pieces,  and  does  not  return  to  its  original  condition.  The  author 
explains  these  phenomena  as  follows  :  Heulandite  contains  5  mols. 
H20,  two  of  which  belong  to  its  constitution.  If  the  latter,  which 
are  set  free  only  at  a  high  temperature,  are  driven  off,  the  molecular 
construction  is  destroyed.  This  is  not  the  case  when  the  3  mols. 
H20,  set  free  at  a  low  temperature,  are  released.  They  then  separate 
from  the  substance  by  a  purely  physical  process,  like  water  from  a 
sponge.  After  the  expulsion  they  may  be  taken  up  again  and  dis¬ 
tributed  throughout  like  the  colouring  matter  in  crystals.  The 
successive  expulsion  of  these  3  mols.  H20  is  accompanied  by  a  change 
of  the  inclination  of  the  optical  axis,  the  position  of  the  axial  plane, 
&c. 
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The  author  finds  that  beaumontite,  brewsterite,  chabasite,  and 
desmin,  minerals  with  a  high  percentage  of  water,  behave  like 
heulandite  ;  while  heat  appears  to  have  no  action  on  mesotype  and 
analcime.  B.  H.  B. 

The  Olivine  of  the  Melitite-basalt  of  Hoehbohl.  By  A. 

Stelzner  {Jahrb.  f.  Min.,  1884,  1,  Ref.,  270 — 271). — An  error  having 
been  discovered  in  the  analysis  of  the  olivine  from  the  melitite-basalt 
of  Hoehbohl  (Abstr.,  1883,  719),  the  author  has  caused  another 
analysis  to  be  made,  which  gave  the  following  results : — - 

Si02.  MgO.  EeO.  Ni.  Insol.  residue.  Total. 

39-12  44-80  13*16  trace  3*00  100-08 

B.  H.  B. 

Zeolites  in  the  Dolerites  of  Chaux-de-Bergonne  (Puy-de- 
Dome).  By  F.  Gonnard  ( Gompt .  rend.,  98,  1067 — 1068). — In  addi¬ 
tion  to  the  phacolite,  mesolite,  and  christianite  already  known  to 
exist  in  the  dolerites  of  the  district  of  Chaux-de-Bergonne,  the  author 
has  found  gismondite  in  small  white  octahedra,  apparently  macled, 
and  phillipsite  in  small  crystals  in  cruciform  macles.  C.  H.  B. 

The  Freiberg  Gneiss.  By  A.  Stelzner  {Jahrb.  f.  Min.,  1884,  1, 
Mem.,  271 — 275). — The  author  has  for  some  time  been  engaged  in  a 
petrographic  examination  of  the  Freiberg  gneiss  in  order  to  test  the 
correctness  of  Sanberger’s  theory  of  the  formation  of  ore-deposits  by 
lateral  secretion.  In  the  course  of  his  investigations,  he  has  dis¬ 
covered  that  the  gneiss  is  rich  in  columnar  crystals  of  zircon,  accom¬ 
panied  by  tourmaline,  garnet,  and  apatite.  In  the  undecomposed 
gneiss  from  the  Himmelfahrt  Mine,  magnetic  pyrites,  iron  pyrites, 
and  probably  some  arsenical  pyrites  were  found,  the  qualitative 
analysis  of  the  non-magnetic  pyrites  giving  Fe,  Ni,  Co,  and  As.  The 
principal  minerals  of  the  decomposed  gneiss  are  quartz,  felspar,  and 
mica.  The  latter  is,  partially  or  entirely,  converted  into  potash-mica 
and  forms,  in  hexagonal  plates  and  small  globular  aggregates,  the 
principal  mass  of  the  altered  gneiss.  This  secondary  mica  has  been 
analysed  with  the  remarkable  result  that  it  contains,  together  with 
0‘41  Ti02,  0*54  Sn02  as  chemical  constituents. 

Other  products  of  the  decomposition  of  the  gneiss  are  rutile  and 
anatase.  It  is  evident  that  these  titaniferous  minerals  are  the 
products  of  the  decomposition  of  the  brown  mica  of  the  gneiss,  which 
often  contains  a  large  percentage  of  Ti02.  The  analysis  of  the 
anatase-holding  heavier  portion  of  the  country  rock  of  the  Carl 
Stehende  vein  showed  that  the  portion  insoluble  in  aqua  regia  and 
hydrofluoric  acid  contained  11*44  per  cent.  Sn02,  and  hence  the  fine 
needles  in  the  residue  are  evidently  tin-ore. 

With  regard  to  the  minerals  constituting  the  undecomposed  rock, 
the  following  may  be  mentioned  :  From  715  grams  of  gneiss  from  the 
Himmelfurst  Mine  were  obtained,  with  the  help  of  Thoulet’s  solution, 
12*20  grams  pyrites,  rutile,  garnet,  tourmaline,  zircon,  and  apatite; 
and  from  this  4’65  grams  magnetic  pyrites  was  extracted  with  the 
magnet.  The  latter  gave  on  analysis  0*61  Ni  and  0*12  Co,  but  no 
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metallic  constituent.  In  20  grams  of  the  brown  mica  of  the  gneiss, 
traces  of  Hi  and  Co  were  found;  whilst  in  the  white  mica  4*42  per 
cent.  FeO  and  0‘03  per  cent.  Cu,  with  a  little  sulphur,  were  found. 
The  felspar  proved  to  be  free  from  baryta  and  other  abnormal  con¬ 
stituents. 

The  author  reserves  all  conclusions  as  to  the  mode  of  formation  of 
the  Frieberg  veins  for  a  final  report  to  be  published  as  soon  as  the 
analyses  are  completed.  B.  H.  B. 
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Action  of  Iodine  Monochloride  on  Monobromethylene.  By 

L.  Henky  ( Compt .  rend 98,  680 — 682). — Monobromethylene  com¬ 
bines  slowly  with  iodine  monochloride  at  the  ordinary  temperature, 
but  combination  is  not  complete  nntil  after  several  days,  the  liquid 
having  been  frequently  agitated.  An  oily  brownish  liquid  separates 
from  the  aqueous  solution,  and  when  decolourised  with  aqueous 
potash,  dried  over  calcium  chloride,  and  distilled,  it  yields  chloro- 
bromiodethane,  C2H3ClBrI,  a  colourless  liquid,  which  rapidly 
becomes  brown.  It  has  a  somewhat  sharp,  agreeable  odour,  with  a 
sweet,  burning  taste,  and  boils  under  the  ordinary  pressure  at  193 — 
195°  with  partial  decomposition ;  sp.  gr.  at  0°  =  2'53.  When  treated 
with  an  equivalent  quantity  of  alcoholic  potash,  chlorobromiodethane 
is  instantly  decomposed ;  potassium  chloride  and  iodide  are  precipi¬ 
tated  together  in  the  proportion  of  3KC1  to  KI,  and  on  adding  water 
to  the  alcoholic  filtrate,  a  heavy  oily  liquid  is  thrown  down ;  this, 
when  decolourised  by  potash,  dried,  and  distilled,  yields  a  small 
quantity  of  unsymmetrical  chlorobromethylene,  CH2  ‘  CCIBr,  which 
boils  at  63°  and  polymerises  very  rapidly,  and  a  much  larger  quantity 
of  unsymmetrical  bromiodethylene,  CH2 !  CBrI,  which  boils  at  128 — 
130°  with  partial  decomposition. 

It  follows  from  these  results  that  the  product  of  the  action  of 
monobromethylene  on  iodine  monochloride  is  a  mixture  of  the  two 
isomerides,  CH2I !  CHBrCl  and  CHBrI.CH2Cl,  in  the  proportion  of 
1  mol.  of  the  former  to  3  mols.  of  the  latter.  The  chlorine  and  the 
iodine  both  combine  with  the  two  groups  CHBr  and  CH2,  but  in 
unequal  proportion,  the  chlorine  combining  most  readily  with  the 
highly  hydrogenised  OH2-group  ;  whilst  the  iodine  combines  most 
readily  with  the  CHBr-group,  containing  the  bromine.  This  reac¬ 
tion  is  of  the  same  order  as  that  of  iodine  monochloride  on  mono- 
chloretbylene,  but  the  proportional  distribution  of  the  haloids  is 
essentially  different  in  the  two  cases. 

Chlorobromiodethane  is  readily  decomposed  by  bromine  with  the 
formation  of  a  chlorodibromethane  which,  when  treated  with  alkalis, 
yields  the  two  compounds  CH2 1  CBrCl,  boiling  at  63°,  and  CH2 !  CBr2, 
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boiling  at  88 — 90°,  the  latter  being  in  much  larger  proportion  than 
the  former.  C.  H.  B. 

Unsymmetrical  Chloriodethylene  and  Bromiodethylene.  By 

L.  Henry  ( Compt .  rend. ,  98,  741 — 744). — Chloriodethylene ,  CH2 !  CC1I, 
is  obtained  in  small  quantity  by  the  action  of  a  slight  excess  of  alco¬ 
holic  potash  on  chlorobromiodethane  (preceding  abstract).  It  is  a 
colourless  liquid  which  decomposes  rapidly  when  exposed  to  light, 
eventually  becoming  deep  purple.  It  is  insoluble  in  water,  and  when 
freshly  distilled  has  a  slight  ethereal  odour,  but  it  slowly  absorbs 
oxygen,  and  after  some  time  has  the  odour  of  acid  chlorides.  It  boils, 
with  partial  decomposition,  at  100 — 101°  under  a  pressure  of  759  mm. ; 
sp.  gr.  0°  =  2*1431.  Unlike  the  chlorobromo-derivative  it  does  not 
readily  polymerise. 

Bromiodethylene ,  CH2 !  CBrI,  is  the  principal  product  of  the  action 
of  alcoholic  potash  on  chlorobromiodethane  (loc.  cit .).  It  is  a  colour¬ 
less  liquid,  which  rapidly  becomes  violet,  and  is  insoluble  in  water  ; 
sp.  gr.  at  0°  =  2*5651.  It  boils  at  128 — 130°  with  partial  decomposition, 
under  a  pressure  of  764  mm.  ;  does  not  readily  polymerise,  and 
absorbs  oxygen  somewhat  more  slowly  than  the  preceding  corn- 

following  table  gives  the  formulas  and  boiling  points  of  the 
known  symmetrical  and  unsymmetrical  di-halo"id  derivatives  of 
ethylene  : — 


pound 

The 


Symmetrical .  Unsymmetrical . 


Diff. 

k.oJCHcuchci  .. 
^  (CHBr !  CHBr  . . 

B.  p. 

55° 

Diff. 

20° 

ch2: 

CC12.. .. 

B.p. 

35°  1 

Diff. 

55° 

110 

20 

ch2: 

CBr2. .  . . 

90—91  J 

CHI :  CHI  .... 
q7  fCHCl :  CHBr  . . 

*  }chci:chi.... 

61  i  CHBr*.  CHI  .. 

190 

81—82 

19 

ch2 

CCIBr . . 

loo— ioil37z38 

119 

19 

ch2 

CC1I  .. 

150 

20 

ch2 

CBrI  .. 

128—130/ 

zy 

27  { CHC1 !  CHC1  .. 
Co  rCHCKCHBr  .. 
°}  CHBr!  CHI  .. 
40  ICHBriCHBr.. 

55 

20 

ch2 

CC12. .  . . 

35  } 

63  { 

28 

81—82 

19 

ch2 

CCIBr  . . 

67 

150 

20 

ch2 

CBrI  .. 

128— 130  ( 

110 

20 

ch2 

CBr2. .  . . 

90—91  I 

40 

i  JCHCi:  CHC1  .. 
ICHC1 :  CHI. . . . 

55 

20 

CHo 

CC12.. .. 

35  \ 

65 

119 

19 

ch2 

CC1I  .. 

100—101 J 

The  unsymmetrical  derivatives,  whether  simple  or  mixed,  are  more 
volatile  than  the  isomeric  symmetrical  compounds,  the  difference 
between  the  boiling  points  of  the  corresponding  members  of  the  two 
series  being  always  19 — 20°,  and  the  difference  between  the  boiling 
points  of  any  two  terms  in  the  one  series  is  the  same  as  the  difference 
between  the  corresponding  two  terms  in  the  other  series.  The  sub¬ 
stitution  of  one  haloid  for  another  produces  the  same  change  of 
boiling  point  in  both  series.  If  the  position  of  the  haloids  with 
respect  to  the  nucleus  ClzC  in  these  derivatives  exerts  great  influence 
on  their  volatility  and  determines  their  boiling  point,  this  position  is 
entirely  without  influence  on  their  relative  volatility,  which  depends 
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exclusively  on  the  nature  of  the  haloid,  that  is,  on  the  molecular 
weight. 

The  sp.  gr.  of  the  symmetrical  derivatives  is,  as  a  rule,  higher  than 
that  of  the  corresponding  unsymmetrical  derivatives,  as  is  seen  in  the 
following  table : — 


Sp.  gr.  at  0°. 

CHCl :  CHI . 

.  2-230 

ch2:ccii  . 

.  2T40 

CHBr :  CHI . 

.  2*750 

CH2 !  CBrI  . 

.  2*560 

chi: chi  . 

.  3*303 

CH, :  CL  . 

.  2*942 

Precisely  similar  relations  hold  good  in  the  case  of  the  di-deriva¬ 
tives  of  ethane.  C.  H.  B. 

Action  of  Ethylene  Bromide  on  Ethyl  Malonate.  By  W. 

H.  Perkin,  Jun.  ( Ber .,  17,  54 — 59). — When  sodium  (9  grams)  is  dis¬ 
solved  in  absolute  alcohol  (90 — 100  grams),  and  the  product  treated 
with  a  mixture  of  ethyl  malonate  (30  grams),  and  ethylene  bromide 
(36  grams),  ethyl  trimethylenedicarboxylate  is  produced  : 

CHo 

CNa2(COOEt)2  +  C2H4Br2  =  |  >(COOEt)2  +  2NaBr. 

CH/ 

It  is  a  colourless  oil,  which  boils  at  206 — 208°  (720  mm.).  The  free 
acid  may  be  obtained  by  saponifying  it  with  alkali  and  then  adding  an 
acid  ;  it  is  a  crystalline  substance,  melting  at  140 — 141°,  and  decom¬ 
posing  slowly  at  160°  with  evolution  of  carbonic  anhydride ;  it  is 
extremely  soluble  in  water,  much  more  so  than  in  ether.  Bromine 
acts  on  it  very  slowly  in  the  cold,  but  disappears  with  evolution  of 
hydrobromic  acid  when  heated.  The  silver  salt,  C5H404Ag2,  forms  a 
white  precipitate,  somewhat  soluble  in  water.  When  trimethylene- 
dicarboxylic  acid  is  heated  in  an  oil  bath  at  210°,  carbonic  anhydride 
is  abundantly  evolved,  whilst  trimethylenemonocarboxylic  acid , 

CH2. 

|  >CH.COOH 
CH/ 

distils  over.  This  is  a  colourless  liquid,  boiling  at  188 — 190°;  it  has 
a  slight  odour,  is  somewhat  soluble  in  water,  readily  in  ammonia. 
The  ammonium  salt  is  very  readily  soluble,  and  crystallises  in  scales  ; 
the  silver  salt,  C4H502Ag5,  forms  a  white  amorphous  sparingly  soluble 
precipitate,  and  when  heated  yields  a  readily  volatile  liquid,  which  is 
probably  the  anhydride  of  the  acid.  At  the  ordinary  temperature 
bromine  has  no  action  on  the  monocarboxylic  acid,  but  on  warming  it 
reacts  with  evolution  of  hydrobromic  acid.  A.  K.  M. 

Synthesis  of  Dihydrie  Alcohols  from  Mixtures  of  Aldehydes. 

(Preliminary  Communication.)  By  W.  Fossek  ( Mona.tsh .  Ghent.,  5, 
119 — 120). — The  author  has  previously  shown  that  diisopropylethylene 


ORGANIC  CHEMISTRY. 


833 


glycol  is  formed  by  tbe  action  of  alcoholic  potash  on  isobutaldehyde  ; 
analogous  glycols  are  obtained  by  the  action  of  alcoholic  potash  on  a 
mixture  of  equal  molecular  weights  of  isobutaldehyde  and  another 
aldehyde,  or  by  the  addition  of  sodium-amalgam  to  an  alcoholic  solu¬ 
tion  of  such  mixture.  These  glycols  are  all  crystalline,  distil  unchanged, 
are  insoluble  in  water,  alcohol,  and  ether. 

Methylisopropylethylene  glycol,  CHMe(OH).CHPr^.OH,  prepared 
from  acetaldehyde  and  isobntaldehyde,  is  a  thick  colourless  liquid, 
solidifying  at  about  0°  to  a  compact  white  crystalline  mass.  It  boils  at 
204 — 208°,  has  a  faint  agreeable  odour,  and  a  burning  peppermint¬ 
like  taste. 

Isobutyl-isopropylethylene  glycol,  CHBu^(OH).CHPr^.OH,  obtained 
from  isovaleraldehyde  and  isobutaldehyde,  crystallises  in  long  needles, 
and  melts  at  80 — 81°. 

Phenylisopropylethylene  glycol,  CPhH(OH).CPr^H.OH,  from  benz- 
aldehyde  and  isobutaldehyde,  melts  at  81 — 82°,  is  soluble  in  benzene, 
and  has  an  agreeable  aromatic  odour. 

A  crystalline  product  (m.  p.  94°)  obtained  by  the  action  of  alcoholic 
potash  on  a  mixture  of  acetone  and  isobutaldehyde,  is  also  under 
investigation.  A.  J.  G. 

Action  of  Solutions  of  Cellulose  on  Polarised  Light.  By  A. 

Levallois  ( Compt .  rend.,  98,  732 — 735). — A  1  per  cent,  solution  of 
purified  cotton  in  Sehweizer’s  ammonio-cupric  reagent,  has  a  laBvo- 
rotatory  power  for  the  light  which  passes  through  the  ammonio- 
cupric  liquid  of  about  — 20°.  Comparative  experiments  on  the  action 
of  sugar  on  this  light  and  on  sodium  light  show  that  the  deviations 
observed  in  the  first  case  must  be  multiplied  by  1’85,  in  order  to 
lender  them  comparable  with  those  observed  in  the  second.  The 
degree  of  rotation  is  not  strictly  proportional  to  the  amount  of  cotton 
dissolved,  but  increases  somewhat  more  slowly  than  the  concentration 
of  the  solution.  If  the  solution  is  diluted  with  water  or  with  ammonia, 
the  rotatory  power  at  first  rapidly  diminishes,  but  afterwards  a  con¬ 
dition  of  equilibrium  is  established,  beyond  which  any  further  dilution 
lias  little  effect.  If  tbe  ammonio-cupric  solution  is  prepared  by  dis¬ 
solving  precipitated  cupric  hydroxide  in  ammonia,  instead  of  metallic 
copper,  it  dissolves  a  greater  proportion  of  cellulose,  and  dilution 
with  water  produces  different  results,  the  curve  being  slightly  convex 
towards  the  axis  representing  the  deviation  of  the  polarised  ray.  For 
1  he  same  proportion  of  cellulose,  solutions  containing  increasing  pro¬ 
portions  of  oxide  of  copper  produce  increasing  amounts  of  rotation, 
hut  the  relation  between  the  two  quantities  has  not  yet  been  ascer¬ 
tained. 

Flax,  hemp,  filter-paper,  and  carefully  purified  tunicin  from 
Ascidia  intestinalis,  have  the  same  rotatory  power  as  cotton,  hut  hydro¬ 
cellulose  prepared  by  Girard’s  method  is  slightly  less  active,  the  rota¬ 
tion  produced  by  a  1  per  cent,  solution  being  — 19‘5°. 

C.  H.  B. 

Action  of  Phosphorous  Trichloride  on  Aldehydes.  By  W. 

Fossek  (Monatsh.  Chem.,  5,  121 — 123).— By  the  action  of  phosphorous 
trichloride  on  propionic,  isobutyric,  isovaleric,  and  benzoic  aldehydes, 
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and  subsequent  treatment  with  water,  similar  products  are  obtained, 
from  which  an  acid  containing  phosphorus  may  be  isolated  in  each 
case.  These  acids  are  crystalline,  stable  in  air,  readily  soluble  in 
water  or  alkalis,  less  soluble  in  alcohol,  still  less  in  ether,  and  nearly 
insoluble  in  benzene.  They  do  not  volatilise  in  a  current  of  steam. 
The  aqueous  solutions  do  not  give  precipitates  with  silver  nitrate  until 
neutralised  with  ammonia,  when  white  precipitates  are  obtained, 
readily  soluble  in  nitric  acid  and  in  ammonia ;  the  latter  solution 
does  not  yield  a  precipitate  of  silver  on  heating.  The  potassium  and 
barium  salts  are  readily  erystallisable.  The  acids  are  not  decom¬ 
posed  by  several  hours’  boiling  with  aqueous  potash. 

The  acid,  C4HnP04,  derived  from  isobutaldehyde,  is  granulo- 
crystalline,  and  melts  at  168 — 169°.  The  barium  salt  has  the 
formula  (C4HLoP04)2Ba. 

The  acid  C5HL3P04,  from  isovaleraldehyde,  crystallises  in  scales, 
and  melts  at  183 — 184°.  It  is  isomeric  with  the  acid  obtained  by 
Guthrie  (this  Journal,  1856,  139)  from  amyl  alcohol  and  phosphoric 
acid. 

The  acid  from  propaldehyde  crystallises  in  scales,  and  melts  at 
158 — 160°:  that  from  benzaldehyde  is  crystalline. 

Phosphorous  trichloride  acts  so  violently  on  acetaldehyde  that  the 
products  are  carbonised.  A.  J.  G. 

Derivatives  of  Ethylie  Acetoaeetate,  By  W.  Wedel  ( Annalen , 
219,  71 — 119). — By  the  action  of  sodium  on  ethylie  dibromoacetoacetate, 
the  author  obtained  a  brown  resinous  mass,  and  a  substance  crystal¬ 
lising  in  yellow  prisms,  although  in  very  small  quantities ;  it  melts  at 
133°,  is  insoluble  in  water,  but  soluble  in  hot  alcohol  with  a  strong 
blue  fluorescence.  This  substance  was  found  to  be  identical  with 
Hermann’s  diethyl  quinonehydrodicarboxylate,  Ci2Hl406  (Abstr.,  1882, 
714),  obtained  by  the  action  of  bromine  on  diethylic  succinosuccinate. 
By  the  slow  action  of  dilute  soda  solution  and  subsequent  treat¬ 
ment  with  hydrochloric  acid,  the  free  acid  C8H60fi  was  obtained 
in  colourless  crystals,  which  became  yellow  on  being  dried.  The  acid 
is  sparingly  soluble  in  cold,  easily  in  hot  water,  and  gives  a  deep  blue 
coloration  with  ferric  chloride.  By  acting  on  diethyl  quinonehydro¬ 
dicarboxylate  with  acetic  chloride  at  60°  in  a  closed  tube,  a  diacetyl 
compound,  Ci6Hl8Os,  is  formed  in  bright  colourless  crystals,  insoluble 
in  water,  soluble  in  ether  and  hot  alcohol,  melting  at  150°,  and  sub¬ 
liming  at  a  higher  temperature.  It  is  decomposed  by  the  action  of 
dilute  soda  solution,  with  formation  of  quinonehydrodicarboxylic  acid, 
C6H2Ad3(COOEt)2  +  4NaOH  =  2EtOH  +  2AcNa  +  C6H402(C00Na)2. 
In  a  similar  way,  by  the  action  of  acetic  chloride  on  diethylic  succino¬ 
succinate  at  115 — -120°,  the  author  obtained  a  diacetyl  compound, 
melting  at  168°,  and  subliming  at  a  higher  temperature,  but  in  other 
properties  similar  to  the  previously  mentioned  diacetyl  compound. 
On  account  of  the  ease  with  which  the  above  acetyl  compounds  are 
formed  or  decomposed  by  dilute  caustic  alkalis,  the  author  holds  that 
there  must  be  an  hydroxyl  group  in  diethylic  succinosuccinate,  in 
diethyl  quinonehydrodicarboxylate,  and  consequently  also  in  ethylie 
acetoaeetate,  and  in  this  his  formulae  differ  from  those  given  by 
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Hermann,  and  in  tlie  case  of  ethylic  acetoacetate  from  that  of  Frank- 
land  and  Duppa.  He  gives  the  formula 

CH  *.  C(OH)  .  CH  .  COOEt  CH* .  C(OH)  :  C  .  COOEt 

I  I  or  |  ! 

CH :  C(OH)  .  CH  .  COOEt  CH2 .  C(OH)  :  C  .  COOEt 

for  diethylic  succinosuccinate, 

CH :  C(OH)  .  C  .  COOEt  CH  .  C(OH)  :  C  .  COOEt 

I  II  or  II  I 

CH :  C(OH) .  C  .  COOEt  CH  .  C(OH)  :  C .  COOEt 

for  diethyl  quinonehydrocarboxylate,  and 

CH2  :  C(OH).CH2.COOEt  or  CH3.C(OH)  :  CH. COOEt 

for  ethylic  acetoacetate.  The  author  also  gives  various  reasons  for 
holding  that  the  hydroxyl  in  the  above  compound  has  more  the  cha¬ 
racter  of  a  phenol  hydroxyl  than  an  alcoholic,  and  on  this  assumption 
he  endeavours  to  explain  the  readiness  with  which  quinol  is  obtained 
by  the  distillation  of  diethyl  quinonehydrocarboxylate. 

The  author  failed  to  obtain  any  results  by  the  action  of  sodium  on 
ethylic  tribromoacetoacetate.  By  acting  on  ethylic  mono-  or  dibromo- 
acetoacetate  with  sodium  alcohol  ate,  he  obtained  the  same  products  as 
by  the  action  of  sodium.  On  preparing  a  bromine  derivative  of  ethylic 
acetoacetate,  which  appeared  to  be  a  pentabrcmo-compound,  and  treat¬ 
ing  it  with  cupric  acetate,  he  obtained  a  salt  of  ethylic  tribromoaceto¬ 
acetate,  (CGHGBr303)2Cu,  and  he  considers  that  all  bromine  compounds 
containing  more  than  3  atoms  of  bromine  are  mixtures  of  the  tribromo- 
compound  and  the  perbromo-compound.  Ethylic  perbromaceto- 
acetate,  CGBr1003,  formed  by  the  action  of  an  excess  of  bromine  on 
brominated  ethylic  acetoacetate  for  two  days  at  60 — 80°,  is  obtained 
as  a  colourless  crystalline  mass,  melting  at  79 — 80°.  The  copper 
derivative  of  ethylic  dibromoacetoacetate,  (C6H7Br203)2Cu,  crystallises 
in  needles,  is  insoluble  in  water,  soluble  sparingly  in  cold,  but  readily 
in  hot  alcohol,  and  is  decomposed  by  bases  or  acids,  or  by  heating  to 
10°o. 

By  the  action  of  bromine  on  ethylic  ethylacetoacetate  in  the  cold, 
brominated  compounds  were  obtained.  Ethylic  monobromethyl aceto¬ 
acetate,  C8H13Br03,  is  a  brown  strongly  smelling  liquid,  of  sp.  gr. 
1*354;  gives  a  violet  coloration  with  ferric  chloride;  soluble  in  alcohol 
and  ether,  but  insoluble  in  water  and  in  alcoholic  solution.  Ethylic 
dibromethylacetoacetate ,  C8H12Br203,  is  a  yellow  fruity  smelling  liquid, 
of  sp.  gr.  1*635;  insoluble  in  water,  but  soluble  in  alcohol  and  ether, 
and  gives  a  dark  wine-red  colour  with  ferric  chloride.  Ethylic  tribrom- 
ethylaceto acetate,  C8HnBr303,  is  also  a  yellow  liquid,  of  sp.  gr.  1*860. 
By  further  action  with  bromine  no  definite  compounds  were  obtained, 
nor  did  the  above  yield  compounds  with  cupric  acetate.  At  100°,  the 
monobromo-compound  is  decomposed  into  ethyl  bromide,  and  an  acid, 
CgH803,  or  Ci2H16Og,  which  the  author  calls  ethylsuccinosuccinic  acid. 

Ethylsuccino succinic  acid  crystallises  in  rhombic  octahedra  ;  melts 
at  126 ‘6°,  is  soluble  in  water  and  alcohol,  but  is  nearly  insoluble  in 
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ether  and  benzene,  and  gives  a  cherry-red  coloration  with  ferric  chlo¬ 
ride.  It  is  unchanged  by  boiling  with  baryta- water,  but  is  completely 
decomposed  when  heated  with  hydrochloric  acid  at  120 — 130°. 

The  barium  salt,  C12H1406Ba  +  2H20,  forms  very  soluble  needles; 
the  potassium  salt,  Ci2H1406K2  4*  H20,  is  obtained  as  a  very  soluble 
crystalline  mass  ;  the  ammonium  salt,  C12Hi406(HH4)2,  forms  needles 
decomposing  at  80° ;  the  sodium  salt,  C12Hu06Na2  4-  2H20,  is  hygro¬ 
scopic  ;  the  calcium  salt,  Ci2H1406Ca  4-  H20,  and  the  magnesium  salt, 
C12Hi406Mg  +  2^H20,  are  crystalline  powders ;  the  zinc  salt, 

C12Hi406Zn  +  2^H20,  crystallises  in  tablets :  the  manganese  salt, 
Ci2Hu06Mn  -f  4H20,  gives  rose-coloured  crystals  ;  and  the  lead  salt, 
Ci2H1406Pb.  is  less  soluble.  The  copper  salt  is  reduced  to  cuprous 
oxide  by  the  action  of  acids.  The  author  failed  to  obtain  any  well 
formed  acid  salts.  The  ethyl  ether  was  obtained  in  very  small  quan¬ 
tities  by  the  action  of  hydrochloric  acid  on  an  alcoholic  solution  of 
the  acid.  A.  B. 

Constitution  of  E  thy  lie  Acetoacetate  and  of  Benzene.  By 

A.  Geuthep  ( Annalen ,  219,  119 — 128). — The  author  holds  that  from 
the  results  of  Wedel’s  investigation  (preceding  Abstract)  the  consti¬ 
tutional  formula  for  ethylic  acetoacetate  must  be 

CH3.C(OH)  I  CH.COOEt, 

rather  than  CH2  !  C(OH).CH2.COOEt.  He  also  endeavours  to  prove 
the  correctness  of  Kekule’s  constitutional  formula  for  benzene  from 
the  ease  with  which  diethyl  quinonehydrocarboxylate  is  formed  from 
ethylic  dibromoacetoacetate.  A.  B. 

Formation  of  Amides  from  Ammonium  Salts.  By  N. 

Menschtjtkin  ( Compt .  rend.,  98,  1049 — 1052). — The  ammoniacal  salts 
were  heated  in  bulbs  at  a  given  temperature  for  a  definite  time,  and 
the  proportion  remaining  unaltered  was  determined  by  titration  with 
standard  soda  solution,  using  phenolphthalein  as  indicator.  The 
amides  are  formed  at  temperatures  above  100° ;  the  rate  of  formation 
increases  with  the  temperature  ;  and,  after  a  sufficient  length  of  time, 
a  maximum  limit  is  attained.  The  progress  of  the  change  is  precisely 
similar  to  that  of  etherification,  as  is  shown  by  the  following  series 
of  observations  on  the  formation  of  acetamide  from  ammonium  acetate 


at  155°  : — 

Time .  1  4  8  12  24  hours 

Percentage  of  amide 

formed  .  50-9  78'1  80*0  80*0  80*6 

Time .  72  144  192  216  240  hours 

Percentage  of  amide 

formed  .  81*0  81*6  81*6  81*5  81*6 


The  initial  velocity  of  the  reaction,  i.e.,  the  proportion  of  amide 
formed  in  1  hour,  increases  rapidly  with  the  temperature,  and  depends 
also  on  the  constitution  of  the  acid.  The  amides  of  primary  acids  are 
produced  much  more  rapidly  than  the  amides  of  secondary  and  tertiary 
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acids,  and  this  rule  holds  good  in  both  the  fatty  and  aromatic  series. 
In  homologous  series,  the  initial  velocity  diminishes  as  the  molecular 
weight  of  the  acid  increases. 

Contrary  to  the  law  observed  in  etherification,  the  maximum  limit 
to  the  formation  of  the  amides  increases  considerably  with  an  increase 
of  temperature.  This  limit  is  not  affected  by  the  isomerism  of  the 
acid ;  for  butyramide  at  155°  it  is  84T3  per  cent.,  and  for  isobutyr- 
amide  it  is  84  6 7  per  cent,  under  the  same  conditions.  For  phenyl 
acetamide  at  155°  the  limit  is  81'5  per  cent.,  but  the  formation  of 
benzamide  and  anisamide  take  place  so  slowly  that  the  maximum 
limit  could  not  be  ascertained.  At  125°,  the  maximum  limit  to  the 
formation  of  amides  of  the  fatty  acids  increases  with  the  molecular 
weight  of  the  acid. 

The  formation  of  the  amides  from  the  ammoniacal  salts  follows  the 
same  laws  as  etherification,  and  this  fact  that  organic  compounds,  in 
different  reactions,  follow  the  same  laws,  depending  on  their  chemical 
constitution,  is  of  very  great  importance.  C.  H.  B. 

Action  of  Chloraldehydes  on  Benzene  in  Presence  of  Alu¬ 
minium  Chloride.  By  A.  Combes  ( Compt .  rend 98,  678 — 679). — 
When  aluminium  chloride  is  added  in  successive  small  portions  to  a 
solution  of  chloral  in  a  large  excess  of  benzene,  a  somewhat  energetic 
reaction  takes  place  even  in  the  cold.  If  the  liquid  is  heated  at  70° 
for  about  an  hour  and  a  half,  washed  with  water,  and  fractionated, 
it  yields  a  viscous  colourless  liquid,  which  has  the  composition 
CPhCl2.COH,HCl,  and  is  the  hydrochloride  of  the  aldehyde 
CPhCk.CHO.  This  compound  is  very  stable,  and  can  be  distilled  in 
a  vacuum  without  decomposition;  but  when  heated  under  ordinary 
pressure,  it  begins  to  boil  at  265°  and  gradually  loses  hydrochloric 
acid,  the  boiling  point  rising  to  295°.  Potash  in  the  cold  removes  all 
the  hydrochloric  acid  without  attacking  the  aldehyde,  but,  when 
heated,  benzaldehyde  and  products  free  from  chlorine  are  formed. 
The  aldehyde  rapidly  reduces  Fehling’s  solution  and  silver  nitrate, 
and  combines,  although  with  difficulty,  with  sodium  hydrogen  sulphite. 
It  is  readily  oxidised  and  yields  the  acid  CPhCl2.COOH. 

The  prolonged  action  of  aluminium  chloride  on  a  solution  of  this 
aldehyde  in  benzene  yields  carbon  and  triphenylethane,  CPh3.CH3,  in 
yellowish-white  crystals  with  a  green  fluorescence.  The  crystals 
melt  at  205°.  C.  H.  B. 

Colouring  Matters  formed  by  the  Union  of  Phenols  with 
Aromatic  Aldehydes.  By  C.  Zulkowsky  ( Monatsh .  Chem .,  5,  108 
— 118). — By  the  action  of  sulphuric  acid  mixed  with  one-third  of  its 
weight  of  glacial  acetic  acid  on  a  mixture  of  equal  molecular  weights 
of  salicylaldehyde  and  phenol,  a  mixture  of  a  deep-red  and  a  colour¬ 
less  substance  is  obtained,  the  latter  being  converted  into  ihe  former 
by  oxidation  in  an  alkaline  solution.  The  red  substance  could  not  be 
obtained  in  a  pure  state ;  it  is  distinguished  from  aurin  by  not  yielding 
a  blue  colouring  matter  when  boiled  with  aniline. 

If  the  phenol  be  employed  in  excess  (4  mols.),  the  red  colouring 
matter  described  by  Liebermann  and  Schwarzer  (Abstr.,  1876,  414) 
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is  obtained.  Analysis  gives  numbers  agreeing  better  with  the  for¬ 
mula  C26O20O6  than  with  Liebermann’s  formula  C26H2206.  At  the  same 
time,  an  ochre- yellow  substance  was  obtained,  but  could  not  be  puri¬ 
fied  sufficiently  for  analysis.  The  same  substances  appear  to  be 
formed  by  the  action  of  parahydroxybenzaldehyde  on  phenol. 

A.  J.  G. 

Hipparaffin.  By  K.  Kraut  and  Y.  Schwartz  (. Annalen ,  223,  40 
— 47). — Schwartz,  who  isolated  the  so-called  “  hipparaffin”  as  a  pro¬ 
duct  of  the  oxidation  of  hippuric  acid  by  lead  dioxide  and  sulphuric 
acid,  assigned  to  it  the  constitutional  formula  C2H4(hTHBz)2,  or  ethy- 
lene-dibenzimide.  This  view  was  supported  by  the  synthetical  produc¬ 
tion  from  ethaldehyde  and  benzamide,  of  a  substance  identical  in 
percentage  composition  with  hipparaffin,  although  differing  from  it  in 
melting  point  and  solubility  in  sulphuric  and  nitric  acids.  The 
results  of  this  paper  accord  with  those  of  Schwartz  as  regards  the 
physical  properties  of  hipparaffin  and  its  decomposition  on  distilla¬ 
tion,  and  the  non-formation  of  a  bromo-derivative.  It  is  also  shown 
that  hipparaffin  differs  most  markedly  in  melting  point  and  solubility 
in  alcohol  both  from  ethylidene-  and  ethylene-dibenzamide.  Further, 
ethylidene-dibenzamide  decomposes  at  130°  in  presence  of  water  into 
aldehyde  and  benzamide,  and  ethylene-benzamide,  on  addition  of 
soda,  yields  ethylenediamine  and  benzoic  acid,  but  hipparaffin  is  un¬ 
altered.  Again,  when  ethylidene-dibenzamide  is  boiled  with  sulphuric 
acid,  it  yields  ammonia,  benzoic  acid,  and  ethaldehyde,  whilst  hip¬ 
paraffin  under  the  same  conditions  yields  methaldehyde.  This  latter 
reaction  would  tend  to  show  that  hipparaffin  is  probably  methylene 
dibenzamide ;  and  to  prove  this  conjecture,  this  compound  was  pre¬ 
pared  synthetically  from  benzonitrile  and  methylal.  The  resultant 
substance  was  found  to  be  identical  in  chemical  and  physical  pro¬ 
perties  with  hipparaffin,  whose  formation  from  hippuric  acid  can  be 
represented  by  the  equation  2CH2(NHBz).COOH+  40  =  CH2(NHBz)2 
+  3C02  +  2H20.  Y.  H.  Y. 

Benzoylacetic  Acid.  II.  By  A.  Baeyer  and  W.  H.  Perkin, 
Jun.  ( Ber 17,  59 — 66).— -By  the  action  of  iodine  on  ethyl  sodaceto- 
acetate,  Harrow  ( Annalen \  201,  145)  obtained  ethyl  diacetosuccinate ; 
by  boiling  with  dilute  sulphuric  acid,  this  is  decomposed  into  alcohol 
and  ethyl  carbopyrotritartarate,  the  latter  becoming  saponified  by  con¬ 
tinued  boiling.  Ethyl  benzoyl  acetate  exhibits  a  perfectly  similar 
behaviour  :  ethyl  dibenzoyl  succinate,  C22H2206,  crystallises  in  small 
colourless  prisms  melting  at  125 — 126°  ;  when  warmed  with  concen¬ 
trated  sulphuric  acid,  it  becomes  first  olive-green  and  then  brownish- 
red  ;  it  dissolves  in  alcoholic  potash  with  a  yellow  coloration.  The 
lactonic  acid,  CI8Hi205,  obtained  on  boiling  it  with  30  per  cent,  sul¬ 
phuric  acid,  is  sparingly  soluble  in  water,  readily  in  alcohol,  ether, 
and  benzene,  and  crystallises  in  small  needles  melting  at  230°  with 
decomposition.  From  the  similarity  between  this  reaction  and  that 
described  by  Harrow  ( loc .  cit .),  this  acid  may  be  assumed  to  be  car- 
bopyrotritartaric  acid,  in  which  two  phenyl-groups  replace  methyl. 
According  to  Harrow,  carbopyrotritartaric  acid  is  a  monobasic  lactonic 
acid,  and  is  converted  into  a  dibasic  acid  by  boiling  with  alkalis.  The 
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authors,  however,  have  as  jet  obtained  only  dibasic  salts  of  their 
acid,  showing  that  the  aromatic  compound  takes  up  the  elements  of 
water  with  greater  readiness;  the  calcium  salt,  Ci8HI206Ca,  and  the 
silver  salt,  Ci8Hi206Ag2,  form  white  amorphous  precipitates.  When 
the  monolactone  is  boiled  with  acetic  anhydride  and  the  product 
poured  into  water,  the  dilactone  of  dibenzoylsuccinic  acid,  C18Hi004, 
separates  in  colourless  scales  of  silvery  lustre.  It  melts  at  254 — 255° 
with  decomposition,  dissolves  sparingly  in  hot  alcohol  with  a  splendid 
violet  fluorescence.  It  is  not  attacked  by  alkaline  carbonates,  but 
alcoholic  potash  reconverts  it  into  the  original  substance. 

From  the  greater  instability  of  the  /3-lactones,  it  is  probable  that 
the  above  compounds  contain  7-lactone-rings,  in  which  case  they  stand 
in  a  simple  relationship  to  pulvic  acid  and  anhydride  :  — 


CPh :  C(COOH).CH.COPh 

1  1 

0 - CO 

Monolacione  of  dibenzoyl- 
succinic  acid. 


co-o 
I  I 

CPh :  c.c :  CPh 
I  I 

0 - CO 


Dilactone  of  dibenzoyl- 
succimc  acid. 


The  monolactone  of  dibenzoylsuccinic  acid,  when  heated,  behaves 
differently  from  carbopyrotritartaric  acid,- this  yielding  carbonic  anhy¬ 
dride  and  pyrotritartaric  acid;  whilst  the  former  yields  a  sublimate 
(probably  the  diketone)  insoluble  in  ammonia.  This  difference  may 
perhaps  be  accounted  for  on  the  supposition  that  carbopyrotritartaric 
acid  contains  a  /3-lactone-ring  : — 

COMe.CH(COOH).C=CMe 

1  1 

CO— o 

When  ethyl  benzoylacetate  is  boiled,  it  is  decomposed  with  formation 
of  dehydrobenzoylacetic  acid,  C18H1204,  the  reaction  corresponding 
with  the  similar  production  of  dehydracetic  acid  from  ethyl  aceto- 
acetate  : — 2C6H6.CO.CH2.COOEt  =  CiaHpjCh  4-  2C2H60.  It  crystal¬ 
lises  from  alcohol  in  long  yellow  needles  melting  at  171 — 172°,  and  is 
also  readily  soluble  in  ether  and  chloroform.  With  cold  concen¬ 
trated  sulphuric  acid,  it  forms  an  olive-green  solution,  which  becomes 
violet  on  warming,  and  then  exhibits  the  absorption-bands  of  indigo, 
the  colour  disappearing,  however,  on  dilution  with  water.  The  alkali 
salts  are  readily  soluble,  whilst  the  silver  salt,  Ci8Hn04Ag,  forms  a 
white  flocculent  precipitate  unacted  on  by  light.  A  solution  of  the 
ammonium  salt  yields  a  blackish-violet  amorphous  precipitate  with 
ferrous  sulphate,  and  a  deep  scarlet-red  precipitate  with  ferric 
chloride.  By  the  action  of  sodium  amalgam,  two  crystalline  acids  are 
produced,  C18Hh03  melting  at  112°,  and  C18HuO  melting  at  about 
145 — 150°  with  decomposition.  By  the  action  of  cold  concentrated 
alcoholic  potash  on  dehydrobenzoylacetic  acid,  benzoylacetic  acid  is 
reproduced  in  almost  theoretical  amount.  A.  K.  M. 


840 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Action  of  Phosphorus  Pentachloride  on  Amido-comenic 
Acid.  By  T.  Bellmann  (J.  pr.  Chern .  [21,  29,  1 — 22). — How  ob¬ 
served  that  when  comenic  acid  was  boiled  with  ammonia,  it  yielded  a 
nitrogen- derivative,  which  he  considered  to  be  an  amido-acid,  and 
which  he  consequently  called  amido-comenic  acid.  Later  researches 
have  shown  it  to  be  a  monobasic  oxy-acid  containing  nitrogen  in  the 
radical  nucleus.  Ost  found  that  when  acted  on  by  phosphorus  penta¬ 
chloride,  all  the  oxygen  and  nitrogen  were  replaced  by  chlorine, 
hydrochloric  acid  was  liberated,  and  hexachloropicoline,  C6HC16N, 
was  formed.  The  author  has  studied  the  action  of  phosphorus  penta¬ 
chloride  at  various  temperatures  and  in  various  proportions,  carefully 
examining  the  bye-products  formed. 

I.  Action  of  5  mols.  iPCU  on  1  mol.  Amido-comenic  Acid  at  220 — 
250°  and  at  275°. —  After  heating,  the  mass  is  thrown  into  iced  water, 
whereupon  a  dark-coloured  oil  separates  out.  It  constitutes  the 
principal  product  of  the  reaction,  and  consists  of  a  mixture  of  penta- 
and  hexa-chloropicoline.  The  aqueous  portion  is  evaporated  until  it 
crystallises.  The  crystals,  which  consist  of  a  chlorinated  substance, 
are  separated  from  the  liquor,  dissolved  in  hot  water  and  neutralised 
with  a  mmonia,  in  order  to  separate  *  the  body  from  admixed  com¬ 
pounds  by  the  difference  in  solubility  of  its  ammonium  salts.  On 
decomposing  it  with  calcium  chloride,  the  calcium  salt  is  obtained  in 
fine  white  silky  needles.  The  free  acid,  which  the  author  calls  mono - 
chloro-y-hydroxypicolinic  acid ,  C6H4Clhr03  +  H20,  forms  small  colour¬ 
less  pointed  needles,  which  are  almost  insoluble  in  cold  water,  but 
more  soluble  in  hot.  Its  aqueous  solution,  which  has  an  acid  reac¬ 
tion,  gives  a  slightly  yellow  coloration  with  ferric  chloride.  It  yields 
a  white  precipitate  with  silver  nitrate.  The  free  acid  melts  at  224°. 
It  forms  a  hydrochloride,  crystallising  in  fine  pointed  needles. 

The  normal  calcium  salt  forms  white  efflorescent  needles.  It  is  pre¬ 
pared  by  adding  calcium  chloride  to  a  solution  containing  an  insuffi¬ 
cient  quantity  of  ammonia  to  neutralise  it.  The  basic  calcium  salt  is 
obtained  as  a  yellowish- white  crystalline  powder  on  adding  calcium 
chloride  to  a  neutral  solution.  Monochloro-7-hydroxypicolinic  acid, 
when  treated  with  tin  and  hydrochloric  acid,  is  reduced  to  7-hydroxy  - 
picolinic  acid,  C5H3N(OH).COOH  H-  H20,  which  crystallises  in  small 
transparent  rhombic  pinakoidal  plates,  containing  1  mol.  H20,  melting 
at  258°  :  it  differs  widely  in  crystalline  form  from  the  ct-  and  /3-acids. 
The  normal  barium  salt ,  (CsHJS'OH.COO^Ba,  forms  slightly  yellow 
microscopic  prisms.  The  normal  calcium  salt  crystallises  in  groups  of 
small  white  needles,  containing  4  mols.  H20.  They  become  slightly 
red  on  standing  in  the  air. 

When  the  aqueous  mother- liquor,  which  remains  after  separating 
the  monochloro-7-picolinic  acid,  is  neutralised  with  concentrated 
ammonia,  it  yields  a  mass  of  crystals  from  which  the  ammonium  salt 
of  a  new  acid  can  be  separated,  as  it  is  less  soluble  than  the  crystals  of 
ammonium  phosphate  and  chloride.  This  salt  yields  a  blue  coloration 
with  ferric  chloride.  The  author  proposes  to  call  it  temporarily 
monochlorocyamic  acid.  It  crystallises  with  1  mol.  H20  in  white 
silky  plates,  melting  at  186°,  and  resembling  comenic  acid.  Its  silver 
salt ,  C7H7ClISr02.C00Ag,  forms  a  voluminous  precipitate,  which,  on 
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stirring,  becomes  powdery.  It  is  decomposed  by  boiling  with  water. 
The  barium  salt  forms  small  white  prisms,  which  become  slightly  red 
on  exposure  to  the  air. 

II.  Action  of  3  mots,  of  PCl5  on  1  mol.  of  Comenic  Acid  at  200°. — 
The  principal  product  is  an  oil  consisting  of  a  mixture  of  picoline 
penta-  and  hexa-ehlorides.  Mixed  with  it,  in  proportions  varying 
directly  with  the  temperature,  are  small  quantities  of  monochloro-  and 
7-hydroxy- picolinic  acid  and  chlorocyamic  acid. 

III.  Action  of  3  mots.  PCl5  on  1  mol.  at  Boiling  Point. — As  soon  as 
the  reaction  has  moderated,  the  contents  of  the  retort  are  heated 
until  no  more  hydrochloric  acid  is  evolved.  The  phosphorus  oxy¬ 
chloride  is  then  distilled  off  as  far  as  possible,  and  the  residue  in 
small  portions  is  thrown  into  ice-cold  water.  The  amorphous  body 
which  separates  out  is  probably  a  chloride  with  the  composition 
C5H3CI3N.COCI,  combined  with  phosphoric  acid.  On  reduction,  it 
yields  the  compound  C6H7N02.  Ost  considers  the  latter  to  be  the  alde¬ 
hyde  of  a  dihydrohydroxypyridine-carboxylic  acid,  C3H5N(OH).COH. 
However,  as  it  is  not  altered  by  sodium  amalgam,  it  cannot  be  an  alde¬ 
hyde,  but  is  more  probably  methylhydroxypyridone ,  C5H3N^O(OH).CH3. 
It  crystallises  in  large  transparent  rhombic  prisms,  with  well-formed 
basic  pinakoids.  It  forms  a  crystalline  acetyl-compound.  The  phos¬ 
phoric  acid  compound  crystallises  in  small  white  warty  masses,  con¬ 
taining  no  water  of  crystallisation ;  they  become  reddish  on  standing 
in  the  air.  The  hydrochloride  forms  long  pointed  needles,  which  are 
very  soluble  in  cold  water.  A  sodium  compound  could  not  be  ob¬ 
tained.  The  author  failed  to  convert  the  compound  into  the  cor¬ 
responding  acid.  Potassium  permanganate  converts  it  into  oxalic 
acid.  When  treated  with  bromine,  bromomethylhydroxypyridone  is 
obtained,  crystallising  in  small  glittering  anhydrous  plates  resem¬ 
bling  amido-comenie  acid. 

Action  of  Hydriodic  Acid  on  Methylhydroxypyridone. — An  excess  of 
hot  fuming  hydriodic  acid  was  heated  with  methylhydroxypyridone  in 
a  sealed  tube  at  275°.  Ammonium  iodide  was  found  in  the  solution. 
After  separating  the  precipitated  iodine,  the  mother-liquor  was  dis¬ 
tilled  with  caustic  soda  into  hydrochloric  acid.  Platinum  chloride 
was  then  added,  and  the  ammonium  platinochloride  removed  by  fil¬ 
tration.  The  filtrate  yielded  crystals  of  a  new  platinochloride,  which, 
when  decomposed  with  caustic  soda,  gave  the  characteristic  smell  of 
a  pyridine  base. 

Action  of  Phosphorus  Pentachloride  on  Methylhydroxypyridone. — 
When  methylhydroxypyridone  is  heated  with  phosphorus  penta¬ 
chloride  at  200°  in  the  ratio  of  1  to  5 — adding  phosphorus  oxychloride 
— hexachloropicoline,  melting  at  60°,  and  monochloro-7-hydroxypico- 
linic  acid,  melting  at  224°,  are  formed.  J.  I.  W. 

Vulpic  Acid.  By  A.  Spiegel  ( Annalen ,  219,  1 — 56). — In  this 
paper,  a  detailed  account  is  given  of  the  direct  derivatives,  the 
products  of  the  reduction  and  of  oxidation  of  pulvinic  acid,  and  of  oxy- 
tolylic  acid,  and  of  the  constitutional  formulae  of  pulvic  and  vulpic 
acids  (Abstrs.,  1881,  97,  173,  1036;  1882,  1076).  A.  B. 
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Naphthalene  Derivatives.  By  I.  Guareschi  ( Annalen ,  222, 
262 — 300). — Besides  the  dibromonaphthalene  melting  at  81°,  described 
by  Glaser,  and  that  melting  at  61°  of  Jolin,  the  author  has  obtained 
isomerides  melting  at  67*5 — 68°  and  130—131*5°.  Dibromonaphtha¬ 
lene  melting  at  81 — 82°  boils  with  slight  decomposition  at  310°  ;  at 
56°,  1  part  dissolves  in  16*5  parts  alcohol.  On  oxidation  with  nitric 
acid,  it  yields  dibromophthalic  acid,  monobromomononitrophthalic 
acid,  and  a  mixture  of  dibromonitronaphthalenes ;  and  with  chromic 
acid  in  acetic  acid  solution,  dibromonaphthaquinone  and  dibromo- 
phthalide.  From  these  reactions,  the  author  considers  the  constitu¬ 
tional  formula  of  this  dibromo-compound  to  be  [Br :  Br  =  1:4]. 

Dibromonaphthalene ,  melting  at  130 — 131*5°,  boils  also  with  some 
decomposition  at  325*5° ;  at  56°,  1  part  dissolves  in  50  parts  alcohol.  No 
dibromonaphthaquinone  could  be  obtained  from  this  isomeride.  With 
nitric  acid,  it  yields  a  monobromonitrophthalic  acid  and  other  pro¬ 
ducts.  Jolin  obtained  this  dibromo-compound  by  acting  on  a-dinitro- 
naphthalene  with  phosphorus  pentabromide,  and  as  this  a-derivative 
contains  a  nitro-group  in  each  ring,  probably  this  dibromonaphthalene 
has  a  similar  constitutional  formula.  Dibromonaphthalene  tetrabromide 
can  be  obtained  from  the  first- mentioned  dibromo-compound  (m.  p.  81 
— 82°),  but  could  not  be  obtained  from  that  melting  at  130 — 131*5°.  Di¬ 
bromophthalic  acid ,  C6H2Br2(COOH)2,  obtained  as  mentioned  above,  is 
a  white  crystalline  powder,  soluble  in  hot  water  and  in  alcohol,  and 
melting  at  about  135°.  The  sodium  salt  is  precipitated  by  a  mixture 
of  alcohol  and  ether  in  bright  anhydrous  laminae,  and  is  very  soluble 
in  water.  The  anhydride,  C6H2Br2(C0)20,  obtained  by  heating  the 
acid,  melts  at  207*5 — 208°,  and  sublimes  in  beautiful  iridescent  needles ; 
wThen  slowly  heated  with  sulphuric  acid  and  benzene,  it  gives  a  violet- 
purple  colour. 

Dibromonaphthaquinone ,  Ci0H4Br2O2,  is  insoluble  in  water;  at  16°, 
1  part  dissolves  in  290 — 300  parts  alcohol.  It  crystallises  in  gold- 
yellow  needles  melting  at  171 — 173°,  and  distils  in  steam.  It  is 
isomeric  with  that  (melting  at  149*5°)  obtained  by  Diehl  and  Merz 
(Ber.y  11,  1064).  Dibromophthalide,  C8H4Br202,  crystallises  from  hot 
alcohol  in  white  prismatic  needles  melting  at  188 — 189°. 

By  the  action  of  bromine  on  nitronaphthalene  melting  at  59°,  the 
author  obtained  monobromonitronaphthalene,  dibromonaphthalene,  and 
two  tetrabromides  of  nitronaphthalene,  which  are  always  formed  even 
when  little  bromine  is  used.  Dibromonitronaphthalene ,  Ci0H5Br2.NO2, 
is  formed  in  small  quantities,  and  crystallises  from  alcohol  in  small 
yellow  needles  melting  at  96*5 — 98°.  a- Nitronaphthalene  tetrabromide, 
CioH7.N02,Br4,  is  sparingly  soluble  in  alcohol  (at  15°,  0*26  part  dis¬ 
solves  in  100  parts  alcohol),  and  crystallises  in  groups  of  colourless 
needles  melting  at  131°  ;  when  heated  to  135 — 137°,  it  gives  off 
bromine  and  hydrobromic  acid,  and  yields  bromonitronaphthalene  and 
in  part  the  /3-isomeride  melting  at  142 — 143*5°.  By  prolonged  boil¬ 
ing  with  alcohol,  it  yields  a  7- isomeride  melting  at  172 — 173°  ;  this  is 
also  formed  along  with  the  a-derivative  in  the  original  reaction.  At 
the  melting  point,  the  7-isomeride  decomposes  with  evolution  of 
bromine  and  hydrobromic  acid,  and  formation- of  bromonitronaphtha¬ 
lene,  CioH7.NO2.Br4  =  Ci0H6Br.NO2  +  HBr  -b  Br2.  Bromonitro - 
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naphthalene ,  C10H6Br.NOo,  obtained  by  the  direct  action  of  bromine 
on  nitronaphthalene,  and  by  the  decomposition  of  nitronaphthalene 
tetrabromide,  crystallises  from  alcohol  in  yellow  needles  which  melt 
at  122’ 5°,  and  are  soluble  in  ether,  benzene,  acetic  acid,  and  chloro¬ 
form.  In  cold  alcohol,  1  part  is  soluble  in  297  parts.  By  oxidation 
with  potassium  permanganate,  it  is  converted  into  monobromophthalic 
acid,  C6H3Br(COOH)2,  which  crystallises  in  small  white  prismatic 
needles  melting  at  174 — 176° ;  it  is  soluble  in  water,  alcohol,  and  ether, 
but  insoluble  in  chloroform,  and  yields  an  anhydride.  The  barium, 
lead,  and  silver  salts  are  nearly  insoluble.  The  anhydride  crystallises 
in  colourless  needles  which  melt  at  132° ;  with  sulphuric  acid  and 
benzene,  it  yields  a  purple- violet  colouring  matter,  probably  a  bromo- 
phthalein.  This  monobromophthalic  acid  is  probably  isomeric  with 
that  obtained  by  Faust  (m.  p.  138 — 140°),  by  the  direct  action  of 
bromine  on  phtbalic  acid  ( Annalen ,  160,  62),  and  identical  with 
Smith’s  ( Jahresb .,  1879,  143)  melting  at  125°,  as  the  author  has 
observed  that  even  traces  of  impurity  will  lower  the  melting  point 
5°  or  6°. 

Nitrobromonaphthalene,  melting  at  122*5°,  on  reduction,  yields 
amidobromonaphthalene  melting  and  subliming  at  63 — 64°.  It  crys¬ 
tallises  in  fine  plates,  sparingly  soluble  in  boiling  water,  easily  in 
alcohol,  ether,  benzene,  and  chloroform  ;  it  becomes  red  on  exposure  to 
light,  and  behaves  towards  ferric  chloride,  silver  nitrate,  &c.,  as  an 
amidonaphthalene.  The  hydrochloride  crystallises  in  plates,  spar¬ 
ingly  soluble  in  cold  water,  and  still  less  in  hydrochloric  acid  solution. 
By  oxidation  with  potassium  permanganate,  it  yields  the  above- 
described  bromophthalic  acid.  An  isomeric  amidobromonaphthalene 
was  also  prepared  from  John’s  mononitrobromonaphthalene  melting 
at  85°  as  an  oil  soluble  in  alcohol  and  ether,  but  not  crystallising 
therefrom.  A.  B. 

Resin  Essences  and  Oils.  By  A.  Renard  (Ann.  Chim.  Phys.  [6], 
1,  223 — 255). — The  products  of  the  fractional  distillation  of  resin  or 
colophony  are  separated  into  two  classes,  viz.,  the  more  volatile  portions 
collectively  known  by  the  commercial  name  of  the  essences,  and  the 
oils  whose  boiling  points  are  near  300°.  By  the  distillation  of  large 
quantities  of  resin,  the  author  has  separated  the  former  class  into  the 
following  constituents  : — 

Hydrocarbons. 


B.  p. 

Pentane,  C5H,2  .  35 — 38° 

Amylene,  C5H10 .  35 — 40 

Hexane,  C6H14 .  64 — 66 

Hexylene,  C6H12  .  67 — 70 

Toluene  hexahydride,  C7H14  .  95 — 98 

Toluene  tetrahydride,  C7H12  .  103 — 105 

Toluene,  C7H8  .  Ill 

Xylene  hexahydride,  C8H16 .  120 — 123° 

Xylene  tetrahydride,  C8Hl4 .  128 — 130 

Xylene,  C8H10  .  136 
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Hydrocarbons. 

Cumene  hexahydride,  C9Hi8  . 

Cumene  tetrahydri.de,  C9H16  . 

Cumene,  C9H]2  . . 

(1)  Terebenthene,  C10H16  . 

(2)  Terebenthene,  Ci0H16  . 

Cymene  hexahydride,  Ci0H20 . 

Cymene,  CioHu . 

Metapropyl-ethylbenzene,  CnH16  . . 
Dioctene,  Ci6H28  . 


B.p. 

147—150 
155  ? 
151 

154—157 
171— 173 
171—173 
175—178 
193—195 
260 


Aldehydes. 


Isobutaldehyde .  60 — 62 

Yaleraldehyde .  96 — 98 

Acids. 

Isobutyric  acid .  153 — 355 

Valeric  acid .  173 — 175 


Of  these  compounds  the  hexa-  and  tetra-hydrides  of  toluene,  xylene, 
cumene,  and  cymene  only  need  be  specially  noticed.  The  former  or 
hexahydrides  are  probably  identical  with  the  hydrocarbons  obtained 
by  Beilstein  and  Kurbatow,  and  by  Schiitzenberger,  from  the  Cau¬ 
casian  petroleums  ;  they  are  polymeric  with  the  olefine  series.  Toluene 
hexahydride ,  C7H14,  boils  at  95 — 98°,  sp.  gr.  =  0’742 ;  it  is  soluble  in 
alcohol  and  ether,  and  is  not  acted  on  by  hydrochloric  acid;  with 
nitric  and  sulphuric  acids,  it  does  not  furnish  nitro-  or  sulphonic  acid 
derivatives ;  by  concentrated  nitric  acid,  it  is  converted  into  oxalic 
acid.  Cumene  hexahydride  boiling  at  147 — 150°,  and  cymene  hexa¬ 
hydride  boiling  at  171 — 173°,  are  identical  in  chemical  properties 
with  the  above  hydrocarbon. 

Toluene  tetrahy dride ,  C7H12,  boils  at  103 — 105°,  sp.  gr.  =  0’737  ;  it 
rapidly  absorbs  oxygen,  and  is  soluble  in  alcohol  and  ether.  By  the 
action  of  bromine  under  various  conditions  it  is  converted  into  two 
hexabromo-,  C7H6Br6,  and  one  dibromo-derivative,  C7Hi0Br2.  The 
first  forms  crystals  which  melt  at  134°,  and  at  a  rather  higher  tem¬ 
perature  decompose  with  evolution  of  hydrobromie  acid  :  its  iso- 
meride  decomposes  at  about  150u  ;  the  dibromide  forms  white,  very 
unstable  crystals.  On  leaving  toluene  tetrahydride  in  contact  with 
water  for  some  time,  there  are  formed  long  white  crystals  of  a  dihy¬ 
drate,  C7H1.),2H20,  identical  with  the  colophene  hydrate  obtained  by 
Tichborne  and  Anderson.  On  treatment  with  sulphuric  acid,  two 
isomeric  polymerides  of  the  formula  Ci4H24  are  formed,  the  one  a  pale 
yellow  oil,  readily  oxidised,  and  the  other,  a  colourless  oil,  unaltered 
by  the  air.  Xylene  tetrahydride ,  C8H14,  boils  at  129 — 132°,  sp.  gr.  = 
0*8158,  forms  a  tribromo-  and  dibromo-derivative,  of  which  the 
former,  CsHnBr3,  is  an  orange  colour,  the  latter,  a  colourless  oil ;  they 
are  both  readily  decomposed  with  evolution  of  hydrobromie  acid.  By 
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sulphuric  acid,  the  hydrocarbon  yields  a  polymeride,  C]6H28,  a  yellow 
oil,  readily  oxidised  in  contact  with  air.  Cumene  tetrahydride  was 
obtained  only  in  small  quantities. 

In  their  chemical  properties,  the  terpenes  resembled  ordinary  tere- 
benthene,  they  are  both  laevo rotatory.  The  observations  of  Kelbe 
(Abstr.,  1882,  711)  on  the  cymene  and  isobutyric  and  valeric  alde¬ 
hydes  and  acids,  are  confirmed  in  detail. 

The  resin  oils  seem  to  consist  principally  of  more  or  less  readily 
oxidised  hydrocarbons,  probably  polymeric  with  the  known  hydro¬ 
carbons  of  generic  formula,  C„H2w_2.  On  treatment  with  sulphuric 
acid,  they  are  separated  into  two  distinct  portions,  one  insoluble  in 
the  acid,  not  readily  oxidised  by  air ;  the  other  soluble  in  the  acid, 
and  rapidly  converted  into  resins  by  absorption  of  oxygen. 

Y.  H.  Y. 

A  Glucoside  from  Boldoa  Fragrans.  By  P.  Chapoteaut 
(Com.pt,  rend.,  98,  1052 — 1053). — The  leaves  of  Boldoa  fragrans  are 
treated  with  boiling  alcohol,  the  solution  evaporated  to  dryness,  and 
the  residue  extracted  with  very  dilute  hydrochloric  acid  in  order  to 
remove  the  alkaloid  described  by  Bourgoin  and  Yerne.  The  liquid, 
freed  from  the  greater  part  of  the  mucilaginous  matter,  is  then 
treated  with  ether  or  chloroform,  and  this  ethereal  or  chloroform 
solution,  on  evaporation,  leaves  a  transparent  amber-coloured  syrup 
with  an  aromatic  taste  and  smell.  This  substance,  which  exists  in  the 
leaves  to  the  extent  of  0’3  per  cent.,  has  the  composition  C30H50O8, 
and  can  be  distilled  in  a  current  of  steam,  but  cannot  be  distilled 
without  decomposition  in  a  vacuum  or  in  a  current  of  hydrogen. 
When  heated  with  very  dilute  hydrochloric  acid,  it  yields  glucose, 
methyl  chloride,  and  a  syrupy  substance  of  the  composition  C]9H2803, 
which  dissolves  in  alcohol  and  benzene,  but  is  insoluble  in  water.  If 
the  benzene  solution  is  treated  with  sodium,  hydrogen  is  evolved  ;  and 
if  the  sodium-derivative  thus  formed  is  treated  with  alcoholic  iodides, 
methyl-  or  ethyl-derivatives  can  be  obtained.  The  substance,  C3oH5208, 
is  therefore  a  glucoside  or,  rather,  an  ether  in  which  glucose  plays 
the  part  of  an  acid.  The  constitution  of  the  alcoholic  constituent  has 
not  yet  been  ascertained. 

When  the  glucoside  is  injected  under  the  skin  of  a  guinea-pig,  or 
taken  into  the  stomach  of  a  dog,  it  produces  a  quiet  sleep  of  longer  or 
shorter  duration.  If  injected  into  the  blood  of  the  dog,  it  excites  and 
increases  the  secretory  functions,  especially  the  secretion  and  excre¬ 
tion  of  bile,  saliva,  and  urine.  C.  H.  B. 

Picrotoxin.  By  E.  Schmidt  ( Annalen ,  222,  313 — 352). — The 
greater  part  of  this  paper  has  already  appeared  (Abstr.,  1881,  740). 
The  author  still  considers  that  picrotoxin  is  a  chemical  compound  of 
picrotoxinin  and  picrotin,  contrary  to  the  opinion  of  Barth  and 
Kretschy  (Abstr.,  1881,  286)  that  it  is  a  mixture  of  these  two  sub¬ 
stances.  He  gives  as  the  formula  for  picrotoxin,  C30H34Oi3;  for 
picrotoxinin,  Ci5HI606  T  H20  ;  and  for  picrotin,  C]5H1807.  By  the 
action  of  benzoic  chloride  on  picrotoxinin  he  obtained  pierotoxinin- 
benzoic  anhydride,  (Ci5H1606)2,Bz20,  melting  at  237 — 238°,  nearly 
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insoluble  in  water,  but  soluble  in  hot  alcohol,  and  crystallising  in 
colourless  needles.  By  acting  in  a  similar  way  on  picrotin,  he 
obtained  benzopicrotin,  Ci5H1506,BzO,  melting  at  245°,  and  crystal¬ 
lising  from  alcohol  in  colourless  needles.  A.  B. 

Picrotoxin.  By  L.  Barth  and  M.  Kretschy  ( Monatsh .  Chem.,  5, 
65 — 71). — A  criticism  of  the  work  of  Schmidt  on  picrotoxin  (pre¬ 
ceding  Abstract).  The  authors  adhere  to  their  view  that  picrotoxin  is 
a  mixture  of  picrotoxinin  and  picrotoxin  or  picrotin,  and  that  the 
formula  of  the  latter  substance  is  C2oH3oOi2.  A.  J.  G. 

Morin.  By  R.  Benedikt  and  K.  Hazura  ( Monatsh .  Chem.,  5, 
63 — 64). — By  treating  morin,  suspended  in  glacial  acetic  acid,  with 
nitric  acid,  there  are  obtained  oxalic  acid,  some  amorphous  products, 
a  small  quantity  of  a  nitro-derivative,  and  resorcylic  acid.  The 
amount  of  the  last  acid  was  18  per  cent,  of  the  morin  employed. 
According  to  Hlasiwetz  and  Pfaundler  (/.  pr.  Chem.,  94,  65),  morin 
is  readily  reduced  by  sodium-amalgam,  yielding  phoroglucinol  only: 
as  it  is  very  unlikely  that  that  portion  of  the  morin  molecule  which 
yields  resorcylic  acid  on  oxidation  would  yield  phloroglucinol  on 
reduction,  it  seems  probable  that  some  other  reduction  product  has 
been  overlooked.  A.  J.  G. 

Quercetin  and  its  Derivatives.  By  J.  Herztg  {Monatsh.  Chem., 
5,  72 — 93). — The  constitution  of  quercetin  is  still  uncertain.  Hlasiwetz 
and  Pfaundler  (J.  pr.  Chem.,  94,  65)  have  shown  that  on  fusing  it  with 
potash,  phlorglucinol  and  protocatechuie  acid  are  obtained  as  end- 
products,  and  what  is  much  more  important,  that  by  reduction  with 
sodium-amalgam,  phoroglucinol  and  protocatechuie  alcohol  are  formed. 
Liebermann  and  Hamburger  have  shown  quercetin  to  have  the  for¬ 
mula  CaH^Ou,  and  have  described  a  diacetyl  and  a  disodium  deriva¬ 
tive  from  which  they  draw  the  conclusion  that  only  two  hydroxyl 
groups  are  present  (Abstr..,  1879,  944).  Quercetin  crystallises  with 
3  mols.  of  water.  When  heated  at  140—150°  with  concentrated 
hydrochloric  acid,  it  does  not  yield  methyl  or  ethyl  chloride ; 
heated  with  hydrochloric  acid  and  alcohol,  it  does  not  yield  an  ethyl 
salt. 

Hexethylquercetin,  C21Hi0Et6On,  is  prepared  by  dissolving  1  mole¬ 
cular  proportion  of  quercetin  in  4—5  of  alcoholic  potash,  and  then 
heating  with  the  corresponding  amount  of  ethyl  iodide  in  a  sealed 
tube  at  100°  for  12  hours.  It  crystallises  in  long  yellow  needles, 
melts  at  120 — 122°  (uncorr.),  and  is  sparingly  soluble  in  cold  alcohol. 
The  yield  only  corresponded  to  about  50 — 55  per  cent,  of  the  querce¬ 
tin  employed.  With  potash,  it  forms  a  very  unstable  compound  in¬ 
soluble  in  alcohol,  decomposed  on  washing  with  alcohol  or  water.  On 
heating  hexethylquercetin  (1  part)  with  alcoholic  potash  (5 — 6  parts) 
in  sealed  tubes  at  140 — 150°,  a  very  complete  decomposition  is  effected, 
the  main  product  of  the  reaction  (53 — 57  per  cent.)  being  diethylpro- 
tocatechuic  acid,  the  identity  of  which  with  Kolle’s  acid  (this  Journal, 
1871,  830)  was  proved  by  a  comparison  of  the  acid  and  its  salts,  and 
finally  by  the  preparation  of  ethylic  diethylprotoeatechuate  (m.  p.  56°) 
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from  both  acids.  The  amount  of  diethyl  protocatechuic  acid  obtained 
is  nearly  equal  to  that  required  on  the  assumption  that  1  mol.  hex- 
ethylquercetin  yields  2  mols.  of  the  acid. 

Hexamethylquercetin ,  C24H10Me6Oii,  prepared  in  a  manner  similar  to 
the  ethyl  salt,  crystallises  in  long  golden  needles,  melts  at  156 — 157° 
(uncorr.),  and  when  heated  with  excess  of  alcoholic  potash  yields 
dimethylprotocatechuic  acid.  On  heating  hexamethylquercetin  with 
8 — 10  parts  of  acetic  anhydride  and  sodium  acetate  for  3 — 4  hours, 
diaeetylhexamethylquercetm ,  C24H8Me6Ac20n,  is  obtained,  crystallising 
in  silvery-white  needles,  melting  at  167 — 169,  and  sparingly  soluble  in 
cold  absolute  alcohol.  On  saponification  with  baryta,  it  again  yields 
hexamethylquercetin. 

The  author  endeavoured  to  prepare  the  diacetylquercetin  (m.  p. 
196 — 198)°  described  by  Liebermann  and  Hamburger  ( loc .  cit.),  but 
found  the  product  to  be  octacetylquercetin ,  C^HBSc8Oi1 ;  this  melts  at 
189 — 191°,  but  otherwise  exhibits  properties  identical  with  those  of 
the  substance  they  described. 

The  author  considers  that  these  results  show  quercetin  to  contain 
at  least  six  hydroxyl -groups,,  and  also  that  two  protocatechuic  acid 
residues  must  exist  preformed  in  it.  A.  J.  G. 

Contributions  to  the  Histochemistry  of  Plants.  By  A.  Kossol 
( Monatsh .  Chem .,  5,  94 — 107). — I.  Helichrysin  is  a  yellow  pigment 
contained  in  the  involucral  bracts  of  Helichrysum  bract eatum,  H.  are - 
narium ,  H,  foetidum,  H.  hebelepsis ,  and  Statice  Bonduelli .  In  the  young 
bracts,  it  occurs  in  the  homogeneous  protoplasmic  cell  contents,  whilst 
in  the  old  bracts  it  is  found  in  the  cell  membranes  only.  To  obtain  it, 
the  flowers  are  extracted  with  strong  alcohol,  the  solution  evaporated 
to  dryness,  the  residue  treated  with  water,  and  the  aqueous  solution 
evaporated  to  dryness  at  a  low  temperature.  The  residue  was  ex¬ 
tracted  with  absolute  alcohol,  the  solution,  after  dilution  with  water, 
precipitated  with  lead  acetate,  the  red  precipitate  well  washed,  sus¬ 
pended  in  water  and  decomposed  by  hydrogen  sulphide;  the  filtrate 
on  evaporation  at  40 — 50°  yields  helichrysin  as  an  amorphous,  lustrous 
dark-yellow  mass.  It  is  sparingly  soluble  in  cold,  readily  soluble  in 
boiling  water,  in  alcohol,  ether.,  and  acetic,  oxalic  and  tartaric  acids, 
insoluble  in  benzene,  chloroform,  and  carbon  bisulphide.  The  alcoholic 
solution  has  a  neutral  reaction,  and  is  of  a  fine  golden-yellow  colour; 
addition  of  either  mineral  acids  or  alkalis  changes  the  colour  to 
purple-red,  the  yellow  tint  being  restored  on  neutralisation.  In  alka¬ 
line  solution,  it  is  readily  reduced  by  sodium  amalgam  or  sulphurous 
acid. 

II.  The  orange- red  colouring  matter  of  the  fungi  Peziza  aurantia 
and  P.  convexula  occurs  in  union  with  an  oily  substance  dissolved  in 
the  plasma  of  the  paraphyses.  It  dissolves  readily  in  alcohol  and 
ether,  sparingly  in  benzene ;  the  colour  is  not  altered  by  alkalis  or 
organic  acids,  is  changed  to  light  green  by  nitric  acid,  and  is  destroyed 
by  hydrochloric  acid. 

III.  Using  the  colour  test  with  sulphuric  acid  as  a  means  of  detect¬ 
ing  the  position  of  saponin  in  the  microscopic  examination  of  sections 
of  the  roots  of  Saponaria  officinalis  and  Gypsophila  struthium ,  the 
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author  finds  that  it  occurs  dissolved  in  the  contents  of  all  the  cells  of 
the  parenchyma  of  the  cuticular  layer,  of  the  medullary  rays  and  of 
the  wood  parenchym  and  in  the  parenchyma  cells  of  the  cuticular 
layer  of  the  roots  of  Quillaia  saponaria.  On  drying  the  plants,  it 
separates  in  minute  amorphous  masses. 

IV.  In  the  fruits  of  Strychnos  nux  vomica  and  S.  potatorum ,  strych¬ 
nine  is  found  to  occur  in  solution  in  the  oil  drops  suspended  in  the 
cells  of  the  endosperm.  A.  J.  G. 

Chlorophyll ;  a  Compound  of  Iron  with  Glucoside.  By  A. 

B.  Griffiths  ( Chem .  News ,  49,  237). — Arguing  from  the  results 
published  on  the  probability  of  chlorophyll  being  a  glucoside  (Schunck, 
Proc.  Boy.  Soc.y  36,  183),  and  from  the  presence  of  ferrous  sulphate 
in  plant  cells  (Abstr.,  1883,  195),  and  also  from  the  production  of  a 
blue  colour  when  Schunck’s  chlorophyll  (loc.  citJ)  is  mixed  with  potas¬ 
sium  ferricyanide,  it  is  suggested  that  the  function  of  ferrous  sulphate 
in  the  plant  is  to  supply  iron  to  the  colourless  glucosides  (leuko- 
plastids),  and  so  convert  them  into  green  glucosides  (chlorophyll), 
whilst  the  sulphur  acts  as  food,  to  the  protoplasm ;  this  would  make 
chlorophyll  a  compound  of  iron  with  a  glucoside.  It  is  shown  that 
green  chlorophyll  is  never  found  in  plants  grown  on  soils  free  from 
iron :  moreover,  the  author  has  grown  plants  to  maturity  in  solutions 
containing  all  inorganic  salts  necessary  for  plant  life,  all  the  sulphur 
in  solution  being  as  ferrous  sulphate.  D.  A.  L. 


Bark  of  u  Bois  Piquant  ”  By  E.  Heckel  and  F.  Schlagdenhauffen 
( Compt .  rend.,  98,  996 — 998). — The  bark  examined  was  the  variety 
peculiar  to  Guiana,  and  agreed  exactly  with  Guibout’s  description  of 
Zanthoxylum  caribmum.  Its  anatomical  structure  is  entirely  different 
from  that  of  angustura  bark,  which  it  resembles  in  external  appear¬ 
ance.  When  macerated  with  water,  it  yields  a  bitter,  slightly  acid, 
yellow  solution,  which  turns  brown  with  ferric  chloride,  and  yields  an 
abundant  yellow  precipitate  with  mercuric  chloride,  stannous  chloride, 
tannin,  picric  acid,  double  iodides,  or  phosphomolybdic  acid,  but  gives 
only  a  slight  turbidity  with  lead  acetate.  Nitric  acid  produces  a  deep 
red  colour.  When  extracted  with  light  petroleum,  the  bark  yields  a 
considerable  quantity  of  chlorophyll,  fat,  and  wax,  together  with  a 
crystalline  substance  which  can  also  be  extracted  by  alcohol.  This 
substance  forms  colourless  needles  of  the  composition  C12H240,  which 
melt  at  285°,  and  give  no  coloration  with  nitric,  sulphuric,  or  hydro¬ 
chloric  acid. 

If  the  alcoholic  extract,  after  separation  of  these  crystals,  is  diluted 
with  water,  mixed  with  lime,  evaporated  to  dryness,  and  the  residue 
extracted  with  boiling  alcohol,  a  second  crystalline  substance  is  ob¬ 
tained  which  resembles  the  vegetable  alkaloids  in  its  general  proper¬ 
ties.  It  exists  in  the  bark  only  in  very  small  quantities.  With  nitric 
acid,  it  gives  a  deep-red  coloration,  but  if  the  liquid  is  evaporated  on 
a  water-bath  and  mixed  with  stannous  chloride,  no  violet  colour  is 


produced.  Sulphuric  and  hydrochloric  acid  have  no  action  on  it,  but 
sulphuric  acid  and  potassium  dichromate,  manganese  dioxide,  or  lead 
dioxide,  produce  a  violet  coloration  similar  to  that  produced  by  stryck- 
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nine  mixed  with  a  little  selenium.  An  alcoholic  solution  of  hromine 
also  produces  a  deep  blue  coloration  which  persists  for  a  long  time. 
5  mgrms.  of  this  alkaloid  injected  in  aqueous  solution  beneath  the 
skin  of  a  frog,  produce  rapid  general  paralysis,  followed  by  death  in 
about  half  an  hour,  and  similar  effects  are  observed  with  rabbits  and 
guinea-pigs. 

A  nitrogenous  resinous  substance,  soluble  in  water,  was  also  ob¬ 
tained  from  the  bark.  It  has  the  general  properties  of  the  alkaloids, 
and  in  its  physiological  action  very  closely  resembles  the  crystalline 
alkaloid  just  described,  although  it  differs  from  it  in  physical  pro¬ 
perties.  None  of  the  so-called  xanthopicrite  could  be  obtained  from 
the  bark.  C.  H.  B. 


Decomposition  Products  of  Albumin.  By  W.  Kuhne  and  R. 
H.  Chittenden  ( Zeits .  /.  Biol.,  19,  159 — 208). — Kiihne  from  his 
former  researches  regards  the  albumin  molecule  as  composed  of  two 
groups  (antialbumid  and  hernial bumin)  preformed  in  it,  which  are 
converted  into  their  corresponding  peptones  by  the  action  of  pepsin. 
Antialbumose  and  hemialbumose  are  the  intermediate  bodies  between 
albumin  and  peptone,  both  being  produced  by  the  action  of  pepsin,  as 
well  as  by  weak  acid.  The  two  peptones  are  distinguished  by  their 
behaviour  under  the  influence  of  trypsin,  Hemipeptone  is  converted 
into  leucine  and  tyrosine,  only  a  small  quantity  of  peptone  remaining 
unchanged,  whilst  antipeptone  on  the  other  hand  is  unaltered  even 
after  long-continued  digestion.  The  authors  give  an  exact  description 
of  the  behaviour  and  general  properties  of  these  different  bodies 
obtained  from  egg-albumin,  serum-albumin,  syntonin,  and  fibrin. 
The  following  table  gives  the  mean  of  many  analyses  of  the  chief 
bodies : — 


C 

H 

N 

S 

O 


Antialbumid. 

5379 

7*08 

1455 

1 24-58 


Antipeptone. 


49-87 

6-89 

15-21 


28-03 


Hemialbumose.  Hemipeptone. 


5096 

6-85 

15-88 

1*45 

24*86 


49-38 

6-81 

15-07 

1*10 

27-64 


Antialbumid  is  best  obtained  from  coagulated  egg-albumin  by  heat¬ 
ing  for  a  long  time  in  0*5  per  cent.  H2S04,  washing  the  undissolved 
residue  with  water,  digesting  with  pepsin,  which  however  does  not 
dissolve  it,  but  converts  it  into  a  substance  of  jelly-like  consistency, 
finally  digesting  with  trypsin  in  an  alkaline  medium.  Antipeptone 
may  be  obtained  from  the  solution  by  precipitation  with  alcohol.  No 
leucine  or  tyrosine  was  formed  by  long  digestion  of  the  antipeptone. 
Antialbumose  can  only  be  obtained  by  a  process  of  fractional  peptic 
digestion,  and  when  digested  tryptically,  forms  antipeptone  only. 

Hemialbumose  and  hemipeptone  are  best  obtained  by  acting  on 
coagulated  egg-albumin  for  a  short  time  with  a  peptic  fluid.  The 
solution  thus  obtained  is  neutralised,  the  precipitate  filtered  off,  the 
filtrate  evaporated  down  to  a  small  bulk  and  precipitated  with  alcohol. 
The  hemialbumose  and  hemipeptone  are  separated  by  extracting  the 
peptone  with  cold  water. 

vol.  xlvi.  3  m 
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The  authors  give  full  details  for  preparing  these  bodies  from 
serum-albumin  and  fibrin.  Digesting  fibrin  tryptically  for  a  short  time 
is  another  good  way  of  obtaining  antialbumid.  Hrmialbumose  like 
hemipeptone  on  digestion  furnishes  leucin  and  tyrosin. 


J.  P.  L. 
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Physiological  Chemistry. 

Influence  of  Potassium  Bromide  on  Nutrition.  By  B. 

Schulze  ( Zeits .  /.  Biol.,  19,  301 — 312). — More  or  less  accurate  ex¬ 
periments  have  been  made  with  the  same  view  as  the  author’s  with 
morphine,  quinine,  digitalis,  iodine,  mercury,  arsenic  compounds, 
phosphorus,  &c.  Of  the  halogens,  chlorine  and  iodine  alone  have 
been  experimented  with,  the  former  as  a  sodium  salt,  the  latter  as 
hydriodic  acid.  Chloride  of  sodium  produces  a  diuretic  action,  as 
well  as  an  increase  in  the  decomposition  of  albumin  and  a  concomitant 
increase  of  nitrogen  in  the  form  of  urea.  Hydriodic  acid  on  the 
other  hand  has  no  decided  influence  on  the  decomposition  of  albumin. 
The  potash  and  soda  salts  have  not  been  experimented  with ;  the 
author  presumes  the  action  would  be  the  same  as  that  of  the  acid. 

The  favourable  results  that  have  been  obtained  by  the  use  of 
bromide  of  potassium  in  different  kinds  of  nervous  disorders,  especially 
epilepsy,  lead  one  to  the  conclusion  that  the  functions  of  the  nervous 
system  suffer  a  change  under  the  influence  of  the  drug.  The 
author  conducted  the  experiments  on  himself,  taking  a  diet  of  known 
composition,  and  observing  very  regular  habits.  The  drug  was  taken 
in  10-gram  doses,  divided  into  two  portions  of  5  grams  each,  dissolved 
in  200  c.c.  water  and  taken  at  intervals  of  four  hours.  The  daily 
ration  was  as  follows  : — 

drams. 

220  grams  fresh  meat,  containing .  7*1 3  N. 

55  ,,  air- dried  wheaten  bread,  containing  0*92  ,, 

30  „  fat-free  cocoa,  containing  .  1*14  „ 

30  „  butter .  — 

30  „  sugar .  — 

5  „  salt .  — 

1500  c.c.  water .  — 

Total  .  9*19  N. 

The  experiment  lasted  from  the  4th  to  13th  July.  On  each  day, 
the  volume,  sp.  gr.,  and  absolute  weight  of  the  urine  were  determined, 
as  well  as  its  nitrogen,  sulphur,  and  phosphorus,  a  record  also  of  the 
body- weight  and  temperature  was  kept  (see  table,  p.  851).  In  the 
faeces,  the  nitrogen  only  was  determined.  The  numbers  obtained 
from  the  faeces  were  so  irregular,  that  it  was  difficult  to  say  whether 
the  bromide  had  any  influence  on  the  digestion  of  the  food. 
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Hate. 

Body- 

weight. 

KBr, 

gram. 

Volume , 
c.c. 

Absolute 

weight. 

■ 

July  4<Hi  . T  , , . 

668  *0 

685  *7 

„  5th  . . . 

— 

611  *0 

627  -5 

„  6th  . 

- 

678*5 

696*2 

138  *5 

630*5 

646  *9 

,,  8th  . 

137*5 

10 

946-5 

969*0 

,,  9th  . 

136  -0 

10 

875*0 

894*9 

,,  10th  . 

135  5 

— 

630*6 

647*0 

,  1 1  th  . 

135*5 

609  5 

625  6 
884*7 

„  12th  . 

135-5 

10 

865  -0 

„  13th  . . 

135  *0 

671  -0 

687  -6 

Hate. 

Specific 

gravity. 

N. 

S. 

P. 

July  4th  . 

1-026 

mam 

0*806 

„  5th  . 

1*027 

0*680 

,,  6th  . 

1*026 

1 1 

WmSmt 

0-889 

,,  7th  . 

1*026 

11*25 

0*825 

„  8th  . 

1-024 

11  *90 

0  680 

„  9th  . 

1*023 

11*24 

0-776 

0-638 

„  10th  . 

1  *026 

10-74 

0-761 

0-734 

„  11th  . 

1*026 

11  TO 

0*725 

0-832 

„  12th  . 

1*023 

11-33 

0  734 

0*699 

„  13th  . 

1*025 

10*45 

0-704 

0*723 

Taking  the  average  of  the  first  four  days  as  the  normal  elimination, 
there  is  a  large  increase  in  the  volume  of  urine  on  the  day  the  drug 
was  taken.  On  repeating  the  dose  on  July  9th,  the  increase  was  not 
so  marked  :  this  can  only  be  explained,  the  author  says,  by  the  sup¬ 
position  that  there  was  an  insufficiency  of  water  in  the  food  and  body 
to  cause  an  increase  in  volume.  The  increased  quantity  of  water 
eliminated  is  not  connected  with  the  excretion  of  the  drug  which 
passes  in  small  quantities  only  on  the  first  day,  but  in  large  quantities 
on  the  second  day,  when  the  amount  of  urine  excreted  is  again 
normal. 

When  the  nitrogen  is  taken  alone,  the  influence  of  the  bromide  is 
not  very  clear,  for  on  the  8th  July  there  was  a  moderate  increase  ;  on 
the  9th,  when  a  further  increase  might  have  been  expected  from  the 
second  dose,  the  nitrogen  was  normal.  The  sulphur  and  phosphorus, 
however,  show  a  regular  and  marked  change,  the  former  an  increase, 
the  latter  a  decrease.  The  author  supposes  the  balance  of  nitrogen 
elimination  is  attributable  to  the  fact  that  the  minus-nitrogen  of  the 
phosphorised  constituents,  nuclein,  lecithin,  and  the  plus-nitrogen  from 
the  increased  decomposition  of  sulphur-yielding  bodies,  compensate 
each  other.  He  concludes  from  this,  that  under  the  influence  of 
bromide  of  potassium,  a  decided  diminution  of  metabolism  occurs  in 
the  nervous  tissue,  and  along  with  it  a  decided  diminution  of  nervous 
activity.  J.  P.  L. 

8  m  2 
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Cocoa-nut  Meal  for  Horses.  ( Bied .  Centr .,  1884,  135.) — Some 
of  the  horses  of  the  7th  Cuirassiers  were  fed  with  a  mixture  of  oats 
and  meal,  and  then  compared  with  others  fed  only  on  oats  :  the  results 
in  the  former  case  were  most  satisfactory,  the  reduction  in  the  cost  of 
the  horse-keep  amounting  to  50  frs.  per  year.  E.  W.  P. 

Rearing  Calves  on  Skim  Milk.  By  A.  Barth  and  H.  ETen- 

ningsen  (Bied,  Centr.,  1884,  120). — The  first  author  says  that  feeding 
a  calf  from  birth  with  skim  milk,  and  calculating  the  value  of  the 
milk  from  the  price  obtained  for  the  calf,  raised  the  value  of  skim 
milk  from  8  pfennigs  per  litre  (market  price)  to  11*5  in  the  one  case, 
and  to  12*1  in  the  other.  Henningsen  on  the  other  hand,  with  five 
calves  fed  on  skim  milk,  after  the  eighth  day  reckons  skim  milk  at 
4  pfennigs.  E.  W.  P. 

Formation  of  Neutral  Fat  from  Fatty  Acid  in  the  Animal 
System.  By  I.  Munk  {Bied.  Centr.,  1884,  106). — A  dog  was  fed, 
after  19  days  starving,  for  14  days  on  3200  grams  flesh  and  2850  grams 
of  the  acids  obtained  from  mutton  suet.  At  the  end  of  that  time,  when 
the  animal  was  killed,  it  was  found  that  a  large  quantity  of  fat  was 
deposited,  and  that  it  consisted  of  96  per  cent,  of  ordinary  suet.  Con¬ 
sequently,  as  the  fat  deposited  had  the  composition  of  suet,  it  could 
not  have  been  produced  from  the  ordinary  albuminoids  given  in  the 
food,  for  that  would  have  formed  dog-fat.  E.  W.  P. 

Properties  of  Linseed  and  Sesame  Seed.  By  Laxglerert 
{Bied.  Centr.,  1884,  138). — By  reason  of  the  mucilage,  these  mucila¬ 
ginous  seeds  have  a  double  action.  They  act  mechanically  in  the 
stomach  by  producing  an  increased  flow  of  gastric  juice,  thus  pre¬ 
venting  debility  of  the  stomach ;  softened  in  the  stomach  they  pass 
into  the  intestines,  and  there  the  oil  they  contain  forms  an  emulsion, 
and  acts  in  its  characteristic  manner.  E,  W.  P. 

Gases  of  the  Alimentary  Canal  of  Herbivora.  By  Tappeiner 
(Zeits.  f.  Biol.,  19,228 — 279). — Previous  observations  have  shown  that 
a  much  larger  quantity  of  gas  is  formed  in  the  intestines  of  herbivora 
than  of  carnivora  ;  at  the  same  time,  the  aromatic  products  of  the  urine 
derived  from  putrefactive  changes  in  the  intestines  are  much  greater. 
The  author  first  endeavours  to  obtain  a  thorough  survey  of  the  gases 
formed  in  the  different  sections  of  the  alimentary  canal,  and  further 
to  examine  whether  the  bacteria  can  exert  the  same  activity  without 
as  within  the  organism.  In  order  to  isolate  the  different  sections,  the 
abdominal  cavity  is  opened  immediately  after  death,  and  the  various 
parts  ligatured  without  disturbing  the  organs  (in  situ)  more  than 
possible.  The  collection  of  the  gas  in  the  case  of  the  small  animals 
was  carried  out  under  mercury.  In  the  case  of  the  larger  animals, 
saturated  salt  solution  was  used  in  place  of  mercury,  the  transference 
of  the  gas  being  performed  as  quickly  as  possible. 

As  the  composition  of  the  gas  developed  in  the  intestines  is  modi¬ 
fied  by  diffusion  and  solution  in  the  blood,  the  author  conducted  after¬ 
fermentation  experiments  of  the  contents  of  the  different  sections,  in 
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order  to  determine  the  true  relation.  These  were  performed  in  glass 
cylinders,  kept  at  the  most  favourable  temperature  in  an  incubator. 
Bunsen’s  method  of  analysis  was  first  used,  afterwards  that  of  Hempel. 
The  author  first  examines  the  intestinal  gases  of  the  ruminants.  The 
gas  of  the  paunch  was  found  to  be  of  a  very  constant  composition, 
consisting  approximately  of  65  per  cent.  C02,  31  per  cent.  CH4,  2  to 
4  per  cent.  N2«  The  after-fermentation  of  the  contents  in  the  manner 
described,  gave  nearly  the  same  results,  the  most  characteristic 
features  of  the  fermentation  being  the  constant  formation  of  CH4  and 
a  large  quantity  of  free  acid.  In  the  living  animal,  the  contents  of 
the  paunch  are  maintained  weakly  alkaline  or  only  faintly  acid  by  the 
constant  flow  of  saliva :  directly  the  flow  ceases,  the  reaction  becomes 
acid.  Oxygen  in  small  quantities  increases  the  activity,  but  in  large 
quantities  (as  for  instance  exposing  the  contents  for  one  hour  to  the 
air)  retards  fermentation.  Magnesia  also  has  a  very  marked  influence 
on  the  fermentation,  if  added  in  a  quantity  of  about  1  per  cent.;  at  first 
only  C02  and  H2  are  given  off,  then  C02  and  a  little  CH4 ;  later  on, 
the  contents  become  acid,  and  the  usual  marsh-gas  fermentation  ap¬ 
pears.  If,  however,  the  magnesia  be  added  in  a  quantity  of  about  T5 
per  cent.,  the  fermentation  is  arrested  for  some  weeks,  and  when  the 
fermentation  recommences,  C02  and  CH4are  formed,  but  the  contents 
throughout  remain  slightly  alkaline,  although  from  the  development 
of  the  gas,  relatively  speaking,  there  must  have  been  more  than  a 
sufficiency  of  acid  to  combine  with  the  magnesia.  The  action  of  anti¬ 
septics  is  the  same  as  in  all  other  fermentative  processes,  total  suspen¬ 
sion,  or  hindrance  according  to  the  strength  of  the  antiseptic. 

The  gases  of  the  reticulum,  many-plies,  and  rennet  were  not 
examined. 

The  production  of  gas  in  the  small  intestine  appears  to  be  less  than 
in  the  paunch.  The  difference  in  composition  is  mainly  due  to  diffu¬ 
sion  undergone  in  transit.  The  after-fermentation  of  the  contents  of 
the  small  intestine  yields  almost  exclusively  C02,  SH2,  and  H2.  The 
contents  of  the  caecum  and  colon  similarly  treated  yield  the  same 
gases  as  the  paunch  contents,  but  less  in  quantity,  and  the  reaction  is 
feebly  alkaline.  From  this  it  would  appear  as  though  there  were  two 
separate  kinds  of  CH4  fermentations.  The  author  advances  two  sup¬ 
positions.  1st.  If  the  acid  and  CH4  are  developed  by  one  and  the 
same  process,  then  there  probably  exists  another  species  of  bacterium 
in  the  colon  capable  of  producing  bodies  of  alkaline  reaction  which 
neutralise  the  acid.  2nd.  If  the  two  processes  are  distinct,  the  acid- 
producing  bacterium  is  absent  in  the  colon. 

The  author  next  examines  the  intestinal  gases  of  the  horse  and  rabbit. 
CH4  is  not  found  as  a  constituent  of  the  gas  of  the  stomach,  the  gas 
being  composed  chiefly  of  C02,  H2,  and  N2.  The  small  intestine  gives 
the  same  results  as  the  stomach.  It  is  difficult  to  understand  how  the 
fermentation  can  proceed  in  presence  of  so  much  free  hydrochloric  acid 
in  the  stomach.  The  contents  of  the  colon  and  caecum  subjected  to 
after-fermentation  become  very  acid,  CH4  being  produced ;  this  is 
exactly  the  opposite  result  to  that  obtained  in  the  case  of  ruminants. 

The  author  then  refers  to  the  statement  found  in  most  text-books 
that  the  fermentative  processes  which  go  on  in  the  paunch  and  colon 
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of  herbivora  result  in  the  formation  of  lactic  and  butyric  acids,  and 
the  development  of  C02  and  H2,  and  claims  that  his  experiments  show 
that  on  an  exclusively  hay  diet  such  is  not  the  case,  and  goes  on  to 
describe  experiments  which  in  his  opinion  prove  that  these  bodies  are 
not  produced  even  when  bean&  and  oats  are  substituted  for  half  the 
hay. 

In  opposition  to  Hofmann,  hie  finds  that  there  is  a  development  of 
CH4  in  the  large  intestine  of  rabbits  when  fed  on  green  food. 

J.  P.  L. 

Hemialbumose  in  Urine.  By  W.  Kubne  ( Zeits.f .  Biol.,  19,  209 
— 227). — The  author  examined  the  urine  of  a  patient  suffering  from 
osteomalaciar  which  gave  the  reactions  of  Bence  Jones’s  albumin,  to 
which  he  has  given  the  name  of  hemialbumose. 

The  urine  contained  a  sediment  of  urates,  and  an  amorphous  body, 
which  proved  to  be  hemialbumose.  It  is  probable  that  the  urine 
being  very  rich  in  hemialbumose  when  it  leaves  the  bladder,  deposits 
it  on  cooling. 

The  urine  throughout  4 — 5  weeks  was  precipitated  daily,  while 
fresh,  with  alcohol,  the  precipitate  washed  with  alcohol  and  dried  at  a 
low  temperature ;  the  product  resembled  the  amber-coloured  albumin 
of  commerce.  Only  part  of  this  preserved  hemialbumose  was  slowly 
soluble  in  water.  The  solution  showed  all  the  characteristic  reactions, 
as  well  as  those  described  by  Salkowski.  Too  much  sodium  chloride 
or  ferrocyanide  prevents  precipitation  by  acetic  acid  and  ferro- 
cyanide  of  potassium.  Excess  of  sodium  chloride  and  acetic  acid  pro¬ 
duce  a  precipitate  which  is  soluble  on  removal  of  the  sodium  chloride. 

A  solution  of  hemialbumose  digested  with  pepsin  at  40°  yields 
peptones  only. 

Hemialbumose  was  still  extracted  from  the  residue  insoluble  in 
water  by  treatment  with  5  per  cent,  sodium  chloride  solution.  In  pure 
hemialbumose,  the  author  found  0*31  to  1*28  per  cent,  ash,  0*19  P, 
1*09  S  in  the  substance  free  from  ash. 


C  .  52*13 

H  .  6*83 

N  .  16*55 


If  the  hemialbumose  solution  contain  the  smallest  quantity  of  acid 
or  alkali,  it  will  not  coagulate  on  heating. 

The  pure  hemialbumose  obtained  by  precipitating  with  alcohol,  dis¬ 
solving  the  precipitate  in  water,  and  coagulating  by  warming,  has  the 
following  properties.  Digested  with  pepsin,  peptone  only  is  formed. 
Digested  with  trypsin  in  ^  to  1  per  cent,  solution  of  carbonate  of  soda 
after  six  days,  peptone  and  large  quantities  of  leucin  and  tyrosin. 
Boiled  with  sulphuric  acid,  leucin  and  tyrosin  are  produced.  Heated 
with  potash,  indol  is  formed.  It  will  thus  be  seen  that  the  decomposi¬ 
tion  products  of  hemialbumose  are  the  same  as  those  of  albumen. 

J.  P.  L. 

Influence  of  Oat  and  Wheat  Bran  on  the  Secretion  of  Milk. 

By  M.  Scheodt  and  H.  Hansen  ( Bied .  Gentr .,  1884,  116 — 120). — 
The  general  outcome  of  these  experiments,  in  which  the  cows  were  fed 
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with  the  above  substances,  in  addition  to  roots  and  cotton  cake,  is  that 
there  was  a  marked  increase  of  milk  and  fat,  more  especially  during 
the  period  when  oat-bran  was  given ;  this  excess  is  attributed  to  the 
avenine,  which  is  said  to  have  a  strong  stimulating  action  on  the 
lactic  glands.  E,  W.  P. 
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Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Production  of  Ether  by  the  Action  of  u  Aspergillus  Glaucus” 
on  Lemon-juice.  By  T.  L.  Phipson  ( Ghem .  News,  49,  198). — 
The  author  has  observed  that,  when  placed  in  a  damp  situation,  lemons 
after  a  certain  time  develop  Aspergillus  glaucus,  and  coincident]  y 
emit  a  strong  odour  of  ether.  To  explain  this  phenomenon,  it  is 
assumed  that  ethyl  citrate  exists  in  lemon-juice  in  the  same  way  as 
ethyl  acetate  exists  in  the  saps  of  some  plants,  or  it  is  suggested  as 
probable  that,  under  the  influence  of  warmth  and  moisture,  fermen¬ 
tation  sets  up,  some  of  the  sugar  of  the  ripe  lemon  is  converted  into 
alcohol,  which  then  combines  with  the  citric  acid  to  form  the  ethyl 
citrate ;  this  is  ultimately  attacked  by  the  A.  glaucus,  and  its  ethyl 
groups  are  evolved  as  ether.  D.  A.  L. 

Influence  of  Light  and  Heat  on  Plant  Development.  By 

Hellriegel  (Bied.  Gentr.,  1884,  123 — 126). — The  temperature  during 
which  plant  life  proceeds  is  limited  within  narrow  boundaries,  there 
being  a  boundary  for  each  plant.  Near  the  lowest  limit,  the  growth 
is  very  slow,  but  with  rising  temperature  life  becomes  more  energetic 
until  a  certain  temperature  is  reached  when  the  life  is  most  energetic  ; 
this  temperature  is  the  “  optimum,”  and  does  not  of  necessity  coin¬ 
cide  with  the  highest  temperature  at  which  life  ceases.  As  a  rule  the 
optimum  temperature  lies  between  20°  and  40°;  at  50°  life  is  extin¬ 
guished.  In  an  analogous  manner,  light  or  darkness  produces  a  definite 
effect,  for  although  germination  takes  place  better  in  darkness,  no 
plant  can  grow  without  light,  the  plant  is  bleached,  leaves  and  stems 
become  abnormal,  and  the  weight  of  dry  matter  diminishes.  In  sub¬ 
dued  light,  assimilation  proceeds  but  slowly,  but  is  more  rapid  as  the 
intensity  of  light  increases ;  the  maximum  of  rapidity,  however,  is  not 
coincident  with  the  maximum  intensity  of  the  light.  The  combina¬ 
tion  of  warmth,  light,  and  moisture  form  a  very  important  factor  in 
the  fertility  of  the  plant,  and  in  many  cases  it  is  of  more  importance 
than  manuring,  &.c.  The  lowest  limit  of  temperature  at  which  the 
majority  of  seeds  can  germinate  is  4 — 5°,  but  a  few  can  germinate  at 
0°.  Experiments  were  made  on  various  seeds  sown  in  soil  kept  at 
different  temperatures  for  35 — 60  days.  Most  of  the  ordinary  seeds 
germinated  below  4°,  and  winter  rye  was  able  to  grow  at  0°.  Wheat 
germinated  and  grew  at  0°,  but  hardly  so  rapidly  as  rye.  Barley  and 
oats  required  a  temperature  of  2°  to  develop,  for  at  0°  they  only 
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developed  the  radical,  and  no  plumule.  Maize  required  a  temperature 
of  8*7°.  Linseed  developed  the  radical  alone  at  2°.  Vetches  only 
demanded  a  temperature  of  0°,  whilst  peas  and  clover  required  2° ; 
beans  and  lupines,  8°,  for  the  development  of  the  plumule.  The 
lowest  temperature  for  carrots  was  3° ;  for  turnips,  5°  ;  and  cucum¬ 
bers  showed  no  signs  of  germinating  at  8’7°.  E.  W.  P. 

Influence  of  Weather  on  Vegetation.  By  F.  Hildebrand  (Bled. 
Centr.y  1884,  188). — An  account  of  the  abnormal  growth  of  plants 
during  the  remarkable  winter  of  1882.  Here  we  find  annuals  flower¬ 
ing  and  growing  during  the  secoud  year.  Biennials,  as  Digitalis  pur¬ 
purea,  become  shrub-like,  plants  which  flower  before  their  leaves, 
appear  flowering  afterwards,  and  vice  versa.  E.  W.  P. 

Effect  of  Water  holding  Sodium  Chloride  and  Zinc  Sul¬ 
phate  in  Solution  on  the  Soil  and  on  Plants.  By  F.  Storp  and 
others  (Bied.  Centr.y  1884,  76 — 87). — Solutions  of  sodium  chloride 
cause  the  loss  of  greater  amounts  of  sulphuric  acid,  lime,  and  potash 
from  soils,  the  stronger  the  solution. 

The  action  of  this  salt  as  a  manure  is  to  decompose  the  more  stable 
compounds  of  the  soil,  but  should  the  amount  applied  to  the  land  be 
great,  then  an  excess  of  calcium  and  magnesium  chlorides  are  formed, 
and  if  in  the  presence  of  humus,  free  acid.  To  avoid  this  danger,  the 
manure  should  be  applied  only  in  small  proportions,  and  at  a  date  long 
previous  to  that  when  vegetation  should  commence.  The  influence  on 
the  composition  of  grasses  is  also  considerable,  for  the  percentage  of 
albuminoids,  dry  matter,  and  fat  decrease .  as  the  sodium  chloride 
increases.  Very  dilute  solutions  (xoW  Per  cen^)  aid  germination:, 
but  stronger  arrest  the  process  completely. 

Soils  can  absorb  as  much  as  80  per  cent,  of  zinc  sulphate  from  its 
solutions,  and  at  the  same  time  lose  calcium,  potassium,  sodium,  and 
magnesium  compounds  ;  moreover,  the  loss  of  potassium  increases  with 
the  strength  of  the  zinc  solution  ;  in  the  presence  of  calcium  carbonate, 
zinc  sulphate  is  converted  into  the  carbonate.  The  preservative 
action  of  zinc  is  exemplified  in  the  neighbourhood  of  zinc  works, 
where  the  dust  has  settled  on  the  pine-needles,  and  completely  pre¬ 
vented  their  decomposition,  but  when  humic  acid  is  in  solution,  then 
the  zinc  combines  with  it,  and  free  sulphuric  acid  is  formed. 

To  an  extent  similar  to  that  which  is  found  in  the  case  of  sodium 
chloride,  zinc  sulphate  affects  the  composition  of  growing  grasses,  and 
the  ash  may  contain  as  much  as  2 ‘3  per  cent,  of  the  oxide :  some 
plants,  as  the  oak,  are  but  little  affected,  either  by  zinc  or  sodium. 
The  influence  on  germination  is  remarkable,  for  in  the  dark  no  harm 
is  done,  but  in  the  light  it  is  arrested  and  the  life  destroyed;  this 
destructive  action  does  not  seem  to  affect  fungoid  growths.  Experi¬ 
ments  in  which  water  containing  the  two  compounds  under  considera¬ 
tion  was  allowed  to  flow  over  soil,  gave  results  similar  to  those 
already  mentioned.  J.  Konig  repeated  these  last  experiments,  adding 
ferrous  sulphate,  and  found  that  whereas  sodium  and  zinc  sulphate 
reduced  the  dry  matter  in  the  crop,  ferrous  sulphate  raised  it ;  this 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


857 


result  is  attributed  to  the  separation  of  the  acid  from  the  base,  the 
acid  rendering  other  material  for  the  plant  soluble.  E.  W.  P. 

Respiration  of  Leaves  in  the  Dark.  By  G%  Bonnier  and  L. 
Mangin  ( Compt .  rend .,  98,  1064 — 1067). — Comparative  experiments 
respecting  the  oxygen  absorbed  and  the  carbonic  anhydride  evolved  in 
the  dark  by  the  leaves  of  various  species  of  plants  show  that  the  ratio 
between  these  two  quantities  is  constant,  whatever  the  temperature, 
and  although  the  amount  of  carbonic  anhydride  evolved  increases 
rapidly  with  the  temperature,  the  amount  of  oxygen  absorbed  increases 
in  exactly  the  same  proportion.  The  ratio  is  approximately  unity  for 
certain  species,  e.g .,  JEJuonymus  japonicus ,  jEsculus  hippocastanum, 
whilst  for  other  species,  e.g.,  Pinus  pinaster ,  it  is  considerably  less 
than  unity. 

The  authors  have  previously  shown  that  the  ratio  between  the  car¬ 
bonic  anhydride  evolved  and  the  oxygen  absorbed  is  independent  of 
the  pressure  of  the  oxygen  and  of  the  proportion  of  carbonic  anhy¬ 
dride  in  the  surrounding  atmosphere,  and  it  is  evident  that  these. two 
processes  of  absorption  and  evolution  are  most  intimately  connected. 

C.  H.  B. 

Respiratory  Combustion.  By  P.  Schutzenberger  {Compt.  rend., 
98,  1061 — 1064). — The  experiments  described  in  this  paper  were 
made  with  a  view  to  ascertain  the  effect  of  the  presence  of  certain 
organic  substances  on  the  respiratory  combustion  of  yeast  cells. 
Similar  flasks  were  filled  with  equal  quantities  of  water  saturated 
with  oxygen,  an  equal  amount  of  yeast  was  added  to  all  of  them,  and 
then  known  weights  of  the  particular  substances  employed,  and  after 
the  lapse  of  a  given  time,  the  amount  of  oxygen  which  had  been 
absorbed  was  determined  by  titration.  The  organic  substances 
added  were  different  varieties  of  sugar,  mannitol,  various  alcohols, 
glycerol,  acetic,  butyric,  tartaric,  and  other  acids,  sodium  acetate, 
Rochelle  salt,  and  other  salts,  amido-compounds,  hydrocyanic  acid,  and 
chloroform.  Some  of  these  substances  have  no  appreciable  effect  on 
the  respiratory  combustion,  others,  such  as  hydrocyanic  acid  and 
chloroform,  check  it  or  retard  it  considerably.  Invert  sugar,  ethyl 
alcohol,  and  sodium  acetate  accelerate  the  absorption  of  oxygen  in  a 
very  marked  manner,  whilst  glycerol  and  the  higher  homologues  of 
ethyl  alcohol  exert  a  similar  but  much  less  energetic  action.  Methyl 
alcohol  has  little  or  no  influence  on  the  process.  The  effect  of  the 
most  active  substance  is  equally  well  observed  with  fresh  yeast,  or 
with  yeast  which  has  been  exhausted  and  washed,  but  the  effect  of  the 
less  active  substances  is  more  clearly  observed  when  the  exhausted 
yeast  is  employed,  because  the  substances  naturally  present  in  the 
fresh  yeast  are  more  combustible  than  those  which  are  added. 

The  results  show  that  ethyl  alcohol  is  particularly  apt  to  undergo 
slow  physiological  combustion,  its  power  in  this  respect  being  equal  to 
that  of  invert  sugar.  It  is  possible,  indeed,  that  the  invert  sugar  is 
first  converted  into  alcohol,  and  then  consumed,  and  if  this  be  true, 
ethyl  alcohol  and  the  alkaline  acetates  must  be  classed  in  the  first  rank 
amongst  those  substances  which  undergo  combustion  in  the  living 
organism.  C.  H.  B. 
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Constituents  of  Vegetable  Tissues.  By  Urbain  (Ann.  Agro- 
nomiqueSy  9,  529 — 547). — This  paper  contains  a  resume  of  the  results 
of  Fremy’s  researches,  commenced  in  1859  and  continued  to  the  pre¬ 
sent  time.  The  substances  composing  vegetable  tissue  are,  according 
to  Fremy,  the  celluloses  (cellulose,  paracellulose,  metacellulose), 
pectose,  vasculose,  and  cutose. 

Celluloses. — Cellulose  proper,  as  it  exists  in  cotton  and  in  the  utricu¬ 
lar  tissue  of  certain  fruits,  such  as  the  apple,  is  immediately  and  com¬ 
pletely  soluble  in  Schweitzer’s  reagent.  Paracellulose  dissolves  in  the 
same  reagent  only  after  certain  preliminary  treatment,  such  as  boiling 
with  very  dilute  hydrochloric  acid.  It  is  found  in  the  epidermic  cells 
of  leaves  and  in  root  tissue.  Metacellulose  is  insoluble  in  Schweitzer’s 
reagent,  even  after  treatment  with  acids.  It  is  not  so  common  as  the 
preceding  varieties,  and  is  found  principally  in  fungi  and  lichens. 
Like  cellulose  and  paracellulose,  it  dissolves  in  strong  sulphuric  acid 
without  coloration,  and  can  be  transformed  into  glucose.  It  has  also 
the  same  elementary  composition  as  cellulose,  but  differs  from  it  under 
the  action  of  oxidising  agents,  and  in  dissolving  in  the  cold  in  sul¬ 
phuric  acid,  diluted  with  4 — 5  equivalents  of  water. 

It  has  been  objected  that  the  insolubility  of  crude  paracellulose  in 
Schweitzer’s  reagent  is  due  to  the  protective  influence  of  earthy  or 
waxy  impurities.  This  is  not  so,,  for  it  remains  insoluble  even  after 
repeated  treatment  with  alcohol,  ether,  and  alkalis,  and  even  with 
acids,  providing  they  are  cold  and  dilute.  Moreover,  it  can  be  ren¬ 
dered  soluble  by  being  simply  moistened  with  water  and  heated  in  a 
sealed  tube  at  125°  for  several  hours. 

Vasculose  is  found  in  almost  all  the  organs  of  plants,  and  is  par¬ 
ticularly  abundant  in  the  hard  portions.  It  sometimes  constitutes  by 
itself  the  vessels  and  tracheae,  and  is  always  the  predominant  con¬ 
stituent.  In  the  cortical  parenchyma  and  in  certain  roots,  it  exists  as 
a  continuous  membrane.  The  stony  concretions  of  pears,  the  stones 
of  fruits,  nutshells,  (fee.,  contain  it  in  large  quantity.  It  is  the 
4 4  encrusting  material  ”  of  Payen,  but  is  regarded  by  Fremy  as  a  defi¬ 
nite  compound  of  constant  composition  and  properties,  and  easy  to 
isolate  in  a  state  of  purity.  One  of  the  easiest  modes  of  isolating  it 
is  to  remove  the  cellulose  and  paracellulose  from  willow  pith  by  means 
of  sulphuric  acid  diluted  with  3-^  equivalents  of  water,  or  by 
Schweitzer’s  reagent  after  previous  ebullition  with  dilute  hydrochloric 
acid.  It  is  a  yellowish  substance  resembling  in  texture  the  tissue 
from  which  it  has  been  obtained.  Sp.  gr.  1*5  at  16°.  Insoluble  in 
neutral  solvents.  Not  affected  by  ebullition  with  sulphuric,  hydro¬ 
chloric,  phosphoric,  or  other  dilute  acids,  or  with  alkalis.  Sulphuric 
acid  diluted  with  3'5  equivalents  of  water  (the  weakest  acid  capable 
of  dissolving  cellulose)  converts  it  in  the  cold  by  abstraction  of 
2  equivalents  of  water  into  a  dark  brown  substance,  slightly  soluble 
in  the  acid,  from  which  it  may  be  precipitated  by  addition  of  water. 

Nitric  acid,  chromic  acid,  alkaline  permanganates,  and  hypochlorites 
and  other  oxidising  agents  act  readily  on  vasculose,  converting  it  into 
a  series  of  uncrystallisable  acids  containing  more  oxygen  than  the 
vasculose.  Some  of  these  acids  are  soluble  in  water  and  alcohol; 
others,  which  are  more  abundantly  formed  when  the  oxidising  agent 
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is  weak  or  acts  for  a  short  time  only,  dissolve  only  in  alkalis.  Atmo¬ 
spheric  oxygen  gradually  effects  the  same  changes,  hence  the  decay  of 
wood  exposed  to  air  and  water.  When  vasculose  is  heated  at  ]30°, 
nnder  pressure,  with  moderately  concentrated  alkaline  solutions,  it  is 
rapidly  dissolved,  furnishing  a  brown  liquor,  from  which  acids  pre¬ 
cipitate  black  flocks  of  complex  nature.  Part  of  this  precipitate  is 
soluble  in  ether,  part  in  alcohol,  and  part  in  alkalis  only.  It  consists 
of  dehydration-products  of  vasculose.  (The  digestion  of  crude  fibre 
with  alkalis  in  the  preparation  of  pulp  for  paper-making  has  for  its 
object  the  dissolution  and  removal  of  the  vasculose  in  this  way.)  By 
fusion  with  potash,  vasculose  yields  similar  bodies,  the  one  formed 
in  greatest  quantity  being  soluble  in  alcohol  and  strong  sulphuric  acid, 
and  corresponding  in  its  character  with  ulmic  acid.  When  submitted 
to  destructive  distillation,  vasculose  yields  a  considerable  quantity  of 
acetic  acid  and  methyl  alcohol.  Cellulose,  on  the  other  hand,  yields 
less  acetic  acid  (always  accompanied  by  formic  acid,  and  a  little  pro¬ 
pionic  and  butyric  acids),  and  no  methyl  alcohol.  Yasculose  contains 
by  analysis  C  =  59*341  per  cent.,  H  =  5*494,  0  =  35*165.  The 
formula  Ci8H20O8  best  agrees  with  its  known  reactions. 

Cutose. — The  outer  layer  of  the  epidermis  of  leaves  and  fruits, 
heated  in  succession  with  boiling  dilute  hydrochloric  acid,  Schweitzer’s 
reagent,  alcohol  and  ether,  for  the  purpose  of  removing  mineral  matter, 
cellulose  and  paracell  ulose,  and  waxy  substances,  yields  a  residue  of 
pure  cutose  having  the  composition  C  =  68*293  per  cent.,  H  =  8*953, 
O  =  22*754. 

The  cuticle  of  agave  leaves,  removed  after  macerating  the  leaves  in 
water  at  30°  for  some  days,  answers  well  for  this  preparation.  Cutose 
dissolves  slowly  in  boiling  dilute  solutions  of  alkalis  and  alkaline  car¬ 
bonates.  Acids  precipitate  from  these  solutions  a  yellowish  flocculent 
substance,  fusible  below  100°,  soluble  in  alcohol  and  ether,  having 
the  same  composition  as  cutose.  If  the  alkaline  solution  be  saturated 
with  common  salt,  a  compound  of  cutose  with  the  alkali  separates  and 
rises  to  the  surface  of  the  liquid  as  soap  does  under,  similar  circum¬ 
stances.  When  subjected  to  the  action  of  concentrated  solutions  of 
potash  for  some  time,  cutose  undergoes  a  somewhat  different  trans¬ 
formation.  The  precipitate  obtained  by  saturating  the  solution  with 
an  acid  still  dissolves  in  boiling  alcohol,  but  a  portion  separates  out 
on  cooling.  The  latter,  when  filtered  off,  consists  of  a  yellow,  solid 
acid  melting  at  about  85°  ;  after  fusion,  it  is  brownish,  translucent, 
and  very  fusible.  The  alcoholic  filtrate,  when  evaporated  to  dryness, 
yields  a  brown  viscous  acid  (oleocutic  acid).  Both  of  these  acids 
dissolve  in  ether  and  in  weak  alkaline  solutions  ;  the  alkaline  salts  are 
separated  from  their  solutions  by  excess  of  alkali  or  by  saturation 
with  salts.  The  acids  combine  with  strong  sulphuric  acid  in  the  cold, 
and  can  be  separated  by  addition  of  water,  in  this  respect  again 
resembling  the  fatty  acids.  The  further  action  of  very  concentrated 
potash  solution  on  the  yellow  acid  above  mentioned  (or  on  cutose) 
results  in  the  production  of  another  acid,  in  the  form  of  a  white 
translucid  potash  salt,  insoluble  in  water,  soluble  in  boiling  alcohol, 
but  almost  entirely  reprecipitated  on  cooling.  Hydrochloric  acid 
liberates  from  this  salt  stearocutic  acid ,  a  white  solid,  melting  at  76°  ; 
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insoluble  in  ether  and  cold  alcohol,  slightly  soluble  in  boiling  alcohol, 
soluble  in  hot  benzene  and  hot  acetic  acid.  The  yellow  acid  is  a 
compound  of  oleocutic  and  stearocutic  acids — stearocutic  acid, 
although  almost  insoluble  in  alcohol,  dissolves  readily  in  an  alcoholic 
solution  of  oleocutic  acid.  Similarly,  potassium  stearocutate  is 
insoluble  in  water,  but  soluble  in  an  aqueous  solution  of  potassium 
oleocutate. 

Analysis  of  the  acids  gives  the  following  numbers :  Stearocutic  acid 
C  =  75*000  per  cent.,  H  =  10*714,  O  =  14*286,  corresponding  with  the 
formula,  CssHjsCh,  deduced  from  the  composition  of  its  salts;  oleocutic 
acid,  C  =  06*666  per  cent.,  H  =  7*946,  0  =  25*398,  formula  ChH>0O4. 
These  acids,  heated  at  100°  in  presence  of  water  or  bases,  undergo 
alteration.  Stearocutic  acid  becomes  completely  insoluble  in  alcohol, 
and  its  melting  point  rises  from  76°  to  95°.  Oleocutic  acid  alters 
more  slowly  at  100°,  but  at  135°  it  becomes  insoluble  in  ether,  alco¬ 
hol,  and  hot  dilute  alkalis.  Heated  with  strong  potash,  it  dissolves 
and  regains  its  former  properties.  The  yellow  compound  of  the  two 
acids  behaves  in  a  similar  manner.  Cutose  is  thus  a  combination  of 
stearocutic  and  oleocutic  acids,  in  their  insoluble  modifications,  in  the 
proportion  of  one  equivalent  of  stearocutic  acid  to  five  equivalents  of 
oleocutic  acid.  The  action  of  potash  on  cutose  is  to  transform  the 
insoluble  form  of  those  acids  into  the  soluble  form. 

Weak  nitric  acid  water)  transforms  cutose  into  a  yellow,  waxy 
nitro-compound,  fusible  at  100°,  soluble  in  alcohol  and  alkalis.  By 
further  treatment  with  nitric  acid,  it  is  converted  into  suberic  acid. 
It  is  the  oleocutic  acid  which  gives  rise  to  suberic  acid.  Suberin,  the 
substance  discovered  in  cork  by  Chevreul,  which  by  oxidation  also 
gives  rise  to  suberic  acid,  appears  to  be  the  same  as  cutose,  since  it 
yields  the  same  two  acids  on  treatment  with  alkalis. 

Pectose  is  transformed  by  ebullition  with  weak  hydrochloric  acid  into 
pectin,  soluble  in  water,  and  precipitable  by  alcohol. 

The  different  behaviour  of  the  substances  with  various  solvents,  as 
described  above,  has  been  applied  by  the  author  to  the  proximate 
analysis  of  the  chief  vegetable  tissues,  with  the  following  results  : — * 

Steins,  comprising  the  thin  layers  of  pith  parenchyma,  wood,  and 
cork. 

Wood. — The  sample  reduced  to  sawdust  or  shavings  is  exhausted  by 
alcohol  and  ether  to  remove  resins,  then  by  distilled  water  and  water 
made  slightly  alkaline  with  potash  to  remove  soluble  substances  and 
pectic  compounds,  and  finally  with  very  weak  hydrochloric  acid,  which 
dissolves  the  lime  and  other  mineral  salts.  Oak  sawdust  submitted 
to  this  treatment  yields  10  per  cent,  of  water,  4  per  cent,  substances 
soluble  in  alcohol  and  ether,  and  10  per  cent,  of  substances  soluble  in 
water  and  weak  a J  kali.  The  wood  thus  purified  is  treated  with 
Schweitzer’s  reagent,  washed,  and  dried  ;  the  loss  is  cellulose.  It  is 
then  boiled  with  weak  hydrochloric  acid  for  a  few  minutes,  and  again 
repeatedly  exhausted  with  Schweitzer’s  reagent;  the  loss  this  time 
being  paracellulose.  The  residue  is  pure  vasculose.  Purified  oak 
sawdust  treated  in  this  way  yields  in  20  grams  5*41  grams  cellulose, 
8*58  paracellulose,  and  6*01  vasculose  ;  poplar  yields  in  20  grams 
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6’82  cellulose,  9*19  paracellulose,  and  3*99  vasculose.  These  results 
are  confirmed  by  dissolving  out  the  two  varieties  of  cellulose  together 
by  sulphuric  acid,  and  weighing  the  residual  vasculose  ;  also  by  re¬ 
moving  the  vasculose  by  treating  the  sawdust  with  nitric  acid 
(L  water)  in  the  cold,  boiling  with  ammonia,  and  weighing  the  un¬ 
acted  on  residue  of  celluloses.  Some  varieties  of  wood,  e.g .,  boxwood, 
yield  no  cellulose  when  analysed,  as  they  are  composed  entirely  of 
vasculose  and  paracellulose.  The  following  table  shows  the  per¬ 
centage  composition  of  six  kinds  of  wood  : — 


Vasculose. 


Poplar . .  18 

Oak . .  28 

Box . 34 

Ebony .  35 

Gruiacum .  36 

Iron  wood .  40 


Cellulose  and 

Water  and 

paracellulose. 

extractives. 

64 

18 

53 

19 

28 

38 

20 

45 

21 

43 

27 

33 

Pith  parenchyma  is  made  up  of  the  same  constituents  as  woody 
tissue,  and  is  analysed  in  the  same  way.  Purified  elder  pith,  e.g 
contains  cellulose  37  per  cent.,  paracellulose  38,  vasculose  25. 

Cork  contains  cutose  in  addition.  After  purification,  the  cutose  is 
directly  dissolved  out  by  boiling  potash,  and  is  estimated  by  loss  of 
weight.  The  residue  is  analysed  in  the  same  manner  as  wood. 
Common  cork  has  the  following  percentage  composition  : — Water  2, 
soluble  in  ether  and  alcohol  9;  soluble  in  water,  weak  ammonia,  and 
weak  hydrochloric  acid  5  ;  cutose  43,  vasculose  29,  cellulose  and  para¬ 
cellulose  12. 

Roots. — Root  tissue  is  composed  of  paracellulose,  vasculose,  and  often 
pectose  also.  The  vasculose  forms  a  continuous  membrane  over  the  root 
surface,  and  constitutes  the  chief  part  of  the  root  vessels.  Pectose 
may  be  dissolved  out  of  the  purified  tissue  by  boiling  with  weak 
hydrochloric  acid,  after  which  the  vasculose  and  cellulose  are  sepa¬ 
rated  as  indicated  above.  A  root  of  Paulowina  gave  the  following 
results : — 


Outer 

Soft  fibre 

Body 

layer. 

(liber) . 

of  root. 

Water . 

Substances  soluble  in  water, 

8-35 

6*64 

6*00 

alcohol,  &c . 

10*40 

— 

26*25 

Extractive  matters  and  pectose 
Ulmic  compounds  soluble  in 

- — 

5570 

— 

potash . 

Substances  soluble  in  ammonia 

33*15 

— 

— 

and  weak  HC1  . 

— 

— 

21*00 

Vasculose  . 

44*40 

34*25 

17-30 

Paracellulose . 

3*70 

3*41 

29*45 

100*00 

00*00 

100-00 
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Leaves. — The  parenchyma,  chiefly  cellulose,  may  be  separated  from 
the  epidermis  and  from  the  fibres  and  vessels  by  maceration  in  water, 
or  by  Schweitzer’s  reagent. 

The  epidermis  is  composed  of  two  membranes  closely  united  ;  the 
outer  one  (cuticle)  is  formed  of  cufcose,  the  inner  one  of  paracellulose. 
The  paracellulose  can  be  dissolved  away  from  the  cutose  by  treatment 
with  Schweitzer’s  reagent  after  boiling  with  dilute  hydrochloric 
acid,  or  by  treatment  with  sulphuric  acid  4-  3*5  equivalents  of 
water.  Or  the  cutose  may  be  dissolved  away  by  boiling  potash,  or 
by  treatment  with  cold  nitric  acid,  followed  by  an  alkaline  solvent. 
Ivy  leaves  yielded  the  following  figures  : — 

Water  and  substances  soluble  in  water, 

alcohol,  and  ether  .  90' 7 7 

Parenchyma  (cellulose  and  pectose). . .. .  4*00 

Fibres  and  f  vasculose  ....  Q‘95  1  _  ,  nq 

vessels  \  paracellulose.^  0*78  j  *  *  '  * 

Epidermi.  {  ;  £«  }  •  •  •  •  3  50 

100*00 

Flowers . — Petals  have  the  same  constituents  as  green  leaves.  They 
are  first  boiled  with  alcohol  to  remove  waxy  substance  and  colouring 
matter,  and  then  analysed  like  leaves.  Dahlia  petals  contain — 

Water,  and  substances  soluble  in  water, 

alcohol,  and  ether . .. .  96*180 

Parenchyma  (cellulose  and  pectose)  . .  3*163 

Cutose . 0’360 

Vasculose  .  0*120 

Paracellulose . 0*227 


100*000 


Fruits. — The  epicarp  of  fruits,  such  as  apples,  pears,  &c.,  consists  of 
three  superposed  membranes  :  the  outside  one  consisting  of  cutose, 
the  intermediate  one  of  vasculose,  and  the  inside  one  of  paracellulose. 
They  can  be  separated  by  the  reagents  already  mentioned. 

The  composition  of  the  endocarp  is  similar  to  that  of  wood,  and  the 
analysis  is  executed  in  the  same  manner.  Vasculose  predominates, 
and  the  hardness  varies  according  to  the  quantity  of  this  substance 
present — 


Walnut  shells  . 
Hazel  nut  shells 
Cocoanut  „ 
Apricot  stones  . 
Bankoul  nuts. . . 


Cellulose  and 

Water  and 

Yasculose. 

paracellulose. 

extractives. 

..  44 

25 

31 

..  50 

31 

19 

..  58 

25 

17 

..  60 

26 

14 

..  62 

14 

24 

The  cells  of  the  mesocarp  consist  of  cellulose  and  pectose,  and  when 
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the  latter  of  these  is  removed  by  ebullition  with  water,  acidulated 
with  hydrochloric  acid,  and  the  former  by  Schweitzer’s  reagent ; 
nothing  is  left  but  the  vessels  and  tracheae  formed  of  vasculose  and 
paracellulose. 

In  the  seed,  the  perisperm,  after  removal  of  starch,  oils,  &c.,  consists 
entirely  of  cellulose ;  whilst  the  integuments  contain  vasculose, 
cutose,  cellulose,  and  paracellulose.  J.  M.  H.  M. 

Phenol  in  the  Stem,  Leaves,  and  Cones  of  Pinus  Sylvestris. 

By  A.  B.  Griffiths  ( Chem .  News ,  49,  95). — The  author  has  detected 
and  estimated  phenol  in  aqueous  decoctions  of  the  stem,  leaves,  and 
cones  of  Pinus  sylvestris.  The  various  parts  are  cut  into  small  pieces 
and  digested  at  80°  for  half  an  hour,  with  successive  quantities  of 
water,  until  the  filtered  solution  gives  no  coloration  with  ferric  chlo¬ 
ride  ;  it  is  then  evaporated  and  extracted  with  ether,  &c.  The  quan¬ 
tity  of  phenol  found  in  the  separate  parts  varies  according  to  their 
age  ;  thus :  old  stem  contains  0*1021,  whilst  young  stem  contains  only 
0*0654  per  cent.  The  variation  with  the  leaves  is  from  0*0936  down 
to  0*0315  per  cent.,  whilst  the  amount  in  the  cones  varies  from  0*0774 
to  0*0293. 

This  result,  coupled  with  the  existence  of  phenol  in  coal,  is  adduced 
in  support  of  the  presumed  existence  of  conifer  ce  in  the  carboniferous 
age  ;  and,  moreover,  taking  into  consideration  the  mauy  hydrocarbons, 
&c.,  common  to  both  coal  und  petroleum,  the  author  argues  that  petro¬ 
leum  also  is  of  vegetable  origin.  D.  A.  L. 

Chemical  Investigations  on  the  Kola.  By  E.  Heckel  and  F. 
Schlagdenhauffen  (Ann.  Chim.  Phys .  [6],  1,  129 — 138). — The  extract 
of  the  kola-nut,  from  a  plant  of  the  Sterculiacese  family,  is  used  as  a 
beverage  by  the  inhabitants  of  Central  Africa,  as  tea  or  coffee  by  the 
Asiatics  and  Europeans,  or  mate  by  the  Americans.  As  few  specimens 
of  the  plant  have  come  to  Europe,  investigations  on  the  chemical 
nature  and  therapeutic  functions  of  the  extract  have  been  incomplete; 
but  the  experiments  of  Daniell  and  Attfield  have  proved  the  presence 
of  an  alkaloid  resembling  that  from  tea  or  coffee.  From  the  opening 
out  of  commercial  routes  into  Central  Africa  considerable  quanti¬ 
ties  of  the  true  kola  or  Kola  femelle ,  and  of  its  principal  substitute, 
Kola  bitter,  have  been  shipped  into  France. 

Kola  Femelle  (Sterculia  acuminata ). — On  extracting  the  kola-nut 
with  chloroform,  an  alkaloid  is  obtained  resembling  caffeine  in  all  its 
properties,  together  with  smaller  quantities  of  theobromine. 

The  results  of  the  analyses  are  as  follows 

Per  cent. 


{Caffeine .  2*348 

Theobromine  ....  0*023 

Tannin  .  0*027 

Fats .  0*585 

{Tannin  .  1591 

Kola  red .  1*290 

Glucose  .  2*875 

Salts  .  0*070 
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Per  cent. 


Starch .  33’  754 

Gum  .  3-040 

Colouring*  matters .  2561 

Protein  .  6-761 

Ash .  3-325 

Water, .  11-919 

Cellulose .  29*830 


On  comparing  these  results  with  the  analyses  of  cacao,  tea,  and 
coffee,  it  is  noted  that  kola  contains  a  considerably  larger  proportion 
of  carbohydrates  and  their  derivatives,  and  also  of  caffeine  and  its 
homologue  theobromine.  Kola  extract  should  therefore  be  a  valuable 
therapeutic  agent. 

False  Kola  or  Kola  Bitter  (Kola  gar cinia). — In  Liberia  and  Central 
Africa,  a  plant  of  the  family  of  the  Guttiferae  grows  in  abundance, 
producing  a  grain  known  by  the  name  of  kola  bitter.  On  extracting 
this  with  chloroform,  ether,  and  alcohol,  no  caffeine  was  obtained,  but 
only  resins,  of  which  one  gave  a  violet  coloration  with  ferric  salts  ;  the 
other  in  aqueous  solution  was  dextrorotatory,  and  precipitated  by 
tartar  emetic  and  basic  lead  acetate.  The  physiological  action  of  the 
extract  of  this  grain  is  attributable  to  the  presence  of  these  two 
resins.  V.  H.  V. 

Sterilisation  of  Liquids  by  Means  of  Papin’s  Digester.  By 

L.  Heydenreich  (Gompt.  rend .,  98,  998 — 1000). — When  flasks  con¬ 
taining  liquids,  &c.,  are  introduced  into  a  Papin’s  digester,  the  air 
should  be  removed  as  completely  as  possible,  for  if  this  is  not  done  it 
forms  a  protecting  layer  or  cushion  round  the  flask  or  other  vessel, 
and  prevents  the  contents  of  the  latter  from  attaining  the  tempera¬ 
ture  of  the  water  in  the  digester.  From  this  cause  the  temperature 
of  the  contents  of  the  flask  may  be  but  little  higher  than  60°,  even 
after  the  temperature  of  the  digester  has  been  at  120°  for  some  time. 
If,  however,  care  is  taken  to  remove  all  the  air,  the  contents  of  the 
flask  quickly  acquire  a  temperature  practically  as  high  as  that  of  the 
water  in  the  digester.  C.  H.  B. 

Silage.  By  G.  Toms  ( Bied .  Gentr 1884,  136). — Composition  of 
heated  hay :  Fat  —  4*26  per  cent.,  trace  of  aldehyde,  acetic  acid  5*38, 
sugar  6*94,  starch  3'42,  mucilage,  <fcc.,  24*77 ;  in  the  same  hay  that 
had  not  heated  was  starch  =  1246.  Other  samples  of  silage  were 
brown,  of  bad  odour,  and  contained  more  acid  and  less  starch. 

E.  W.  P. 

Woody  Fibre  as  Fodder.  By  M.  Marcker  (Bied.  Gentr .,  1884, 
136). — Wood  is  not  digested  by  animals,  for  although  it  does  not 
appear  in  the  dung,  it  is  converted  for  the  most  part  by  fermentation 
into  marsh-gas.  E.  W.  P. 

White  Mustard  as  Fodder.  By  Brummer  (Bied.  Gentr.,  1884, 
115). — White  mustard  is  strongly  recommended  as  green  food,  and 
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should  be  mixed  with  chaff,  &c.,  because  of  its  highly  nitrogenous 
composition.  It  produces  very  highly  coloured  butter. 

E.  W.  P. 

Champion  Spice.  By  C.  0.  Harz  ( Bied .  Gentr .,  1884,  122). — 
The  origin  of  this  spice,  which  is  much  used  as  an  addition  to  cattle 
food,  appears  to  be  the  waste  from  drug  stores,  factories  of  ethereal 
oils,  &c.,  mixed  with  palm-nut  cake,  &c.  The  price  is  excessive,  its 
feeding  value  but  low,  and  its  purchase  not  to  be  recommended.  Its 
chemical  composition  has  been  already  given  in  a  previous  number, 
but  the  following  is  its  botanical  constitution  in  parts  per  1000 : 
Ginger  40  parts,  inula  root  24,  caroba  bean  120,  corianders  80, 
fennel  120,  aniseed  80,  carra way  40,  fenugreek  seeds  168,  turmeric  120, 
palm-nut  cake  68,  maize  40,  cereals  40,  rice  8,  peas,  vetches,  and  hog’s 
bean  4,  dirt,  &c.,  40.  E.  W.  P. 

Varieties  of  Sugar-beet.  By  M.  Marcker  (Bled.  Centr .,  1884,  126). 
— Of  the  many  varieties  of  beet  grown,  the  Simon  Legrand  de  Meres 
Blanches  yielded  the  largest  number  of  centners  of  sugar  per  morgen 
(28*2),  but  its  quotient  of  purity  was  83*4,  whilst  that  of  Vilmoriu 
Blanche  was  85*8  with  a  yield  per  morgen  of  23*61.  Bestehorn’s 
Imperator  was  the  poorest,  23*52  centners,  quotient  =  82*4. 

E.  W.  P. 

Manuring  Potatoes.  By  M.  Marcker  (Bied.  Gentr.,  1884,  102 — 
104). — The  object  of  the  experiments  was  to  determine  the  best  form 
in  which  to  apply  nitrogen,  the  extent  to  which  potash  salts  do  harm, 
the  value  of  superphosphate  as  compared  with  faecal  superphos¬ 
phate,  and  the  best  proportions  in  which  to  mix  nitrogen  with 
phosphoric  acid.  The  soil  on  which  the  experiments  were  first  made 
was  sand,  containing  hardly  any  plant  food,  and  quite  uncultivated, 
and  here  it  was  found  that  a  larger  supply  than  8  kilos.  N  and 
10  kilos.  P2O5  per  morgen,  brought  no  relatively  higher  yield.  Am¬ 
monia  with  superphosphate  was  qualitatively  and  quantitatively 
better  than  Chili  saltpetre  ;  the  addition  of  large  quantities  of  potash 
salts  in  the  spring  further  lowered  the  quality,  the  first  reduction 
having  been  caused  by  the  Chili  saltpetre.  Superphosphate  of  organic 
origin  was  more  valuable  than  that  of  mineral  origin  ;  ammonia  pro¬ 
duced  as  large  an  increase  as  Chili  saltpetre  did  a  reduction.  The 
second  set  of  experiments  with  the  object  of  determining  the  effect  of 
potash  on  the  percentage  of  starch  was  made  on  very  light  but  well 
cultivated  soil ;  in  previous  years,  potash  put  in  in  the  spring  had  a 
lowering  effect  on  the  starch,  therefore  potash  and  other  artificials 
were  now  added  in  the  autumn.  The  results  obtained  were  very 
definite,  and  are  as  follows:  the  appearance  of  the  crop  is  much 
improved  by  the  addition  of  the  potash  salts  in  the  autumn  instead  of 
in  the  spring,  moreover  the  percentage  of  starch  is  increased :  the 
qualitative  and  quantitative  yield  of  tubers  is  highest  when  the  ratio 
of  nitrogen  to  soluble  phosphate  is  7  :  9^;  as  a  rule,  as  this  ratio 
widens,  so  is  the  phosphate  less  employed  :  the  application  of  potash 
alone  is  distinctly  detrimental  to  the  crop,  in  fact,  lowered  it  below 
the  unmanured  plot.  The  third  series  was  made  on  light  sandy  soil, 
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which  had  been  brought  into  cultivation  by  peat  and  farmyard 
manure;  the  half  of  this  land  was  also  treated  with  2  centners  kainite 
in  autumn,  one-quarter  received  kainite  in  spring,  whilst  the  remain¬ 
ing  quarter  was  left  without  kainite.  In  the  previous  year,  we  find 
that  the  spring  manuring  reduced  both  the  quantity  and  the  quality, 
but  this  year  the  quality  alone  was  affected;  the  organic  superphos¬ 
phate  was  better  than  the  inorganic.  The  ratio  N  :  P205  =  7  :  9'5 
was  again  found  to  be  the  most  favourable.  The  autumn  manuring 
with  kainite  produced  a  larger  crop,  but  of  lower  quality  than  in 
the  previous  season,  and  this  mineral  by  itself  was  again  distinctly 
detrimental ;  if  the  application  of  potash  during  the  autumn  regulates 
the  yield  of  starch,  then  the  best  result  under  the  circumstances  is 
obtained  when  N  :  P205  =  5  :  7*5.  Although  kainite  has  such  an 
unfavourable  action,  yet,  on  the  other  hand,  by  its  use  the  plants 
resist  more  easily  the  attacks  of  disease,  and  the  tubers  are  more 
generally  normal  in  form  and  keep  better.  E.  W.  P. 

Manuring  Potatoes.  By  C.  A.  Cameron  (Bied.  Centr.,  1884, 
104 — 106). — No  statement  of  the  character  of  the  soil  is  given,  but 
remarkable  is  the  yield  produced  by  kainite  (736  kilos,  per  hectare), 
Avhen  the  highest  absolute  yield  at  the  lowest  cost  was  obtained,  also 
we  find  an  advantage  gained  by  the  use  of  this  manure  in  combina¬ 
tion  ;  superphosphate  with  Chili  saltpetre  brought  the  largest  amount 
of  marketable  potatoes,  but  when  mixed  with  ammonia  the  result  was 
bad.  Nitrogenous  manures  alone  were  very  unsatisfactory,  the  yield 
being  below  that  of  the  unmanured  plot ;  and  even  when  mixed,  these 
manures  were  of  doubtful  advantage  as  regards  quantity,  but  other¬ 
wise  as  regards  quality,  as  by  their  use  but  ie~w  diseased  tubers  were 
produced.  The  highest  percentage  (28*6  per  cent.)  of  dry  matter  was 
produced  by  the  aid  of  nitre  and  superphosphate,  whilst  kainite 
yielded  the  lowest  (24*3  per  cent.).  E.  W.  P. 

Salt  and  Herring  Offal  as  Manure.  By  E.  d’Orval  and  A. 
Pagnoul  {Bied.  Centr.,  1884,  92 — 98). — Mixed  with  earth-nut  meal  or 
guano,  sodium  chloride  seemed  to  produce  no  further  effect  than  when 
the  two  first  manures  were  employed  alone.  A  well-marled  field  was 
manured  with  3000  kilos,  per  hectare  of  herring  offal,  and  then  sown 
with  wheat  home  grown  on  part,  on  the  other  part  “golden  drop  ”  ; 
on  neighbouring  fields  sown  on  the  same  day,  but  manured  with  farm¬ 
yard  manure  and  poudrette,  the  wheat  seeded  a  fortnight  earlier  than 
when  the  offal  had  been  used,  moreover  this  material  had  a  very 
depreciating  effect  on  the  yield  of  grain  and  straw.  In  the  succeed¬ 
ing  season,  superphosphate  was  added,  and  rye  and  vetches  sown; 
this  crop  showed  that  the  harmful  matter  had  been  removed  from  the 
offal,  and  a  good  yield  was  the  result.  Another  trial  with  oats  was 
also  successful  on  the  first  season;  three  experiments  show  that  there 
is  a  very  considerable  variation  in  the  effect  exerted  by  the  salt  in  the 
offal  on  the  ordinary  crops,  for  native  wheat  was  harmed  but  little; 
peas,  beans,  and  English  wheat  suffered  heavily,  but  oats  only  during 
the  germinating  period ;  when  treated  with  water  so  as  to  remove 
excess  of  salt,  not  much  phosphoric  acid  is  lost,  but  a  loss  of  nitrogen 
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occurs  (0‘7  per  cent.),  and  from  the  wash  water,  ferric  chloride,  and 
lime  throw  down  a  precipitate  containing  2*8  per  cent.  N.  The 
washed  offal  is  priced  at  12  m.  per  centner,  and  is  a  valuable  manure, 
and  would  be  more  so  if  the  fat  were  removed.  E.  W.  P. 

Production  and  Cost  of  Farmyard  Manure.  By  Holdefleiss 
and  M.  Herter  ( Bied .  Gentr 1884,  87 — 92). — The  composition  of 
four  samples  of  fresh  manure  produced  by  70  head  of  cattle,  fed  in 
boxes,  was — dry  matter  27*5  per  cent.,  N  =  0*666,  K20  =  0*877, 
P205  =  0*222  ;  these  quantities  are  in  close  accordance  with  those 
obtained  by  calculating  the  amount  which  after  digestion  should  be 
produced,  in  addition  to  the  straw  (15  lbs.  rye-straw  per  head), 
and  the  reduction  in  weight  of  the  manure  after  lying  in  heaps  ;  the 
calculated  composition  is — N  =  0*617,  K20  =  0*858,  P205  =  0*299. 
The  values  of  the  constituents  of  such  a  manure  are  1  lb.  (German) 
=  0*80  m.,  1  lb.  K20  =  0*18  m.,  1  lb.  P205  =  0*20  m.,  consequently 
20  centners  =  22*05  m.  The  advantages  of  feeding  in  boxes  are  here 
set  forth  :  no  loss  of  urine,  more  straw  can  be  worked  into  manure, 
and  the  whole  is  better  made  than  otherwise. 

Herter  shows  the  balance  sheet  of  a  dairy  farm,  which,  when 
account  is  taken  of  milk,  butter,  and  cheese  produced,  the  expenses 
of  attendance,  &c.  (not  fodder),  shows  a  nett  income  of  263  in.  per 
cow.  The  value  of  the  food  given  in  winter  is  203*7  m.,  in  summer 
82*5,  total  286*2  m.  per  1000  lbs.  live  weight.  According  to  these 
figures,  the  costly  feeding  neutralises  the  value  of  the  cow  and  raises 
the  value  of  the  manure  to  48  m.  per  20  centners.  E.  W.  P. 

Manuring  with  Sea-mud  and  Peat  Compost.  By  Enck- 
hatjsen  {Bied.  Gentr .,  1884,  100 — 102). — On  light  sandy  soils,  or  on 
poor  land  underlaid  by  a  cold  subsoil,  sea-mud  is  better  than  stable 
manure.  A  compost  was  made  of  mud,  farmyard  manure,  phosphorite, 
kainite,  and  sawdust,  and  contained  N  =  0*34  per  cent.,  P205  (soluble 
in  cold  acid),  0*21  per  cent.  When  this  mixture  was  applied  to  oats 
and  potatoes,  the  result  wras  very  satisfactory,  and  when  compared  with 
farmyard  manure,  was  found  to  be  much  cheaper ;  in  fact,  the  use  of 
the  latter  with  oats  did  not  produce  grain  sufficient  to  pay  the  extra 
cost.  E.  W.  P. 

Superphosphate.  By  E.  J.  Lloyd  ( Ghent .  News,  49,  229 — 230). 
— In  the  annual  reports  of  the  experiments  of  the  Sussex  Agri¬ 
cultural  Association,  certain  anomalous  and  detrimental  effects  are 
described,  and  attributed  by  Jamieson  to  the  superphosphate  em¬ 
ployed  as  manure ;  therefore,  superphosphate  is  denounced  as  not 
alone  unnecessary,  but  also  injurious.  Now,  from  the  analytical  data 
supplied  in  these  reports,  it  is  shown,  in  the  present  note,  that  the 
superphosphate  employed  in  the  experiments  in  question  differed  from 
the  ordinary  superphosphate  of  commerce  in  having  a  very  large 
excess  of  free  sulphuric  acid.  This  probably  accounts  for  the  bad 
results  referred  to.  JD.  A.  L. 
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Assimilability  of  the  Phosphoric  Acid  in  Rocks  and  Soils. 

By  G.  Lechartier  ( Gompt .  rend .,  98,  1058 — 1061). — The  schists  and 
granites  employed  were  crushed,  washed  to  remove  organic  matter, 
dried,  and  finely  powdered.  A  series  of  pots  was  filled  with  the 
powdered  rock  mixed  with  an  inorganic  manure  containing  nitric  and 
ammoniacal  nitrogen,  calcium  sulphate,  potash,  and  phosphates,  and  a 
second  series  was  filled  with  a  similar  mixture,  except  that  no  phos¬ 
phate  was  added,  and  buckwheat  was  sown  in  all  the  pots.  The 
influence  of  the  phosphates  in  the  manure  was  very  marked ;  but  in 
all  cases  the  plants  in  the  pots  containing  the  manure  free  from 
phosphates,  assimilated  a  certain  quantity  of  phosphoric  acid  from  the 
powdered  rock.  The  schists  and  granites  employed  contained  phos¬ 
phoric  acid  in  proportions  varying  from  0T08  to  0‘207  per  cent. ;  but 
in  most  cases  fluorine  was  also  present,  so  that  the  phosphoric  acid 
may  have  existed,  in  part  at  least,  as  apatite. 

The  phosphates  contained  in  the  schists  and  granites  are  partly 
soluble  in  dilute  acetic  acid  (1:5),  or  a  2  per  cent,  solution  of  ammo¬ 
nium  oxalate ;  and  since  the  latter  reagent  also  dissolves  a  certain 
proportion  of  potash,  and  of  the  humous  substance  which  can  be  sepa¬ 
rated  by  Grrandeau’s  process,  it  may  be  used  as  a  means  of  deter¬ 
mining  the  degree  of  solubility  of  the  fertilising  constituents  of  a 
soil. 

Small  quantities  of  phosphoric  acid  are  not  precipitated  by  ammo¬ 
nium  molybdate  in  presence  of  ammonium  oxalate;  the  latter  should 
therefore  be  removed  by  evaporation  and  ignition.  C.  H.  B. 

Kainite  and  Bone-meal  in  Sandy  Soil.  Bv  F.  W.  Steffens 
( Bied .  Gentr .,  1884,  99). — Bye  was  sown  after  one  year’s  clover-ley 
which  had  been  ploughed  in,  and  8  centners  kainite  with  1  centner 
bone-meal  were  added  at  the  time  of  sowing ;  the  gain  over  unmanured 
soil  was  equal  to  25  m.  per  morgen.  Bone-meal,  without  kainite, 
was  unsatisfactory.  E.  W.  P. 

Camallite,  a  Cheap  Substitute  for  Kainite.  By  Troschske 
{Bied.  Gentr.,  1884,  98), — It  is  here  stated  that  kainite  is  nearly  twice 
as  costly  as  carnallite,  whilst  the  properties  of  the  latter  surpass 
those  of  the  former  :  for  example,  to  absorb  1  kilo,  ammonia  the  ex¬ 
penses  are  as  44:13,  so  that  carnallite  may  be  well  employed  in  stalls 
to  soak  up  urine.  Again,  atmospheric  ammonia  is  absorbed  to  the 
extent  of  9  per  cent,  by  carnallite,  4*5  by  kainite.  The  reckoning  on 
the  other  side  against  carnallite  is,  that  the  magnesium  chloride  it 
contains  is  not  good  for  plants ;  at  least  not  to  be  recommended  for 
roots  and  potatoes.  E.  W.  P. 
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Litmus,  Rosolic  Acid,  Methyl-orange,  Phenacetolin,  and 
Phenolphthale'in  as  Indicators.  By  R.  T.  Thomson  ( Chem . 
News ,  49,  119 — 121  ;  compare  this  vol.,  691).=The  present  paper 
contains  further  notes  to  the  previous  communications  already  referred 
to  ( loc .  cit.). 

Determination  of  Small  Proportions  of  Hydroxide  in  presence  of 
Large  Quantities  of  Carbonates  and  other  Compounds  of  Sodium  and 
Potassium. — The  process  described  is  founded  on  the  neutrality  of 
precipitated  barium  carbonate  to  phenolphathalein  ;  and,  employing 
this  indicator,  it  consists  in  adding  excess  of  neutral  barium  chloride 
to  the  solution  of  sodium  or  potassium  carbonate,  in  which  the 
amount  of  hydroxide  is  to  be  determined,  then  after  the  further  addi¬ 
tion  of  a  little  more  of  the  same  indicator,  titrating  the  hydroxide 
in  solution  with  standard  acid.  The  whole  process  must  be  conducted 
in  the  cold,  as  heating  gives  rise  to  low  results.  The  efficiency  of  the 
process  is  proved  by  test  experiments.  The  barium  chloride  cannot 
be  replaced  effectually  by  a  calcium  salt.  Impurities  such  as  chlorides, 
sulphates,  and  sulphites,  do  not  interfere  with  this  method,  nor  do 
phosphates  to  any  appreciable  extent ;  whilst  sulphides  may  be  ren¬ 
dered  harmless  by  treatment  with  a  few  drops  of  hydrogen  peroxide. 
With  aluminates,  the  whole  of  the  alkali  is  determined,  but  with  sili¬ 
cates,  only  90  per  cent,  of  it. 

The  process  may  evidently  be  applied  to  similar  determinations  in 
other  salts  yielding  precipitates  with  barium  neutral  to  phenol- 
phthalein,  e.g .,  normal  sulphites  and  phosphates.  By  the  following 
scheme,  the  amount  of  sodium  or  potassium  sulphite,  carbonate, 
hydrogen  carbonate,  or  hydroxide  may  be  determined  in  a  few 
minutes.  The  hydroxide  is  estimated  as  already  described ;  then  by 
titrating  another  portion  in  the  cold,  using  phenolphthalein,  the 
hydroxide  and  half  the  carbonate  is  found  ;  and  finally,  using  methyl- 
orange,  and  a  further  addition  of  acid,  the  other  half  of  the  carbonate 
and  half  the  sulphite  is  obtained.  From  these  data,  the  various  pro¬ 
portions  are  easily  calculated. 

Determination  of  Sodium  or  Potassium  Hydrogen  Carbonate  in  pre¬ 
sence  of  Normal  Carbonate. — This  is  another  application  of  the  above 
process.  The  solution  under  examination  is  mixed  with  excess  of 
standard  caustic  soda,  in  which  the  hydroxide  has  been  determined  by 
the  above  method  ;  barium  chloride  is  added,  and  the  excess  of  hy¬ 
droxide  employed  titrated  with  standard  acid ;  the  difference  between 
this  quantity  and  the  total  soda  used  gives  the  amount  required  to 
neutralise  the  hydrogen  carbonate.  Successful  test  experiments  show 
the  value  of  this  method. 

Behaviour  of  Sodium  and  Potassium  Arsenates. — With  litmus ,  rosolic 
acid ,  and  phenacetolin ,  the  change  in  colour  is  gradual  and  the  end- 
reaction  indistinct.  Methyl-orange  changes  colour  suddenly  at  the 
finish,  although  the  full  pink  is  not  developed  until  there  is  a  slight 
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excess  of  acid.  With  phenolphthalein ,  on  the  other  hand,  the  neutral 
points  at  different  stages,  as  well  as  the  end-reaction,  are  well  defined. 
The  following  results  have  been  obtained : — 

Na3As04  used  for  each  test,  2*08  grams  (=  ]Na20  =  0*93  gram). 

c.c.  normal  acid 


Indicator.  consumed.  Grams  found. 

Litmus . .. .  19'90  0*6169 

Rosolic  acid  .  19*85  0*6154 

Methyl-orange  .  20*0—20*05  0*6200— 0*6215 

Phenacetolin  . 19*90  0*6169 


Phenolphthalein,  cold  ....  10*0 — 10*00  0*3100 — 0*3100 

„  „  hot  ... .  10*9—11*00  0*3379—0*3410 

from  which  it  will  be  seen  that  disod ium  hydrogen  arsenate  is 
neutral  to  phenolphthalein,  whereas  sodium  dihydrogen  arsenate  is 
neutral  to  the  other  four.  Therefore,  the  amount  of  arsenic  acid  in 
an  alkaline  arsenate  may  be  determined  as  follows : — Dissolve  the 
sample  in  water,  filter,  neutralise  with  methyl-orange  as  indicator, 
boil  off  carbonic  anhydride,  cool,  add  phenolphthalein,  and  determine 

with  normal  or  —  sodium  hydroxide.  Sodium  carbonate  does  not 

interfere  with  this  change,  sodium  arsenite  does,  but  this  compound  is 
seldom  present  in  commercial  arsenate,  for  which  this  method  is  in¬ 
tended. 

With  Sodium  and  Potassium  Arsenite ,  litmus ,  rosolic  acid ,  and 
phenacetolin ,  change  slowly,  but  give  a  distinct  end-reaction ;  methyl- 
orange  is  as  good  as  with  carbonate,  whilst  'phenolphthalein  indicates 
too  soon.  The  results  obtained,  using  1*30  grams  JSaAs02  =  0*31  gram 
Ka20  for  each  test,  were  : — 

c.c.  normal 


Indicator.  acid  used.  Grams  Ka20  found. 

Litmus . 10  0*310 

Rosolic  acid .  10  0*310 

Methyl-orange  .  10 — 10  0*310 — 0*310 

Phenacetolin  .  10  0*310 


Phenolphthalein,  cold  ....  9*05 — 9*1  0*2805 — 0*2821 

„  „  hot  _  8*90—9*0  0*2759— 0*2790 

Arsenious  acid  is  neutral  to  methyl-orange ;  but,  as  will  be  seen,  it 
requires  a  large  quantity  of  alkali  to  make  it  neutral  to  phenol¬ 
phthalein  :  hence  its  interference  in  the  determination  of  arsenic  acid. 
Similar  experiments  on  the  determination  of  boric  acid  in  borates 
have  not  yielded  satisfactory  results.  D.  A.  L. 

New  Volumetric  Method  for  the  Estimation  of  Nitrous 
Acid.  By  A.  G.  Green  and  S.  Rideal  ( Ghem .  News,  49,  173 — 174). 
— The  method  recommended  by  the  authors  is  founded  on  the  action 
of  nitrous  acid  on  aniline  ;  the  formation  of  diazo- benzene  takes  place 
quite  quietly  and  quantitatively,  provided  due  precautions  are  ob¬ 
served.  The  following  is  the  method  adopted  for  applying  this  reac- 
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tion  to  the  quantitative  determination  of  nitrous  acid: — A  decinormal 
solution  of  aniline  is  prepared  with  slightly  more  than  twice  its  equi¬ 
valent  of  acid,  one-half  being  sulphuric  and  the  other  hydrochloric 
acid.  A  weighed  quantity  of  nitrite  is  dissolved  in  sufficient  water  to 
make  the  solution  between  deci-  and  centi-normal.  A  rough  deter¬ 
mination  of  the  nitrous  acid  in  the  sample  is  now  made  with  centi- 
norinal  permanganate,  or  the  aniline  solution :  and  then  several 
experiments  are  started,  employing  varying  quantities  of  nitrite 
approximating  to  the  number  found  above,  along  with  the  same  quan¬ 
tity  of  aniline  solution.  After  remaining  overnight  (if  great  accuracy 
is  required  in  an  atmosphere  of  carbonic  anhydride),  an  equal 
volume  of  starch  and  potassium  iodide  solution  is  added  to  each, 
which  speedily  indicates  even  a  very  small  excess  of  nitrous  acid  in 
any  of  the  experiments,  thus  showing  where  too  much  nitrite  was 
used.  Estimations  of  nitrous  acid  have  been  made  by  this  method  to 
less  than  OT  per  cent. :  moreover,  it  can  be  employed  where  perman¬ 
ganate  is  inadmissible  from  the  presence  of  reducing  agents. 

D.  A.  L. 

Estimation  of  Nitric  Acid.  By  E.  Wildt  and  A.  Scheibe 
( Zeitschr .  Anal.  Chem .,  1884,  151 — ^157) . — The  authors  have  con¬ 
structed  a  combination  of  apparatus  which  admits  of  the  employment 
of  Schloesing’s  well-known  method  without  the  use  of  mercury,  the 
nitric  oxide  formed  being  reoxidised  into  nitric  acid  and  determined 
acidimetrically.  The  test  experiments  quoted  are  very  satisfactory, 
and  the  working  of  the  method,  which  requires  the  aid  of  a  diagram 
for  its  elucidation,  is  quite  simple.  0.  H. 

Estimation  of  Phosphoric  Acid.  By  G.  H.  Ogston  and  others 
{Chem.  News ,  49,  230 — 231). — The  following  directions  are  given  as 
a  step  towards  getting  uniform  results  when  phosphoric  acid  is  deter¬ 
mined  in  the  same  material  by  different  operators.  1.  Two  samples 
should  be  supplied  by  the  manufacturers,  one  very  finely  divided,  the 
other  coarsely  crushed.  2.  The  phosphoric  acid  is  to  be  determined 
in  the  ground  sample  dried  at  100°,  the  moisture  in  the  crushed 
sample,  and,  if  desired,  in  both  samples.  3.  In  event  of  the  results 
obtained  by  two  experimenters  differing  by  more  than  1*5  per  cent., 
their  opinion  is  to  be  asked  as  to  the  cause  of  the  difference. 

D.  A.  L. 

Estimation  of  Phosphoric  Acid  in  Arable  Soils.  By  de 

Gasparin-  ( Compt .  rend ,  98,  963 — 964). — The  author  admits  the  truth 
of  Lechartier’s  statement,  that  in  his  method  (Abstr.,  1883,  619)  the 
whole  of  the  phosphoric  acid  is  not  extracted  from  the  calcined  residue 
by  treatment  with  dilute  nitric  acid.  The  phosphates  should  be  pre¬ 
cipitated  by  ammonia,  dissolved  in  nitric  acid  without  calcination,  and 
the  phosphoric  acid  precipitated  by  ammonium  molybdate.  In  pre¬ 
sence  of  a  considerable  proportion  of  alkaline  earths,  the  calcination 
method  gives  accurate  results.  C.  H.  B. 

Estimation  of  Boric  Acid  on  Borosilicates.  By  C.  Bodewig 
{Zeitschr.  Anal.  Chem.,  1884, 143 — 149). — Such  minerals  are  generally 
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fused  with  an  alkaline  carbonate,  the  mass  extracted  with  water,  and 
in  the  solution  the  silicic  acid  is  for  the  most  part  precipitated  by  the 
addition  of  ammonium  chloride  or  carbonate.  The  silica  still  remain¬ 
ing  in  solution  is  precipitated,  after  the  removal  of  all  ammonium 
carbonate,  by  a  solution  of  zinc  oxide  in  ammonia.  This  latter  treat¬ 
ment  must  be  repeated,  but  a  little  boric  acid  appears  to  enter  into  the 
precipitate.  The  author  therefore  proposes  to  omit  the  precipitation 
with  zinc  oxide,  and  to  estimate  the  small  amount  of  silica  still  re¬ 
maining  in  the  subsequently  obtained  borate  precipitates,  that  is,  in  the 
magnesium  borate  (Marignac’s  method),  or  in  the  potassium  boro- 
fluoride  (Stromeyer’s  method). 

E.  F.  Smith  has  described  (Amer.  J.  Sci.y  1882)  a  volumetric 
method  of  estimating  boric  acid.  He  precipitates  the  borate  solution 
with  excess  of  standard  manganous  sulphate,  filters,  and  estimates  the 
excess  of  manganese  in  the  filtrate  by  potassium  permanganate.  E. 

F.  Smith  fuses  insoluble  borates  with  sodium  carbonate,  adds  to  the 

solution  of  the  melted  mass  an  excess  of  ammonium  sulphate,  heats 
until  all  ammonia  is  expelled,  and  then  titrates  the  solution  as  de¬ 
scribed.  According  to  Bodewig  this  method  is  quite  incapable  of 
furnishing  even  approximate  results.  O.  H. 

Estimation  of  Quartz  in  Siliceous  Rocks  and  Soils.  By  J. 

Hazard  (Z eitschr.  Anal.  Chem.,  1884,  158 — 160). — The  exceedingly 
finely  powdered  silicate  is  heated  for  six  hours  with  2  parts  of  con¬ 
centrated  sulphuric  acid  and  1  part  of  water  at  250°,  the  insoluble 
residue  washed  with  water,  caustic  alkali,  and  hydrochloric  acid. 

The  author  has  ascertained  that  the  following  silicates  are  com¬ 
pletely  decomposed  by  sulphuric  acid : — Muscovite,  biotite,  garnet, 
tourmaline,  talc,  hornblende,  hypersthene,  diallage,  and  pyroxene,  and 
of  the  felspars  labradorite  and  anorthite,  whilst  albite,  orthoclase  and 
oligoclase  are  not  attacked.  The  residue  obtained  as  described  may 
therefore  contain  one  or  more  undecomposable  silicates.  In  it  there¬ 
fore  the  amount  of  alumina  and  of  lime  is  estimated,  and  from  the 
data  obtained  the  proportion  of  silicates  calculated. 

For  1  part  of  lime  found  in  the  residue,  the  author  subtracts  from 
the  total  alumina  1*8321  parts  of  A1203,  and  for  each  part  of  this 
1*1696  from  the  Si02.  Of  the  A1203  left,  each  part  corresponds  to 
3*5088  parts  of  combined  Si02;  the  remainder  is  quartz.  0.  H. 

Estimation  of  Cuprous  Chloride  in  Copper  Liquors.  By  S. 

G.  Rawson  ( Chem .  News ,  49,  161 — 162). — In  the  extraction  of  silver 
from  pyrites  by  Claudet’s  method,  large  quantities  of  cuprous  chloride 
are  prejudicial,  because  the  zinc  iodide  employed  instead  of  only  pre¬ 
cipitating  the  silver,  is  partially  used  up  for  the  formation  of  cuprous 
iodide.  It  is  therefore  important  to  determine  the  quantity  of  cuprous 
chloride  in  copper  liquors,  and  for  this  purpose  the  only  satisfactory 
method  is  treatment  with  ferric  chloride  (which  is  reduced  to  ferrous) 
and  titration  with  permanganate.  Copper  liquors  generally  contain 
cupric,  cuprous,  sodium,  silver,  and  ferrous  chlorides,  free  hydrochloric 
acid,  zinc,  calcium,  lead  and  sodium  sulphates,  an  insoluble  residue, 
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and  of  course  water.  It  is  shown  that  although  the  amount  of  acid 
added  when  standardising  the  permanganate  either  with  ferrous  sul¬ 
phate  or  iron  dissolved  in  sulphuric  acid,  does  not  affect  the  result, 
nevertheless  the  amount  of  ferric  chloride  and  sulphuric  acid  added 
in  the  titration  of  cuprous  chloride,  does  alter  the  result  to  a  con¬ 
siderable  extent,  in  fact,  the  results  increase  directly  with  the  quan¬ 
tities  of  either  of  these  reagents  employed.  This  irregularity  is 
proved  to  be  due  to  the  liberation  of  hydrochloric  acid,  and  for  this 
reason  the  author  suggests  the  use  of  ferric  sulphate  instead  of  ferric 
chloride  for  these  determinations.  The  ferric  salt  is  best  dissolved  by 
making  into  a  paste  with  sulphuric  acid,  and  then  mixing  with  cold 
water.  Of  course  the  ferrous  chloride  in  the  copper  liquors  is  deter¬ 
mined  from  time  to  time.  D.  A.  L. 

Volumetric  Estimation  of  Iron.  By  E.  W.  Atkinson  ( Chem . 
News,  49,  117 — 119,  and  217 — 218). — In  this  communication,  the 
direction  is  pointed  out  and  experimentally  illustrated,  in  which  cer¬ 
tain  quantitative  errors  in  the  volumetric  estimation  of  iron  may 
originate.  Firstly,  during  the  preparation  of  the  standard  solution, 
and  secondly,  in  standardising  this  solution.  For  the  preparation  of 
standard  dichromate,  the  salt  should  not  be  fused,  but  the  pure  salt 
should  be  finely  powdered,  and  dried  in  a  steam-oven  previous  to  use. 
With  regard  to  standardising,  it  is  observed  that  very  different  results 
are  obtained,  according  to  the  form  of  iron  employed  for  this  purpose. 
Of  materials  employed  in  such  case,  ferrous  sulphate  is  out  of  the  ques¬ 
tion  ;  ferrous  ammonium  sulphate,  when  pure,  will  remain  constant  in 
composition  for  several  months,  but  is  ultimately  liable  to  alteration  ; 
ferric  oxide  is  very  good  for  standardising,  but  it  is  very  difficult  to 
obtain  in  a  pure  state,  owing  to  the  facility  with  which  it  becomes 
contaminated  during  its  preparation ;  on  this  account,  steel  of  known 
composition  is  generally  employed,  dissolved  either  in  dilute  sulphuric, 
or  nitric  acid,  and  in  the  latter  case  the  nitric  acid  is  eliminated  by 
evaporating  the  solution  to  dryness  with  hydrochloric  acid ;  the 
residue  is  then  taken  up  with  hydrochloric  acid,  the  solution  neutra¬ 
lised,  reduced  with  ammonium  hydrogen  sulphite,  and  the  sulphurous 
acid  got  rid  of  by  treatment  with  dilute  sulphuric  acid  and  boiling. 
The  author  has  made  several  series  each  of  many  experiments,  testing 
the  dichromate  solution  with  ferrous  ammonium  sulphate,  with  steel 
dissolved  in  dilute  sulphuric  acid,  and  with  steel  dissolved  in  nitric 
acid  and  treated  as  described  above. 

The  final  average  results  are  as  follows : — 

I.  II.  III. 

Potassium  dichro-  With  ferrous  Steel  dissolved  Steel  dissolved 

mate  solution.  ammonium  sulphate,  in  sulphuric  acid.  in  nitric  acid. 

1  c.c.  =  Fe  00053986  0*0053656  0*0053994 

From  which  it  is  obvious  that  whereas  the  results  I  and  III  agree 
very  well,  result  II  differs  from  both  by  0*000033  or  more,  which 
could  amount  to  a  loss  of  0*3  per  cent.  Fe  in  a  determination  ;  there¬ 
fore  steel  dissolved  in  sulphuric  acid  should  not  be  used  for  standard- 
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ising.  The  low  result  is  probably  caused  by  the  presence  of  the  carbon¬ 
aceous  matter  of  the  steel  in  the  sulphuric  acid  solution,  exerting  a 
reducing  action  on  the  dichromate,  whilst  by  treatment  with  nitric 
acid  and  evaporating,  this  matter  is  destroyed. 

In  this  first  part  of  the  paper,  the  author  discusses  the  preparation 
and  standardising  of  the  potassium  dichromate  solution  for  the  volu¬ 
metric  determination  of  iron,  and  thus  fixes  a  trustworthy  standard : 
the  second  part  treats  of  the  methods  used  in  the  titration. 

Of  course  the  ore  is  pulverised  as  finely  as  possible,  and  is  thoroughly 
dried  and  accurately  weighed.  It  is  dissolved  by  prolonged  digestion 
with  hydrochloric  acid.  In  the  present  instance  there  was  no  evidence 
to  show  that  ferric  chloride  is  volatile  at  100°.  The  next  step  is  to 
reduce  the  solution  of  the  ore,  which  is  done  either  with  zinc,  or  stan¬ 
nous  chloride,  or  sulphurous  acid. 

Zinc  can  be  used  successfully  only  when  it  is  free  from  or  contains 
a  known  quantity  of  iron.  There  are,  however,  other  objections  to  its 
use,  namely,  it  dissolves  but  slowly,  and  secondly,  the  zinc  chloride  in 
solution  retards  the  development  of  the  blue  coloration  when  testing 
with  potassium  ferricyanide,  both  these  objections  tend  unnecessarily 
to  prolong  the  time  of  analysis ;  finally,  the  end  blue  reaction  is  so 
indistinct  that  as  much  as  from  0T  to  0‘2  per  cent,  of  the  iron  in  the 
ore  may  be  overlooked.  Consequently,  although  the  zinc  method  may 
yield  uniformly  concordant  results,  it  cannot  be  regarded  as  extremely 
accurate. 

The  stannous  chloride  method  is  fully  described  and  most  emphati¬ 
cally  denounced,  inasmuch  as  it  is  not  only  extremely  difficult  to  get 
accurate  results,  but  the  ultimate  result  is  in  the  hands  of  the  analyst ; 
for  owing  to  the  fact  that,  after  adding  excess  of  stannous  chloride  to 
effectually  reduce  the  iron  in  solution,  it  is  necessary  to  oxidise  the 
unused  reagent  before  proceeding  with  the  titration  of  the  iron,  it  is 
obvious  that  either  insufficient  oxidation,  or  too  liberal  oxidation  of 
this  unused  stannous  chloride  must  most  seriously  impair  the  result. 

The  most  trustworthy  method  of  reduction  is  with  ammonium 
hydrogen  sulphite,  which  is  conducted  in  the  following  manner  : — The 
solution  of  ore  is  diluted  with  acidulated  water,  filtered,  neutralised 
with  ammonia,  and  the  slight  precipitate  of  ferric  hydroxide  redis¬ 
solved  by  a  few  drops  of  hydrochloric  acid.  Strong  ammonium 
hydrogen  sulphite  solution  is  now  added  (about  1  c.c.  for  each  0T 
gram  of  ore  employed),  the  solution  well  shaken,  and  boiling  water 
added.  It  is  now  acidified  with  dilute  sulphuric  acid  (1  to  6),  and 
after  boiling  for  half  an  hour  the  solution  is  titrated  with  dichromate. 
Numerous  experiments  show  that  by  following  these  directions,  con¬ 
stant  and  accurate  results  can  be  obtained.  The  advantages  are  that 
the  most  stable  ferrous  compound,  ferrous  ammonium  sulphate,  is 
dealt  with,  and  moreover  the  ferricyanide  reaction  is  decided  and 
delicate,  detecting  a  difference  of  0*00025  gram  iron.  The  decompo¬ 
sition  of  the  ferricyanide  solution  may  be  retarded  by  protecting  it 
from  light.  A  mixture  of  ferric  chloride  and  potassium  ferricyanide 
is  reduced  by  exposure  to  light,  and  therefore  blue  colour  is  developed  ; 
this  is  important  in  testing ;  it  is  hence  advisable  to  shade  the  testing 
slab  during  use.  D.  A.  L. 


ANALYTICAL  CHEMISTRY. 


875 


Estimation  of  Phosphorus  in  Iron  and  in  Iron-ores.  By  A. 

Tamm  ( Chem .  News,  49,  208  —  210). — In  the  present  memoir  an 
account  is  given  of  systematic  investigations  on  some  of  the  methods 
employed  for  the  determination  of  phosphorus  in  iron  and  iron-ores, 
conducted  by  the  author  with  the  assistance  of  some  other  chemists. 
With  regard  to  dissolving  the  iron  previous  to  the  precipitation 
with  ammonium  molybdate,  the  following  method  is  recommended 
as  the  best : — The  iron  is  dissolved  by  boiling  with  nitric  acid, 
sp.  gr.  1*20,  using  12  c.c.  for  each  gram  of  iron  taken,  the  solution  is 
boiled  briskly  to  dryness,  and  the  dry  iron  salt  after  heating  for  one 
hour  at  about  200°  (or  the  melting  point  of  tin),  is  dissolved  in  hydro¬ 
chloric  acid,  sp.  gr.  1*19,  employing  6  c.c.  for  each  gram  of  iron.  The 
solution  is  again  boiled  quickly  to  dryness,  taken  up  as  before  with 
hydrochloric  acid,  and  the  excess  of  acid  evaporated  as  far  as  pos¬ 
sible  without  drying  any  of  the  iron  salt.  The  solution  is  then  mixed 
with  about  twice  its  volume  of  water,  and  the  silica  filtered  off.  The 
first  drying  and  heating  (without  hydrochloric  acid)  ensures  the  com¬ 
plete  precipitation  of  the  phosphorus  by  ammonium  molybdate  ;  whilst 
the  second  (with  hydrochloric  acid)  facilitates  the  subsequent  separa¬ 
tion  of  the  silica. 

Other  methods  which  give  more  or  less  low  results  have  also  been 
investigated ;  such  are,  briefly  :  dissolving  the  iron  in  nitric  acid, 
evaporating  to  dryness,  redissolving  in  a  mixture  of  hydrochloric  and 
nitric  acids  diluted  with  water,  &c.,  which  gives  the  same  low  results 
as  dissolving  in  nitric  acid  and  evaporating  the  solution  to  only  half 
its  volume  :  dissolve  in  nitric  acid,  boil  until  the  solution  thickens, 
add  hydrochloric  acid,  boil  to  dryness,  heat  for  one  hour  at  200°,  re¬ 
dissolve  in  hydrochloric  acid,  &c. ;  the  results  in  this  case  are  mode¬ 
rately  good :  dissolving  in  aqua  regia,  or  adding  hydrochloric  acid 
immediately  after  nitric  acid  without  previous  boiling  ;  in  another 
method  the  solution  was  prepared  in  a  manner  similar  to  that  preced¬ 
ing  the  last,  without,  however,  evaporating  to  dryness  with  hydro¬ 
chloric  acid.  In  all  these  methods  the  low  results  are  of  course  due 
to  the  phosphorus  being  only  partially  precipitated  :  this  is  attri¬ 
buted  to  the  presence  of  organic  matter,  which  is,  without  doubt, 
entirely  destroyed  by  the  treatment  in  the  first  method. 

The  author  then  proceeds  to  give  a  detailed  account  of  his  method 
of  precipitation  with  ammonium  molybdate :  the  following  are  note¬ 
worthy.  To  prevent  the  precipitate  sticking  to  the  glass,  the  clean 
beaker  employed  for  receiving  the  filtrate  from  the  silica  should 
simply  be  rinsed  with  water  and  dilute  ammonia,  but  not  wiped.  The 
solution  should  be  kept  as  small  as  possible.  When  the  quantity  of 
phosphorus  exceeds  several  tenths  of  1  per  cent.,  2  c.c.  of  molybdate 
solution  are  added  in  excess  for  every  0*001  gram  of  phosphorus 
taken.  After  the  addition  of  the  molybdate,  the  solution  is  kept  at 
40°  for  four  hours,  when  precipitation  is  found  to  be  complete.  The 
washing  is  performed  with  water  containing  1  per  cent,  of  1*20  nitric 
acid,  and  is  conducted  as  quickly  as  possible.  Extra  washing  does  not 
tend  to  dissolve  the  precipitate.  The  precipitate  is  dried  at  120°,  and 
then  contains  1*64  per  cent,  phosphorus.  In  the  absence  of  arsenic, 
the  method  can  be  further  accelerated,  for  the  molybdate  solution  may 
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be  added  warm  (50°)  to  the  boiling  iron  solution,  and  after  an  hour 
filtered.  It  is  proved  experimentally  that  the  addition  of  ammonium 
nitrate  is  not  necessary  when  precipitating  with  molybdate  ;  more¬ 
over,  neither  ammonium  nitrate  nor  molybdate  is  required  for  wash¬ 
ing  the  molybdenum  precipitate.  With  regard  to  other  methods  of 
analysis,  the  “  acetate  magnesia  ”  and  the  “  molybdate  magnesia  ” 
methods  are  referred  to.  The  former  is  too  tedious  for  general  pur¬ 
poses,  but  is  good  as  a  check  in  doubtful  cases  by  the  molybdenum 
method.  The  molybdate  magnesia  method  is  useful  when  there  are 
large  amounts  of  phosphorus  to  be  determined,  as  a  large  molybdenum 
precipitate  is  difficult  to  dry  and  weigh.  As  a  general  method,  the 
ammonium  molybdenum  is  the  most  convenient  and  practical. 

It  is  remarked  that  the  phosphorus  in  iron  is  not  so  uniformly  dis¬ 
tributed  as  is  generally  supposed.  For  example,  in  cast-iron  made  from 
the  same  material,  the  phosphorus  varies  from  0*020  to  0*027  per  cent., 
or  from  0*024  to  0*030  per  cent.  Moreover,  the  amount  of  phosphorus 
in  bar-iron  varies  not  only  in  the  separate  bars,  but  also  in  the  different 
parts  of  the  same  bar.  In  Bessemer  iron  and  steel  ingots,  it  is  usual  to 
find  the  full  amount  of  phosphorus  of  the  pig-iron  employed.  Lanca¬ 
shire  hearth-iron,  when  special  care  is  taken,  contains  |  or  |  of  the 
phosphorus  of  the  cast-iron,  under  other  circumstances  the  amount  of 
phosphorus  varies  from  -J  to  the  whole,  or  in  some  few  cases  to  more 
than  that  of  the  cast-iron ;  the  phosphorus  in  such  cases  coming  from 
the  slag.  Walloon  hearth-iron  on  the  other  hand  generally  contains 
at  the  most  down  to  the  smallest  trace  of  the  cast-iron  phosphorus. 

Estimation  of  Phosphorus  in  Iron  Ores.- — The  most  certain  way  to 
determine  the  total  phosphorus  present  is  to  fuse  with  sodium  car¬ 
bonate,  using  2  grams  of  carbonate  to  1  gram  of  ore,  dissolve  in  aqua 
regia,  separate  silica  in  the  usual  way,  and  proceed  as  above 
described.  The  ore  may  be  efficiently  dissolved  in  strong  hydro¬ 
chloric  acid,  taking  care  to  digest  sufficiently  long  before  evaporation 
for  silica,  then  as  in  the  preceding  case.  D.  A.  L. 

Detection  of  Adulteration  in  Portland  Cement.  By  R.  and 

W.  Fresenius  ( Zeitschr .  Anal.  Chem .,  1884,  175 — 185). — Portland 
cement  is  stated  to  be  liable  to  adulteration  with  hydraulic  lime,  and 
with  furnace  slag.  The  following  tests  furnish  ready  means  of  dis¬ 
tinction  between  the  pure  article  and  substitutes  or  mixtures. 

The  sp.  gr.  of  cement  lies  between  3*12  and  3*15,  that  of  hydraulic 
lime  is  2*44 — 2*55,  and  of  slag  2*87 — 3*01.  Whilst  pure  cement, 
even  after  lengthy  exposure  to  the  air,  shows  at  most  2*6  per  cent,  of 
loss  on  ignition,  lime  loses  from  18  to  19  per  cent. :  0*5  gram  of  the 
finely  powdered  substance  heated  with  50  c.c.  of  cold  distilled  water, 
yields  a  solution  which  in  the  case  of  slag  is  practically  devoid  of 
alkalinity,  whilst  the  lime  solution  requires  about  20  c.c.  standard 
acid  for  neutralisation,  that  from  cement  requiring  from  4  to  6*2  c.c. 
Treated  directly  with  standard  acid,  1  gram  of  the  substance  should 
not  consume  materially  less  than  18*8  c.c.  of  acid,  slag  neutralising 
but  about  one-half  that  volume.  Boiled  with  dilute  sulphuric  acid, 
1  giam  of  the  substance  yields  a  solution  which  will  decolorise  only  a 
few  drops  normal  permanganate  solution  in  the  case  of  cement  and 
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lime,  but  large  volumes  in  that  of  slag.  Lastly,  whilst  hydraulic 
lime  absorbs  carbonic  anhydride  (1  gram  about  10  mgrms.),  cement 
does  not  combine  with  that  gas. 

Experiments  made  with  mixtures  containing  10  per  cent,  of  adul¬ 
terant,  readily  gave  decisive  indications  with  one  or  other  of  the  above 
tests.  0.  H. 

Petroleum  Testing  in  Tropical  Climates  with  Abel’s  Appa¬ 
ratus.  By  Sir  F.  A.  Abel  and  B.  Redwood*  ( Chem .  News ,  49,  196 — 
197). — When  the  legally  recognised  testing  method  is  employed,  the 
flashing  point  of  one  and  the  same  sample  of  petroleum  is  found  to 
be  lower  in  tropical  than  in  temperate  climates  (compare  Abel, 
Jour .  Soc.  Chem.  Ind.,  1882,  471 — 478).  As  an  illustration  of  this 
fact,  the  flashing  point  of  an  oil  which  was  73°  F.  in  the  laboratory 
atmosphere,  was  only  66°  F.  in  an  apartment  heated  to  a  tropical 
temperature. 

This  difference  is  due  to  the  fact  that  the  petroleum,  having  been 
exposed  to  the  high  temperature  previous  to  testing,  cannot  so  easily 
hold  in  solution  the  more  volatile  hydrocarbons,  and  therefore  the 
slightest  agitation — such  for  instance  as  the  pouring  of  the  oil  into 
the  testing  cup — determines  their  vaporisation,  and  the  volatile  in¬ 
flammable  vapours  hover  ;about  the  surface  of  the  oil  in  the  cup  and 
give  rise  to  the  low  flashing  point.  This  is  especially  the  case  when 
the  oil  is  poured  into  the  cup  in  a  long  thin  stream  from  some  dis¬ 
tance  above  the  cup.  This  difficulty  can  be  obviated  by  prolonged 
cooling  of  the  oil  previous  to  testing ;  ibis  method  is,  however,  not 
recommended  as  practical ;  therefore  the  following  are  suggested  : — 
Leaving  the  testing  slide  withdrawn  Tor  some  time  before  applying  the 
test-flame ;  removal  of  the  vapours  by  aspirating,  or  by  gently 
blowing  over  the  surface  ;  to  commence  applying  the  test- flame  at  a 
temperature  much  lower  than  that  prescribed  by  the  Acts.  Of  all 
these  methods,  the  authors  prefer  the  last  mentioned ;  it  causes  the 
removal  of  the  superincumbent  vapours  in  quantities  too  small  to 
flash  by  currents  of  air  set  up  by  each  application  of  the  test-flame. 
All  the  methods  occasion  the  loss  of  some  of  the  volatile  constituents 
of  the  petroleum ;  as,  however,  there  is  always  an  unavoidable  loss  of 
these  matters  whenever  the  oils  are  manipulated  in  any  way  in  hot 
climates,  this  loss  is  unimportant  when  compared  with  benefit  derived 
from  the  attainment  of  uniform  results.  D.  A.  L. 

Estimation  of  Glycerol  in  Aqueous  Solution  by  means  of  its 
Refractive  Power.  By  F.  Strohmer  ( Monatsh .  Chem.,  5,  55 — 62). 
— The  author  recommends  the  estimation  of  glycerol  in  aqueous 
solution  by  a  determination  of  the  refractive  index  of  the  liquid. 
This  can  be  readily  and  accurately  effected  by  means  of  Abbe’s  re- 
fractometer.  Tables  are  given  showing  the  specific  gravities  and 
refractive  indices  of  aqueous  solutions  containing  from  50 — 99  per 
cent,  of  glycerol.  A.  J.  G. 

*  Note  by  Editor . — The  name  is  misspelt  in  the  original. 


878 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Note. — The  author  appears  to  he  unacquainted  with  Lenz's  paper 
on  this  subject  ( Zeitschr .  Anal.  Chem 1880,  297). — A.  J.  G. 

Action  of  Alkalis  on  Amides.  By  E.  Bosshard  ( Zeitschr .  Anal . 
Chem.,  1884,  160 — 165). — Contradictory  statements  have  been  made 
in  reference  to  the  stability  of  leucine,  tyrosine,  aspartic,  and  glutamic 
acids  when  heated  with  potassium  or  barium  hydroxide.  Thus  while 
Mallet  and  also  Schulze  assert  that  ammonia  is  readily  given  off  at 
temperatures  above  50°,  Schiitzenberger  obtained  amidic  products  by 
heating  albumin  with  excess  of  barium  hydroxide  at  200°  for  several 
days. 

The  author  prepared  the  amides  above  enumerated  in  a  state  of 
purity,  and  especially  perfectly  free  from  ammonia.  These  on  treat¬ 
ment  with  potassium  or  barium  hydroxide  failed  to  yield  any  ammonia. 
Asparagine  gives  one-half  of  its  nitrogen  as  ammonia  at  first,  and  the 
remainder  gradually  when  the  potash  has  reached  a  high  degree  of 
concentration.  O.  H. 

Analysis  of  Mustard.  By  A.  R.  Leeds  and  E.  Everhart  ( Bied . 
Centr.,  1884,  140). — The  sinapine  thiocyanate  or  potassium  myronate 
is  estimated  by  treatment  with  aqueous  alcohol,  after  the  oil  has  been 
removed  by  dry  ether.  The  solution  is  evaporated,  dried  at  105°, 
weighed  and  ignited,  and  the  myronate  is  calculated  from  the  potas¬ 
sium  sulphate  left.  Myrosin  and  cellulose  are  not  dissolved  by  dilute 
alcohol ;  these  are  then  treated  with  a  half  per  cent,  soda  solution  ;  the 
undissolved  cellulose  is  weighed  and  ignited,  whilst  the  solution  of 
myrosin  is  neutralised  and  precipitated  by  Ritthausen’s  solution  of 
copper  sulphate.  If  starch  is  present  as  an  adulterant,  it  is  con¬ 
verted  into  glucose.  E.  W.  P. 
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Solvent  Action  of  Water  on  Zinc,  and  Effects  of  Drinking 
Water  contaminated  with  Zinc.  By  T.  Stevenson  ( Chem .  News, 
49,  107). — Several  authorities  are  quoted  who  differ  in  opinion  as  to 
the  nocuous  or  innocuous  effects  of  drinking  water  containing  zinc. 
It  is  shown  that  water  after  passing  over  zinc  or  a  zinced  surface 
generally  contains  zinc  in  solution,  or  in  suspension,  or  both.  Potas¬ 
sium  ferrocyanide  is  recommended  as  a  very  delicate  test  for  zinc,  but 
not  confirmatory.  D.  A.  L. 

Antiseptic  Experiments  in  a  Mortuary  Vault.  By  C.  A. 

Cameron  ( Chem .  Neius ,  49,  215 — 216). — In  the  vaults  of  the  ancient 
church  of  St.  Michan,  Dublin,  the  corpses  instead  of  decomposing 
became  dry,  like  mummies.  The  vaults  are  built  of  limestone.  The 
author  attributed  this  peculiarity  in  part  to  the  dryness  and  free¬ 
dom  from  dust  which  characterises  the  atmosphere  of  the  vaults.  In 
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order  to  test  these  antiseptic  properties,  several  tubes  of  infusion  of 
melon  were  prepared,  sterilised,  and  sealed  up.  Many  of  these  were 
opened  at  various  times  in  the  laboratory  and  speedily  became 
turbid,  &c.  Ten  of  twelve  were  next  carefully  opened  in  one  of  the 
vaults  which  was  locked  for  six  weeks,  after  which  period  they  were 
removed  (on  13th  of  August,  1879)  ;  five  of  the  tubes  were  filled  with 
mycelium,  the  other  seven  were  quite  clear,  &c.  (including  the  sealed 
tubes),  but  after  a  few  days’  exposure  to  the  air  of  the  laboratory 
became  so  thick  that  they  could  not  be  poured  out.  D.  A.  L. 

Liquid  Hydrocarbons  from  Compressed  Petroleum  Gas.  By 

G.  Williams  (Chem.  News,  49,  197). — When  the  gas  obtained  from 
petroleum  at  a  high  temperature  is  stored  under  pressure,  as  in 
Pintsch’s  system,  a  liquid  condenses  which  contains  benzene,  toluene, 
and  certain  olefines.  In  the  present  case,  the  olefines  are  separated 
from  the  aromatic  hydrocarbons  in  the  following  manner : — The 
hydrocarbon  vapours  are  passed  through  a  powerful  rectifying  column, 
and  two  fractions  are  collected,  one  below  and  the  other  above  66°. 
The  first  is  reserved  for  the  preparation  of  the  olefines  :  the  latter  is 
used  for  the  preparation  of  benzene,  &c.,  for  which  purpose  the  ole¬ 
fines  are  removed  by  agitation  with  cold  permanganate  solution,  or 
preferably  by  distillation  from  dilute  nitric  acid  ;  the  latter  method 
is  susceptible  of  yielding  accurate  quantitative  results.  Nitro-pro- 
ducts  obtained  in  the  latter  process  are  under  examination. 

D.  A.  L. 

Paraffin- shale  from  Servia.  By  A.  B.  Griffiths  ( Chem .  News , 
49,  137 — 138). — This  shale,  intermingled  with  beds  of  whitish  clay 
containing  rock-salt  and  sodium  and  magnesium  sulphides,  forms  a 
very  extensive  deposit  near  the  River  Golabara  in  Western  Servia.  It 
is  nearly  white  and  odourless,  and  contains  no  bituminous  matter. 
When  heated  to  about  426°  it  takes  fire  and  burns  with  a  clear, 
bright,  smokeless  flame,  leaving  a  grey  ash.  On  distillation,  it  yields 
2  per  cent,  of  a  semi-solid  hydrocarbon,  of  which  P75  per  cent,  is 
wax  soluble  in  petroleum.  In  addition  to  this,  it  contains  3*02  per 
cent,  of  water  and  1*18  per  cent,  of  ammonia,  the  remainder  being 
mineral  matter,  which  would  probably  be  useful  for  the  preparation 
of  a  hydraulic  cement.  D.  A.  L. 

Presence  of  Manganese  in  Wines  and  other  Vegetable  and 
Animal  Products.  By  E.  J.  Maumene  (Gompt.  rend.,  98,  1056— 
- — 1058). — Thirty-one  wines  of  different  vintages  from  various  locali¬ 
ties  in  Europe  and  Africa  were  found  to  contain  amounts  of  manganese 
varying  from  0*0001  to  0‘0020  gram  per  litre.  All  these  wines  con¬ 
tained  an  extremely  minute  proportion  of  potassium  hydrogen  tartrate, 
but  in  other  respects  were  of  normal  composition.  Wheat  grown  in 
the  district  of  Beaujolais  contains  a  considerable  proportion  of  man¬ 
ganese,  and  this  metal  is  also  present  in  many  other  vegetable  and 
animal  organisms,  details  concerning  which  will  be  given  in  subse¬ 
quent  papers.  C.  H.  B. 
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Preserving  Ground  Coffee.  By  F.  Schnitzer  ( Dingl .  polyt. 
250,  554). — Ground  coffee  is  mixed  with  a  certain  proportion  of 
calcium  sucrate,  with  or  without  the  addition  of  pure  powdered  sugar, 
and  the  mixture  pressed  into  cakes.  The  calcium  sucrate  is  said  to 
prevent  decomposition,  i.e .,  it  fixes  the  organic  acids  formed  at  the 
commencement  of  the  decomposition.  D.  B. 

Manufacture  of  Etching  Ink.  (Dingl.  polyt.  J.,  250,  555.)— 
According  to  Muller,  a  liquid  for  etching  on  glass  has  recently  been 
introduced  into  commerce,  and  can  be  used  with  an  ordinary  pen. 
It  consists  of  hydrofluoric  acid,  ammonium  fluoride,  and  oxalic  acid, 
and  is  thickened  with  barium  sulphate.  A  better  ink  is  obtained  as 
follows  : — Equal  parts  of  the  double  fluoride  of  hydrogen  and  ammo¬ 
nium  and  dried  precipitated  barium  sulphate  are  ground  together  in 
a  porcelain  mortar.  The  mixture  is  then  treated  in  a  platinum,  lead, 
or  gutta-percha  dish  with  fuming  hydrofluoric  acid,  until  the  latter 
ceases  to  react.  D.  B. 

Process  for  Preserving  and  Colouring  Stone  Work.  By  A. 

Keim  and  J.  Thenn  (Dingl.  pcflyt.  /.,  250,  556). — The  authors  pre¬ 
serve  white  stones  without  changing  their  original  colour  by  drenching 
them  with  lime,  baryta- water,  magnesium  sulphate,  or  potash  alum, 
then  with  potash  water-glass,  and  finally  with  hydrofluosilicic  acid. 
If  it  is  intended  to  colour  the  stone  work,  metallic  sulphates  are 
used,  the  bases  becoming  fixed  by  the  potash  water-glass,  and  the 
sulphuric  acid  combining  with  the  baryta,  whilst  the  potash  unites 
with  the  hydrofluosilicic  acid.  The  stones  are  then  painted  with 
a  solution  of  paraffin  in  benzene  or  petroleum.  D.  B. 

The  Liebig  Memorial  Statue  at  Munich.  By  M.  v.  Petten- 
kofer,  A.  Ba.eyer,  and  C.  Zimmermans  ( Ber .,  17,  230 — 234). — On 
November  6th,  1883,  it  was  found  that  the  marble  statue  of  Liebig 
was  covered  with  a  number  of  black  spots  and  stripes.  Further 
examination  showed  these  stain-s  to  consist  of  a  mixture  of  silver  and 
a  little  hydrated  manganese  dioxide.  From  this  it  is  very  probable 
that  the  liquid  employed  to  deface  the  statue  was  a  solution  of  silver 
nitrate  and  potassium  permanganate.  The  method  employed  for  the 
removal  of  the  stains  was  founded  on  the  conversion  of  the  metals 
into  sulphides  and  subsequent  solution  of  the  sulphides  by  means  of 
potassium  cyanide.  Each  stain  was  covered  with  a  paste  made  of 
yellow  ammonium  sulphide  and  porcelain  clay.  This  was  renewed 
after  24  hours,  and  after  the  lapse  of  another  day  carefully  washed  off, 
and  each  stain  then  treated  twice  in  succession  with  a  paste  of 
porcelain  clay  and  concentrated  solution  of  potassium  cyanide.  In 
most  cases  this  was  sufficient  to  remove  all  stain,  but  some  few  of  the 
very  deep  stripes  had  to  be  treated  in  this  way  several  times  to  effect 
complete  removal.  The  success  of  the  operation  was  so  complete, 
that  no  sign  of  the  stains  can  be  seen  now.  A.  J.  G. 
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SkrivanofTs  Cell  (Pocket  Form).  By  D.  Monnier  ( Compt . 
rend.,  98,  224). — This  cell  is  formed  of  plates  of  zinc  and  of  chloride 
of  silver  wrapped  in  parchment-paper  and  immersed  in  a  concentrated 
solution  of  potassium  hydroxide,  contained  in  a  gutta-percha  vessel, 
which  may  be  hermetically  sealed.  The  external  conductors  are  of 
silver,  and  the  cell  complete  weighs  about  100  grams.  Its  electro¬ 
motive  force  is  1*5  volt,  and  it  will  maintain  a  current  of  1  ampere 
for  an  hour,  when  it  becomes  necessary  to  renew  the  alkaline  solu¬ 
tion.  R.  R. 

Variation  of  Electromotive  Force  in  Accumulators.  By  E. 

Reynier  (Compt.  rend.,  98,  224 — 225). — The  secondary  electromotive 
force  is  decidedly  greater  during  the  charge  of  accumulators  than 
during  the  discharge.  Of  the  three  kinds  of  accumulator  examined,  the 
difference  was  found  to  be  greatest  in  that  formed  with  copper,  lead 
peroxide,  and  acidulated  solution  of  copper  sulphate;  much  less  in 
Plante’s  accumulator ;  and  least  in  that  made  with  amalgamated  zinc, 
lead  peroxide,  and  acidulated  zinc  sulphate  solution.  R.  R. 

A  Mercurial  Galvanometer.  By  G.  Lippmann  {Compt.  rend., 
98,  1256 — 1257). — A  mercurial  manometer  with  a  narrow  tube  is 
placed  between  the  arms  of  a  fixed  magnet  in  such  a  way  that  the 
horizontal  branch  of  the  manometer  passes  between  the  poles  of  the 
magnet.  The  current  to  be  measured  passes  vertically  through  the 
horizontal  limb  of  the  manometer,  and  produces  a  difference  in  level 
in  the  two  branches  of  the  manometer,  which  is  proportional  to  the 
intensity  of  the  current.  That  portion  of  the  column  of  mercury 
through  which  the  current  passes,  constitutes  a  moveable  conductor 
which  tends  to  repel  the  magnet  in  its  neighbourhood.  Since,  how¬ 
ever,  the  magnet  is  fixed,  the  conductor  itself  is  displaced,  and  pro¬ 
duces  hydrostatic  pressure  resulting  in  an  alteration  of  the  levels  of 
the  mercury.  The  sensibility  of  the  galvanometer  increases  with  the 
intensity  of  the  magnetic  field,  and  with  a  decrease  in  the  diameter 
of  the  column  of  mercury  through  which  the  current  passes. 

This  apparatus  is  reversible  ;  if  the  mercury  is  moved  mechani¬ 
cally,  an  electric  current  is  produced  in  the  circuit  forming  the  poles 
of  the  apparatus.  C.  H.  B. 

Joule’s  Law.  By  P.  Garbe  {Compt.  rend.,  98,  360 — 363). — The 
paper  describes  the  electrometric  measurement  of  energy  radiated 
from  incandescent  lamps,  and  the  results  are  found  to  be  in  com¬ 
plete.  accordance  with  Joule’s  law.  R.  R. 

Electric  Conductivity  of  very  Dilute  Saline  Solutions.  By 

E.  Bouty  {Compt.  rend.,  98,  140 — 142). — The  experiments  recorded 
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in  this  paper  tend  to  prove  that  the  more  dilute  the  saline  solutions 
operated  on,  the  more  closely  do  their  relative  electric  resistances 
approximate  to  the  ratios  between  the  “  equivalents  ”  of  the  respec¬ 
tive  salts  compared. 

The  author  believes  that  dilution  tends  to  eliminate  the  differences 
due  to  interfering  causes,  such  as  non-identity  of  the  physical  properties 
of  the  solution,  and  formation  of  more  or  less  stable  hydrates,  &c.,  and 
that  in  the  limit  the  conductivity  of  solutions  containing  in  the  same 
volume  quantities  of  neutral  salts  proportional  to  their  “  equivalents,” 
is  the  same,  that  is,  the  molecular  conductivity  of  all  the  neutral  salts 
is  the  same.  R.  R. 

Note  by  Abstractor. — By  “  equivalents  ”  is  here  meant  the  sum  of 
the  “  equivalent  **  weights  in  the  formula  of  the  salt,  0  —  8. — R.  R. 


Faraday’s  Law,  and  the  Law  discovered  by  Bouty.  By 

Wurtz  ( Compt .  rend.,  89,  176). — Bouty  thinks  that  the  expression 
(see  preceding  Abstract)  of  these  laws  in  terms  of  the  atomic  weights, 
is  obscure  and  complicated.  Now  for  1  atom  of  chlorine  liberated  at 
the  positive  pole,  the  quantities  of  metal  deposited  at  the  negative 
pole  in  the  electrolysis  of  the  chlorides  NaCl,  Cu2Cl2,  CuCl2,  BiCl3, 

SnCU,  Fe2Cl6  are  Na,^^ ,  ^ and  these  quantities 


2 


6 


are  strictly  equivalent,  although  they  by  no  means  correspond  to  the 
u  equivalents  ”  in  the  case  of  cuprous,  bismuthic,  stannic  and  ferric 
chlorides.  Similarly,  in  the  electrolysis  of  HC'l,  H20,  H3N,  for  one 
volume  of  hydrogen  liberated  at  the  negative  pole,  there  is  set  free 
at  the  positive  pole  1  vol.  chlorine,  \  vol.  oxygen,  ^  vol.  nitrogen. 
These  last  are  strictly  equivalent,  but  it  cannot  be  said  that  ^  vol. 
nitrogen  represents  1  equivalent  of  nitrogen.  But  here  it  is  a  ques¬ 
tion  neither  of  atomic  weights,  nor  of  “  equivalents  ”  in  the  sense 
usually  attached  to  that  word,  but  in  fact  of  the  valency  or  atomicity 
of  the  elements,  a  notion  that  has  superseded  the  old  idea  of  equiva¬ 
lents. 

Bouty  has  showm  that  the  electric  resistance  of  saline  solutions  is 
the  same  when  they  contain  equivalent  quantities  of  metal.  But  as 
the  above-mentioned  chlorides  do  not  contain  equivalent  quantities  of 
metal,  there  is  reason  to  believe  that  the  molecules ,  which  differ  so 
much  by  their  form  and  relative  sizes,  will  oppose  different  molecular 
resistances  to  the  current.  R.  R. 


Electric  Conductivity  of  very  Dilute  Saline  Solutions.  By 

E.  Bouty  ( Compt .  rend.,  89,  362 — 365). — The  electric  conductivity 
of  a  neutral  salt  in  a  very  dilute  solution  increases  with  the  tempera¬ 
ture,  thus: — C t  ~  C0(l  -h  Jet).  The  value  of  h  is  the  same  for  all 
neutral  salts,  and  is  equal  to  O033543.  R.  R. 

Electric  Conductivity  of  Saline  Solutions.  By  Wurtz  {Gompt. 
rend.,  98,  176). — Referring  to  the  paper  of  Bouty  (preceding  Ab¬ 
stract),  the  author  remarks  that  Bouty  has  shown  that  the  electric 
resistance  of  saline  solutions  is  the  same  when  the  solutions  contain 
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equivalent  quantities  of  metal.  Otherwise  he  thinks  the  molecules 
must  offer  different  resistances  to  the  electric  current  on  account  of 
the  difference  of  their  forms  and  sizes,  and  therefore  he  would  not 
expect  to  find  the  same  conductivity  in  such  salts  as  NaN03,  NaS04, 
Na3P04,  Na4P20:.  K  R. 

Temperature  Regulator.  By  L.  Meyer  (He?*.,  17,  478 — 484).  — 
In  order  to  maintain  an  air-bath  at  a  constant  temperature,  the  author 
recommends  the  use  of  a  modification  of  Babo’s  gas  regulator.  The 
apparatus  cannot  be  intelligibly  described  without  the  accompanying 
woodcut.  The  “  rheometers  ”  of  Giroud  of  Paris  are  also  very  use¬ 
ful  when  one  and  the  same  temperature  is  always  required.  Each 
rheometer  allows  a  definite  number  of  litres  of  gas  ( e.g 50,  60,  80, 
100  up  to  200  litres)  to  pass  through  it  per  hour.  W.  C.  W. 

Law  of  Thermic  Substitution  Constants:  By  D.  Tom  mas  i 

( Compt .  rend.,  98,  368). — The  author  contends  that  his  law  of 
thermic  constants  is  applicable  to  all  soluble  salts  without  exception, 
and  that  dissociation  explains  those  cases  in  which  the  law  appears  to 
fail.  R.  R. 


Bromine  Substitution.  By  Berthelot  and  Werner  {Compt. 
rend.,  98,  1213 — 1218). — It  is  usually  very  difficult  to  determine  the 
thermal  disturbance  accompanying  substitution,  because  in  most  cases 
the  reactions  proceed  very  slowly  at  ordinary  temperatures,  and  second¬ 
ary  products  are  frequently  formed.  The  action  of  bromine  on  the 
phenols,  however,  takes  place  rapidly,  and  yields  a  definite  product. 
The  heat  of  formation  of  tribromophenol  was  determined  by  the 
action  of  bromine,  both  pure  and  in  aqueous  solution,  on  an  aqueous 
solution  of  phenol ;  by  the  action  of  bromine  on  phenol  in  presence 
of  potassium  bromide  ;  and  by  the  action  of  bromine  on  sodium 
phenolate.  The  heat  of  formation  of  dibromophenol  was  determined 
by  the  action  of  bromine  on  sodium  dibromophenolate,  and  that  of 
the  monobromo-derivative  by  the  action  of  the  proper  proportion  of 
bromine  on  sodium  phenolate,  and  by  the  action  of  bromine  on  mono- 
bromophenol.  The  mean  results  obtained  were — 


C6H60  diss.  +  Br2  diss.  =  C6H5BrO  solid  -p 

HBr  diss . . 

C6H60  diss.  -p  2Br3  diss.  =  C6H4Br20  solid  -p 

2HBr  diss . 

C6H60  diss.  q-  3Br2  diss.  =  C6H3Br30  solid  -p 
3HBr  diss . 


develops  4-  26T  cal. 


,,  +  46'0  ,, 


+  68-3 


or — 


C6H60  solid  +  Br3  gas  =  C6H3BrO  solid  + 

HBr  gas . . . 

C6H60  solid  -f  2Br3  gas  =  C6H4Br30  solid  + 

2HBr  gas . 

C 6 H f, O  solid  +  3Br3  gas  =  C6H3BraO  solid  -p 
3HBr  gas . . . 


„  +  12*1  „ 

,,  +  20*4  „ 

,,  +  31*0  „ 

3  o  2 
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The  amount  of  heat  developed  is  approximately  proportional  to  the 
amount  of  bromine  introduced,  and  is  about  +  10*5  cal.  for  each 
atom  of  bromine.  The  introduction  of  a  fourth  atom  of  bromine, 
however,  develops  a  much  smaller  quantity  of  heat,  a  resnlt  which 
agrees  with  the  known  stability  of  the  tribro  mo-derivative.  The 
number  +  10'5  cal.  is  approximately  one-third  the  heat  of  formation 
of  hydrobromic  acid  from  its  elements  (27  cal.)  ;  hence  it  follows 
that  the  simple  substitution  of  bromine  for  hydrogen  would  absorb 
3x3  cal.,  which  indicates  that  substitution  in  the  phenols  only  takes 
place  by  reason  of  the  heat  developed  by  the  simultaneous  formation 
of  hydrobromic  acid.  C.  H.  B. 

Thermochemistry  of  the  Oxychlorides  of  Mercury.  By  G. 

Andre  (Compt.  rend.,  98, 298 — 300). — From  experiments  described  in 
the  paper,  the  quantities  of  heat  disengaged  in  the  following  combi¬ 
nations  are  deduced  : — - 

HgO  +  HgCl3  .  +  3*30  cal. 

2HgO  +  HgCl2  .  +  6*30  „ 

3HgO  +  HgCl2  .  +  7*90  „ 

4HgO  4-  HgCl2  .  +  9*86  „  R.  R. 

Thermochemistry  of  Antimony  Fluoride.  By  Guntz  (Corrupt, 
rend.,  98,  300 — '303). — Hydrofluoric  acid,  even  when  very  dilute, 
rapidly  dissolves  crystallised  or  amorphous  antimony  oxide,  and  the 
solution,  unlike  that  of  other  antimony  salts,  is-  not  decomposed  by 
water ;  on  evaporation  over  the  water-bath,  it  leaves  crystallised  anti¬ 
mony  fluoride.  As  antimony  fluoride  dissolves  in  hydrofluoric  acid 
with  liberation  of  heat,  which  increases  with  the  quantity  of  acid 
until  eight  molecular  weights  of  the  latter  are  present  for  one  of  the 
fluoride,  there  is  reason  to  believe  that  an  acid  fluoride  is  formed. 
The  author  has  not  succeeded  in  isolating  this  compound  in  a  pure 
state,  although  he  has  obtained  a  crystallised  fluoride  containing  an 
excess  of  acid.  The  thermic  determinations  of  the  formation  of  anti¬ 
mony  fluoride  and  oxide  perfectly  explain  the  stability  of  the  former 
in  presence  of  water,  and  furnish  another  experimental  confirmation 
of  the  theory  advanced  by  Berthelot  in  his  Mecanique  chimique. 

R.  R. 

Thermochemistry  of  Alkaline  Fluosilicates.  By  C.  Truchot 
( Compt .  rend.,  98,  1330 — 1333). — The  heats  of  formation  of  potas¬ 
sium,  sodium,  and  lithium  silicofluorides  were  determined  by  three 
different  methods. 

(1.)  Action  of  Silicon  Fluoride  on  the  Alkaline  Fluorides — 


SiF4  gas  +  2KF  diss.  =  K2SiF6  solid .  develops  +  45*6  cal. 

SiF4  „  +  2NaF  „  =  Na2SiF6  .  „  +  36*6  „ 

SiF4  „  +  2LiF  solid  =  Li2SiF6  diss .  „  +  27*0  „ 


Potassium  and  sodium  silicofluorides  are  insoluble  in  solutions  of  the 
corresponding  fluorides,  which  were  always  in  excess.  The  heat  of 
solution  of  lithium  silicofluoride  =  +  1*84  cal.,  hence — 
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SiF4  gas  4-  2KF  solid  =  Ki2SiF6  solid .  develops  -f  52*8  cal. 

SiF4  ,,  ■+*  2I4aF  ,,  —  Na2SiF6  .......  ,,  -f-  35*4  ,, 

SiF4  „  +  2LiF  „  =  Li2SiF6  „  .  „  +  25*16  „ 


(2.)  Action  of  Silicon  Fluorides  on  Dilute  Solutions  of  the  Hydrox¬ 
ides. — This  reaction  yields  a  fluosilicate  in  the  case  of  potassium  only ; 
in  the  other  two  cases  a  simple  fluoride  is  formed — 

3SiF4  gas  +  4KHO  diss.  =  2K2SiF6  solid  + 

H4Si04  solid .  develops  4-  165*88  cal. 

hence — 

3SiF4  gas  +  4KH0  solid  =  2K2SiF6  solid  . .  „  +  215*88  ,, 

In  the  other  two  cases — 

SiF4  gas  +  4.NaH0  diss.  =  4NaF  diss.  + 

H4Si04  solid .  „  4-  65*4  „ 

SiF4  gas  +  4LiHO  diss.  =  4LiF  diss.  -f- 
4H4Si04  solid  .  ,,  +  69*2  „ 

The  silicic  acid  liberated  in  these  reactions  is  not  acted  on  by  potash, 
and  the  action  of  lithia  is  negligeable  ;  bufc  the  action  of  soda  varies 
with  the  proportion  in  which  it  is  present  in  excess.  A  correction 
being  made  for  this  secondary  action,  it  is  found  that — 

SiF4  gas  4-  4NaHO  solid  =  4NaF  solid  + 

H4Si04  solid . , .  develops  +  107*0  cal. 

SiF4  gas  +  4LiHO  solid  =  4LiF  solid  4- 
H4Si04  solid .  ,,  4-  92*48  ,, 

Thomsen  has  found  that — 

Na20  diss.  4-  2HF  diss.  =  2NaF  diss .  „  4-  32*6  ,, 

hence  it  follows  that  if  H  is  substituted  for  Na  in  one  of  the  above 
reactions,  we  find  that  SiF4  4-  4H20  +  tiH20  =  4HFdil.  4-  H4Si04, 
develops  practically  0  cal.,  a  result  which  explains  why  the  action  of 
silicon  fluoride  on  water  does  not  take  place  in  this  manner. 

(3.)  Action  of  Fluosilicic  Acid  on  Dilute  Alkalis — 

H2SiF6  diss.  4-  2KHO  diss.  =  K2SiF6  solid  4- 

2H20 .  develops  4*  44*0  cal. 


H2SiF6diss.  4-  2NaHO  diss.  =  Na2SiF6  solid  4- 

2H20 .  „  +  31*6  „ 

H2SiF6  diss.  4~  2LiHO  diss.  =  Li2SiF6  diss.  4- 
2H20  . 4- .  „  4-28*6  „ 

whence — 

H2SiF6,4H20  solid  4-  2KHO  solid  =  K2SiF6 

solid  4-  2H20  solid  .  „  4-  79*8  „ 

H2SiF6,4H20  solid  4-  2NaHO  solid  =  Na2SiF6 

solid  4-  2H20  solid  .  „  4-  62*0  „ 

H2SiF6,4H20  solid  4-  2LiHO  solid  =  Li2SiF6 

solid  4-  2H20  solid  .  „  4-  49*2  „ 
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If  6  mols.  of  sodium  or  lithium  hydroxide  are  allowed,  to  act  on 
1  mol.  of  fluosilicic  acid,  the  reaction  is  entirely  different — 

H2SiF6  diss.  4  6hTaHO  diss.  =  6NaF  diss.  4 


H4»i04  solid . . .  develops  4*  66*6  cal. 

H2SiF6  diss.  4  6LiHO  diss.  =  6LiF  diss.  4 

H4Si04  solid .  „  -f  69*5  „ 


whence — ■ 

H2SiF6,4H20  solid  4  6NaHO  solid  =  6NaF 

solid  +  H4Si04  .  ,,  4  137’0  „ 

H2SiF6,4H20  solid  4  GLiHO  liquid  =  6LiF 

solid  4  ~H4Si04  solid  .  „  4  112*3  „ 

c.  h.  b. 

Determination  of  Vapour-densities  by  Gaseous  Displace¬ 
ment  under  Low  and  Variable  Pressures.  By  J.  Meunier 
(i Corrupt .  rend.,  98,  1268 — 1271). — The  apparatus  employed  is  a  modi- 
cation  of  that  of  Crafts  and  Meyer  (Bull.  Soc.  Ghim .,  33,  550).  The 
upper  part  of  each  limb  of  the  graduated  U-tube  is  provided  with  a 
stopcock  so  that  they  communicate  with  each  other  and  with  a 
vacuous  globe.  Above  the  stopcock,  on  the  left  branch  of  the  tube,  is 
sealed  a  capillary  tube  which  communicates  with  the  heated  reservoir. 
By  this  arrangement,  communication  between  the  reservoir  and  left  limb 
of  the  tube,  and  the  vacuous  globe,  can  be  cut  off  or  opened  as  required. 
The  two  branches  of  the  tube  are  graduated  in  millimetres  and  filled 
with  strong  sulphuric  acid,  the  tube  being  surrounded  by  cold  water. 
The  reservoir  is  heated  by  means  of  some  liquid  boiling  at  the 
required  temperature,  and  communication  is  opened  between  the 
apparatus  and  the  vacuous  vessel.  The  communication  between  this 
vessel  and  the  left  limb  of  the  tube  is  then  cut  off.  If  the  levels  of 
the  sulphuric  acid  in  the  U-tube  remain  stationary,  indicating  that 
the  temperature  is  constant,  the  pressure  in  the  vacuous  vessel  h,  the 
temperature  of  the  water  surrounding  the  U-tube  t ,  and  the  levels  of 
the  sulphuric  acid  in  each  limb  of  the  tube  are  read  off,  and  the 
substance  is  dropped  into  the  reservoir.  When  the  evolution  of 
gas  ceases,  the  levels  of  the  sulphuric  acid  are  again  read  off,  and 
the  density  is  calculated  by  means  of  the  formula 

_  P  4  76  x  (1  4  &t') 

1-293  x  vh  5 

where  P  is  the  weight  of  the  substance  taken.  In  this  formula, 
v  represents  the  volume  of  air  expelled  at  the  pressure  h ,  but  the 
volume  v  actually  read  off  is  smaller,  because  the  pressure  has  changed 
to  h'  in  consequence  of  the  alteration  in  the  levels  of  the  sulphuric 
acid.  The  true  value  of  vh  is  obtained  with  sufficient  accuracy  by 
means  of  the  expression  vh  =  V (h1  —  h)  4  vh'. 

If  the  levels  of  the  sulphuric  acid  are  made  equal,  so  that  h  =  h\ 
the  formula  becomes  identical  with  Victor  Meyer’s.  The  volumes 
corresponding  with  the  divisions  on  the  left  branch  of  the  U-tube 
are  determined  by  calibration  with  mercury,  and  the  volume  V  of 
the  reservoir,  connecting  tube,  and  left  limb  of  the  U-tube  down 
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to  the  initial  graduation,  are  determined  by  Regnault’s  manometric 
method. 

This  method  gives  accurate  results  even  at  low  pressures.  An 
amount  of  the  substance  should  be  taken  sufficient  to  cause  a  differ¬ 
ence  of  O’ 15  metre  between  the  levels  of  the  sulphuric  acid.  When 
too  large  a  quantity  of  the  substance  is  taken,  the  expulsion  of  gas 
ceases,  and  the  sulphuric  acid  acquires  a  constant  level  when  the 
vapour  attains  the  maximum  tension  corresponding  with  the  tempera¬ 
ture  of  the  reservoir,  this  tension  being  measured  by  h.  By  operating 
in  this  way  at  various  temperatures,  it  will  be  possible,  with  very 
small  quantities  of  matter,  to  ascertain  the  curves  representing  the 
vapour-tension,  and  thus  determine  the  boiling  point  of  substances 
which  boil  with  decomposition  at  high  temperatures. 

Determinations  of  the  vapour-density  of  the  new  isomeride  of  ben¬ 
zene  hexachloride  (this  vol.,  p.  733)  by  the  above  method  gave  9*186, 
which  shows  that  its  formula  is  C6H6CJ6.  C.  H.  B. 

Differential  Dilatometer  and  its  Application  in  an  Investiga¬ 
tion  on  the  Formation  of  Alums.  By  W.  Spring  ( Ber .,  17,  404— 
408). — E.  Wiedemann  (Ann.  Phys.  Chern .,  17,  561)  has  recently 
pointed  out  that  the  alums  and  other  salts  containing  water  of  crys¬ 
tallisation,  lose  a  portion  of  their  water  and  are  converted  into  salts 
of  different  composition  by  an  increase  in  temperature.  This  fact 
explains  why  the  author  obtained  constant  results  in  his  experiments 
on  the  dilatation  of  alums  (Ber.,  15,  1254),  when  the  salts  had  been 
previously  heated  at  70°,  and  varying  results  when  this  had  not  been 
done. 

By  means  of  a  dilatometer  (the  construction  of  which  cannot  be 
described  without  the  accompanying  woodcut),  the  author  has 
measured  the  relative  contraction  which  takes  place,  owing  to  disso¬ 
ciation,  when  the  different  alums  are  heated  from0°  to  70°.  Thallium, 
potassium,  and  chromium  alums  all  contract  more  than  ammonium 
alum.  W.  0.  W. 

Solubility  of  Salts.  By  Etard  (Compt.  rencl.,  98,  1276 — 1279). 
— The  author  has  previously  shown  (this  vol.,  807)  that  the  solu¬ 
bility  of  all  salts  is  proportional  to  the  temperature,  and  is  therefore 
represented  by  a  straight  line.  Any  deviations  from  this  law  are 
merely  temporary,  and  correspond  with  the  dissociation  of  the  combi¬ 
nation  between  the  dissolved  substance  and  the  solvent.  The  curves 
representing  the  solubilities  of  various  salts  as  determined  by  other 
observers  are  generally  straight  lines,  and  in  cases  where  the  curve  is 
inflected,  the  determinations  have  been  made  between  too  narrow 
limits  of  temperature.  When  the  determinations  are  extended  to 
higher  and  lower  temperatures,  it  is  found  that  the  solubility  follows 
the  law  already  stated.  In  order  to  describe  concisely  the  solubility 
of  a  salt,  it  is  sufficient  to  express  the  straight  portions  of  the  curve 
of  complete  solubility  by  the  formula  s  =  a  +-  bt,  and  to  give  some 
points  on  the  curve  of  deviation.  The  curves  representing  the  solu¬ 
bility  of  the  haloid  salts  of  a  family  of  metals  such  as  Ca,  Ba,  Sr,  or 
Mg,  Zn,  Cd,  are  almost  identical. 
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For  determinations  of  solubility  at  low  temperatures,  methyl  chlo¬ 
ride  may  be  used  with  advantage,  and  will  give  a  temperature  of 
—  20°.  To  determine  solubilities  at  high  temperatures,  an  excess  of 
the  crystallised  salt  is  introduced,  together  with  a  certain  quantity  of 
the  cold  saturated  solution,  into  a  strong  glass  tube.  The  tube  is 
drawn  out  in  the  middle  to  about  half  its  original  diameter,  bent  at 
the  contraction  at  an  angle  of  45°,  and  the  open  end  sealed.  It  is 
then  heated  at  the  required  temperature,  with  occasional  agitation, 
and  after  a  sufficient  length  of  time  the  tube  is  inverted  so  as  to 
decant  the  saturated  solution  from  the  first  limb  into  the  second. 
Matters  are  so  arranged  that  the  two  limbs  of  the  tube  are  of  equal 
capacity,  and  both  contain  the  same  quantity  of  liquid  (about 
15  grams).  In  this  way,  errors  due  to  unequal  condensation  of  the 
vapour  are  avoided.  When  the  tube  has  cooled  to  about  90°  it  is  cut 
at  the  bend,  the  second  half  and  its  contents  weighed,  the  contents 
analysed,  and  the  empty  tube  weighed  afterwards.  Concordant  and 
accurate  results  are  obtained,  and  the  curve  representing  these  results 
is  a  continuation  of  that  representing  the  results  under  ordinary 
pressure.  It  is  evident  therefore  that  the  influence  exerted  by  pres¬ 
sure  on  the  solubility,  within  the  limits  of  temperature  employed,  is 
very  slight.  Moreover,  the  solubility  above  100°  undergoes  perturba¬ 
tions  strictly  analogous  to  those  observed  at  lower  temperatures,  some¬ 
times  increasing,  sometimes  rapidly  diminishing. 

The  solubility  of  sodium  chloride  between  0°  and  100°  is  repre¬ 
sented  by  the  formula  S  =  26*4  +  0*0248£,  if  26*4  is  the  amount 
dissolved  at  0°;  and  the  author  finds  that  this  formula  holds  good  up 
to  160°.  When,  however,  the  solubility  is  determined  at  low  tem¬ 
peratures,  it  is  found  that  below  0°  the  curve  of  solubility  alters,  and 
at  —21°  the  solution  contains  only  23*5  per  cent,  of  salt,  instead  of 
26‘0  as  required  by  the  formula.  This  deviation  in  the  curve  takes 
place  at  the  temperatures  at  which  the  hydrate  NaCl,2H20  is  respec¬ 
tively  formed  and  dissociated,  and  thus  agrees  with  the  author’s 
theory.  C.  H.  B. 
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Liquefaction  of  Hydrogen.  By  S.  Wroblewski  ( Compt .  rend., 
98,  304 — 306). — The  author  compressed  hydrogen  gas  under  100 
atmospheres  in  a  vertical  tube  of  0‘2  mm.  diameter.  The  apparatus  was 
so  constructed  that  the  pressure  could  be  removed  instantaneously  when 
the  tube  had  been  cooled  by  the  vaporisation  of  liquid  oxygen.  The 
moment  the  pressure  was  removed,  ebullition  took  place  in  the  tube, 
similar  to  that  observed  by  Cailletet  with  oxygen,  in  his  experiments 
of  1882  ;  it  occurred  at  a  certain  distance  from  the  bottom  of  the 
tube,  continued  but  a  short  time,  and  was  less  marked  and  more 
difficult  to  observe  than  in  the  case  of  oxygen.  The  reason  of  this 
difficulty  is  that  the  density  of  liquid  hydrogen,  as  deduced  by 
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Oailletet  and  Hautefenille,  being  only  0‘033,  and  the  density  of 
gaseous  hydrogen  at  low  temperatures  and  under  moderate  pressure 
being  nearly  the  same,  the  liquid  and  the  gaseous  parts  are  not 
optically  distinguishable.  The  analogy  between  these  phenomena  and 
those  presented  by  oxygen  leads  to  the  conclusion  that  the  tempera¬ 
ture  required  for  the  complete  liquefaction  of  hydrogen  is  not  far 
removed  from  that  which  may  be  obtained  by  the  ebullition  of  liquid 
oxygen.  ft-  ft- 

Liquefaction  of  Hydrogen.  By  ft.  Olszewski  ( Compt .  rend.,  98, 
365). — Referring  to  Wroblewski’s  paper  (preceding  Abstract)  the 
author  states  that  he  was  unable  to  liquefy  hydrogen  by  submitting  it 
to  a  pressure  of  100  atmospheres,  cooling  with  liquid  oxygen,  and 
sudden  removal  of  pressure.  Nor  did  he  succeed  when  liquefied  air, 
boiling  in  a  vacuum,  was  substituted  for  the  oxygen.  More  recently 
lie  has  liquefied  hydrogen  under  a  pressure  of  190  atmospheres,  cool¬ 
ing  with  oxygen  boiling  in  a  vacuum.  When  the  pressure  is  suddenly 
removed,  a  momentary  ebullition  takes  place,  and  small  colourless 
drops  are  projected  into  the  upper  part  of  the  tube.  ft.  ft. 

Expansion  of  Elementary  Gases.  By  J.  M.  Crafts  (Compt. 
rend.,  98,  1259 — 1261). — A  criticism  of  Berthelot’s  paper  on  this  sub¬ 
ject.  Chlorine  gas  has  an  abnormally  high  specific  heat  even  below 
200°,  but  it  obeys  the  ordinary  laws  of  expansion  of  gases  up  to  1400°, 
and  similar  phenomena  are  observed  in  the  case  of  bromine  and 
iodine.  There  is  therefore  no  correlation  between  the  coefficient  of 
expansion  of  a  gas  and  its  specific  heat.  The  heat  which  is  absorbed 
without  increasing  the  energy  of  translation  of  the  molecules  increases 
their  internal  energy,  and  thus  facilitates  their  dissociation  at  a  higher 
temperature.  C.  H.  B. 

Crystallisation  of  Sulphur.  By  D.  Gernez  (Compt  rend.,  98, 
144 — 146)  .—When  sulphur  has  been  heated  to  160°,  allowed  to  cool 
to  100°,  and  maintained  at  that  temperature  for  some  time,  the  liquid 
is  capable  of  yielding  several  crystalline  modifications.  By  rubbing 
the  interior  surface  of  the  vessel,  and  by  other  means,  a  deposition  of 
pearly  crystals  is  caused,  and  the  liquid  from  which  these  have  sepa¬ 
rated  may  be  converted  at  will  into  the  ordinary  prismatic,  or  the 
octahedral  crystals  of  sulphur  by  the  touch  of  a  corresponding  crystal. 
The  experiments  described  in  the  paper  show  that  the  conversion  of 
the  fused  sulphur  into  the  ordinary  crystals  takes  place  with  seven¬ 
fold  rapidity  in  the  liquids  from  which  the  nacreous  crystals  have  been 
deposited,  as  compared  with  the  same  liquid  before  such  deposit  has 
taken  place.  The  author  considers  that  at  the  temperature  of  160° 
the  allotropic  modification  that  crystallises  with  pearly  lustre  is  pro¬ 
duced,  and  by  its  solution  in  the  rest  of  the  liquid  the  latter  is  in  the 
condition  of  a  supersaturated  solution.  ft.  ft. 

Physical  Properties  of  Sea-water  and  Ice.  By  O.  Pettersson 
(Bied.  Centr.,  1884,  61 — 63). — The  investigations  were  carried  on 
during  the  expedition  of  the  “  Vega/’  in  the  Siberian  Sea,  where  salt 
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water  in  all  grades  of  saturation  was  found  from  3‘4  per  cent,  of  solid 
residue  in  the  lower  strata  to  almost  soft  water  at  the  surface  from 
the  many  rivers  which  flow  into  the  sea.  The  experiments  related  to 
the  changes  in  temperature  and  volume  at  freezing  point  of  pure 
water,  brackish  water  with  slight  proportion  of  salt,  and  of  sea  water. 
Previous  experiments  had  shown  the  author  that  the  presence  of 
foreign  bodies  capable  of  passing  into  solution  with  another  substance 
greatly  altered  the  melting  process.  The  general  results  of  the 
experiments  justify  previous  opinions,  and  show  that  the  process  of 
thawing  begins  at  a  point  below  the  freezing  point ;  skating  is  un¬ 
pleasant  on  fresh- water  ice,  from  yielding;  in  Arctic  seas,  the  ice  takes 
deep  impressions  at  much  lower  temperatures  ;  ice  from  open  seas  is 
considered  useless  in  commerce  because  it  softens  and  melts  at  tem¬ 
peratures  when  fresh- water  ice  is  clear  and  hard. 

He  explains  the  phenomenon  of  the  dreaded  heaping  up  of  pack  ice 
in  Arctic  seas,  thus  :  a  sudden  fall  in  the  temperature  causes  the 
superficies  of  the  ice  fields  to  extend  enormously,  the  lower  strata 
remaining  somewhere  about  freezing  point ;  a  further  fall  of  tempera¬ 
ture  causes  a  violent  contraction  and  splitting  up  of  the  ice  with  loud 
noises.  He  answers  the  question  as  to  whether  sea- water  ice  contains 
salt  in  the  affirmative,  and  says  it  is  present  both  mechanically  in  the 
pores  and  chemically  in  the  substance ;  but  that  whilst  chlorides  pre¬ 
dominate  in  water,  sulphates  are  chiefly  found  in  the  ice.  J.  F. 

Crystallised  Ammonio-Silver  Chloride  and  Ammonio- Silver 
Iodide.  By  Terreil  ( Compt .  rend.,  98,  1279 — 1280). — When  silver 
chloride  saturated  with  ammonia  is  heated  with  a  saturated  solution 
of  ammonia  in  a  sealed  tube  at  100°,  the  chloride  dissolves  in  large 
quantity,  and  the  solution,  on  cooling,  deposits  long  white  lamellar 
prisms,  formed  by  the  aggregation  of  needles.  They  rapidly  give  off 
ammonia  when  exposed  to  the  air,  are  blackened  by  light,  and  are 
decomposed  by  water.  When  dried  over  quick-lime,  they  have  the 
composition  AgCl,2NH3. 

Silver  iodide,  when  treated  in  the  same  way,  is  only  slightly 
soluble,  and  yields  thin  white  micaceous  plates,  which  rapidly  acquire 
a  violet  tint.  The  undissolved  amorphous  portion  remains  per¬ 
manently  white.  If  the  violet  plates  are  heated  with  the  ammonia, 
they  dissolve,  and  separate  again  in  a  colourless  condition  on  cooling. 
When  exposed  to  the  air,  these  crystals  give  off  ammonia,  lose  their 
violet  tint,  and  become  yellow.  They  have  the  composition  AgI,2NH3, 
and  are  shown  by  microscopical  examination  to  be  octagonal  tables. 

Ammoniacal  silver  bromide  was  treated  in  the  same  way ;  but  as 
soon  as  the  water  in  the  water-bath  boiled,  the  silver  bromide  melted, 
and  in  a  few  minutes  there  was  a  very  violent  explosion.  It  would 
seem,  therefore,  that  ammoniacal  silver  bromide  is  very  slightly 
soluble  in  ammonia,  melts  at  about  90°,  and  detonates  at  about  100°. 
Ammoniacal  silver  phosphate,  under  the  same  conditions,  dissolves 
rapidly,  but  the  liquid  quickly  turns  brown  and  deposits  an  amor¬ 
phous  brownish-black  substance  resembling  silver  fulminate. 

C.  H.  B. 
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Barium  Hydrogen  Phosphates.  By  A.  Joly  (Corrupt,  rend ,  98, 
1274 — 1276). — When  monobarium  hydrogen  phosphate  is  brought  in 
contact  with  a  constant  quantity  of  water  in  proportions  varying  from 
1  to  72  per  cent.,  the  ratio  of  the  total  phosphoric  acid  to  that  re¬ 
maining  in  combination  increases  from  1  to  1’99,  or,  in  other  words, 
tbe  most  concentrated  solution  which  can  be  obtained  by  bringing  an 
excess  of  monobarium  hydrogen  phosphate  in  contact  with  water, 
contains  2  equivalents  of  the  acid  to  1  equivalent  of  the  base.  One-, 
third  of  the  phosphoric  acid  is  dissolved  in  its  original  state  of  com¬ 
bination,  whilst  the  remaining  two-thirds  are  decomposed  into  dibasic 
phosphate,  which  is  precipitated,  and  free  phosphoric  acid,  which 
remains  in  solution. 

The  decomposition  of  monobarium  hydrogen  phosphate  by  water 
takes  place  in  two  phases.  At  first,  as  the  total  weight  of  the  salt 
brought  in  contact  with  the  same  quantity  of  water  increases  in 
arithmetical  progression,  the  weight  which  is  dissolved  without  decom¬ 
position  decreases  in  geometrical  progression ;  but  as  soon  as  about 
half  the  original  salt  has  been  decomposed,  the  character  of  the  reac¬ 
tion  changes,  and  a  di-acid  salt,  BaO,2P205  +  xH20,  is  formed  in  the 
liquid.  The  proportion  of  this  salt  increases  as  the  acidity  of  the 
liquid  increases,  and  eventually  it  exists  alone  in  solution. 

The  phenomena  observed  when  the  most  acid  solutions  are  diluted 
with  water  in  presence  of  the  precipitated  dibarium  phosphate,  are 
analogous  to  those  observed  in  the  case  of  the  calcium  phosphates 
(this  vol.,  p.  556).  C.  H.  B. 

New  Method  for  Preparing  Barium  Permanganate.  By  G. 

Bousseau  and  B.  Bruneau  (Compt.  rend .,  98,  229 — 231). — All 
attempts  to  obtain  barium  permanganate  directly  from  manganic 
peroxide  and  barium  salts  failed ;  but  a  satisfactory  method  was  found 
in  the  decomposition  of  potassium  permanganate  by  hydro fluosilicic 
acid,  using  the  latter  in  slight  excess.  The  mixture  is  kept  cool,  and 
after  the  separation  of  the  potassium  fluosilicate,  the  clear  super¬ 
natant  liquor  is  decanted  and  the  deposit  drained  on  an  asbestos  filter 
and  washed.  The  solution  containing  permanganic  and  hydro- 
fluosilicic  acids  is  saturated  in  the  cold  with  barium  hydroxide.  The 
solution  of  barium  permanganate,  after  separation  of  the  insoluble 
barium  fiuosilicate,  is  evaporated  until  the  salt  crystallises  out  on 
cooling.  The  crystals  may  be  obtained  in  very  large  orthorhombic 
octahedra,  almost  black,  with  a  violet  reflection.  B.  B. 

Solubility  of  Calcium  Hydroxide  in  Water  at  Different 
Temperatures.  By  T.  Maben  (Pharm.  J.  Trans .  [3],  14,  505 — 506). 
- — After  referring  to  the  numerous  conflicting  statements  made  by 
various  eminent  authorities  with  regard  to  the  solubility  of  calcium 
hydroxide  in  water,  the  author  proceeds  to  describe  his  method  of 
investigating  this  subject  and  its  results.  Pure  calcium  oxide  is 
slaked  with  distilled  water.  The  slaked  lime  and  water  are  left  in 
contact  in  a  flask  in  a  bath,  which  is  kept  at  a  definite  temperature. 
When  the  lime  and  water  is  of  the  required  temperature,  the  mixture 
is  filtered  through  a  funnel  kept  at  the  same  temperature.  Ther- 
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mometers  were  used  in 
are  as  follows  : — 

the  funnel 

as  well  as  t 

he  flask. 

The  results 

Tempera¬ 

ture. 

Parts  of  water 
to  dissolve 

Tempera¬ 

ture. 

Parts  of  water 
to  dissolve 

Tempera¬ 

ture. 

Parts  of  water 
to  dissolve 

1  part  CaO. 

1  part  CaO. 

1  part  CaO. 

0° 

759 

35° 

909  ! 

70° 

1235 

5 

764 

40 

932 

75 

1313 

10 

770 

45 

985 

80 

1362 

15 

779 

50 

1019 

85 

1388 

20 

791 

55 

1104 

90 

1579 

25 

831 

60 

1136 

95 

1650 

30 

862 

65 

1208 

99 

1650 

In  addition  to  this  effect  of  temperature,  the  presence  of  calcium 
carbonate  also  interferes  with  the  solubility  of  calcium  hydroxide  : 
hence  it  is  important  when  lime-water  of  definite  strength  is  required, 
as  in  pharmaceutical  purposes,  that  the  lime  should  be  kept  out  of 
contact  with  the  air  if  it  is  to  be  employed  for  the  preparation  of 
lime-water ;  the  latter  should  also  be  kept  in  a  well-stoppered  bottle. 
One  part  of  calcium  carbonate  is  soluble  in  40,000  of  water,  giving  it 
a  distinctly  alkaline  reaction.  D.  A.  L. 

Molecular  Calcium  Compounds.  By  C.  W.  Folkard  ( Chem . 
News,  49,  258). — By  exposing  calcium  hydroxide  to  hydrogen  sulphide 
until  it  ceases  to  gain  weight,  a  grey  powder  is  obtained  containing 
hydrogen  sulphide  very  feebly  combined  with  calcium  hydroxide  in 
the  proportions  represented  by  the  formula  4Ca(HO)2,3H2S.  Hydrogen 
sulphide  is  evolved  from  this  substance  by  the  action  of  coal-gas,  and 
at  100°  water  is  eliminated,  leaving  a  compound  2CaH202,2Ca0H2S. 
This  grey-green  compound  loses  1  mol.  H20  at  a  gentle  heat,  in  a  cur¬ 
rent  of  coal-gas,  yielding  a  yellowish-white  salt,  2CaH202,Ca0H2S,CaS; 
and  this  at  a  red  heat  out  of  contact  with  the  air  yields  up  2  mols. 
H20,  producing  the  substance  2CaO,CaOH2S,CaS,  which,  when 
ignited  in  the  air,  burns  like  tinder,  producing  calcium  sulphate. 
(Comp.  Divers,  Trans.,  1884,  p.  270.)  D.  A.  L. 

Preparation  of  Dicalcium  and  Tricalcium  Phosphate.  By 

C.  L.  de  Bouquet  (Dingl.  polyt.  «/.,  252,  88). — The  author  employs 
calcium  hydrogen  sulphide  for  the  precipitation  of  acid  solutions  of 
phosphates.  D.  B. 

Expansion  of  Alums.  By  W.  Spring  ( Ber .,  17,  408 — 412). — 
The  following  numbers  show  the  expansion  of  alums  which  have  been 
previously  heated  at  60 — 70°  in  a  vacuum,  and  of  alums  which  have 
not  been  heated. 
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Alums  not  previously  Heated. 


Ammonium 

Potassium 

Rubidium 

Caesium 

Thallium 

Potassium 

t°. 

aluminium. 

aluminium. 

aluminium. 

aluminium. 

aluminium. 

chromium. 

0 

1-000000 

1-000000 

1-000000 

1*000000 

1*000000 

1*000000 

20 

1-000136 

1-000148 

1-000063 

1*000097 

1*000267 

1*001008 

40 

1-000275 

1-000299 

1-000442 

1*000945 

1*000551 

1*002039 

50 

1  000652 

1-000475 

1001118 

1-002577 

1*001883 

1*003092 

Alums  previously  Heated  at  70°  in  vacuo . 

20 

1-00096 

1*001013 

1-000897 

1*001086 

1*000961 

40 

1-00162 

1*002076 

1-00170 

1*001779 

1*001898 

50 

1-00163 

1*002602 

1-001981 

1*001925 

1*002348 

Specific  Gravities  of  Alums  Dried  at  Ordinary  Temperature . 


0 

50 

1-6413 

1-6401 

1-753 

1-7523 

1-8852 

1-8830 

1*9852 

1*980 

2*3256 

2*3212 

1*8308 

1*8259 

The  same  Dried  at  70°. 

0 

50 

1-6427 

0-640 

1-7602 

1-7556 

1*8705 

1*8668 

2*3226 

2*3181 

1*8293 

1*8250 

w.  c.  w. 

Action  of  Potassium  Sulphide  on  Mercuric  Sulphide.  By 

A.  Ditt^  ( Oompt .  rend.,  98,  1271 — 1273). — When  mercuric  sulphide 
is  brought  in  contact  with  a  dilute  solution  of  potassium  sulphide,  a 
certain  quantity  of  the  former  is  simply  dissolved,  but  no  other 
change  takes  place  even  if  the  substances  are  left  in  contact  for 
several  months.  If,  however,  the  alkaline  solution  is  moderately  con¬ 
centrated,  the  excess  of  mercuric  sulphide  is  converted  into  brilliant 
black  needles  of  the  composition  5HgS,K2S,  the  change  being  more 
rapid  the  higher  the  temperature.  The  crystals  are  larger  and  more 
brilliant  the  more  slowly  they  are  formed.  They  are  decomposed  by 
water,  which  gradually  removes  the  alkaline  sulphide  and  leaves  a 
residue  of  mercuric  sulphide,  the  decomposition  taking  place  much 
more  rapidly  on  heating. 

If  the  solution  of  potassium  sulphide  is  very  highly  concentrated, 
a  large  quantity  of  mercuric  sulphide  is  dissolved,  and  the  excess  is 
gradually  converted  in  the  cold  into  brilliant  transparent  wrhite 
needles  of  the  composition  HgS,K2S,7H20.  If  the  liquid  is  heated, 
the  excess  of  the  sulphide  is  converted,  not  into  white  needles,  but 
into  brilliant  golden-yellow  plates,  of  the  composition  HgS,K2S,H20. 
The  formation  of  this  double  sulphide  develops  a  considerable  amount 
of  heat.  When  powdered  mercuric  sulphide  is  allowed  to  fall  into  a 
cold  concentrated  solution  of  potassium  sulphide,  it  instantly  forms 
a  hard  compact  mass,  the  liquid  becomes  very  hot,  and  after  some 
time  the  mercuric  sulphide  is  completely  converted  into  white 
crystals. 

The  sulphide  HgS,K2S  dissolves  without  decomposition  in  a  cold 
concentrated  solution  of  potassium  sulphide,  but  is  decomposed  by  a 
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dilute  solution  or  by  pure  water.  If  the  concentrated  solution  is 
gradually  heated,  the  liquid  becomes  turbid  at  a  certain  temperature 
and  the  sulphide  5HgS,K2S,5H20  is  deposited  in  black  needles,  which 
increase  in  quantity  as  the  temperature  rises,  but  redissolve  as  the 
liquid  cools. 

The  formation  and  stability  of  these  sulphides  depend  on  the 
strength  of  the  solution  of  potassium  sulphide,  the  relative  propor¬ 
tion  of  mercuric  sulphide,  and  the  temperature.  At  a  given  tempe¬ 
rature,  the  formation  of  one  or  the  other  double  sulphide  depends  on 
the  strength  of  the  solution,  and  with  a  certain  degree  of  concen¬ 
tration  of  the  solution  and  a  certain  proportion  of  mercuric  sulphide, 
one  or  the  other  double  sulphide  can  be  formed  by  raising  or 
lowering  the  temperature.  If  a  cold  solution  containing  crystals  of 
the  compound  HgS,K2S,7H20  is  mixed  with  mercuric  sulphide,  the 
white  crystals  gradually  disappear  and  are  soon  completely  converted 
into  black  needles.  C.  H.  B. 

Transformation  of  Prismatic  Antimony  Oxide  into  the 
Octahedral  Oxide.  By  M.  Guntz  (Compt.  rend.,  98,  303). — The 
two  modifications  of  antimony  oxide  dissolve  in  hydrofluoric  acid 
with  development  of  unequal  amounts  of  heat,  namely,  9*5  cal.  for 
octahedric  oxide,  and  10T  cal.  for  the  prismatic;  whence  it  may  be 
concluded  that  the  transformation  of  the  one  form  into  the  other 
develops  heat  =  0'6  cal.  R.  R. 

Determination  of  the  Atomic  Weight  of  Chromium.  By 

H.  Baubigny  (Compt.  rend.,  98,  146 — 148). —  The  author  has  deter¬ 
mined  the  atomic  weight  of  chromium  by  igniting  the  pure  sulphate 
(this  vol.,  558).  One  series  of  experiments  gave  a  mean  of  52*03; 
whilst  another  series  with  the  sulphate  prepared  from  chlorochromic 
acid,  gave  52*16 ;  the  author  considers  the  latter  to  be  the  more  trust¬ 
worthy.  R.  R. 


894 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Mineralogical  Chemistry. 


Samarskite  from  Berthier  County,  Quebec.  By  J.  T.  Donald 
( Chem .  News ,  49,  259 — 260). — Samarskite  has  not  hitherto  been 
found  in  Canada.  The  following  is  the  description  of  the  specimen 
examined : — It  consisted  of  irregular  brownish-black  (almost  black) 
opaque  amorphous  fragments  (sp.  gr.  4'9478),  with  a  sub-metallic 
shining  lustre ;  in  parts  iridescent.  It  is  brittle,  fracture  uneven ; 
streak  greyish-brown ;  hardness  about  6,  and  fuses  between  4 — 4*5°, 
decrepitating  and  giving  off  a  small  quantity  of  acid  water  in  a  closed 
tube.  When  heated  with  concentrated  sulphuric  acid,  it  i  decom¬ 
posed  readily  and  completely.  Analysis  gave  : — 
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Nb>05,Ta205.  Sn02.  YO. 

55*41*  0*10  14*34 

MgO.  K20. 
0*11  0*39 


Ce203.  U203.  MnO.  FeO. 
4*78  10*75  0*51  4*83 

Na20.  FL  H20. 

0*23  trace  2*21  =  99*04 


CaO. 

5*38 


Another  specimen  has  been  found  very  similar  to  the  above.  Its 
sp.  gr.  (5*305)  is,  however,  higher.  This  mineral  is  not  rare  in  the 
locality  mentioned.  D.  A.  L. 

Artificial  Pseudomorphism  of  Silica.  By  A.  Gorgett  ( Gompt . 
rend.y  98,  1281 — 1282). — When  crystals  of  artificial  fayalite  are 
calcined  at  a  cherry-red  heat  for  seven  or  eight  hours  with  exposure 
to  air,  the  ferrous  oxide  is  completely  oxidised,  and  the  transparent 
grey  crystals  of  the  original  silicate  become  black  and  opaque,  but 
retain  their  original  form.  On  treatment  with  concentrated  boiling 
hydrochloric  acid,  the  whole  of  the  silica  is  left  un dissolved.  This 
insoluble  silica  is  transparent,  has  a  pale  yellow  colour  due  to  the 
presence  of  a  small  quantity  of  ferric  oxide,  and  contains  from  4  to  5 
per  cent,  of  water,  which  it  gives  off  when  heated.  It  dissolves  in  a 
boiling  solution  of  sodium  carbonate.  This  silica  retains  the  exact 
form  of  the  original  crystals  of  fayalite.  When  examined  in  the  dry 
state  with  polarised  light,  it  behaves  like  a  doubly  refracting  sub¬ 
stance,  but  if  placed  in  water,  it  loses  this  property,  and  behaves  like 
a  singly  refracting  substance  ;  it  is,  in  fact,  not  truly  crystalline. 

The  same  pseudomorphism  can  be  obtained  by  treating  artificial 
knebelite  in  the  same  manner,  but  the  silica  obtained  in  this  way 
from  natural  knebelite,  which  only  occurs  in  lamellar  masses,  does  not 
possess  the  same  property.  Tephroite,  rhodonite,  hypersthene,  dial¬ 
lage,  hornblende,  &c.,  do  not  sensibly  oxidise  when  roasted  in  the  air, 
and  do  not  give  rise  to  a  pseudomorphism  of  silica  under  the  above 
conditions.  C.  H.  B. 


Mineral  Water  at  Brueourt.  By  C.  CloEz  ( Gompt .  rend .,  98, 
1282 — 1285). — The  mineral  water  at  Brueourt  (Calvados)  about  4 
kilom.  south  of  Dives,  was  described  by  Musner  in  1637,  and  by  Lepecq 
de  la  Cloture  in  1776,  and  the  water  has  been  frequently  analysed, 
the  last  analysis  being  that  of  O.  Henry  in  1862.  Since  that  time, 
however,  alterations  have  been  made  in  the  spring,  whereby  infiltra¬ 
tion  has  been  prevented,  and  the  flow  of  water  considerably  increased. 
The  sample  examined  was  collected  on  April  1st,  1884.  The  water 
has  a  neutral  reaction,  is  very  transparent,  and  keeps  well  in  bottles. 
The  following  results  were  obtained,  in  grams  per  litre  : — 


Total  residue 

at  180°.  Na20.  K20.  MgO.  CaO.  FeO. 

2*3305  0*1122  0*0151  0*3006  0*4933  00213 


A1203  and 
Si02. 

0*0710 


S03.  Cl.  C02. 

0*8156  0*1802  0*5076 


*  Almost  entirely  Ta205. 


896  ABSTRACTS  OF  CHEMICAL  PAPERS, 

or  arranging  these  constituents  conventionally — 


Per  litre. 


Free  carbonic  anhydride  . . 

185 

c.c. 

Sodium  chloride . 

0-2113 

gram 

Potassium  „  . 

0*0288 

n 

Magnesium  „  . 

0-0477 

11 

„  sulphate . 

0-5280 

5? 

Calcium  ,,  . 

0-7881 

,,  bicarbonate  .... 

0-4880 

11 

Magnesium  „  .... 

0-3815 

11 

Ferrous  ,,  .... 

0-0526 

11 

Alumina  and  silica . 

0-0710 

11 

2-5920 

>1 

The  water  is  therefore  both  a  magnesian  and  a  chalybeate  water,  and 
is  the  only  spring  in  France  which  combines  both  these  qualities. 
Moreover,  three  litres  of  the  water  yield  very  distinct  traces  of  iodine, 
and  the  presence  of  this  element  doubtless  has  considerable  influence 
on  the  therapeutic  action  of  the  water.  C.  H.  B. 
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Formation  of  Methyl  Iodide  and  Methylene  Iodide  from 
Iodoform.  By  P.  Cazeneuve  ( Gom.pt .  rend.,  98,  869 — 370). — When 
water  (2  parts)  is  added  to  a  mixture  of  powdered  iodoform  with  an  equal 
weight  of  iron  reduced  by  hydrogen  (5  parts  of  each),  and  the  whole 
slightly  heated,  iodine  is  displaced  by  the  nascent  hydrogen  and  a 
mixture  of  methyl  iodide  and  methylene  iodide  is  obtained,  which  are 
easily  separated  by  distillation  in  a  vacuum  ;  in  this  way  the  decom¬ 
position  of  the  methylene  iodide  by  heat  is  avoided. 

The  hydrogenating  action  is  progressive ;  acetylene,  methylene 
iodide,  methyl  iodide,  and  hydrogen,  being  produced  in  succession. 

R.  R. 

Action  of  Arsenious  Anhydride  on  Glycerol.  By  H.  Jackson 
( Chem .  News,  49,  258). — When  about  equal  parts  of  arsenious  anhy¬ 
dride  and  glycerol  (1  mol.  of  former  to  2  mols.  of  latter)  are  heated 
in  a  sealed  tube  at  250°  for  two  hours,  the  arsenic  displaces  the 
hydroxy  lie  hydrogen-atoms,  and  water  is  eliminated  according  to  the 
equation  :  2CaH5(OH)a  -f  As2Oa  =  2C3H5As03  4-  3H20.  The  arsenious 
glyceride  formed  in  this  manner  is  a  colourless,  transparent,  very 
deliquescent,  vitreous  solid,  soluble  in  absolute  alcohol  and  glycerol, 
but  decomposed  by  water  into  glycerol  and  arsenious  anhydride.  It 
softens  at  100°,  is  liquid  at  200°,  and  when  dry  is  not  decomposed 
until  the  temperature  exceeds  290°.  D.  A.  L. 
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Reduction  of  Erythrol  by  Formic  Acid.  By  A.  Henninger 
( Compt .  rend.,  98,  149 — 151). — The  action  of  formic  acid  on  the 
polyhydric  alcohols  is  to  successively  displace  the  OH-groups  in  pairs 
by  formyl,  giving  rise  to  unsaturated  compounds,  and  the  author 
found  that  this  reduction  is  necessarily  preceded  by  the  formation  of 
a  formin.  When  erythrol  is  boiled  for  six  hours  with  two  and  a  half 
times  its  weight  of  formic  acid,  and  the  excess  of  acid  is  distilled  off 
at  200°,  the  crystalline  residue  contains  49  to  50  per  cent,  of  combined 
formic  acid  corresponding  nearly  in  composition  with  a  diformin, 
(H.COO)2C4H6(OH)2,  but  in  reality  is  a  mixture  of  formins,  which 
may  be  separated  by  fractional  crystallisation  from  alcohol  and  ether. 
Amongst  these  is  the  tetraformin  (H.COO)4C4H6,  which  is  obtained 
in  long  silky  needles,  almost  insoluble  in  cold  alcohol,  still  less  in 
water  and  in  ether,  and  fusible  at  150°.  Hot  water  saponifies  it  with 
regeneration  of  erythrol.  When  the  mixture  of  formins  is  distilled 
at  250°,  carbonic  anhydride,  carbonic  oxide,  and  a  gas  identical  with 
Caventou’s  crotonylene,  C4H6,  are  evolved,  and  a  complex  liquid 
passes  over  into  the  receiver,  consisting  of  water,  formic  acid,  croton- 
aldehyde,  and  two  new  substances,  namely,  crotonylene  glycol , 
C4H6(OH)2,  and  a  liquid  (C4H60)  boiling  at  67°,  for  which  the  author 
proposes  the  name  of  dihydrofurfurane.  The  reaction  also  gives  rise 
to  erythrane ,  C4H803,  the  hitherto  unknown  first  anhydride  of 
erthyrol.  R.  R. 


Hydroxyeellulose  and  Phenylhydrazine.  By  C.  F.  Cross  and 
E.  J.  Bevan  ( Cfiem .  News ,  49,  257 — 258). — The  authors  remark  that 
in  addition  to  reactions  of  the  salts  of  phenylhydrazine  already 
described,  the  hydrochloride  of  the  base  gives  other  characteristic 
reactions.  When  warmed  with  hydroxycelluloses,  for  example,  it 
gives  a  deep  yellow,  and  with  lignose  a  dull  yellow  coloration. 

D.  A.  L. 


Action  of  Hydrobromie  Acid  on  the  Ethereal  Salts  of 
Hydroxyacids.  By  A.  Folsing  (Rer.,  17,  484 — 486). — A  series  of 
experiments  on  the  action  of  hydrobromie  acid  on  the  methyl  and 
ethyl  salts  of  methyl-  and  ethyl-glycollic  and  methyl-  and  ethyl- 
salicylic  acids,  shows  that  the  reaction  takes  place  in  two  stages,  the 
alcoholic  radical  in  the  carboxyl  group  b^ing  expelled  first.  Methyl 
ethylglycollate  yields  first  methyl  bromide  and  ethylglycollic  acid, 
and  finally  ethyl  bromide  and  glycollic  acid.  Methyl  ethylsalicylate 
behaves  in  a  similar  manner.  W.  C.  W. 


Boiling  Points  of  the  Ethereal  Salts  of  Glycollic  and  Sali¬ 
cylic  Acids.  By  A.  Folsing  ( Ber .,  17,  486 — 488). — The  author  has 
redetermined  the  boiling  points  of  the  ethers  of  glycollic  and  salicylic 
acids,  and  finds  that  Schreiner’s  numbers  ( Annalen ,  197,  1)  are 
invariably  too  high.  The  correct  results  are  shown  below: — 


ch3. 

c2h5. 

Methylglycollic  acid  . .  . 

.  127° 

161° 

Ethylglycollic  ,,  .  .  . 

.  148 

152 

Methylsalicylic  ,,  .  .  . 

.  228 

235 

Ethylsalicylic  „  ... 

.  245 

251 

XLVI. 

3  p 
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The  displacement  of  methyl  by  ethyl  in  the  carboxyl-group  raises 
the  boiling  point  from  4°  to  6°,  but  in  the  alcoholic  or  phenolic 
hydroxyl  it  raises  it  about  20°. 

The  difference  in  boiling  points  diminishes  with  a  reduced  pres¬ 
sure.  w.  0.  w. 

Transformation  of  Glyoxal  into  Glycollic  Acid.  By  De  For- 
crand  ( Compt .  rend.,  98,  295 — 297). — In  preparing  glyoxal,  the 
author  substitutes  aldehyde  for  the  alcohol  first  used  by  Debus,  The 
crude  product  of  the  action  of  nitric  acid  on  aldehyde  is  evaporated, 
dissolved  in  water,  neutralised  by  calcium  carbonate,  and  filtered. 
Glycollic  and  glyoxylic  acids  are  then  precipitated  from  the  filtrate 
by  basic  lead  acetate,  and  from  this  second  filtrate  the  calcium  is 
exactly  precipitated  by  oxalic  acid  ;  a  liquid  is  thus  obtained  con¬ 
taining  nothing  but  acetic  acid  and  glyoxal.  This,  when  evaporated 
over  the  water-bath,  yields  an  amorphous  residue  which,  after  being 
dried  in  a  vacuum  at  a  temperature  not  exceeding  120°,  consists  of 
nearly  pure  glyoxal. 

Glyoxal  dissolves  readily  in  cold  water  with  a  very  partial  trans¬ 
formation  into  glycollic  acid,  but  at  150°  the  quantity  so  transformed 
may  amount  to  one-third  of  the  glyoxal ;  hence  the  difficulties  attend¬ 
ing  the  preparation  of  glyoxal.  The  paper  gives  determinations  of 
the  thermic  phenomena  accompanying  this  transformation.  B.  B. 

Derivatives  of  Orthoxylene.  By  A.  Baeyer,  and  C.  Pape  ( Ber ., 
17,  447 — 448). — Orthoxylyl  cyanide,  CioH8T\T2,  is  prepared  by  the 
action  of  orthoxylyl  bromide  on  potassium  cyanide  dissolved  in  a 
mixture  of  alcohol  and  water.  The  cyanide  is  extracted  from  the 
mixture  by  ether.  It  is  a  crystalline  salt  melting  at  60°,  and  soluble 
in  alcohol  and  ether.  On  saponification  with  alkalis  or  acids,  it 
yields  plienyleneorthodiacetic  acid ,  C6H4(CH2.COOH)2,  crystallising  in 
needles,  which  melt  at  150°.  It  is  soluble  in  alcohol,  ether,  and  in  hot 
water.  The  silver  salt,  Ci0H8O4Ag2,  is  insoluble  in  water. 

w.  c.  w. 

English  and  Scotch  Coal-tar  Xylenes.  By  I.  Levinstein 
(Ber.,  17,  444 — 446).— Orthoxylene  is  invariably  present  in  English 
and  Scotch  coal-tar  xylenes.  Metaxylene  and  the  non-aromatic  hydro¬ 
carbons  in  commercial  xylene  are  estimated  by  the  following  process  : 
100  c.c.  of  the  xylene  is  boiled  with  40  c.c.  of  nitric  acid  (sp.  gr.  1'44) 
diluted  with  60  c.c.  of  water,  until  the  para-  and  orthoxylene  is  com¬ 
pletely  oxidised.  The  acid  is  run  off  by  means  of  a  separating 
funnel.  The  hydrocarbons  are  washed  with  caustic  soda  and  distilled 
in  a  current  of  steam.  The  distillate  consisting  of  metaxylene  and 
non-aromatic  hydrocarbons  is  first  measured  and  afterwards  well 
shaken  with  strong  sulphuric  acid  (1-^  vols.)  for  half  an  hour;  this 
dissolves  the  metaxylene  and  leaves  the  other  hydrocarbons. 

In  order  to  estimate  the  paraxylene,  100  c.c.  of  crude  xylene  are 
shaken  with  120  c.c.  of  strong  sulphuric  acid  to  dissolve  ortho-  and 
metaxylene. 

The  volume  of  the  residual  paraxylene  and  other  hydrocarbons  having 
been  noted,  the  liquid  is  then  treated  with  an  equal  bulk  of  fuming 
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sulphuric  acid  containing  20  per  cent,  of  S03  to  dissolve  the  para- 
xylene.  The  difference  between  the  volume  of  residual  hydrocarbons 
and  the  former  volume  gives  the  amount  of  paraxylene.  The  per¬ 
centage  of  orthoxylene  is  obtained  by  deducting  the  volume  of  para- 
and  metaxylene  and  that  of  the  non-aromatic  hydrocarbons  from 
100,  the  volume  of  crude  xylene  originally  taken.  This  method 
would  not  yield  correct  results  with  a  very  impure  product,  as  toluene 
and  cvmene,  &e.,  are  attacked  by  nitric  and  sulphuric  acids :  in  such 
cases  it  is  advisable  to  convert  the  ortho-  and  metaxylenesul phonic 
acids  into  their  sodium  salts,  which  can  be  separated  by  recrystal¬ 
lisation. 

The  following  table  shows  the  composition  of  different  specimens  of 
crude  xylene. 


Sp.  gr.  at 
19°. 

B.  p. 

Meta- 

Para- 

xylenes. 

Ortho- 

Non-aromatic 

hydrocar¬ 

bons. 

English . 

0  ‘8629 

134—140° 

87 

6 

4 

3 

_ 

140 — 143 

87 

4 

6 

3 

)?  . 

0*866 

138—141 

79 

3 

15 

3 

Scotch . 

0  ‘8574 

134 — 140 

72 

8 

12 

8 

— 

139—141 

70 

5 

15 

10 

Mixture  of  English 

i 

and  Scotch  .... 

0*8605 

134—141 

81 

10 

3 

6 

Mixture  of  English 

136—142 

and  Scotch  .... 

— 

86 

6 

4 

4 

Mixture  of  English 

and  Scotch  .... 

0  *8600 

136—142 

85 

6 

3 

6 

Gas  xylene  ...... 

— 

138—144 

47 

8 

13 

26 

w.  c.  w. 


Triphenylmethylamine.  By  O.  Nauen  ( Ber .,  17,  442 — 443). — 
Triphenylmethylamine  is  prepared  by  passing  ammonia  gas  into  a 
mixture  of  tripheny  line  thane  chloride  and  naphthalene  at  130°.  The 
product  is  extracted  with  light  petroleum  and  the  triphenylmethyl¬ 
amine  is  precipitated  from  this  solution  by  hydrochloric  acid  gas. 
The  precipitate  is  dissolved  in  dilute  hydrochloric  acid,  and  the  liquid 
shaken  up  with  ether.  The  amine  is  reprecipitated  on  adding  soda  to 
the  acid  solution.  Triphenylmethylamine  crystallises  in  prisms  which 
dissolve  freely  in  alcohol,  ether,  benzene,  and  carbon  bisulphide.  It 
melts  at  102°,  and  decomposes  on  distillation.  The  hydrochloride 
forms  needle-shaped  crystals  sparingly  soluble  in  water. 

On  boiling  triphenylmethylamine  with  acetic  anhydride,  it  is  de¬ 
composed,  forming  acetamide  and  triphenylcarbinol.  W.  C.  W. 

Isomeric  Isobutylorthamidotoluenes.  By  J.  Effront  ( Ber .,  17, 

419 — 420). — When  orthotoluidine  hydrochloride  and  isobutyl  alcohol 
are  heated  at  300°,  an  isobutylorthamidotoluene  is  formed  in  large 
quantities  ;  this  is  isomeric  with  the  amine  Erhardt  obtained  by 
heating  isobutyl  alcohol  and  orthotoluidine  with  zinc  chloride. 
The  amine  was  converted  into  a  nitrile  from  which  isobntylortho- 

3  p  2 
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toluic  acid,  C6H3Me(C4H9).COOH,  was  obtained  in  needle-shaped 
crystals  melting  at  140°. 

The  amine  was  also  converted  into  a  diazo-chloride,  which  on  re¬ 
daction  with  stannons  chloride  yields  isobutyl  toluene  (b.  p.  185°), 
probably  identical  with  Kelbe’s  meta-isobutyltoluene  ( Ber .,  16,  2560). 

w.  c.  w. 

Bromophenols.  By  E.  Werner  ( Compt .  rend.,  98, 1333—1336). 
— Monobromophenol ,  CeBUBrO,  obtained  by  the  action  of  bromine 
vapour  on  an  equivalent  quantity  of  crystallised  phenol,  boils  at  137° 
under  a  pressure  of  28  mm.,  and  melts  at  64°,  but  remains  liquid  at 
13°.  Its  heat  of  neutralisation  when  liquid  at  13°  =  +  7*43  cal.  ; 
when  solid  at  11°  =  -4-  4*42  cal. ;  when  dissolved  =  +  8*09.  From 
these  numbers  it  follows  that  its  molecular  heat  of  fusion  at 
12°  =  —  3*01  cal. ;  its  heat  of  solution  when  liquid  =  +0*63  cal. ; 
when  solid  =  +  3*67  cal.  Specific  heat  of  the  liquid  between  18° 
and  77°  =  0*3157 ;  molecular  heat  —  +  54*6  cal. 

Dibromophenol  obtained  by  the  same  method  as  the  preceding  com¬ 
pound,  using  twice  as  much  bromine,  boils  at  154°  under  a  pressure 
of  47  mm.,  and  melts  at  40°,  but  remains  superfused  at  12°.  Its  heat 
of  neutralisation  when  liquid  =  +  8*46  cal. ;  when  solid  +  4*93  cal., 
whence  the  molecular  heat  of  fusion  at  12°  =  —  3*52  cal.  Specific 
heat  of  the  liquid  between  18*5°  and  73°  =  0*2436 ;  molecular  heat 
=  61*4. 

Tribromophenol  prepared  in  the  ordinary  way,  melts  at  92°*  Its 
heat  of  neutralisation  when  solid  at  13°,  =  +  5*41  cal. 

The  solubility  of  the  three  compounds  at  15°  is  as  follows : — 

Per  litre. 

C6H5BrO  .  14*22  grams 

C6H4Br20  .  1*94  „ 

C6HJBr30  .  0*07  „ 

It  will  be  seen  that  the  solubility  decreases  as  the  amount  of 
bromine  increases,  but  that  the  heat  of  fusion  and  heat  of  solution 
increase  with  the  amount  of  bromine.  In  the  solid  state,  phenol  and 
its  bromo-substitution  derivatives  have  practically  the  same  heat  of 
neutralisation,  but  in  solution  they  would  probably  show  differences 
similar  to  those  observed  in  the  case  of  other  phenol  derivatives. 

C.  H.  B. 

Azo-  and  Disazo-compounds  of  Cresols.  By  E.  Nolting  and 
O.  Kotin  (Ber.,  17,  351 — 369). — Paracresol  unites  with  diazo-com- 
pounds  to  form  substances  in  which  the  diazo-residue  occupies  the 
ortho-position  as  regards  the  hydroxyl-group.  Neither  disazo-  nor 
nitroso-derivatives  have  been  obtained. 

Ortho-  and  meta-cresol  form  oxy azo-compounds  with  diazo- deriva¬ 
tives.  The  azo-group  occupies  the  para-position.  They  also  yield 
disazo-compounds  in  which  the  azo-groups  occupy  the  para-  and 
ortho-positions  as  regards  the  hydroxyl-group. 

Phenylazoparacresol ,  Ph.N2.C6H3Me.OH[l :  4],  described  byMazzara 
(Gazzetta,  9,  424;  Ber.,  12,  2367),  is  best  prepared  by  pouring  diazo- 
benzene  chloride  into  a  strongly  alkaline  solution  of  paracresol.  The 
mixture  must  be  cooled  down  to  0°  during  the  reaction.  Phenylazo- 
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paracresol  forms  orange- coloured  plates  (m.  p.  108°)  soluble  in 
benzene.  The  acetic  derivative,  Ph.N2.C6H3Me.OAc,  crystallises  in 
yellow  needles  which  melt  at  67*5°,  and  are  freely  soluble  in  alcohol, 
ether,  chloroform,  and  acetone.  It  is  slowly  saponified  by  alkaline 
carbonates.  The  benzoic  derivative  melts  at  113°.  It  is  soluble  in 
ether,  chloroform,  hydrocarbons,  and  hot  alcohol.  It  is  slowly 
attacked  by  free  alkalis,  but  not  by  carbonates. 

Azobtnzene-azoparacresol ,  Ph.N2-CeH4.II2-C6H3Me.OH,  is  prepared 
by  adding  sodium  nitrite  to  an  ice-cold  solution  of  amidoazobenzene 
hydrochloride  containing  free  hydrochloric  acid.  The  mixture  is 
poured  into  an  alkaline  solution  of  paracresol.  After  recrystallising 
the  precipitate  from  glacial  acetic  acid,  azobenzeneparacresol  is  ob¬ 
tained  in  brown  needle-shaped  crystals,  which  melt  at  160°,  and  are 
insoluble  in  alkalis  at  the  ordinary  temperature. 

Paratolylazoparacresol ,  CeH4Me.N2.C6H3Me.OH  [CH3 :  N2=4  :  1,  and 
OH:CH3  =  l:4],  crystallises  in  plates  which  melt  at  112°.  It  is 
soluble  in  ether,  chloroform,  hydrocarbons,  and  in  hot  alcohol.  The 
acetic  and  benzoic  derivatives  crystallise  in  yellow  needles  which  melt 
at  91°  and  95°  respectively. 

Parasulphophenylazoparacresol ,  C6H4(S03H).N2.C6H3Me.0H,  crystal¬ 
lises  in  scales  of  yellowish- brown  colour,  which  are  decomposed  by 
heat.  The  compound  is  soluble  in  water,  but  dissolves  very  sparingly 
in  cold  alcohol.  The  acid  potassium,  sodium,  magnesium,  and  barium 
salts  of  this  body  crystallise  in  plates  of  a  yellow  or  yellowish-brown 
colour.  The  magnesium  and  barium  salts  are  almost  insoluble  in 
cold  water.  The  acid  and  its  salts  dye  wool  and  silk  yellow.  This 
acid  is  also  formed  by  the  action  of  fuming  sulphuric  acid  (contain¬ 
ing  60  to  65  per  cent.  S03)  on  phenylazoparacresol. 

Phenylazoparacresolsulphonic  acid ,  Ph.N2.C6H3(OH)  Me(SO:,H) 
[6  :  1  :  4  :  2],  formed  by  the  action  of  paracresolsulpbonic  acid  on  an 
alkaline  solution  of  diazobenzene  chloride,  crystallises  in  small  plates, 
soluble  in  water.  The  acid  sodium  salt  forms  anhydrous  plates  of  a 
reddish-brown  colour.  The  acid  solution  dyes  wool  and  silk  orange. 

As  the  paracresoldisulphonic  acid  prepared  by  Engelhardt  and 
Latschinoff  ( Zeitschr .  /.  Chem .,  1869,  619)  is  converted  into  dinitro- 
paracresol  by  dilute  nitric  acid,  the  two  sulphonic  groups  must 
occupy  the  position  [2:6].  This  acid  does  not  combine  with  diazo¬ 
compounds. 

Metasulphoparatolylazoparacresol  yields  crystalline  salts.  The  anhy¬ 
drous  acid  sodium  salt  is  freely  soluble.  The  barium  salt  containing 
4  mols.  H20  is  sparingly  soluble. 

On  reduction  with  stannous  chloride,  the  azoparacresol -derivatives 
yield  amidoparacresol,  C6H3(OH)Me.NH3  [I  :  4  :  2]  ;  this  melts  at 
135°,  and  sublimes  without  decomposition.  It  is  .soluble  in  alcohol, 
ether,  and  chloroform.  Methenylamidoparacresol  has  been  previously 
described  by  Hofmann  and  Miller  ( Ber .,  14,  573).  The  ethenyl- 

derivative,  C6H3Me<^  \CMe,  is  a  liquid  boiling  at  218°,  and  miscible 

with  alcohol  and  ether.  It  also  dissolves  in  acids  forming  salts  which 
easily  decompose,  yielding  acetylamidoparacresol  (m.  p.  160°). 
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Azo-compounds  of  Orthocresol. — Phenylazorthocresol  forms  glistening 
yellow  plates  melting  at  130°  and  soluble  in  alcohol,  ether,  chloroform, 
and  hydrocarbons,  and  also  in  caustic  alkalis.  It  is  formed,  together 
with  the  feazo-compound  (PhN2)2C6H2Me.OH,  by  the  action  of  diazo¬ 
benzene  chloride  on  an  alkaline  solution  of  orthocresol.  The  two 
bodies  are  separated  by  treatment  with  alcohol.  Phenyldisazo- ortho¬ 
cresol  crystallises  in  reddish-brown  plates,  which  melt  at  115°,  and 
are  very  sparingly  soluble  in  cold  alcohol.  The  acetic  derivative 
melts  at  121°.  Phenylazorthacetylcresol  forms  yellow  plates,  melting 
at  82°,  and  freely  soluble  in  alcohol,  ether,  and  chloroform.  The 
benzoic  derivative  melts  at  110G. 

Parasulphophenylazorthocresol  crystallises  in  needles  which  are 
sparingly  soluble  in  alcohol  and  cold  water.  The  acid  sodium  salt 
crystallises  in  scales  containing  2  mols.  H20,  and  the  acid  barium 
salt  in  plates  containing  3  mols.  H20.  On  reduction  with  stannous 
chloride,  amidorthocresol,  C6H3(OH)Me(NH2)  [1:2:  4J  is  pro¬ 
duced.  This  body  melts  at  175°,  and  is  obtained  by  sublimation  in 
needles  soluble  in  alcohol  and  ether. 

The  hydrochloride  is  very  soluble  in  alcohol  and  water.  When 
diazobenzene  chloride  acts  on  an  alkaline  solution  of  metacresol, 
phenylazometacresol  remains  in  solution,  and  the  disazo-compound  is 
precipitated.  The  azo-compound  is  deposited  on  acidifying  the  alka¬ 
line  filtrate.  Phenylazometacresol  crystallises  in  yellow  needles 
melting  at  109°  and  soluble  in  alcohol.  On  reduction,  it  yields  amido- 
metacresol  melting  at  151°. 

Sulphorthotolylazometacresol ,  C5H3Me(S03H).N2.C6H3Me.0H,  forms 
small  reddish-brown  crystals  soluble  in  water.  The  acid  sodium  and 
barium  salts  are  anhydrous.  The  former  is  freely,  and  the  latter 
sparingly  soluble  in  cold  water.  The  azo-compounds  of  ortho-  and 
metacresol  dye  silk  and  wool  orange. 

Phenyldisazometacresol  (PhN2)2C6H2Me.OH,  can  also  be  prepared 
by  pouring  diazobenzene  into  an  alkaline  solution  of  metacresol.  It 
is  deposited  from  a  hot  alcoholic  solution  in  plates  which  melt  at 
149°,  and  dissolve  freely  in  ether,  chloroform,  and  benzene.  The 
acetic  derivative  melts  at  157°. 

Phenyldisazomethoxybenzene  (PhN2)2C6H3.OMe  (m.  p.  110°),  and  the 
corresponding  ace toxy- derivative  (m.  p.  116°)  and  benzoyl-deriva¬ 
tive  (m.  p.  139°),  yield  on  reduction  with  zinc-dust  and  acetic  acid, 
diamido-derivatives  in  which  the  amido-groups  occupy  the  meta¬ 
position.  This  shows  that  in  phenyldisazophenol  OH:  N2Ph  :  N2Ph2: 
=  1:2:4.  W.  C.  W. 

Molecular  Changes  of  Hydrazo-compounds.  By  G.  Schultz 
(Per.,  17,  463 — 478). — An  alcoholic  solution  of  acetylamidoazoben- 
zene  is  converted  into  a  hydrazo-compound  by  the  action  of  ammonium 
sulphide.  This  substance  forms  crystalline  plates  (m.  p.  146°)  soluble 
in  alcohol  and  ether.  It  is  turned  blue  by  strong  hydrochloric  acid, 
and  is  decomposed  by  stannous  chloride  into  aniline  and  paraphenyl- 
enediamine. 

When  paradichlorazobenzene  is  treated  with  stannous  chloride,  it 
takes  up  2  atoms  of  hydrogen,  forming  a  diphenyl  base,  which  crys- 
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tallises  in  violet- coloured  plates  (m.  p.  60°).  The  base  gives  a  violet 
coloration  with  strong  sulphuric  acid,  red  with  ferric  chloride,  and 
yellow  with  bleaching  powder. 

Metadichlorazobenzene  is  converted  into  dichlorodiamidodiphenyl 
(m.  p.  163°)  by  stannous  chloride. 

MetadicMoroxy azobenzene  (m.  p.  114°)  is  formed,  together  with  a 
small  quantity  of  metadichlorazobenzene,  when  metadichlorazoxy- 
benzene  is  dissolved  in  strong  sulphuric  acid.  It  is  deposited  from 
alcohol  in  brown  scales,  which  melt  at  114°.  Stannous  chloride  con¬ 
verts  paradibromazobenzene  into  parabromaniline  and  dibromodi- 
amidodiphenyl.  The  latter  body  crystallises  in  red  scales  (m.  p.  108°), 
which  dissolve  in  dilute  acids  and  in  absolute  alcohol.  By  the  action 
of  nitrous  acid  on  the  alcoholic  solution,  the  azoimido-compound, 
Ci2H7N3Br2  (m.  p.  206°),  is  produced. 

Benzene-azoparatoluene ,  06H4Me.N2.Ph,  is  prepared  by  adding  an 
alcoholic  solution  of  nitrous  acid  to  an  alcoholic  solution  of  amido- 
benzeneazoparatoluene.  The  mixture  is  left  at  rest  for  12  hours,  and 
is  then  distilled  with  soda-lye.  Benzeneazotoluene  forms  orange-red 
plates,  which  melt  at  63°  and  dissolve  freely  in  alcohol.  It  is  decom¬ 
posed  by  treatment  with  stannous  chloride,  yielding  aniline,  para- 
toluidine,  a  crystalline  compound  melting  at  116°,  volatile  in  steam, 
and  a  small  quantity  of  a  base  which  does  not  distil  in  a  current  of 
steam. 

Orthazotoluene  crystallises  in  monoclinic  plates  of  a  reddish- 
brown  colour  melting  at  55°  ;  it  is  soluble  in  alcohol  and  ether. 
Hydrazotoluene  melts  at  146°.  The  tolidine  derived  from  it  has  been 
described  by  Petrieff.  When  the  alcoholic  solution  of  orthotolidine 
is  treated  with  nitrous  acid,  a  nitrogenous  compound  is  deposited  in 
needle-shaped  crystals  melting  at  287°  ;  the  mother-liquor  contains 
ditolyl-  and  diethyl  ditolyl  ether  melting  at  156°.  Ditolyl  yields  iso^ 
phthalic  acid  on  oxidation,  but  by  the  cautious  addition  of  chromic 
acid  to  an  acetic  acid  solution  of  ditolyl,  diphenyldicarboxylic  acid 
melting  at  193°  may  be  obtained. 

2  11  3 

Orthotolneneazometaioluene ,  CefTtMe.N  I  N.C6H4Me,  is  prepared  by 
the  action  of  an  alcoholic  solution  of  nitrous  acid  on  amidoazotoluene 
(from  orthotoluidine)  at  0°.  When  stannous  chloride  acts  on  it  in 
alcoholic  solution,  orthometatolidine  is  formed.  It  yields  crystalline 
salts.  It  is  converted  into  ditolyl  by  an  alcoholic  solution  of  nitrous 
acid  :  the  hydrocarbon  boils  at  270°,  and  is  oxidised  by  chromic  acid 
to  isophthalic  acid.  An  alcoholic  solution  of  parazotoluene  is  slowly 
converted  into  tolidine  at  the  ordinary  temperature  by  the  action  of 
an  acid  solution  of  stannous  chloride.  The  ditolyl  obtained  by  treat¬ 
ing  an  alcoholic  solution  of  the  tolidine  with  nitrous  acid,  crystallises 
in  needles  or  plates,  which  melt  at  91°.  The  crystals  dissolve  freely 
in  ether  and  alcohol.  On  oxidation,  the  hydrocarbon  yields  an  acid 
which  melts  at  273°,  and  is  insoluble  in  water. 

Orthazoethylbenzene  is  prepared  by  the  action  of  zinc-dust  on  a 
solution  of  orthonitroethylbenzene  in  alcoholic  potash.  After  the 
addition  of  the  zinc-dust,  the  mixture  is  boiled  for  six  hours  in  a 
flask  provided  with  a  reversed  condenser,  and  is  then  filtered  hot.  The 
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alcohol  is  removed  from  the  filtrate  by  distillation,  and  the  residue  is 
poured  into  water.  The  aqueous  mixture  is  extracted  with  ether,  and 
the  extract  is  shaken  with  dilute  hydrochloric  acid  and  then  evapo¬ 
rated,  when  the  azo-compound  is  obtained  in  dark-red  quadratic 
needles  or  prisms,  a:  c  =  1 :  0'3455.  The  crystals  melt  at  46‘5°,  and 
dissolve  freely  in  hot  alcohol. 

The  base  which  is  produced  by  the  reduction  of  azoethylbenzene 
with  stannous  chloride  does  not  crystallise,  but  its  acetic  deriva¬ 
tive,  NH5c.C6H3Et.C6H:jEt.NHXc,  crystallises  in  needles  which  melt 
at  307°.  It  dissolves  in  acetic  acid,  but  is  very  sparingly  soluble  in 
alcohol.  When  the  alcoholic  solution  of  the  base  is  treated  with 
nitrous  acid,  a  small  quantity  of  a  liquid  hydrocarbon  is  produced, 
together  with  diethyl phenyldiethyl  oxide,  melting  at  120°, 

Et2C12H6(OEt)2, 

Parazo ethylbenzene  is  deposited  from  alcohol  in  orange-red  plates 
or  prisms,  which  melt  at  63°  and  boil  above  340°.  On  reduction  with 
stannous  chloride  in  presence  of  sulphuric  acid,  it  yields  paramido- 
ethylbenzene  and  an  unstable  diphenyl  base,  Cj6H2oN2. 

Azometaxylene  could  not  be  converted  into  a  diphenyl  base. 

Azomesitylene  prepared  by  oxidising  an  alkaline  solution  of  mesidine 
hydrochloride  with  potassium  ferricyanide,  crystallises  in  thin  needles 
melting  at  75°,  soluble  in  hot  alcohol.  Attempts  to  obtain  a  diphenyl 
base  from  this  body  failed. 

No  azo-compound  could  be  obtained  from  amidoazonaphthalene  or 
from  nitroquinoline.  W.  C.  W. 

An  Aromatic  Diketone.  By  E.  Louise  ( Compt .  rend.,  98,  151 — 
153). — In  a  recent  paper  the  author  has  already  described  the  pre¬ 
paration  of  the  ketone  benzoylmesitylene  by  the  action  of  benzoic 
chloride  on  mesitylene  in  presence  of  aluminium  chloride.  By 
dissolving  benzoylmesitylene  in  benzoic  chloride,  and  maintaining 
the  liquid  at  150°,  while  aluminium  chloride  is  gradually  added  until 
the  evolution  of  hydrochloric  acid  ceases  (about  24  hours  are  required), 
a  black  mass  is  obtained  ;  this,  after  treatment  first  with  hot  water 
and  a  little  potassium  hydroxide  to  remove  unaltered  benzoic  chloride, 
is  treated  with  a  mixture  of  alcohol  and  ether,  which  leaves  the  carbon¬ 
aceous  matters  undissolved.  The  filtered  solution  is  set  aside  to 
crystallise,  and  the  crystals  are  purified  by  distillation  in  a  vacuum  at 
300°.  The  analysis  corresponds  with  the  formula  C23H20O2,  or  di- 
benzoylmesitylene,  C6HMe3(COPh)2.  This  body  forms  well  defined, 
transparent,  colourless  crystals,  soluble  in  alcohol,  ether,  light  petro¬ 
leum,  &c.,  and  melts  at  117°.  R.  R. 

Pure  Benzoic  Acid  from  Urine.  By  T.  S.  Dymond  ( Pharm .  J. 
Trans.  [3],  14,  463 — 464). — Benzoic  acid,  prepared  from  urine  (hip- 
puric  acid),  crystallises  in  plates,  and  has  an  unpleasant  urine-like 
odour.  By  careful  sublimation  it  can  be  deprived  of  this  odour,  and 
is  obtained  pure,  crystallising  in  the  same  way  as  benzoic  acid 
obtained  from  gum-benzoin.  D.  A.  L. 
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A  Nitrogenised  Colloid  derived  from  Amidobenzoic  Acid. 

By  E.  Grimaux  (Compt.  rend.}  98,  231 — 234). — The  white  powder 
produced  by  the  action  of  phosphorus  pentachloride  on  amidobenzoic 
acid  is  dissolved  in  ammonia,  filtered,  and  evaporated  in  a  vacuum  at 
ordinary  temperatures.  The  amidobenzoic  colloid  at  first  forms  a 
thick  jelly,  which,  by  drying,  is  converted  into  transparent,  yellowish, 
tasteless,  indorous  plates  resembling  the  albumin  of  serum.  It  swells 
up  in  cold  water  and  slowly  dissolves,  but  is  readily  soluble  in  hot 
water.  It  may  be  heated  to  100°  without  losing  its  solubility  in 
water ;  but  if  the  solution  be  evaporated  to  dryness  on  the  water- 
bath,  the  residue,  although  retaining  the  same  appearance,  becomes 
altogether  insoluble,  and  in  this  respect  resembles  albumin.  It  dis¬ 
solves  however  in  ammonia,  in  sodium  phosphate,  and  in  alkaline 
solutions.  A  2  per  cent,  solution  of  the  amidobenzoic  colloid  behaves 
like  the  nitrogenised  colloids  derived  from  living  organisms  ;  it  is 
precipitated  by  acids,  and  is  redissolved  with  difficulty  by  acetic  acid; 
hot  nitric  acid  dissolves  it  with  a  yellow  coloration,  changed  to  orange 
by  alkalis.  An  excess  of  lime-water  precipitates  the  solution,  but  if 
only  one-twentieth  of  lime-water  is  added,  the  liquid  remains  clear,  or 
becomes  merely  opalescent;  it  then  becomes  coagulable  by  heat,  form¬ 
ing  a  stiff'  jelly.  Dilute  ammonium  chloride  solution,  saturated  solution 
of  sodium  chloride,  a  1  per  cent,  solution  of  magnesium  sulphate,  and 
certain  other  saline  solutions,  have  the  same  effect  as  lime-water  ;  that 
is,  when  added  to  the  cold  solution  in  quantity  insufficient  to  render  it 
turbid,  they  confer  upon  it  the  property  of  coagulating  by  heat.  At 
about  50°  the  liquid  becomes  opalescent,  then  milky,  and  the  coagulum 
forms  between  70°  and  80°,  the  temperature  varying  with  the  propor¬ 
tion  of  salt  that  has  been  added.  The  effect  of  the  latter,  however,  is 
much  modified  by  various  circumstances,  as  dilution,  the  presence  of 
other  salts,  &c.  If  the  quantity  of  the  coagulating  salt  be  insufficient 
to  produce  the  effect  even  at  the  boiling  point,  yet  by  passing  carbonic 
anhydride  through  the  liquid  either  before  or  after  the  addition  of  the 
salt,  the  solution  becomes  coagulable  by  heat.  This  fact  appears  to 
have  a  relation  with  Mathieu  and  Urbain’s  experiments  on  the  part 
played  by  carbonic  anhydride  in  the  coagulation  of  albumin  ( Bull . 
Soc .  Ghim .,  21,  181 ;  22,  484).  The  coagulum  formed  by  the  action 
of  acid  or  of  alkaline  salts  is  soluble  in  ammonia  ;  while  that  produced 
by  salts  of  calcium,  barium,  or  magnesium,  is  not.  The  phenomena 
of  coagulation  in  the  amidobenzoic  colloid  being  the  same  as  those 
observed  in  the  coagulation  of  albuminoids,  the  latter,  when  separated 
from  the  organism,  must  be  subject  to  physico-chemical  laws  only. 

R.  R. 

Bismuth  Salicylate.  By  L.  Wolff  ( Pharm .  J.  Trans.  [3],  14, 
508). — This  substance  may  be  obtained  pure  by  either  of  the  following 
methods : — By  decomposing  a  glycerol  solution  of  crystalline  bis- 
muthous  nitrate  with  a  concentrated  solution  of  sodium  salicylate, 
bismuthyl  salicylate,  sodium  nitrate,  nitric  acid,  salicylic  acid,  and 
water  being  produced ;  the  latter  products  are  removed  by  succes¬ 
sive  washing  with  water,  hot  water,  and  alcohol.  Or  by  boiling 
bismuthyl  nitrate,  Bi0N03,H20,  with  a  concentrated  solution  of 
sodium  salicylate ;  the  precipitate  is  well  washed  with  hot  water. 
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Bismuthyl  salicylate,  B1OC7H5O3,  forms  slightly  pinkish  amorphous 
granules,  insoluble  in  water,  glycerol,  alcohol,  and  ether ;  soluble, 
probably  with  decomposition,  in  acids.  It  burns  rapidly  on  platinum 
foil.  D.  A.  L. 

Phenylisoerotonie  Acid  and  Nitric  Acid.  Phenylnitro- 
ethylene.  By  H.  Erdmann  ( Ber .,  17,  412 — 415). — Phenylnitro - 
ethylene ,  CHPh  !  CH.N02,  is  formed  when  phenylisoerotonie  acid  is 
slowly  added  to  fuming  nitric  acid  which  has  been  cooled  down  below 
zero.  An  unstable  acid  is  formed  which  is  dissolved  in  dilute  sodium 
hydroxide,  and  reprecipitated  by  hydrochloric  acid.  The  acid  is 
rapidly  decomposed  with  evolution  of  carbonic  anhydride.  On  distil¬ 
lation  in  a  current  of  steam,  yellow  needle-shaped  crystals  of  phenyl- 
nitroethylene  melting  at  58°  are  obtained.  This  compound  is  identical 
with  that  which  Priebs  (. Ber .,  16,  2591)  prepared  by  the  action  of 
nitromethane  on  benzaldehyde.  W.  C.  W. 

Constitution  of  Phenylparaconic  Acid.  By  H.  Erdmann  (Ber., 
17,  415 — 418). — On  boiling  ethylic  phenylparaconate  with  dilute  am¬ 
monia,  it  is  converted  into  ethylic  phenylitamalate.  At  150°,  phenyl¬ 
paraconic  acid  is  decomposed  into  a-naphthol  and  phenylisoerotonie 
acid,  but  the  ethylic  salt  boils  above  360°  without  decomposition.  The 
author  regards  these  facts,  first,  as  evidence  in  favour  of  the  hypo¬ 
thesis  that  the  carbonic  anhydride  which  escapes  when  phenylpara¬ 
conic  acid  is  decomposed  is  derived  from  the  carboxyl-group,  and  not 
from  the  lactone  ring  ;  and,  secondly,  as  evidence  in  favour  of  the 
formulas  proposed  by  Fittig  and  Jayne  for  phenylparaconic  acid  : — 

CHPh(OH).CH(COOH).CH2.COOH.  eOOH.CH<~^|^~>  CO. 

Phenylitamalic  acid.  Phenylparaconic  acid. 

w.  c.  w. 

Oxalamido-aeids.  By  H.  Schiff  (Ber.,  17,  401 — 404). — When 
metamidobenzoic  acid  is  dissolved  in  a  warm  mixture  of  absolute 
alcohol  and  ethyl  oxalate,  colourless  crystals  of  ethyl  metabenzaw- 
oxalate ,  COOH.CeHi.NH.CO.COOEt,  are  deposited.  The  crystals 
melt  at  225°  with  decomposition,  forming  ethyl  oxalate  and  met- 
oxalyldibenzamic  acid ,  C202(NH.C6H4.C00H)2.  An  alcoholic  solution 
of  ethyl  oxalate  converts  metamidobenzamide  into  ethyl  metamido - 
benzamoxalate ,  CONH2.C0H4.hiH. CO. COOEt,  a  crystalline  compound 
melting  at  191*5°,  soluble  in  alcohol.  An  excess  of  amidobenzamide 
converts  the  compound  into  the  diamide  of  metoxalyldibenzamic  acid , 
C20?(NH.C6H4.C0NH2)2,  a  white  infusible  and  sparingly  soluble 
powder. 

M atony  Id  ibenzamic  acid ,  C3H202(NH.C6H4.C00H)2,  and  ethyl  meta- 
henzammalonate ,  COOH.C6H4.NH.CO.CH2.COOEt,  are  formed  when 
metamidobenzoic  acid  is  boiled  with  ethyl  malonate  diluted  with 
alcohol.  The  former  is  deposited  from  the  boiling  mixture  in  the 
form  of  a  white  powder,  and  the  latter  is  deposited  in  silvery  needles 
on  evaporating  the  mother-liquor.  These  crystals  melt  at  172°,  and 


ORGANIC  CHEMISTRY,  907 

decompose  at  ttie  same  temperature,  forming  malonyldibenzamic  acid 
and  ethyl  malonate. 

Ethyl  oxalate  slowly  dissolves  alanine  with  evolution  of  carbonic 
anhydride.  The  solution,  in  course  of  time,  deposits  crystals  of  ethyl- 
imidodiethyldioxamide,  NEt(CO.CO.NHEt)2.  This  compound  melts 
between  135°  and  138°  with  decomposition.  The  mother-liquor 
appears  to  contain  several  acids  which  have  not  yet  been  isolated. 

w.  c.  w. 

Action  of  Thiocarbimides  on  Amido-acids.  By  0.  Aschan 
(B  er .,  17,420 — 431). —  The  author  has  obtained  compounds  isomeric 
with  the  phenylthiohydanto’in  and  hydantoic  acid  of  P.  Meyer  (Her., 
10,  1965  ;  and  14,  1660),  in  which  the  sulphur-atom  only  is  attached 
to  a  carbon-atom,  and  he  proposes  to  distinguish  these  compounds  as 
“ phenylsulphhydantoin”  “ phenylsulphhydantoic  acid,”  &c., 

CS<NH^IL>C0  NHPi-cs-NELCH2OOOH- 

From  the  results  of  his  experiments,  the  author  concludes  that 
aromatic  thiocarbimides  act  on  those  amido-acids  of  the  fatty  series 
which  contain  the  amine-group  in  the  a-position,  forming  an  homolo¬ 
gous  series  of  substituted  sulphhydantoins. 

These  bodies  are  decomposed  by  boiling  with  alcoholic  potash. 
They  take  up  a  molecule  of  water,  yielding  sulphhydantoic  acids, 
which  are  very  unstable,  losing  a  molecule  of  water  at  the  ordinary 
temperature  forming  sulphhydantoins. 

Aromatic  and  non-aromatic  thiocarbimides  act  on  metamidobenzoic 
acid,  forming  sulphuramidobenzoic  acids,  which  are  stable  com¬ 
pounds,  e.g. : — 

Metaphenylthiamidobenzoic  acid ,  NHPh.CS.NH.C6Hi.COOH, 

Metaethylthiamidobenzoic  acid ,  NHEt.CS.NH.CeH4.COOH,  melting 
at  195°  ;  and 

Metallylthiamidobenzoic  acid ,  C3H5.NH.CS.NH.C6H4.COOH,  melting 
at  189°.  W.  C.  W. 

Syn thesis  of  Naphthalene  Derivatives.  By  A.  Baeyer  and 
W.  H.  Perkin,  junr.  ( Ber .,  17,  448 — 453). — The  synthesis  of  tetra- 
hydronaphthalenedicarboxylic  acid  (/3/1)  is  accomplished  by  the  action 
of  orthoxylyl  bromide  on  ethyl  disodium  acetylenetetracarboxylate. 

For  this  purpose,  the  bromide  (1  mol.)  is  dissolved  in  ether,  5  parts 
of  alcohol  are  added,  and  the  ether  distilled  off.  Ethyl  acetylene- 
tetracarboxylate  (1  mol.)  dissolved  in  5  parts  of  alcohol,  and  sodium 
(2  atoms)  dissolved  in  15  parts  of  alcohol,  are  added  to  the  solution 
of  the  bromide,  and  the  mixture  is  heated  in  sealed  tubes  at  130°. 
The  product  of  the  reaction  is  boiled  with  alcoholic  potash,  and  after 
removing  the  alcohol  by  evaporation,  the  residue  is  dissolved  in 
water,  acidified,  filtered,  and  the  filtrate  extracted  with  ether.  The 
residue  which  is  left  on  evaporating  the  ethereal  extract  is  gradually 
heated  to  185°,  water  and  carbonic  acid  are  given  off,  and  the  anhydride 
of  tetrahydronaphthalenedicarboxylic  acid  remains  as  a  crystalline 
mass,  soluble  in  alcohol,  ether,  and  chloroform.  It  melts  at  184°,  and 
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sublimes  at  a  higher  temperature.  The  anhydride  is  changed  into 
the  acid  by  solution  in  hot  water  and  in  alkalis.  Tetrahydronaphtha- 

.ch2— ch.cooh 

lenedicarboxylic  acid,  C6H4\  |  ,  is  freely  soluble  in 

XCH2— CH.COOH 

warm  ether,  chloroform,  alcohol,  and  acetone,  and  less  readily  in  hot 
water.  It  melts  at  199°  passing  into  the  anhydride.  The  silver  salt, 
C^HioAg^Oi,  is  thrown  down  as  an  amorphous  precipitate,  which 
gradually  becomes  crystalline.  It  is  decomposed  by  heat  into  naph- 
thalane  and  tetrahydronaphthalenedicarboxylic  anhydride.  The 
anhydride  also  yields  naphthalene  when  its  vapour  is  passed  through 
a  red  hot  tube. 

Ethylorthoxylyldichlorodimalonic  acid ,  C6H4[CH2.CCl(COOEt)2]2,  is 
formed  by  the  action  of  ortho xylyl  bromide  on  an  alcoholic  solution 
of  ethyl  sodic  ehloromalonate  at  100°.  On  reduction  with  zinc- 
dust  and  acetic  acid,  the  chlorine  is  displaced  by  hydrogen,  and  ethyl 
ortlioxylydimalonate  is  obtained.  Ethylic  tetrahydronaphthalenetetra- 
carboxylate  is  produced  by  the  action  of  an  ethereal  solution  of 
iodine  on  the  sodium-compound  of  this  ethereal  salt. 

/CH2— C(COOEt)2 

C6H4[CH2.CNa(COOEt)2]2  +  I2=C6H4<(  |  +  2HaI. 

XCH2— C(COOEt)2 

— On  saponification,  2  mols.  of  carbonic  anhydride  are  eliminated, 
and  tetrahydronaphthalene-di carboxylic  acid  melting  at  199°  is 
formed.  W.  C.  W. 

Acridine  Picrate.  By  R.  Anschutz  (Ber.,  17,  438 — 439). — Acri¬ 
dine  picrate  is  a  canary-coloured  crystalline  salt  which  begins  to  melt 
at  208°.  It  is  insoluble  in  cold  water,  and  is  partially  decomposed  by 
boiling  water.  It  is  very  sparingly  soluble  in  benzene  and  alcohol. 
Chrysaniline  picrate  is  a  brick-red  powder,  sparingly  soluble  in  ben¬ 
zene.  w.  c.  w. 

Preparation  of  Quassin.  By  Adrian  and  Moreaux  ( Pharm .  J. 
Trans.  [3],  14,  507—508). — The  method  recommended  for  the  ex¬ 
traction,  &c.,  of  quassin  yields  a  purer  and  more  abundant  product 
than  the  methods  introduced  by  Wurtz,  Wigger,  &c. 

Thin  shavings  of  the  wood  are  extracted  with  boiling  water,  potas¬ 
sium  carbonate  being  added,  5  grams  for  every  kilo,  of  quassia ; 
the  liquor  is  then  concentrated  to  a  magma,  and  exhausted  with  hot 
90  per  cent,  alcohol.  After  24  hours,  the  solution  is  decanted  and 
treated  with  sulphuric  acid  diluted  with  10  times  its  weight  of  90° 
alcohol,  until  a  precipitate  forms,  which  is  filtered  off.  The  filtrate  is 
treated  with  lime,  4  to  5  grams  for  every  kilo,  of  wood,  and  after 
some  hours  the  solution  is  removed  from  the  solid  matter  by  filtration, 
pressure,  and  washing  with  alcohol.  The  alkaline  liquors  are  neu¬ 
tralised  with  carbonic  anhydride,  filtered,  the  alcohol  distilled  off,  and 
the  residue  dried.  In  this  way,  a  kilo,  of  quassia  yields  8  grams  of  a 
friable  substance,  which  is  amorphous  quassin.  Crystalline  quassin 
may  be  obtained  by  stopping  the  distillation  of  the  alcohol  before  all 
the  alcohol  has  volatilised,  filtering,  and  allowing  the  remaining 
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spirit  to  evaporate  slowly.  The  crystals  may  be  purified  by  fre¬ 
quent  recrystallisations  and  washing  with  90°  alcohol.  The  mother- 
liquors  retain  considerable  quantities  of  both  crystalline  and  amorphous 
quassin,  which  to  a  great  extent  can  be  regained  by  repeated  agitation 
with  chloroform.  Crystalline  quassin  is  white,  light,  soluble  in 
chloroform,  also  in  about  90  parts  of  cold  absolute,  or  in  35  to  40  parts 
of  88°  alcohol,  scarcely  soluble  in  ether ;  whilst  300  parts  of  hot 
water  are  required  for  its  solution,  from  which  it  recrystallises  on 
cooling.  Amorphous  quassin  is  nearly  as  bitter  as  the  crystalline  ; 
it  is  readily  soluble  in  absolute  alcohol,  and  it  is  more  soluble  in  ether 
and  less  so  in  water  than  the  latter  variety.  D.  A.  L. 

Vesicating  Principle  of  Croton-oil.  By  H.  Senier  ( Pharm .  J. 
Trans.  [3],  14,  446). — In  this  paper,  the  conditions  which  affect  the 
solution  of  English  pressed  croton-oil  in  alcohol  and  the  composition 
and  properties  of  the  soluble  portion  are  discussed. 

It  is  observed  that  when  croton-oil  is  mixed  with  equal  volumes,  or 
less,  of  alcohol  (sp.  gr.  O’ 794  to  0'800),  a  perfect  solution  is  formed, 
which  is  permanent  at  ordinary  temperatures.  When,  however, 
alcohol  is  added  in  larger  quantities — for  example,  7  of  alcohol  to  6 
of  croton-oil,  or  in  still  larger  proportions,  then  part  of  the  oil  sepa¬ 
rates,  the  amount  which  separates  varying  in  different  samples.  The 
dissolved  oil  is  now  soluble,  whilst  the  separated  oil  is  insoluble,  in 
all  proportions  of  alcohol.  The  insoluble  oil  is  described  in  the 
Abstract  (p.  947).  The  soluble  oil  (sp.  gr.  0*987)  at  60°  F.  is  brown 
and  holds  in  suspension  acicular  crystals,  which  dissolve  on  warming. 
It  has  an  acid  reaction,  the  characteristic  croton-oil  odour,  a  per¬ 
sistent  burning  taste,  and  produces  pustules  when  applied  to  the 
skin.  It  is  soluble  in  water,  alcohol  of  various  strengths,  benzene, 
chloroform,  ether,  petroleum,  &c. 

Experiments  were  now  made  to  determine  the  components  or  com¬ 
ponent  of  the  vesicating  principle.  Various  distillation  experiments 
proved  it  to  be  neither  a  free  volatile  substance  nor  a  combined  vola¬ 
tile  alkaloid  or  alcohol.  By  saponification  with  sodium  carbonate,  it 
was  shown  not  to  be  a  free  fatty  acid  ;  whilst  a  subsequent  saponifi¬ 
cation  of  the  neutral  oils  with  sodium  hydroxide  showed  it  to  be 
present  amongst  the  combined  non-volatile  fatty  acids.  Several 
methods  of  separating  the  various  acids  were  tried  without  success, 
and  finally  the  following  were  adopted  for  separating  these  acids  into 
groups  : — Firstly,  refrigerating  the  glycerides  $  those  of  the  vesicating 
oils  have  the  lowest  solidifying  point.  Secondly,  by  the  solution  of 
the  lead  salts  in  ether  and  alcohol ;  the  vesicating  oil  salt  being 
soluble  in  ether,  but  insoluble,  or  nearly  so,  in  alcohol.  Thirdly,  by 
fractional  saponification  ;  the  vesicating  oils  being  the  least  readily 
saponified.  Fourthly,  by  fractional  decomposition  of  the  sodium 
salts ;  the  vesicating  principle  being  amongst  the  first  acids  liberated. 
In  other  experiments,  after  the  successive  removal  of  (1)  acids 
having  ammonia  salts  insoluble  in  alcohol  (palmitic  acid),  (2)  those 
precipitated  by  magnesium  acetate  from  alcoholic  solutions,  (3)  those 
having  barium  salts  insoluble  in  alcohol ;  the  vesicating  substance 
was  detected  in  those  having  (4)  barium  salts  soluble  in  alcohol. 
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These  latter  acids,  when  separated,  are  dark  brown  and  remain  liquid 
at50°F.  From  the  various  properties  indicated,  viz.,  low  melting 
point  of  acid  and  glyceride,  difficult  saponification,  solubility  of  lead 
salt,  &c.,  it  is  assumed  as  probable  that  the  new  acid  is  allied  to  oleic 
acid,  and  its  analogues  ricinoleic  and  linoleic  acids.  The  fatty  acids 
of  tbe  neutral  soluble  croton-oil  contain  about  15  per  cent,  of  (1), 
20  per  cent,  of  (2),  40  per  cent,  of  (3),  and  25  per  cent,  of  (4). 
The  free  fatty  acid,  palmitic  acid,  constitutes  about  22*5  per  cent,  of 
the  soluble  croton-oil.  D.  A.  L. 

A  Cry  stall!  sable  Colouring-matter  in  Chlorophyll.  By  J. 

Bokodin  ( Bied .  Gentr .,  1884,  40 — 42). — In  view  of  the  unsatisfactory 
results  obtained  by  the  macrochemical  or  optical  mode  of  investigation, 
the  author  has  employed  microchemical  methods  of  investigation ;  the 
process  is  very  simple.  The  green  plants,  which  are  the  subjects  of 
experiment,  are  digested  with  a  little  alcohol  in  the  dark  for  about 
24  hours,  a  drop  of  the  fluid  is  then  brought  under  the  microscope, 
when  a  mixture  of  crystalline  forms  of  different  colours  is  seen ;  the 
observation  is  more  satisfactory  when  a  polariscope  is  used.  The  deep- 
green  crystals  formerly  described  by  the  author  are  formed  and  are 
easily  distinguished  by  their  colour  and  absence  of  double  refraction ; 
the  behaviour  of  the  various  crystals  with  reagents  is  distinctive. 
Dilute  sulphuric  acid  causes  a  green  coloration,  which  is  destroyed  by 
ammonia  or  by  merely  washing  with  water  ;  the  dilution  of  the  acid  can 
be  so  managed  that  some  of  the  crystals  are  coloured  and  others 
remain  unaltered,  pointing  to  a  mixture  of  different  colouring-matters. 
The  behaviour  towards  solvents  is  confirmatory  of  this  ;  certain  red 
crystals  dissolve  easily  in  benzene,  and  sparingly  in  alcohol.  There 
are  violet  crystals,  but  these  are  probably  identical  with  the  red 
viewed  through  a  thinner  medium.  The  crystals  which  dissolve 
readily  in  alcohol  and  sparingly  in  benzene  are  very  different ;  they 
are  of  a  yellow  or  brown  colour,  and  are  quickly  attacked  and  dis¬ 
solved  by  glacial  acetic  acid  yielding  a  clear  yellow  fluid.  Amongst 
the  mass  in  the  original  fluid  are  scale-like  forms  of  a  straw-colour. 

The  plants  which  were  the  subject  of  experiment  were  Spirogyra 
and  Betula  verrucosa .  J.  F. 

Oran  tin  and  Carottin.  By  E.  Schmitt  {Bied.  Gentr.,  1884,  215). 
— These  two  compounds  are  the  principal  constituents  of  annatto. 
The  first  is  obtained  by  digesting  50  grams  annatto  with  100  grams 
sodium  carbonate  and  1  litre  water,  and  evaporating  to  one- half. 
Carottin  is  prepared  by  digesting  125  grams  annatto  in  \  litre  of  oil. 

E.  W.  P. 

Coal-tar  Lntidine.  By  O.  d e  Coninck  {Compt.  rend.,  98,  235). 
— Coal-tar  contains  a  lutidine  identical  with  that  one  of  the  lutidines 
in  Dippers  oil,  which  Ladenburg  has  lately  synthesised,  which  he 
regards  as  a  7-ethylpyridine,  C5H4NEt.  R.  R. 

Some  Reactions  of  Albumin.  By  E.  Grimaux  {Compt.  rend., 
98,  1336 — 1338). — When  dilute  solutions  of  albumin  are  mixed  with 
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small  quantities  of  sodium  chloride,  calcium  sulphate,  magnesium 
sulphate,  ammonium  chloride,  &c.,  they  become  coagulable  by  the 
action  of  heat.  In  the  case  of  albumin,  as  in  that  of  the  amido- 
benzoic  colloid  (p.  905),  dilution  with  water  neutralises  the  coagulating 
influence  of  salts.  A  similar  effect  is  produced  by  passing  carbonic 
anhydride  into  the  solution.  Albumin,  as  is  well  known,  is  not  modi¬ 
fied  by  dilution  in  the  cold,  but  if  the  liquid  is  boiled,  modification 
takes  place.  The  author  finds  that  if  a  1  per  cent,  solution  of  albumin 
is  heated  at  90°  for  some  minutes,  the  albumin  undergoes  complete 
modification.  The  limpid  solution  is  not  coagulated  by  boiling,  but 
simply  becomes  opalescent.  When  treated  with  carbonic  anhydride 
in  the  cold,  it  yields  a  gelatinous  precipitate,  which  redissolves  when 
a  current  of  air  is  passed  into  the  liquid.  The  precipitate  also  re¬ 
dissolves  if  the  liquid  is  placed  in  a  vacuum  over  potash,  or  if  the 
precipitate  is  collected,  washed,  and  placed  in  aerated  water.  Dilute 
acetic  acid  produces  a  gelatinous  precipitate,  easily  soluble  in  excess, 
reprecipitated  on  neutralising  with  an  alkali,  but  soluble  in  an  excess 
of  the  latter.  The  addition  of  sodium  phosphate  prevents  preci¬ 
pitation  by  carbonic  anhydride,  but  not  by  acetic  acid,  and  the  solu¬ 
tion  gives  all  the  reactions  for  casein.  The  modified  albumin  becomes 
coagulable  by  heat  when  the  solution  is  mixed  with  small  quantities 
of  sodium  chloride,  calcium  sulphate,  &c.  Carbonic  anhydride  does 
not  completely  precipitate  solutions  of  modified  albumin.  The  filtrate 
contains  a  peptone,  and  if  the  solution  of  albumin  has  been  boiled  for 
some  hours  instead  of  being  heated  at  80°,  the  substance  precipitated 
by  carbonic  anhydride  diminishes,  and  the  amount  of  soluble  peptone 
increases.  It  would  seem  that  dilution  dissociates  albumin  into  free 
soda  and  an  albuminoid  which  becomes  hydrated  and  converted  into 
an  albuminate.  With  carbonic  anhydride,  this  albuminate  forms  an 
unstable  insoluble  compound,  which  loses  carbonic  anhydride  when 
exposed  to  air  or  in  a  vacuum,  and  redissolves.  This  last  reaction  is 
common  to  many  colloids. 

All  the  above  reactions  are  obtained  with  the  atnidobenzoic  colloid. 

C.  H.  B. 

Metahsemoglobin.  By  J.  G.  Otto  (Bied.  Centr .,  1884,  212). — 
MetaheBmoglobin  contains  as  much  oxygen  as  oxyheemoglobin,  only  it 
is  more  firmly  combined.  The  conversion  of  oxy~  into  meta-hgemoglobin 
is  a  change  from  a  loose  molecular  into  a  chemical  combination. 

E.  W.  P. 
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Physiological  Chemistry. 


Respiration  in  a  Superoxygenated  Atmosphere.  By  L.  de 

St.  Maetin  ( Compt .  rend.,  98,  241 — 243). — The  paper  describes  expe¬ 
riments  on  the  products  of  the  respiration  of  animals  in  a  super- 
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oxygenated  atmosphere  ;  the  resuit  being  that  the  chemical  phenomena 
are  found  to  undergo  no  sensible  change.  R.  R. 

Experiments  on  Digestion.  By  M.  Ogata  and  others  (Bied. 
Oentr .,  1884,  18 — 20).-—' The  author  reports  experiments  on  digestion 
when  the  inner  coating  of  the  stomach  had  been  removed,  and  he 
finds  that  the  glands  of  the  large  intestine  are  capable  of  carrying  on 
the  process  of  digestion  of  flesh,  raw  and  cooked  eggs,  and  other 
albuminous  foods,  which,  when  divided  into  small  portions,  are  easily 
decomposed  by  the  secretions.  Edinger  concludes  from  his  inves¬ 
tigations  that  acid  reaction  does  not  take  place  in  the  intestine,  but 
on  the  surface  of  the  stomach.  Falk  has  investigated  the  action  of 
the  digestive  fluids  on  ferments.  Yeast  is  not  injured  in  its  action 
by  trypsin  or  decomposing  infusion  of  pancreas,  but  it  is  by  bile,  which 
precipitates  the  invertin,  at  least  after  standing  some  hours.  The 
influence  of  saliva  and  gastric  juice  could  not  be  determined,  as  both 
secretions  invert  cane-sugar.  Alcoholic  fermentation  is  not  hindered 
by  saliva,  pancreatic  fluid,  or  bile  ;  gastric  juice  and  hydrochloric 
acid  of  equal  concentration  prevent  it ;  bacteria  destroy  yeast  in  a 
short  time.  Zawarykin  contributes  to  the  knowledge  of  absorption 
of  fat  in  the  intestines  of  animals.  He  has  observed  that  the  lymph 
cells  take  up  the  fatty  particles  by  a  sort  of  amoeboid  movement, 
raising  and  lowering  themselves  in  alternate  regular  motions  ;  the 
fat  is  then  directly  absorbed  into  the  venous  blood.  Voigt  has  made 
extensive  experiments  on  the  functions  of  the  bile  in  taking  up 
nourishment  from  the  intestinal  canal.  He  says  that  in  the  digestion 
and  absorption  of  albumin  in  the  form  of  flesh,  the  bile  does  not  play 
an  important  part.  Glucose  or  bread,  when  eaten  with  meat,  does 
not  affect  the  absorption.  On  the  contrary,  bile  plays  a  most  im¬ 
portant  part  in  the  absorption  of  fat.  The  antiseptic  properties  of 
bile  have  not  been  proved,  and  the  food  taken  does  not  appear  to 
influence  the  composition  of  the  bile  ;  but  the  dry  matter  contained 
in  it  depends  greatly  on  the  amount  of  nourishment  taken. 

J.  F. 

Formation  of  Fibrin.  By  J.  Hlava  (Bied.  Centr .,  1884,  212). — 
Fibrin  is  formed  by  the  death  of  the  white  blood-corpuscles,  and  is  at 
first  granular,  afterwards  more  consolidated  ;  the  fibrin  ferment  does 
not  exist  in  the  protoplasm  of  the  corpuscles.  E.  W.  P. 

Formation  of  Fat  from  Carbohydrates  in  Animals.  By  1ST. 

Tschirwinsky  and  others  (Bied.  Centr.,  1884,  9 — 16). — The  subjects 
of  experiment  were  two  young  pigs  from  the  same  litter,  similar  live- 
weight,  and  brought  up  under  the  same  conditions.  At  the  com¬ 
mencement  of  the  experiment,  one  of  the  animals  was  slaughtered, 
and  the  quantity  of  substances  found  taken  to  represent  the  composi¬ 
tion  of  the  living  animal :  two  series  of  experiments  were  made  under 
these  conditions.  The  one  pig  was  killed  and  analysed  on  10th 
December,  the  other  was  fed  on  barley  until  10th  April  following ; 
the  food  contained  altogether  9526*59  grams  nitrogenous  matter,  and 
1114*43  grams  of  fat :  three  estimations  were  made  during  that  time 
of  the  amount  actually  digested,  and  it  was  reckoned  that  the  quantity 
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was  7493*87  grams  nitrogenous  matter,  and  655*56  grams  fat.  The 
animal  was  then  killed,  and  immediately  examined. 

The  body  was  found  to  contain — 

Nitrogeiious  compounds. 

2516*92  grams 

From  which  deduct,  found  in 
animal  killed  at  commence¬ 
ment  of  experiment .  957*47  „ 

Leaving .  1559*45  ,,  8576*60 

as  deposited  from  10th  December  to  10th  April;  assuming  that  the 
fat  contained  in  the  food  and  digested  was  directly  assimilated,  there 
remains  to  be  accounted  for  7921  grams  of  newly  formed  fat.  The 
albuminous  matter  present  was  not  sufficient  to  form  this  quantity  ; 
if  from  the  total  amount  digested  the  amount  formed,  1559*45  grams, 
be  subtracted,  the  remainder,  5935  grams,  would  only  produce  at  the 
rate  of  51*4  per  cent,  a  maximum  of  3051  grams  of  fat,  leaving  a 
considerable  balance  to  be  accounted  for. 

A  second  experiment  carried  out  in  a  similar  manner  gave  similar 
results.  The  nitrogenous  matter  and  fat  digested  were  far  from  suffi¬ 
cient  to  account  for  the  amount  of  fat  found  in  the  carcase.  Both 
experiments  show  that  the  carbohydrates  take  part  in  the  formation 
of  fat. 

The  experiments  of  Meissl  and  Strohmer  were  also  made  on  swine, 
but  a  different  course  was  taken,  the  total  amount  of  nitrogenous 
matter  and  fat  in  the  food  given  being  estimated,  also  the  amounts 
excreted  in  the  excrement,  urine,  and  respiration  products.  The 
animal  was  kept  in  a  peculiarly  constructed  moveable  stall  arranged 
so  that  the  excrement  and  urine  were  separately  collected :  in  close 
proximity  was  a  respiration  apparatus  on  Pettenkofer’s  system.  The 
experiment  lasted  for  seven  days  ;  barley  meal  and  rice  were  em¬ 
ployed  as  fodder;  the  result  per  day  in  grams  is  given — 

Carbon.  .Nitrogen. 

r - A - - - *'1  r - - - * - - \ 

Consumed.  Excreted.  Assimilated.  Consumed.  Excreted.  Assimilated. 

grams.  grams.  grams.  grams.  grams.  grams. 

756*37  476*15  289*22  18*67  12*59  6*08 

The  calculations  of  the  authors  show  the  fat  to  be  derived  from 
three  sources  :  from  the  food,  7*9  grams  ;  from  nitrogenous  matter 
in  the  body,  33*6  grams  ;  from  carbohydrates,  310*3  grams  per  day, 
find  their  opinion  is  that  generally  seven  to  eight  times  as  much  fat 
is  derived  from  the  carbohydrates  as  from  all  other  sources. 

J.  F. 

Proportion  of  Incompletely  Oxidised  Phosphorus  contained 
in  the  Urine.  By  R.  Lepine,  Eymoxnet,  and  Aubert  ( Com-pt .  rend., 
98,  238 — 241). — In  the  urine  of  patients  suffering  from  apoplexy, 
epilepsy,  delirium  tremens,  fatty  degeneration  of  the  liver,  and  certain 
other  diseases,  the  authors  have  found  a  greatly  increased  proportion 
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(as  compared  with  the  nitrogen)  of  incompletely  oxidised  phosphorus, 
that  is,  not  in  the  state  of  phosphates.  R.  R. 

Physiology  of  the  Formation  of  Milk.  By  H.  Thierfelder 
(Bled.  Centr .,  1884,  174). — From  experiments  which  he  has  made,  the 
author  believes  that  lactose  is  produced  in  the  animal  from  blood 
serum  through  the  medium  of  a  ferment  which  he  terms  saccharogen , 
but  he  has  not  isolated  this  substance,  yet  considers  it  to  be  soluble 
in  water,  insoluble  in  alcohol  and  ether,  decomposed  by  boiling,  and 
not  identical  with  glycogen.  Casein  is  most  probably  formed  from 
serum-albumin  by  an  analogous  ferment  present  in  the  lactic  glands. 

E.  W.  P. 

Diseases  of  Animals.  By  Roloff  and  others  (Bied.  Centr.,  1884, 
29 — 32). — Inoculation  against  splenic  fever  with  Pasteur’s  protec¬ 
tive  lymph  is  declared  to  be  safe,  but  a  sufficient  quantity  must  be 
used  and  certain  precautions  taken.  The  increase  of  the  bacterium 
of  this  fever  is  known  to  take  place  by  division,  but  sometimes  by 
spores,  and  both  processes  are  carried  on  in  the  organism  during  the 
state  of  fever.  The  blood  of  animals  in  the  disease  does  not  contain 
bacilli  until  a  short  time  before  death,  at  least  10  hours,  and  the 
blood  before  they  appear  does  not  convey  the  disease  if  injected  into 
a  sound  animal. 

The  author  thinks  that  the  bodies  of  animals  even  in  a  healthy 
state  contain  the  bacteria  of  splenic  fever,  but  in  a  third  state,  dor¬ 
mant,  and  seeks  to  identify  them  with  the  shining  corpuscles  of 
Archangelski,  which  he  thinks  are  spores. 

Gibier  contributes  notes  on  the  subject  of  hydrophobia ;  the  dis¬ 
ease  appears  the  sooner  after  the  bite  the  nearer  that  is  to  the  brain ; 
particles  of  brain  substance  convey  the  disease  by  inoculation.  The 
disease  is  also  hereditary ;  rabbits  in  young  inoculated  two  days 
before  parturition  gave  it  to  their  young  who  died  of  it,  and  matter 
from  their  brains  communicated  the  disease  to  others.  Cold  dimi¬ 
nishes  the  effect  of  the  poison ;  at  —  25°  it  commences  to  diminish ; 
at  —  35°  the  action  is  doubtful ;  at  — 40°  it  ceases.  In  the  brain  and 
spinal  marrow  of  animals  which  have  died  of  the  disease,  Gibier 
found  small  spherical  organisms,  two  of  them  sometimes  united  by  a 
long  hair-like  thread,  and  others  single,  bearing  a  short  hair-like 
appendage,  probably  a  portion  of  the  line  which  had  previously 
united  two  of  them. 

Israel  and  Wassilieff  have  made  some  experiments  with  the  bacilli 
of  glanders.  The  former  cultivated  two  kinds  of  fungi  from  the 
lungs  of  a  horse  dead  of  the  disease ;  one  was  active  and  commu¬ 
nicated  the  disease  to  rabbits,  the  other  inactive.  Wassilieff  found  in 
the  blood  of  a  postillion  who  died  of  glanders,  thread-like  bacteria 
similar  in  size  to  those  of  tuberculosis,  and  containing  two  to  four 
spores  :  he  also  found  them  in  the  nasal  discharges  and  the  pustules. 

J.  F. 

Irritant  Properties  of  Oats.  By  Sanson  (Bied.  Centr.,  1884,  20 
— 21). — Experiments  made  at  the  agricultural  school  of  Grignon  show 
that  oats  contain  a  matter  easily  soluble  in  alcohol,  which  has  an 
irritant  action  on  the  motor  cells  of  the  nervous  system.  It  is  not 
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vanillin,  but  a  nitrogenous  substance  apparently  of  an  alkaloidal 
character,  uncrystallisable,  granular,  and  of  a  brown  colour.  Its 
composition  is  given  as  C56H2iNOib,  and  is  called  by  the  author  avenin. 
The  quantity  present  varies  according  to  the  quality  of  the  grain 
and  soil  on  which  it  is  grown.  The  darker  varieties  contain  more 
than  the  lighter  coloured.  When  the  quantity  in  air-dried  grain  does 
not  exceed  0*9  per  cent.,  the  irritating  action  is  slight,  but  beyond 
that  amount  it  becomes  strong.  The  bruising  and  milling  of  oats 
diminishes  the  quantity  of  substance  materially,  but  it  is  quicker  in 
its  action.  After  the  administration  of  1  kilo,  of  oats,  the  irrita¬ 
tion  of  the  motor  nerves  lasts  an  hour,  gradually  increasing  to  a 
maximum  and  diminishing.  The  importance  of  the  subject  to  owners 
of  horses  lies  in  the  advantage  of  feeding  with  grain  in  the  natural 
state.  J.  F. 

Poisonous  Matter  of  Lupines.  By  Arnold  and  Schnetdemuhle 
( Bied .  Centr .,  1884,  32 — 34). — The  preparation  of  the  extract  is 
described — 2  to  5  grams  are  sufficient  to  kill  a  dog — the  poisonous 
properties  are  increased  by  the  presence  of  alkalis  in  the  solution, 
diminished  by  that  of  acids  ;  the  organ  first  attacked  is  the  liver.  The 
blood  vessels  appear  to  convey  the  poison,  as  fatal  effects  rapidly 
follow  hypodermic  injection  or  injection  into  a  blood  vessel :  the 
fatal  effects  of  eating  lupines  are  probably  caused  by  wounds  in 
the  alimentary  or  digestive  organs.  Allowing  the  poison  direct 
access  to  the  blood,  after  repeated  doses  gradually  increased,  animals 
gain  a  certain  amount  of  immunity,  and  can  withstand  large  quanti¬ 
ties.  As  a  cure,  acid  drinks,  plenty  of  clean  cold  water,  and  purges 
of  Epsom  salts  are  recommended.  J.  F. 

Behaviour  of  “Folia  Uvae  Ursi”  and  Arbutin  in  the  Animal 
Organism.  By  L.  Lewin  ( Pharm .  J.  [3],  14,  490). — From  re¬ 
cent  investigations  it  is  shown  that  the  therapeutic  value  of  TJva  ursi 
(bear- berry)  leaves  is  due  to  the  quinol  (arbutin)  they  contain ;  the 
tannin  simply  exerting  a  very  slight  auxiliary  action.  From  experi¬ 
ments  with  arbutin,  it  is  observed  to  split  up  in  the  body,  in  the  same 
way  as  it  does  outside  it,  namely,  into  sugar  and  quinol ;  the  whole 
quantity  taken  into  the  system,  however,  is  not  decomposed;  therefore 
quinol  and  also  some  unchanged  arbutin  are  found  in  the  urine,  which 
on  even  brief  exposure  to  the  air  undergoes  change  of  colour,  becom¬ 
ing  olive-green  or  brownish,  at  the  same  time  gradually  losing  its 
acidity,  until  it  finally  becomes  alkaline.  These  changes  are  due  to 
oxidation  ;  when  the  urine  becomes  alkaline  in  the  bladder,  these 
changes  take  place  inside,  and  the  urine  is  voided  of  an  olive-green 
colour.  Exactly  similar  changes  take  place  in  human  urine  after 
treatment  with  TJva  ursi  leaves,  and  hence  arises  the  fact  stated  above 
with  regard  to  these  leaves.  Quinol  acts  as  an  antizymotic  and  anti¬ 
septic  even  in  a  1  per  cent,  solution  ;  urine  containing  it  remains 
undecomposed  for  two  weeks  even  when  exposed  to  the  air  ;  other 
urine  not  containing  it  undergoes  speedy  decomposition.  Moreover, 
the  dark  oxidation-products  of  quinol  act  as  irritants,  and  these  are 
beneficial  in  catarrhal  affections  of  the  mucous  membrane,  making 
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them  turgid,  and  starting  reparative  action.  It  is  these  properties  of 
quinol  which  make  it,  and  also  the  Uva  ursi  leaves,  of  therapeutic 
value.  In  conclusion,  the  author  suggests  that  larger  doses  than  are 
now  given  should  be  administered  when  Uva  ursi  leaves  are  used  ; 
employing  from  30  to  80  grams  in  180  of  menstruum,  removing 
tannin  by  agitation  with  charcoal  and  filtration. 

Or  a  still  greater  improvement  would  be  to  use  arbutin  instead  of 
the  leaves,  making  powders  with  1*0  gram  arbutin  and  0*5  gram 
sugar,  or  dissolving  in  water.  It  may  be  given  hypodermically. 
Clinical  experiments  show  that  arbutin  is  a  valuable  therapeutic 
agent ;  it  is  not  poisonous  and  in  splitting  up  does  not  set  free  in  the 
body  sufficient  quinol  to  exert  poisonous  action.  Arbutin  is  laevoro- 
tatory.  D.  A.  L. 
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Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Effects  of  Light  on  the  Respiration  of  Oxygen  by  Plants.  By 

J.  Reinke  ( Bied .  Gentr .,  1884,  3.7 — 39). —  This  paper  is  an  examina¬ 
tion  of  Pringsheim’s  theory  (Abstr.,  1880,  560),  and  the  author's 
experiments  were  limited  to  the  observation  of  the  amount  of  gas 
exhaled  daring  varying  amounts  of  sunshine  :  the  evolution  of  gas 
begins  when  the  light  is  fairly  .strong,  and  increases  as  the  light 
becomes  more  intense,  until  the  maximum  is  reached.  This  corre¬ 
sponds  with  the  moment  of  direct  sunlight ;  further  intensification  of 
light  prolongs  the  evolution  of  gas,  but  does  not  increase  its  rapidity; 
and  when  the  rays  are  concentrated  by  a  lens,  the  process  proceeds 
in  this  way  until  the  chlorophyll  is  destroyed.  J.  F. 

Influence  of  Constant  Temperatures  in  the  Soil  on  Plants. 

By  Hellriegel  (Bied.  Gentr. ,  1884,  179 — 190). — The  plants  were 
grown  in  artificial  soil  composed  of  sand,  to  which  were  added 
136*1  mgrms.  potassium  hydrogen  phosphate,  1492  mgrms.  potassium 
chloride,  24  mgrms.  magnesium  sulphate,  410  mgrms.  calcium  nitrate, 
and  1 '6  mgrms.  ferric  chloride,  and  placed  in  glass  vessels  26  cm.  high  and 
8  cm.  broad,  and  it  was  so  arranged  that  the  mixture  could  be  kept  at  a 
definite  temperature,  and  have  always  150  grams  water  per  kilo.  sand. 
It  was  found  that  when  the  temperature  remained  at  40°,  that  barley 
plant  roots  did  not  develop  themselves  ;  that  a  temperature  of  30°  -was 
not  fatal  to  barley,  but  still  the  plant  did  not  thrive  ;  that  at  20°  the 
results  were  best ;  and  at  10°  certain  abnormal  results,  such  as  very 
strong  roots  of  the  first  and  second  order,  the  latter  being  very  short  and 
warty,  were  observed,  but  yet  no  definite  damage  could  be  noticed. 
When  other  plants  were  experimented  with,  such  as  rye  and  wheat,  it 
was  noticed  that  a  low  temperature  produced  stronger  stems  and  leaves, 
whilst  a  high  temperature,  as  it  caused  the  growth  to  be  rapid,  pro¬ 
duced  stems  and  leaves  thinner  and  weaker.  Wheat,  for  its  energetic 
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growth,  required  a  higher  temperature  than  rye  ;  and  the  assimilation 
during  the  young  life  of  rye  was  most  energetic  at  20°,  barley  at  25°, 
and  wheat  at  30°.  It  is  also  shown  that  to  produce  strong  growth 
with  fully  formed  seeds,  the  period  of  maximum  intensity  of  light 
and  heat  must  coincide  with  that  of  the  maximum  period  of  leaf 
formation;  consequently  it  should  be  so  arranged  that  the  time  of 
seeding  should  occur  about  the  end  of  July.  E.  W.  P. 

Influence  of  Solar  Rays  on  the  Temperature  of  Trees.  By 

E.  Ihne  ( Bied .  Centr 1884,  63). — The  author  inserted  thermometers 
at  different  depths  into  the  trunk  of  a  maple  tree,  also  in  a  branch 
and  twig.  He  found  that  in  a  fine  clear  day  the  variations  of  tem¬ 
perature  were  not  large,  the  exterior  layers  were  higher  than  the 
interior,  and  the  sections  of  larger  diameter  were  the  warmer;  but  on 
the  whole  the  variations  were  slight,  and  the  temperature  at  all  times 
of  observation  a  considerable  number  of  degrees  above  that  of  the 
surrounding  atmosphere.  J.  F. 

Formation  of  Starch -transforming  Ferments  in  the  Cells 
of  Highly  Organised  Plants.  By  W.  Detmer  (Bied.  Centr 1884, 
69 — 70). — The  experiments  recorded  were  intended  to  ascertain  the 
influence  of  atmospheric  oxygen  on  the  formation  of  these  ferments. 

Seeds  and  seedlings  of  Triticum  vulgare  were  the  subjects  of  experi¬ 
ment;  portions  of  both  were  grown  in  ordinary  air,  part  in  an 
atmosphere  of  hydrogen.  They  were  then  pounded  and  extracted 
with  water;  the  solutions  obtained  from  the  air-grown  plants  and 
grains  showed  a  very  much  more  powerful  diastatic  effedt  than  those 
grown  in  hydrogen,  the  conclusion  arrived  at  being  that  t>he  presence 
of  oxygen  is  a  necessary  condition  of  the  development  of  the  ferment. 

J.  F. 

Lime  and  Magnesia  in  Plants.  By  E.  v.  Raumer  (Bied.  Centr., 
1884,  46 — 48). — Observations  on  plants  of  Phaseolus  multiflorus  show 
that  the  functions  of  lime  are  connected  with  the  building  up  of  the 
tissues  and  the  formation  of  the  cell- walls,  but  is  not  concerned  in 
the  formation  or  transformation  of  starch.  The  office  of  magnesia, 
on  the  contrary,  is  to  assist  in  the  starch-forming  process,  and  the 
development  of  chlorophyll.  Magnesia  is  always  present  in  the 
latter,  and  its  presence  is  necessary  to  healthy  growth  and  colour. 

J.  F. 

Experiments  with  Drosera  Rotundifolia.  By  H.  Busgen 
(Bied.  Centr.,  1884,  47 — 49). — The  author  mentions  previous  experi¬ 
ments  intended  to  answer  the  question  whether  the  capture  of  insects 
by  these  and  similar  plants  assists  their  development.  Kellermann, 
v.  Raumer,  Rees,  and  F.  Darwin  are  for  the  affirmative,  but  Regei 
denies  that  there  is  any  useful  effect.  The  author  thinks  the  differ¬ 
ence  of  opinion  is  due  to  the  various  experiments  being  made  under 
different  conditions,  and  with  plants  possibly  in  different  stages  of 
development.  To  carry  out  comparative  experiments  in  a  trust¬ 
worthy  way,  the  comparison  should  commence  with  the  weighing  of 
the  seeds  and  finish  with  the  estimation  of  the  total  dry  matter  of  the 
plant.  The  seeds  of  drosera  are  so  extremely  minute  that  they  may  he 
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left  out  of  account,  and  the  author  commenced  with  the  seedlings — 
they  were  grown  in  peats,  previously  boiled  in  a  nutritive  solution  ; 
these  were  placed  on  saucers  and  covered  with  bell  glasses ;  one  set 
were  fed  with  the  lice  from  vine  leaves,  the  other  received  no  such 
nourishment.  The  unfed  plants  were  less  strong  and  healthy  than 
the  other  ;  the  fed  plants  had  17  flower  branches  on  14  plants  against 
9  buds  on  16  unfed ;  90  seed  capsules  on  14  plants,  against  20  on  the 
16  ;  the  last  doubt  was  cleared  up  when  the  total  dry  weight  was 
taken,  the  fed  plants  weighing  0*352,  the  unfed  only  0T19  grams ; 
other  trials  under  less  favourable  conditions  gave  similar  results,  and 
the  author  considers  it  as  proved  that  the  plants  of  drosera  are 
capable  of  utilising  animal  food  and  assimilating  it  beneficially  for  the 
production  of  seeds.  J.  F. 

Withering  of  Flowers  and  Leaves.  By  J.  Wiesner  {Bied. 
Centr .,  1884,  43 — 44). — In  most  plants,  the  leaves  transpire  moisture 
in  larger  quantities  than  the  flowers ;  and,  as  a  rule,  cut  flowers  wither 
more  slowly  than  leaf  twigs.  If  the  transpiration  of  the  leaves  is  ar¬ 
rested,  the  flower  will  remain  a  long  time  fresh  as  when  severed,  so 
that  it  would  seem  the  flowers  are  deprived  of  moisture  by  the  leaves. 
In  like  manner  growing  plants,  when  insufficiently  supplied  with 
moisture,  either  bloom  slowly  or  not  all.  This  action  of  the  leaves 
explains  why  in  cut  twigs  the  terminal  sprout  withers  even  when 
plunged  under  water,  and  why  this  terminal  leaf-bud  lasts  longer  on 
twigs  deprived  of  their  leaves  than  when  they  are  left  on.  J.  F. 

Easily  Oxidisable  Substances  in  Plant  Sap.  By  C.  Kraus 
{Bied.  Centr.,  1884,  45 — 46). — The  author  describes  experiments 
made  on  the  sap  contained  in  the  tubers  of  Dahlia  variabilis ,  which 
he  cut  into  slices.  The  surfaces  gradually  became  yellow,  and  with 
longer  time  penetrated  below  the  surface ;  the  bulbs  swelled,  turning 
green  in  the  light,  and  pale  green  chlorophyll  bodies  appeared.  The 
yellow  tinged  cells  contained  a  yellow  or  reddish  sap  :  the  surfaces  of 
the  slices  were  not  only  yellow  but  showed  red  points  and  streaks, 
whilst  in  the  interior  of  the  cells  there  was  a  red  colouring  matter 
turned  green  by  alkalis.  The  author  thinks  the  change  of  colour  is 
due  to  oxidation.  J.  F. 

Notes  on  the  Bean  of  Soja  Hispida.  By  E.  Meissl  and  F. 
Bocker  {Bied.  Centr.,  1884,  52 — 53). — The  soja  bean  contains  no 
proteid  matter  in  the  form  of  gluten,  and  very  little  in  the  form  of 
amides  ;  the  albumin,  soluble  in  water  or  10  per  cent,  potash  solution, 
resembles  the  legumin  of  leguminous  fruits  in  its  behaviour  towards 
reagents,  and  is  put  down  as  casein  by  the  author,  or  possibly  a  modi¬ 
fication  thereof;  its  ash-free  composition  is  C  52*58,  H  7‘00,  N  17*27 
per  cent.  The  matter  soluble  in  ether  consists  of  90  per  cent,  neutral 
fat,  and  5 — 10  chlolesterin  and  other  similar  substances.  In  the 
remaining  non-nitrogenous  matter,  besides  cellulose,  is  found  some 
sugar  equal  to  10  per  cent,  dextrin,  and  less  than  5  per  cent,  starch, 
in  the  form  of  small  spherical  grains  ;  in  round  numbers  the  composi¬ 
tion  of  the  bean  is:  Water  10,  soluble  casein  30,  albumin  0*5,  insolu- 
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ble  casein  7,  fat  18,  cholesterin,  &c.,  2,  dextrin  10,  starch  5,  cellulose  5, 
ash  5,  traces  of  sugar  and  amido-compound.  J.  F. 

Natural  and  Renewed  Sueeirubra  Bark.  By  J.  Hodgkin 
( Pharm .  J.  Trans .  [3],  14,  481).— The  author  publishes  the  results  of 
the  analysis  of  samples  from  the  same  consignment  of  bark ;  of  quills 
of  entirely  natural  bark  (1),  entirely  renewed  bark  (2),  and  also  of 
quills  of  natural  and  renewed  bark  in  juxtaposition  ;  the  upper  half 
being  renewed  bark  (3),  and  lower  natural  (4).  Bark  (2)  contained 
largest  amount  of  total  alkaloids  and  quinine,  the  others  being  in  the 
following  order:  (3),  (1),  and  (4).  (3)  and  (4)  contained  much 

moisture,  15*96  and  14*61  percent,  respectively.  The  natural  bark  (4) 
seems  to  have  suffered  in  renewal,  which  is  probably  due  to  injury  to 


the  tree  caused  by  the  shaving  process,  which  it  is  suggested  was 
evidently  employed  in  this  case.  D.  A.  L. 

Seeds  of  Bassia  Longifolia  and  the  Pat  contained  therein. 

By  E.  Valenta  ( Dingl .  polyt .  251,  461 — 465). — The  seeds  of  this 

tree  are  1  to  2  cm.  long,  and  enclosed  in  a  brown  skin.  They  have  a 
peculiar  odour  and  bitter  aromatic  taste.  100  parts  of  the  seeds  dried 
at  100°  gave — 

Fat  (light  petroleum  extract) .  51*14 

Soluble  in  absolute  alcohol .  7*83 

Tannin . .  2*12 

Bitter  principle  soluble  in  water .  0*60 

Starch .  0*07 

Vegetable  mucilage .  1*65 

Albuminous  substances  soluble  in  water  . .  3*60 

Extractive  substances  soluble  in  water  ....  15*59 

Insoluble  pro teids .  4*40 

Total  ash  .  2*71 

Fibre  and  loss  .  10*29 


Ash  in  the  soluble  portion .  0*95  per  cent. 

Total  proteids .  8*00  ,, 

For  the  extraction  of  the  fat,  light  petroleum  boiling  at  40 — 45° 
was  used.  The  fat  has  a  yellow  colour  and  greasy  consistency  ;  but 
on  exposure  to  the  air  and  light  the  colour  disappears,  and  the  fat 
soon  becomes  rancid.  It  has  a  sp.  gr.  of  0*9175  at  15°,  melts  at  25*3°, 
solidifies  at  17*5 — 18*5°.  It  contains  considerable  quantities  of  free 
fatty  acids,  but  only  a  small  amount  of  glycerol.  1  gram  of  the  fat 
requires  192*3  mgrms.  KHO  for  the  complete  saponification  of  the 
fatty  acids.  It  is  partly  soluble  in  alcohol,  and  perfectly  soluble  in 
ether,  carbon  bisulphide,  benzene,  &c.  The  fatty  acids  obtained  by 
saponifying  the  fat  with  potash-ley,  and  decomposing  the  resulting 
soap  by  means  of  a  10  per  cent,  solution  of  hydrochloric  acid,  have  a 
white  colour,  and  pleasant  odour  and  taste.  They  melt  at  39*5°, 
solidify  at  38%  and  dissolve  readily  in  alcohol. 

According  to  Schadler,  Makwali  butter  consists  of  80  per  cent. 
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stearin  and  20  per  cent,  olein ;  the  author,  however,  found  that  it 
contained  palmitin  and  olein. 

The  ash  of  the  seeds  is  yellowish-white  and  dissolves  almost  com¬ 
pletely  in  water.  It  gives  by  analysis — - 


Silicic  acid  and  portion  insoluble  in  nitric  acid  ....  10*G7 

Phosphoric  acid .  15*47 

Sulphuric  ,,  .  6'81 

Carbonic  anhydride .  7'46 

Ferric  oxide  and  alumina .  2*01 

Lime  .  0*64 

Potash  and  soda  (the  latter  is  present  only  in  traces)  56'68 

Moisture  and  loss .  0'26 

D.  B. 

Suggestions  for  the  Destruction  of  Phylloxera.  By  Bal- 


biani  and  others  ( Bied .  Gentry  1884,  49 — 52). — The  treatment  of  vine 
stems  by  coal-tar  in  order  to  destroy  the  winter  eggs  is  not  found 
either  to  injure  the  growth  or  impart  a  disagreeable  flavour  to  the 
grapes.  Lafltte  gives  statistics  which  show  that  the  replanting  of  the 
injured  vineyards  is  being  chiefly  carried  on  with  French  rather  than 
American  vines.  Mouillefert  gives  instructions  for  the  employment 
of  potassium  thiocarbonate  as  an  insecticide.  He  recommends  1  part 
of  the  salt  to  333  or  up  to  400  of  water  ;  this  solution  is  very  effective 
and  destroys  the  eggs.  He  says,  moreover,  that  it  is  the  degree  of 
dilution  which  is  of  importance  in  using  this  substance :  as  much  as  a 
kilogram  may  be  applied  to  a  vine,  provided  the  solution  is  not 
stronger  than  he  advises;  while  50  grams  in  concentrated  solution 
wmuld  infallibly  kill  the  strongest  vine.  He  recommends  plentiful 
use  of  pure  water  after  the  insecticide  has  penetrated  the  soil,  and 
that  in  the  South  of  France  the  treatment  should  be  carried  out 
twice  in  winter  from  November  to  April,  and  again  in  June  or  July. 
Servantie  also  commends  the  use  of  the  thiocarbonate  as  a  most 
useful  agent,  capable  of  being  used  without  danger  at  all  seasons  of  the 
year,  but  it  must  be  a  pure  compound,  containing  more  than  12  per 
cent,  carbon  bisulphide,  and  more  than  18  per  cent,  potash.  Con¬ 
tradictory  opinions  as  to  the  value  of  pyridine  are  given,  but  its  high 
price  is  against  its  use.  Other  experiments,  the  injection  of  fluids 
into  the  vine-sap  are  mentioned,  but  the  results  are  uncertain. 

J.  F. 

American  Red  Clover.  By  Hartz  and  others  (Bied.  Centr ., 
1884,  53 — 54). — During  seasons  when  native  red  clover-seed  is  scarce, 
the  use  of  American  seed  is  advised,  provided  it  is  from  Canada,  the 
climate  of  which  resembles  that  of  Steiermark  and  Tyrol,  and  seeds 
produced  there  should  be  easily  acclimatised.  The  price  of  American 
seed  being  lower  than  that  of  European,  experiments  wTere  made  as 
to  the  produce  of  both,  in  which  the  quantity  and  quality  of  hay  pro¬ 
duced  was  considerably  in  favour  of  the  higher-priced  European. 
The  two  kinds  are  distinguished  by  the  American  plant  being  covered 
with  protruding  hairs,  whilst  on  the  other  the  hairs  lie  flat  on  the 
leaves.  J.  F. 
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Cultivation  of  Sorghum  Halepense.  By  v.  Baratta  (. Bied .  Centr ., 
1884,  56 — 57). — Reports  of  unsuccessful  attempts  to  cultivate  this 
plant  in  different  parts  of  Austria.  In  only  one  case  out  of  four  were 
seeds  produced,  and  an  experimenter  compiains  that  the  very  large 
spreading  roots  rendered  the  after  culture  very  difficult.  J.  F. 

Diffusion  Residues  as  Cattle  Food.  By  M.  Marcker  (Bied. 
Centr.,  1884,  21 — 28). — The  author  continues  his  investigations  on 
the  value  of  these  residues  (see  Abstr.,  1883,695).  He  has  previously 
shown  that  the  usual  mode  of  storage  causes  a  loss  of  one-third  of 
the  substance,  and  recommends  drying  before  storing.  The  present 
paper  is  a  record  of  a  number  of  feeding  experiments  on  milch  cows, 
oxen,  horses,  sheep,  and  swine.  The  cows,  oxen,  and  sheep  eat  it 
readily,  with  excellent  results.  Horses  refuse  it ;  swine  take  to  it 
badly  and  waste  it.  The  dried  substance  keeps  as  well,  and  is  as 
little  hygroscopic  as  other  dry  fodders.  It  can  be  used  as  a  substitute 
for  a  certain  quantity  of  hay,  and  the  milk  of  cows  is  not  affected 
injuriously,  but  the  process  of  fattening  is  somewhat  slower  than 
when  animals  are  fed  on  hay.  J.  F. 

Sugar-beet  Culture  and  Manuring.  By  Nowoczek  (Bied. 
Centr.,  1884,  34 — 37). — This  a  report  of  extensive  trials  of  various 
kinds  of  sugar-beet.  Certain  varieties  are  recommended  :  the  chief 
point  of  interest  is  the  beneficial  effect  of  artificial  manures  on  the 
yield  of  sugar  in  the  juice.  J.  F. 

Cultivation  of  Winter  Flax.  By  A.  Leydhecker  (Bied.  Centr., 
1884,  55 — 56). — The  author  tried  the  culture  of  this  plant  in  Northern 
Bohemia,  where  the  summer  variety  had  hitherto  been  alone  cul¬ 
tivated  with  good  results,  and  found  the  loss  in  steeping,  hackling, 
and  other  processes  but  little  more  than  with  the  early  species.  He 
recommends  its  cultivation.  J.  F. 

Analysis  of  Soils.  By  G.  Lechartier  (Compt.  rend.,  98,  1339 — 
1342). — When  a  soil  is  boiled  with  a  solution  of  ammonium  oxalate 
containing  an  excess  of  ammonia,  some  of  the  organic  matter  and  a 
certain  proportion  of  the  inorganic  constituents,  i.e.,  phosphoric  acid, 
ferric  oxide,  alumina,  &c.,  pass  into  solution.  Ammonium  citrate 
exerts  the  same  solvent  power,  but  dissolves  some  of  the  calcium 
existing  as  carbonate ;  whereas  the  ammonium  oxalate  dissolves  only 
the  calcium  in  combination  with  the  organic  matter.  The  tartrate 
has  less  solvent  power,  except  in  the  case  of  calcium.  Ammonium 
chloride  dissolves  a  part  of  the  humous  substances  and  some  of  the 
inorganic  constituents,  but  has  little  action  on  the  phosphates.  It  may 
be  used,  however,  to  dissolve  cut  the  calcium  existing  naturally  as 
carbonate,  and  that  added  in  manures.  The  solvent  action  of  these 
substances  varies  with  the  strength  of  the  solution,  the  presence  or 
absence  of  an  excess  of  ammonia,  and  the  length  of  time  the  liquid  is 
kept  in  ebullition.  If  the  organic  matter  is  destroyed  by  roasting 
the  soil  at  a  low  temperature,  the  proportion  of  phosphoric  acid  and 
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potassium  which  dissolve  in  ammonium  oxalate,  is  not  altered,  but 
the  proportion  of  ferric  oxide  and  silica,  which  becomes  insoluble,  is 
much  higher  than  that  existing  in  the  decomposed  organic  matter. 

In  actual  analysis,  20  grams  of  the  dried  soil  are  placed  in  a  flask 
with  250  c.c.  of  a  solution  containing  10  grams  of  ammonium  oxalate 
and  an  excess  of  ammonia ;  the  flask  is  connected  with  an  inverted 
condenser,  and  the  liquid  boiled  for  several  hours.  It  is  then  filtered, 
evaporated  to  dryness,  the  solid  matter  ignited,  the  residue  treated 
with  hydrochloric  acid,  and  the  various  substances  estimated  in  the 
solution.  C.  H.  B. 

Influence  of  a  Crop  and  Shelter  on  the  Physical  Properties 
of  a  Soil.  By  E.  Wollny  ( Bied .  Gentr 1884,  152 — 160). — Various 
soils,  peat,  quartz,  loam  and  chalky  sand,  were  experimented  on  as 
regards  their  temperature  when  left  exposed,  covered  by  straw,  or  by 
grass.  It  was  found  that  during  the  warm  season  the  bare  soil  was 
much  warmer  than  the  sheltered,  and  the  soil  sheltered  by  manure 
(straw)  warmer  than  that  covered  by  grass.  At  the  hour  of  the 
daily  maximum  of  the  terrestrial  temperature,  the  difference  between 
the  temperatures  of  the  shaded  and  exposed  soil  is  greatest,  whilst  at 
the  minimum  temperature  the  exposed  is  generally  cooler  than  the 
sheltered  soil.  The  daily  variations  are  greater  in  the  exposed  than 
in  the  sheltered  soil,  and  less  in  the  grass-grown  than  straw-covered 
soil.  The  influence  of  the  coverings  on  the  temperature  is  so  great 
that  it  almost  completely  negatives  the  specific  relations  of  the  several 
soils  themselves  towards  radiant  heat.  When  soil  is  covered  by  vege¬ 
tation  or  by  dead  vegetable  matter,  as  stubble  or  manure,  it  is  con¬ 
siderably  warmer  in  summer  at  some  distance  below  the  surface,  and 
colder  in  winter  than  a  fallow ;  but  should  a  warm  period  in  winter 
or  a  cold  in  summer  intervene,  then  the  influence  of  the  covering 
makes  itself  felt  in  the  opposite  direction.  Experiments  with  quartz 
sand  show  that  the  bare  soil  is  more  rapidly  warmed  by  the  sun  than 
the  covered  soil;  consequently,  in  spring  it  is  more  quickly  heated, 
and  in  autumn  more  rapidly  cooled.  When  land  is  covered  by  a  crop, 
the  crop  exerts  a  very  decided  influence  on  its  temperature,  dependent 
on  the  thickness  of  sowing,  the  age  of  the  crop  and  its  character, 
but  when  the  conditions  are  similar,  then  the  effects  on  the  tempe¬ 
rature  are  similar  ;  but  whether  the  plant  itself  has  influence  is  un¬ 
certain.  But  when  we  come  to  the  method  of  planting,  a  difference 
is  found,  for  the  thicker  the  sowing  and  the  stronger  the  plant,  so  is 
the  temperature  during  the  warm  season  lower  and  the  variations 
less.  Soils  warm  more  rapidly  when  the  crop  is  sown  by  a  drill  than 
when  broadcast ;  an  advantage  is  gained  also,  when  the  drills  are  wider 
apart  and  run  north  and  south.  With  perennials,  the  temperature 
rises  after  mowing.  It  appears  that  there  is  a  considerable  loss  of 
heat  by  radiation  from  a  field  of,  say  clover,  for  below  the  surface 
of  the  crop  the  temperature  is  lower  than  the  surface  of  a  fallow. 
This  reduction  is  due  to  radiation  from  the  plants  themselves,  but  its 
effects  are  considerably  counteracted  by  the  absence  of  radiation  from 
the  soil.  E.  W.  P. 
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Thermal  Conductivity  of  Soils.  By  F.  Wagner  (Bled.  Centr., 
1884,  145 — 152). — The  research  on  the  thermal  conductivity  of  the 
soil  constituents  was  commenced,  because  it  was  thought  that  E.  Pott’s 
results  ( Landw .  Versuchs.-Stat 1877,  273)  were  incorrect,  as  he  did 
not  use  pure  materials.  The  apparatus  which  the  author  has  em¬ 
ployed  consists  of  an  india-rubber  cylinder  32*5  cm.  X  10  cm.,  the 
heat  being  communicated  by  a  copper  cylinder  12  cm.  X  12  cm.  placed 
at  right  angles  to  it.  Into  the  india-rubber  tube  are  inserted  six 
thermometers  at  a  distance  of  6  cm.  from  each  other,  the  first  being 
1  cm.  from  the  commencement  of  the  tube.  With  dry  soils  a  heat  of 
70°  over  the  original  temperature  was  employed,  but  with  moist 
soils  a  temperature  of  35°  only.  The  soils  experimented  on  were 
washed  quartz  powder,  pure  kaolin,  precipitated  chalk,  ferric  hy¬ 
droxide,  a  peat  purified  by  hydrochloric  acid,  alcohol,  and  ether  (this 
contained  8*05  per  cent,  ash  and  3’54  volume  per  cent,  moisture); 
also  humus  produced  from  sugar  by  the  action  of  sulphuric  acid,  con¬ 
taining  O’ 79  per  cent,  ash  and  1‘54  per  cent,  moisture.  When  the 
materials  lay  closely  together,  the  order,  as  determined  by  their  rela¬ 
tive  conductivities,  was  as  follows :  peat,  sugar-humus,  kaolin,  chalk, 
ferric  hydroxide,  and  quartz,  the  mean  difference  between  the  ther¬ 
mometers  being  in  the  first  soil  4*56,  in  the  last  5’66.  But  when  those 
soils  were  loosely  packed  in,  the  order  is  altered;  chalk,  kaolin, 
ferric  hydroxide,  sugar-humus,  peat,  and  quartz  ;  thermometric  dif¬ 
ferences,  chalk  4*34°,  quartz  5T1°.  It  would  be  impossible  to  give  a 
full  account  of  the  other  experiments  which  w~ere  made  with  natural 
soils  without  introducing  various  tables  of  figures,  but  the  chief 
results  may  be  summed  up  as  follows  :  the  conductivity  of  any  one 
soil  is  increased  by  the  closeness  of  its  particles,  and  it  is  also  raised 
by  increasing  quantities  of  moisture.  As  a  rule,  the  conductivity 
in  a  dry  soil  increases  with  the  increased  size  of  its  particles  ;  finally, 
the  presence  of  water  generally  in  a  soil  assists  the  transmission  of 
heat.  E.  W.  P. 

Morphology  and  Chemistry  of  Natural  and  Artificial  Ulmin. 

By  J.  J.  Fruh  ( Bied .  Centr.,  1884,  3 — 9). — Microscopic  preparations  of 
different  kinds  of  turf  show  two  regularly-recurring  typical  forms, 
which  are  similar  in  colour  and  transparency,  a  pale  rusty  running  to 
a  clear  yellow,  something  like  softened  gutta-percha.  One  is  granular, 
consists  of  well-formed  spherical  and  oval  grains,  mixing  readily  with 
water,  and  easily  soluble  in  5  per  cent,  potash  solution  ;  the  second  is 
the  homogeneous  form,  which  the  author  believes  to  be  derived  from 
the  first.  It  exists  in  homogeneous  plates  or  layers,  and  contains 
various  vegetable  cells.  He  thinks  this  the  highest  form  of  ulmin  in 
peat.  He  then  describes  the  process  by  which  Sestini  obtained  saculmic 
acid  and  saculmin  (Abstr.,  1880,  865,  and  1882,  605),  and  thinks  the 
natural  and  artificial  products  are  identical.  He  traces  the  similar 
behaviour  of  both  with  reagents,  especially  towards  the  5  per  cent, 
potash  solution,  in  which  the  granular  forms  of  both  contract,  and 
assume  the  homogeneous  form.  The  author  thinks  it  probable  that 
there  are  two  groups,  ulmin  and  hum  in,  distinguishable  from  each 
other  with  great  difficulty.  Dopplerite  is  a  modification  of  ulmin 
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combinations  (Abstr.,  1883,  160,  427),  the  formation  of  dopplerite  is 
described,  so-called  stone-turf  being  the  intermediate  form  ;  the  pre¬ 
sence  of  much  water  and  little  air  are  favourable  to  its  production. 
Dopplerite  is  not  to  be  confounded  with  the  pitch  and  shining  coal 
found  and  described  by  Zincken.  J.  F. 

Comparative  Nitrifying  Effect  of  Various  Salts.  By  Pichard 
( Comjpt .  rend.,  98,  1289 — 1290). — In  barren  soils  consisting  almost 
entirely  of  sand,  the  nitrogen  of  organic  matter  is  not  converted  into 
nitrates  unless  a  small  quantity  of  nitrifying  earth  be  added.  Potas¬ 
sium,  sodium,  and  calcium  sulphates,  in  the  proportion  of  0*5  per 
cent.,  exert  an  energetic  nitrifying  action,  the  effect  being  especially 
marked  in  the  case  of  the  calcium  sulphate,  probably  on  account  of 
its  comparative  insolubility.  Other  things  being  equal,  nitrification 
is  more  complete  in  a  fine-grained  than  in  a  coarse-grained  soil, 
because  of  the  more  regular  aeration  and  moistening  of  the  former. 
The  nitrifying  power  of  equal  weights  of  different  salts,  that  of  cal¬ 
cium  sulphate  being  100,  is  as  follows : — 


Calcium  sulphate .  100*00 

Sodium  ,,  47*91 

Potassium  ,,  35*78 

Calcium  carbonate .  13*32 

Magnesium  ,,  12*52 


These  ratios  may  vary  with  the  strength  of  the  solutions  in  the 
case  of  potassium  and  sodium  sulphates,  but  in  the  other  cases  they 
may  be  regarded  as  constant.  Under  the  climate  of  Central  France, 
nitrification  in  calcareous  soils  or  in  soils  which  have  been  treated 
with  calcium  sulphate,  is  very  active  in  September  and  October. 
During  this  time,  the  proportion  of  nitric  nitrogen  to  total  nitrogen 
rose  to  26*15  per  cent,  in  a  soil  to  which  calcium  carbonate  had  been 
added,  and  to  46*29  per  cent,  in  a  soil  which  had  been  treated  with 
calcium  sulphate.  The  nitrifying  power  of  potassium  sulphate  ex¬ 
plains  the  success  which  attends  its  application  to  tobacco,  and  the 
similar  but  much  greater  power  of  calcium  sulphate  accounts  for  its 
beneficial  action  on  lucerne,  to  which  it  is  applied  in  the  form  of 
plaster  of  Paris,  or  of  superphosphate  rich  in  calcium  sulphate. 

The  application  of  plaster  of  Paris  in  the  proportion  of  0*5  to  1  per 
cent,  to  soils  poor  in  calcium  compounds  cannot  be  too  highly  recom¬ 
mended,  and  its  effect  will  be  especially  marked  on  clay  soils,  which 
do  not  allow  the  infiltration  of  the  nitrates.  If  the  presence  of  calcium 
sulphate  does  not  confer  fertility  on  soils  naturally  rich  in  gypsum,  it 
is  because  they  almost  always  contain  chlorides  of  the  alkalis  and 
alkaline  earths,  especially  sodium  chloride,  which  are  well  known  to 
be  detrimental  to  nitrification.  C.  H.  B. 

Stable  Manure.  By  P.  P.  Deh^rain  ( Gompt .  rend.,  98,  377 — 
380). — From  the  experiments  described  in  the  paper,  it  is  inferred 
that  the  high  temperatures  observed  in  manure  are  due  to  the  oxida¬ 
tion  of  organic  matter  by  free  oxygen ;  moreover,  this  oxidation  is 
only  partially  induced  by  a  definite  ferment  (bacilli),  whilst  the  dis- 
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engagement  of  marsh-gas  in  manure  deprived  of  oxygen  is  exclu¬ 
sively  due  to  the  action  of  the  ferment.  It.  R. 

Analysis  of  Peat  Litter.  By  M.  Fleischer  ( Bied .  Gentr 1884, 
210). — Analyses  of  three  samples  of  peat  litter  after  use  are  given; 
although  the  samples  were  moist,  they  were  not  sufficiently  so  to 
prevent  carriage  :  nitrogen,  potash,  and  phosphoric  acid  varied  con¬ 
siderably.  E.  W.  P. 

Manuring  Barley  and  Oats  with  Nitrogen  and  Phosphates. 

By  M.  Marcker  ( Bied .  Gentr .,  1884,  162 — 166). — Pott  has  previously 
stated  that  in  Saxony,  farmyard  manure  is  not  of  much  value  for 
barley,  nor  is  kainite.  The  author  has  applied  to  barley  after  sugar- 
beet  150  kilos.  Chili  saltpetre  per  hectare,  and  to  oats  200  kilos.  ; 
these  crops  were  grown  in  at  least  20  different  districts,  the  character 
of  the  soil  varying  from  sandy  to  heavy. 

It  was  found  that  on  the  average  the  yield  of  barley  was  raised  only 
7*5  per  cent.,  whilst  that  of  the  oats  was  increased  31 '7  per  cent. ;  but 
as  regards  the  straw,  the  increase  was  nearly  equal,  showing  that  the 
nitrogenous  manuring  exercises  a  more  intense  action  on  the  forma¬ 
tion  of  grain  in  the  oat  than  in  the  barley  plant.  In  another  set  of 
experiments,  40  kilos,  of  superphosphate  wTere  added  to  the  Chili  salt¬ 
petre,  with  the  result  that  the  yield  of  barley  was  very  largely  in¬ 
creased,  whilst  though  the  yield  of  oats  was  raised,  yet  it  was  only  to  a 
small  extent :  the  same  may  be  said  for  the  straw.  The  analyses  of 
the  ash  of  both  plants  does  not  explain  the  advantage  of  employing 
phosphate,  but  the  higher  yield  is  probably  due  to  a  deeper  ramifica¬ 
tion  of  the  roots,  whereby  a  better  use  can  be  made  of  the  materials 
present.  E.  W.  P. 

Manurial  Value  of  the  Lime-waste  of  Sugar  Factories.  By 

F.  Strohmer  {Bied.  Gentr.,  1884,  210). — -Water  33  per  cent.,  CaCO* 
57,  other  mineral  matter  1  per  cent.,  including  0’8  per  cent.  P205, 
organic  matter  9  per  cent.  (0*3  per  cent.  N).  E.  W.  P. 

Use  of  Superphosphates.  By  P.  P.  Deh^rain  ( Compt .  rend.,  98, 
1286 — 1289). — A  mere  determination  of  the  total  amount  of  phos¬ 
phoric  acid  in  a  soil  is  of  little  value  as  a  guide  to  the  use  of  super¬ 
phosphate.  It  is  necessary  to  ascertain  whether  the  phosphates  are 
soluble  in  carbonic  acid  (calcium  and  other  protoxides),  and  therefore 
assimilable  by  plants,  or  insoluble  in  carbonic  acid  (iron  and  other 
sesquioxides),  and  therefore  non-assimilable.  For  analytical  purposes, 
carbonic  acid  may  be  replaced  by  acetic  acid.  In  comparing  the 
amount  of  phosphoric  acid  in  different  soils,  the  depth  of  the  latter 
should  be  ascertained,  and  the  phosphoric  acid  stated  at  so  much  per 
superficial  area.  From  the  results  of  recent  experiments  by  different 
chemists,  it  would  seem  that  when  the  total  amount  of  phosphoric 
acid  is  more  than  4000  kilos,  per  hectare,  a  portion  being  soluble  in 
acetic  acid,  and  the  land  is  treated  regularly  with  farmyard  manure, 
the  use  of  superphosphates  is  unnecessary.  This  supposition,  how¬ 
ever,  requires  confirmation.  C.  H.  B. 
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Manuring  with  Crude  Ammonium  Superphosphate.  By  E. 

Wollny  ( Bied .  Centra  1884,  167 — 170). — When  superphosphate  is 
exposed  to  coal-gas  containing  ammonia,  but  freed  from  tar,  a  certain 
amount  of  ammonia  is  absorbed,  and  a  “crude  ammonium  superphos¬ 
phate  ”  containing  7*5  per  cent,  of  ammonia  is  produced  ;  but  at  the 
same  time  a  certain  quantity  of  thiocyanate  is  also  retained,  and  it 
was  thought  that  this  might  be  injurious  to  plants;  to  ascertain  this, 
the  ammonium  compound  was  compared  with  guano  as  to  its  action  on 
crops,  and  several  plants  were  manured  with  guano  to  which  ammo¬ 
nium  thiocyanate  was  added,  but  no  evil  consequences  were  observed 
so  long  as  the  quantity  was  not  more  than  10  kilos,  per  hectare  for  rape, 
peas,  and  turnips,  nor  more  than  20  kilos,  for  winter  rye.  In  another 
set  of  experiments,  crude  ammonium  superphosphate  was  tried  against 
superphosphate  to  which  ammonium  sulphate  had  been  added,  and 
with  a  similar  result,  that  no  harm  was  done  so  long  as  the  thiocyan¬ 
ate  did  not  exceed  a  definite  amount,  but  rather  otherwise  ;  and  that  of 
the  plants  employed,  potatoes  and  maize  were  the  most  susceptible  to 
the  harmful  action  of  the  thiocyanate.  E.  W.  P. 

Sulphuric  Acid  as  a  Manure.  By  H.  Fresenius  and  Stocks 
{Bied.  Centr .,  1884,  160 — 162). — Fresenius  considers  that  sulphuric 
acid  is  only  valuable  as  a  manure  in  soils  which  are  free  from  lime, 
but  rich  in  phosphates  (Abstr.,  1883,  681).  Stocks  experimented 
with  rye  on  sandy  soil,  meslin  and  barley  on  good  loam,  giving  to  the 
first  two  crops  96  kilos,  acid,  and  48  kilos.  Chili  saltpetre  per  hectare, 
whilst  the  third  crop  received  96  and  360  kilos.,  the  results  being  that 
although  there  was  an  increase,  yet  that  increase  did  not  compensate 
for  the  expense. 

Another  writer  composted  dead  “  Damm  ”  soil  with  acid,  and  gave 
it  to  barley  with  clover  and  to  sugar-beet ;  a  good  yield  was  obtained, 
but  this  is  ascribed  to  the  favourable  weather  and  not  to  the  manure. 
He  proposes  to  allow  the  compost  to  ripen  by  aid  of  the  atmosphere, 
and  not  by  acid.  E.  W.  P. 

Krugite  as  Manure  for  Potatoes.  By  J.  Karbe  (Bied.  Centr., 
1884,  210). — Four  centners  of  krugite  applied  in  addition  to  a  light 
dressing  of  farmyard  manure  and  If  centners  bone-meal  per  morgen, 
brought  an  increase  of  tubers  but  of  lower  starch-contents ;  the  abso¬ 
lute  yield  of  starch,  however,  was  increased  by  2  centners  per  morgen. 

E.  W.  P. 

Sodium  Chloride  as  a  Manure.  (Bied.  Centr.,  1884,  209.) — 
Stronger  applications  than  2  kilos,  per  fruit  tree  in  moist  weather  is 
not  advisable,  and  none  should  be  given  in  dry  weather. 


E.  W.  P. 
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Ammonium  Fluoride  as  a  Blowpipe  Reagent.  By  N.  W. 

Lord  ( Ghem .  News ,  49,  253). — A  few  grains  of  ammonium  fluoride 
are  added  to  a  drop  of  sulphuric  acid  on  a  piece  of  platinum,  the 
powdered  mineral  to  he  tested  is  then  mixed  in  to  form  a  paste.  This 
is  heated  gently  near  the  lower  part  of  the  flame  in  a  platinum  loop. 
By  this  means,  and  with  the  aid  of  a  hand  spectroscope,  boron,  potas¬ 
sium,  sodium,  and  lithium  are  readily  detected,  if  present,  even  in 
traces.  D.  A.  L. 

Flashing  Test  for  Gunpowder.  By  C.  E.  Munroe  ( Ghem .  News, 
49,  251 — 252). — Several  methods  of  testing  the  quality  of  gunpowder 
are  described,  but  in  the  author’s  words,  the  flashing  test  is  the 
simplest,  readiest,  and,  in  the  hands  of  an  expert,  the  best  test  for 
the  incorporation  of  powder;  therefore,  it  was  deemed  desirable  to 
have  permanent  records  of  such  tests.  With  this  object  in  view,  the 
following  method  is  recommended : — Pieces  of  paper  coloured  with 
Turnbull’s  blue  (similar  to  the  paper  used  in  the  “  Blue  Print  Process  ” 
of  photography)  about  20  cm.  square,  are  moistened,  and  placed  on  a 
sheet  of  glass  or  copper ;  the  powder  is  filled  evenly  into  a  truncated 
leaden  cone,  3  cm.  capacity  ;  this  is  inverted  on  the  paper  and  removed, 
when  the  powder  is  left  in  a  conical  heap,  and  is  fired  by  means  of  a 
hot  iron,  copper,  or  platinum  wire,  and  after  30  seconds  the  paper  is 
washed  under  a  jet  of  water.  Good  powrders  produce  a  blackening 
and  bleaching,  where  the  heap  comes  in  contact  with  the  paper, 
whilst  fine  spots  (and  a  few  smutches)  are  uniformly  distributed  over 
the  whole  surface  of  the  paper,  which  then  has  the  appearance  of 
being  a  paler  blue,  with  occasional  spots  and  streaks  ;  badly  incor¬ 
porated  powders  give  rise  to  spots  of  irregular  shape  and  distribution. 
This  results  from  the  combustion  being  more  regular  the  finer  the 
ingredients  and  the  more  uniform  and  intimate  the  mixture  is.  The 
action  is  due  to  the  formation  of  alkaline  carbonates  during  the  com¬ 
bustion  of  gunpowder.  The  paper  is  prepared  by  sponging  it  evenly 
out  of  contact  with  sun  (day)  light,  with  a  mixture  of  a  solution  of 
potassium  ferricyanide  and  ammonium  ferrous  citrate ;  it  is  then 
allowed  to  dry  spontaneously,  and  the  blue  colour  is  developed  by 
four  or  five  hours’  exposure  to  strong  sunlight.  For  use,  the  paper  is 
immersed  in  a  stream  of  water  for  five  minutes,  put  on  the  glass 
plate,  and  excess  of  moisture  removed  by  filter  or  blotting  paper, 

D.  A.  L. 

Estimation  of  Moisture  in  Amylaceous  Matters.  By  L. 

Bondonneau  ( Gow.pt .  rend.,  98,  153 — 155). — To  avoid  errors  in  the 
estimation  of  moisture  in  starches,  &c.,  the  substance  should,  if  neutral, 
be  very  slowly  raised  (1  hour  required)  to  the  temperature  of  100° ; 
but  if  it  be  distinctly  acid,  then  that  acid  should  previously  be 
neutralised  by  mixing  the  substance  with  a  little  distilled  water,  to 
which  a  drop  or  two  of  ammonia  has  been  added,  and  the  drying  is 


928 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


then  effected  at  a  temperature  not  exceeding  40°,  until  it  is  nearly 
complete,  when  the  heat  is  slowly  increased  to  100°. 

R.  R. 

Examination  of  Potash.  By  H.  Hager  ( Dingl .  polyi.  252, 
86). — On  adding  silver  nitrate  to  a  5  per  cent,  solution  of  potassium 
carbonate,  a  yellowish- white  precipitate  is  formed,  which  is  white  when 
potassium  hydrogen  carbonate  is  present.  On  placing  the  test-tube 
in  hot  water,  the  precipitate  should  remain  unaltered ;  when  however 
sulphides,  traces  of  sulphites,  or  thiosulphates  are  present,  it  assumes 
a  grey,  brown,  or  black  colour.  I).  B. 

Examination  of  Gas  Liquor.  By  S.  Dyson  (Dingl.  polyt.  J., 
251,  457 — 459). — According  to  the  author,  the  following  substances 
may  be  expected  to  occur  in  gas  liquor : — Ammonium  sulphide, 
ammonium  carbonate,  ammonium  chloride,  ammonium  thiocyanate, 
ammonium  thiosulphate,  ammonium  sulphite,  ammonium  thiocarbon- 
ate,  ammonium  sulphate,  ammonium  ferrocyanide,  ammonium  cyanide, 
and  ammonium  acetate. 

To  detect  ammonium  thiocarbonate,  zinc  sulphate  is  added,  and  the 
precipitate  filtered  off  and  washed  with  cold  water  into  a  small  flask 
connected  with  a  condenser.  On  heating  it,  the  zinc  thiocarbonate  is 
split  up,  carbon  bisulphide  being  evolved,  which  is  readily  recognised 
by  its  odour,  and  if  necessary  its  quantity  may  be  determined  with 
triethylphosphine,  and  weighed  as  PEt3CS2.  For  the  determination 
of  ammonium  thiocyanate,  gas  liquor  is  treated  with  zinc  sulphate, 
the  solution  filtered,  and  the  filtrate  tested  with  ferric  chloride.  For 
the  detection  of  ammonium  thiosulphate,  gas  liquor  is  treated  with 
zinc  sulphate,  the  solution  filtered,  and  barium  chloride  added  to  the 
filtrate.  The  filtrate  is  acidulated  with  hydrochloric  acid  and  heated. 
Sulphur  separates  with  evolution  of  sulphurous  anhydride.  By  pre¬ 
cipitating  the  sulphides  with  zinc  sulphate,  acidulating  the  filtrate 
with  acetic  acid,  and  adding  sodium  nitroprusside,  potassium  ferro¬ 
cyanide  gives  a  purple-red  precipitate  if  sulphites  are  present.  For 
the  detection  of  chlorine  in  gas  liquor,  zinc  sulphate  is  added,  the 
solution  filtered,  and  ferrous  and  copper  sulphate  added  to  the  filtrate. 
The  solution  is  again  filtered,  acidulated  with  nitric  acid,  and  tested 
for  chlorine  with  silver  nitrate.  To  detect  ammonium  acetate,  the 
liquor  is  evaporated  to  dryness,  the  residue  taken  up  with  water, 
treated  with  a  hot  saturated  solution  of  silver  sulphate,  filtered, 
washed  with  hot  water,  and  the  filtrate  distilled  with  dilute  sulphuric 
acid.  The  distillate  contains  the  acetic  acid. 

A  sample  of  gas  liquor  from  Leeds  registered  4T5°  Twaddell  = 
1*0207  sp.  gr.  at  22°.  It  contained  sulphides,  carbonates,  chlorides, 
thiocyanates,  thiosulphates,  sulphates,  and  ferrocyanides.  For  the 
quantitative  determination  of  the  ammonia,  25  c.c.  of  the  gas  liquor 
were  distilled  with  magnesia  (Lunge,  this  vol.,  776).  For  the 
determination  of  carbonic  anhydride,  50  c.c.  of  the  liquor  are  precipi¬ 
tated  with  calcium  chloride.  The  precipitated  calcium  carbonate  is 
filtered  off,  dissolved  in  50  c.c.  standard  hydrochloric  acid,  and  the 
solution  titrated  back  with  soda.  To  determine  the  chlorine  quanti¬ 
tatively,  50  c.c.  are  evaporated  to  dryness,  the  residue  is  taken  up 
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with,  water  and  filtered ;  the  filtrate  is  then  mixed  with  a  solution  of 
ferrous  sulphate  and  copper  sulphate,  filtered,  treated  with  nitric 
acid  and  silver  nitrate,  and  the  precipitate  boiled,  collected,  and 
weighed.  For  the  determination  of  the  total  sulphur,  25  c.c.  of  the 
liquor  are  treated  gradually  with  water,  acidulated  with  hydrochloric 
acid,  and  containing  an  excess  of  bromine ;  the  excess  of  bromine  is 
expelled  by  boiling,  and  the  solution  filtered  and  precipitated  with 
barium  chloride.  The  sulphides  are  determined  by  adding  zinc  sul¬ 
phate  and  ammonium  chloride  to  25  c.c.  of  the  liquor,  filtering,  wash¬ 
ing  the  precipitate  with  water  slightly  acidulated  with  hydrochloric 
acid  and  containing  an  excess  of  bromine,  heating  to  expel  the  excess 
of  bromine,  filtering,  and  adding  barium  chloride  to  the  filtrate.  For 
the  determination  of  the  thiocyanates,  50  c.c.  are  evaporated  to  dry¬ 
ness,  the  residue  heated  at  100°  for  four  hours,  then  extracted  with 
alcohol,  the  latter  expelled  by  evaporation,  the  residue  taken  up  with 
water,  filtered,  and  precipitated  with  sulphurous  acid  and  copper 
sulphate:  2NH4CNS  +  2CuS04  +  H2S03  +  H20  =  Cua(CNS)a  + 
(NH4)2S04  +  2H2S04.  The  precipitated  cuprous  thiocyanate  is  dis¬ 
solved  in  nitric  acid  and  thrown  down  with  sodium  hydroxide ;  the 
resulting  cupric  oxide,  when  multiplied  by  0*96,  gives  the  equivalent 
amount  of  ammonium  thiocyanate.  The  sulphates  are  determined  by 
evaporating  250  c.c.  of  gas  liquor  to  dryness,  adding  water,  removing 
the  sulphides  with  zinc  oxide,  and  precipitating  the  sulphates  in  the 
filtrate  with  barium  chloride.  To  determine  the  ferrocyanides,  250  c.c. 
are  evaporated,  the  residue  dissolved  in  water,  the  solution  filtered, 
and  ferric  chloride  added  to  the  filtrate.  The  precipitate  is  decom¬ 
posed  with  caustic  soda,  and  the  resulting  ferric  oxide  titrated  with 
potassium  permanganate.  1  litre  of  gas  liquor  treated  in  this  way 
was  found  to  contain — 


Total  ammonia . . 

20-45 

grams 

Total  sulphur . 

3*92 

?> 

Ammonium  sulphide  .... 

3-03 

?  ? 

,,  carbonate  .... 

39T  6 

?? 

,,  chloride . 

1423 

5? 

,,  thiocyanate  . . 

1-80 

?? 

,,  sulphate  .... 

0T9 

?? 

,,  thiosulphate  . . 

2-80 

?! 

,,  ferrocyanide  . . 

0-41 

?? 

Estimation  of  Phosphoric  Acid :  Oxalic  Acid  Method  as 
Compared  with  the  Molybdic  Method.  By  D.  Lindo  (Chem. 
News,  49,  247 — 249). — From  the  results  of  previous  experiments 
(this  vol.,  493 — 497)  it-  is  assumed  that  the  molybdic  method  properly 
conducted  can  be  safely  taken  as  a  standard.  Therefore  in  the 
present  communication  several  results  are  published  of  analyses  of 
phosphatic  mineral  manures  by  the  oxalic  and  molybdic  methods. 
From  these,  it  is  inferred  that  as  a  rule  the  oxalic  acid  method  does  not 
give  strictly  accurate  results,  owing  to  the  practical  impossibility  of 
removing  all  the  silica  from  solution  ;  and  a  minute  quantity  of  this 
substance  in  the  presence  of  alumina  is  sufficient  to  impair  the  result, 
vol.  xlvi.  3  r 
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Ferric  oxide  does  not  act  in  this  way,  except  when  present  in  notable 
quantities.  Aluminium  silicate  is  slightly  soluble  in  ammonium 
citrate,  but  is  precipitated  by  magnesia  mixture.  Silica  should  also 
be  removed,  as  completely  as  possible,  before  adding  ammonium 
molybdate.  In  order  to  avoid  any  inconvenience  with  regard  to  lime, 
with  the  oxalic  acid  method,  the  author  proceeds  as  follows  :  Nearly 
neutralise  with  ammonia,  precipitate  with  oxalate,  heat,  filter,  con¬ 
centrate,  filter  again,  make  up  filtrate  to  usual  volume,  add  15  to 
2  grams  citric  acid,  then  ammonia  and  magnesia  mixture.  Ammo¬ 
nium  citrate  retards  the  precipitation  of  calcium  oxalate  considerably ; 
therefore  if  the  phosphoric  precipitate  is  filtered  off  after  four  hours, 
or  when  sufficient  excess  of  magnesium  mixture  is  employed,  two  hours 
is  long  enough  :  there  is  no  fear  of  any  calcium  being  precipitated. 
The  methods  employed  are  fully  described.  D.  A.  L. 

Estimation  of  the  Fuel  Value  of  Coal  aeeording  to  Scheurer- 
Kestner.  By  F.  Stohmann  ( Dingl .  polyt.  J .,  252,  73 — 78). — This 
is  a  reply  to  Seheurer-Kestner’s  criticisms  that  have  appeared  on  the 
results  of  some  observations  made  by  the  author  with  a  new  apparatus 
which  Scheurer-Kestner  considers  to  be  only  a  modification  of  Frank- 
land’s  calorimeter  discarded  by  the  inventor  as  inaccurate. 

D.  B. 

Estimation  of  Starch  and  Glucose  in  Food.  By  C.  Faulen- 
bach  ( Bied .  Centr .,  1884,  71). — This  is  a  modification  of  the  method 
of  Medicus.  In  order  to  obtain  the  starch  in  a  soluble  form,  a  solution 
of  diastase  is  prepared  in  the  following  manner : — -3^  kilos,  of  new 
malt  is  pounded,  mixed  with  2  litres  of  water  and  4  litres  of  glycerol, 
digested  for  eight  days,  decanted,  pressed,  and  filtered.  5  drops  of 
this  solution  is  sufficient  to  transform  1  gram  of  starch  :  15  drops  con¬ 
tain  1  mm.  of  sugar,  and  the  author  deducts  that  proportion  from  the 
result.  After  the  transformation  of  the  starch,  the  liquid  is  diluted  to  a 
determined  volume,  filtered,  and  a  portion  inverted  with  hydrochloric 
acid;  after  exact  neutralisation,  the  quantity  taken  is  diluted  so  that 
it  may  contain  0T  to  0'2  per  cent,  sugar  ;  the  reduction  proportion 
between  Fehling’s  solution  and  glucose  stands  at  100  to  0’509.  Titra¬ 
tion  is  first  tried  with  10  c.c.  of  sugar  solution  and  varying  quantities 
of  Fehling’s  solution ;  40  c.c.  are  used  for  the  final  estimation. 

J.  F. 

Examination  of  Cane-sugar  and  Dextrose;  Decolorising 
Dextrose  Solutions.  By  Casamajor  and  others  ( Bied .  Centr .,  1884, 
198). — Place  the  doubtful  cane-sugar  in  a  cup,  add  sufficient  water  to 
make  it  moist,  heat  to  50 — 100°.  In  10  minutes  the  adulterated  (with 
dextrose)  sugar  will  form  a  gummy  mass,  which  when  cooled  will 
still  remain  gummy,  whilst  the  pure  cane-sugar  becomes  drier  than 
when  hot.  A  more  exact  test  is  that  of  polarisation,  when  dextrose 
shows  rotatory  power  immediately  after  solution,  which  is  not  the 
case  with  cane-sugar.  Fehling’s  solution  shows  in  common  solutions 
the  presence  of  a  reducing  agent  to  the  extent  of  5  per  cent.,  whilst  in 
adulterated  sugar  20  per  cent,  is  found.  To  decolorise  grape-sugar 
solutions,  v.  Korwin  and  Rosenblum  add  potassium  permanganate  equal 
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to  0'2  per  cent,  of  the  weight  of  starch ;  this  is  added  to  sugar  solution 
at  45°,  to  which  chalk  has  been  added,  and  then  the  precipitate  is 
filtered  off,  and  the  liquid  evaporated  down  to  sp.  gr.  1*5  at  45°. 

E.  W.  P. 


Testing  of  Yeast.  By  E.  Meissl  (Bled.  Centr .,  1884,  205 — 207). 
— A  mixture  of  400  grams  pure  cane-sugar,  25  grams  ammonium 
hydrogen  phosphate,  and  25  grams  potassium  hydrogen  phosphate  is 
prepared,  and  of  this  4’ 5  grams,  dissolved  in  50  c.c.  plain  water,  is 
introduced  into  a  light  70 — 80  cm.  flask  fitted  with  a  cork,  through 
which  two  tubes  pass.  One  of  these  is  bent  at  right  angles,  the 
longer  portion  reaching  nearly  to  the  bottom  of  the  flask,  whilst  the 
shorter  part  may  be  closed  by  a  stopper;  the  other  tube  carries  a 
calcium  chloride  tube.  1  gram  of  the  yeast  is  then  placed  in  the 
flask,  and  the  whole  well  shaken.  After  weighing  and  heating  at  30° 
for  six  hours,  the  flask  and  its  contents  are  rapidly  cooled,  the  stopper 
opened,  the  carbonic  anhydride  removed,  and  the  whole  again 
weighed.  The  results  thus  obtained  (which  represent  the  fermentative 
power  of  the  yeast)  are  compared  with  those  obtained  by  the  use  of 
an  ideal  and  normal  yeast  producing  from  4’5  grams  of  the  sugar 


mixture,  1*75  grams  C02,  thus  : 


C02  found 


X 


100 

1*75 


=  fermentative 


power. 


E.  W.  P. 


Examination  of  Olive  Oil.  By  S.  Carpi  (Dingl.  poly t.  /.,  252, 
87). — The  author  has  found  that  on  cooling  cotton-seed  oil  for  three 
hours  at  —20°  it  is  less  firm  in  consistence  than  olive-oil  treated  in  the 
same  manner.  D.  B. 


Examination  of  Tannin  Extracts.  By  F.  Simand  (Dingl. 
polyt.  J .,  252,  471).' — For  the  estimation  of  tannin  in  tannin  extracts 
the  use  of  Lowenthal’s  improved  method  (Abstr.,  1883,  391),  is 


Extract  of 

■ 

Dissolved  in  cold 
H20.  Tannin. 

Dissolved  in  hot 
H20.  Tannin. 

Difference  on 

100  pts.  of 
extract. 

Calculated  on 

100  pts.  tannin. 

Remarks. 

Quebracho  wood 
(solid) . 

Per  cent. 

70*09 

Per  cent. 

73  -08 

2-99 

4*09 

The  commercial  product 

Valonia  (solid) 

68*59 

70-44 

1-85 

2-62 

dried  before  analysis. 
Prepared  by  the  author 

Oak  wood . 

15*09 

15  47 

0-38 

2-45 

and  dried  before  analysis. 
18°  B.,  prepared  by  the 

Fir  wood . 

13-72 

14-31 

0-59 

4*13 

author. 
32°  B.  ) 

| 

Oak  bark . 

23  -72 

24-37 

0-65 

2*67 

32°  B. 

^  Commercial  ex- 

Chestnut  wood. 

22-68 

23-52 

0-84 

3*57 

31°  B.  I 

f  tract. 

Sumach . 

10*75 

13*38 

2-63 

19*66 

34°  B.  J 

! 

3  r  2 
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strongly  recommended.  It  is  shown,  however,  that  when  the  solution 
is  prepared  with  hot  water,  a  larger  percentage  of  tannin  is  obtained 
than  when  the  extract  is  dissolved  in  cold  water.  Hence  in  investi¬ 
gating  tannin  extracts,  it  should  always  be  stated  whether  hot  or 
cold  water  has  been  used  for  dissolving’  the  extract.  The  subjoined 
table  (p.  931)  gives  the  author’s  results. 

D.  B. 
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Self-purification  of  Sewage-contaminated  Rivers.  By  F. 

Hulwa  ( Bied .  Gentr .,  1884,  1 — 2).— This  paper  is  the  result  of  investi¬ 
gations  made  by  the  author  on  the  water  of  the  River  Oder  before  it 
entered  and  after  it  had  passed  through  the  city  of  Breslau,  receiving 
in  its  transit  the  sewage  of  the  city.  The  standard  of  purity  adopted 
was  a  minimum  (in  100,000  parts)  of  50  parts  total  residue,  1*5  nitric 
acid,  3  chlorine  and  traces  of  ammonia  and  albuminoid  ammonia, 
0‘25  of  oxygen  to  oxidise  organic  matter,  and  18°  to  20°  of  hardness 
(German  scale). 

According  to  this  scale,  the  water  of  the  river  before  entering 
Breslau,  although  slightly  contaminated,  yielded  an  excellent  drinking 
water  after  being  filtered.  In  its  progress  through  the  city  the  river 
shows  increasing  pollution,  and  at  its  exit  was  greatly  polluted ;  a 
short  distance  down  the  river  the  effects  of  dilution  became  evident; 
the  self-purification  of  the  river  by  the  combined  action  of  the  oxygen 
of  the  air  and  of  vegetable  and  animal  life  in  the  stream  itself  were 
very  marked,  the  impurities  diminishing  so  rapidly  that  at  14  kilos, 
distant  from  the  city  the  water  was  as  pure  as  when  it  entered  it, 
neither  chemical  nor  microscopical  tests  showing  serious  impurity. 
The  author  thinks  it  a  mistake  to  forbid  the  outflow  of  sewage  into 
rivers,  provided  that  the  outfall  is  below  the  city,  and  the  rapidity 
and  volume  of  the  stream  are  sufficient  to  carry  the  sewage  to  such 
a  distance  as  will  allow  the  operation  of  natural  causes  of  purification. 

J.  F. 

Preservative  Effect  of  Ether-  and  Chloroform-vapour  on 
Organic  Substances.  By  R.  Dubois  (Bied,  Gentr.,  1884,  72). — 
Pears  were  placed  under  bell-glasses,  the  air  of  which  was  saturated 
with  the  vapour  of  chloroform,  ether,  alcohol,  or  water.  The  fruit  in 
the  first  two  vapours  became  discoloured  in  a  few  hours  ;  in  alcohol- 
vapour  after  two  or  three  days,  in  the  water- vapour  they  preserved 
their  appearance  many  days.  Weighed  after  many  months  the  loss 
was  :  Chloroform,  6*75  per  cent.  ;  ether,  2*5  percent. ;  alcohol,  0*6  per 
cent.  ;  and  water- vapour,  1T4  per  cent.  The  fruit  in  the  latter  case 
was  covered  with  a  coat  of  mould. 

In  other  experiments  with  anatomical  preparations  and  whole 
animals,  under  glasses  filled  with  ether- vapour,  there  was  no  decom- 
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position,  only  a  loss  of  moisture.  Blood  so  treated  showed  no  altera¬ 
tion  of  the  corpuscles  after  a  long  time —they  were  only  drawn 
together  somewhat  more  closely.  J.  F. 

Influence  of  Calcination  and  of  Carbonic  Anhydride  on  the 
Setting  of  Hydraulic  Cements.  By  E.  Landrin  ( Compt .  rend,, 
98,  1053 — -1055.  Compare  Abstr.,  1883,  754,  830). — The  silicate, 
Si02,2Ca0,  was  prepared  by  heating  pure  lime  and  silica  in  the 
proper  proportions  at  a  bright-red  heat  for  several  hours.  The 
product  remained  pulverulent,  but  was  completely  soluble  in  hydro¬ 
chloric  acid.  In  one  case  only  was  it  scoriaceous  as  described  by 
Berthier.  When  this  silicate  is  moistened  with  water,  no  heat  is 
developed,  and  after  24  hours  it  acquires  the  consistency  of  soap,  bat 
its  hardness  is  not  increased  even  after  many  months.  If,  however, 
the  substance,  either  freshly  prepared  or  after  it  has  been  in  contact 
with  water  for  some  time,  is  brought  in  contact  with  water  charged 
with  carbonic  acid,  it  rapidly  sets  and  the  hardness  of  the  mass  in¬ 
creases  as  the  absorption  of  carbonic  anhydride  progresses. 

The  silicate,  Si02,CaO,  was  obtained  in  three  forms  by  roasting 
its  constituents  at  a  high  temperature  for  different  lengths  of  time, 
viz.,  A,  pulverulent ;  B,  fritted ;  and  C,  fused.  All  these  products 
were  readily  and  completely  soluble  in  hydrochloric  acid.  When  finely 
powdered  and  moistened  with  water,  A  and  B  set  without  develop¬ 
ment  of  heat  in  exactly  the  same  manner  as  mixtures  of  hydraulic 
silica  and  lime,  but  C  did  not  set  even  after  immersion  in  water  for 
several  years.  If,  ho w ever,  they  are  placed  in  water  charged  with 
carbonic  acid,  all  three  varieties  set  and  become  extremely  hard. 

It  is  evident  that  calcium  silicates  set  wdth  difficulty  after  being 
heated  to  a  high  temperature,  and  in  all  cases  do  not  harden  under 
water.  In  order  to  obtain  the  maximum  hydraulicity,  the  process  of 
calcination  should  be  continued  sufficiently  long  to  convert  all  the 
silica  into  hydraulic  silica  without  fusing  the  product.  The  absorp¬ 
tion  of  carbonic  anhydride  is  an  essential  factor  in  the  setting  of 
hydraulic  cements,  and  is  the  only  factor  which  determines  the 
ultimate  hardening  of  the  mass.  C.  H.  B. 

Application  of  Electricity  in  Chemical  Industry.  By  F. 

Fischer  (Dimjl.  pohjt.  J .,  251,  418 — 424). — Hermann  (Ger.  Pat. 
24,682,  April,  1883)  recommends  the  electrolytical  deposition  of  zinc 
from  dilute  solutions  of  the  sulphate  by  the  aid  of  potassium,  sodium, 
ammonium,  strontium,  magnesium,  or  aluminium  sulphates,  used 
singly  or  mixed  together.  Kiliani  states  that  during  the  electrolysis 
of  a  solution  of  zinc  sulphate  of  1*38  sp.  gr.  (the  anodes  and  cathodes 
consisted  of  zinc  plates),  the  evolution  of  gas  is  greatest  with  a  weak 
current,  diminishing  with  an  increasing  current,  and  ceasing  when 
3  mgrms.  of  zinc  are  deposited  on  1  square  centimetre  pole  surface 
per  minute.  The  deposits  obtained  with  strong  currents  were  firm. 
From  a  10  per  cent,  solution,  the  precipitate  was  obtained  in  the  best 
form  with  a  current  of  from  0‘4  to  0‘2  mgrm.  zinc.  From  weak  solu¬ 
tions,  the  zinc  was  always  deposited  in  a  spongy  condition  with  evolu¬ 
tion  of  much  hydrogen.  Kiliani  concludes  that  the  size  of  the  pole 
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surfaces  depends  on  the  intensity  of  the  current  and  the  concentra¬ 
tion  of  the  solution. 

For  the  extraction  of  metals  from  ores,  Bias  and  Miest  employed  a 
process  which  depends  on  the  fact  that  the  natural  sulphides  conduct 
electricity  when  they  are  rolled  into  plates  whilst  hot.  These  plates 
are  then  suspended  as  anodes  in  a  suitable  bath.  For  the  separation 
of  zinc  from  blende  the  bath  consists  of  zinc  sulphate,  and  the  follow¬ 
ing  reaction  takes  place : — ZnS04  +  ZnS  =  Zn  -f  S  +  ZnS04.  The 
advantages  of  this  process  are  (1)  the  ores  do  not  require  to  be 
roasted;  (2)  the  sulphur  is  obtained  as  such;  (3)  less  current  energy 
is  required  for  the  decomposition  of  zinc  sulphide.  In  the  case  of 
galena,  a  bath  of  lead  nitrate  is  used.  Marchese  has  patented  a 
similar  process,  the  essential  difference  being  the  suspension  in  the 
depositing  tanks  of  the  ores  in  lumps  or  small  pieces  filled  into  iron 
baskets. 

Referring  to  the  electrolytic  extraction  of  copper,  the  author  states 
that  the  firm  of  Siemens  and  Halske  of  Berlin  have  five  machines  Ci, 
each  with  12  baths  in  action  at  the  Oker  Works.  Each  machine  is 
worked  with  a  water  power  of  4  to  5  e.  and  deposits  1  kilo,  copper 
per  cell  per  hour,  i.e.,  about  300  kilos,  per  diem.  At  the  North 
German  Refining  Works  in  Hamburg,  six  Gramme  machines  (No.  1) 
and  one  Wohlwill  machine  are  in  operation  precipitating  2500  kilos, 
of  copper  daily.  Oescher  and  Mesdach  have  constructed  a  Gramme 
machine  according  to  Wohl will’s  instructions,  which  yields  800  kilos, 
of  copper  daily.  Hilarion  Roux  in  Marseilles  works  with  a  No.  1 
Gramme  machine  (5  e.)  connected  with  40  baths  having  900  square 
meters  anode  surface ;  the  cathodes  are  only  0*5  mm.  thick,  and  are 
5  cm.  from  the  anodes.  The  machine  makes  850  revolutions  a 
minute,  consumes  240  kilos,  coal  per  day,  and  deposits  with  8  volts 
and  300  amperes  250  kilos,  of  refined  copper. 

Keith’s  process  for  refining  lead  is  worked  by  the  Electro-metal 
Refining  Company  in  New  York.  The  bath  consists  of  lead  sulphate 
dissolved  in  sodium  acetate ;  gold,  silver,  and  antimony  are  retained 
by  the  anode. 

The  deposition  of  aluminium  by  electrolytic  means  is  discussed  by 
the  author.  According  to  Weldon,  the  cost  of  preparing  alumina 
from  bauxite  at  Pechiney’s  works  at  Salindres,  amounts  to  9*7  per 
cent.,  that  of  the  preparation  of  double  chloride  of  aluminium  and 
sodium  33*4  per  cent.,  and  for  the  decomposition  of  the  double 
chloride  with  metallic  sodium  56*9  per  cent,  of  the  total  expenditure. 
The  manufacture  of  1  kilo,  sodium  costs  about  7  shillings,  the  largest 
item  being  for  the  costs  of  the  vessels  in  which  the  sodium  caidbonate 
is  heated  with  powdered  charcoal,  and  which  are  so  rapidly  destroyed 
that  their  cost  stands  for  one-half  the  total  cost  of  sodium,  and  a 
third  of  the  total  cost  of  aluminium.  It  is  further  considered  an 
impossibility  to  reduce  alumina  by  carbon,  for  the  reactions  which 
occur  correspond  with  the  following  numbers  : — 
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2Alo03  +  3C  =  2A12  +  3C0* 

—  783,200  +  291,000  =  -492,200  cal. 

A1203  +  3C  =  Al2  +  3CO 

-391,600  +  85,770  =  -305,830  cal. 

A12C16  +  3H2  =  Ala  +  6HC1 

-321,870  +  132,000  =  -189,870  cal. 

That  in  spite  of  these  unfavourable  theraiochemical  relations, 
sodium  can  be  formed  from  sodium  carbonate  and  carbon  is  explained 
by  Weldon  as  follows  : — When  a  mixture  of  sodium  carbonate  and 
carbon  is  heated  intensely,  some  of  the  sodium  oxide  becomes  disso¬ 
ciated,  and  the  carbon  then  combines  with  the  oxygen,  sodium  being 
liberated.  The  temperature  required  for  the  dissociation  of  A1203  is, 
however,  considered  to  be  unattainable  on  a  large  scale. 

The  author  is  of  opinion  that  if  this  explanation  is  correct  there 
should  be  no  difficulty  in  obtaining  this  dissociation  temperature  by 
the  aid  of  the  electric  furnace.  Moreover  the  reaction  C  +  2H20  = 
C02  +  2H2  corresponds  with  —136,800  +  97,000  =  — 39,890  cal.,  and 
yet  it  takes  place  when  steam  is  passed  over  lignite  coke  heated  to 
300 — 350°,  a  temperature  at  which  steam  could  not  undergo  dissocia¬ 
tion  ;  the  reaction  ZnO  -j-  C  =  Zn  +  CO  yields  — 85,430  +  28,590= 
—  56,840  cal.  If  therefore  heat  be  supplied  by  external  means  reactions 
accompanied  by  the  absorption  of  heat  would  be  possible. 

For  the  separation  of  iron  from  the  solutions  of  aluminium  sul¬ 
phate,  sodium  sulphate,  &c.,  Lowig  and  Co.  in  Goldschmieden  deposit 
the  iron  electrolytically.  When  treating  solutions  of  sulphates,  the 
anode  is  to  be  of  lead.  The  separation  of  the  iron  does  not  take  place 
unless  the  production  of  oxygen  at  the  anode  can  be  almost  entirely 
prevented.  This  is  effected  either  by  using  an  anode  with  a  large 
surface  or  by  causing  as  much  resistance  as  possible  to  be  offered  to 
the  passage  of  the  current  at  the  anode.  D.  B. 

The  so-called  Burning  of  Iron  and  Steel.  By  A.  Ledebuhr 
(Dingl.  polyt.  251,  506 — 509). — The  author  attributes  the  burn¬ 
ing  of  iron  to  prolonged  exposure  to  the  action  of  red-hot  fuel  gases. 
A  cast-iron  plate  which  had  been  exposed  for  several  years  to  the 
flame  of  a  coal  fire  had  the  following  composition  : — 


Graphite  .  0*960 

Combined  carbon  .  — 

Iron .  68*386 

Sulphur .  0*079 

Arsenic .  0*056 

Phosphorus . 0*269 

Copper,  nickel .  0*125 

Oxygen  combined  with  iron,  sulphur,  arsenic,  phos¬ 
phorus,  copper,  and  nickel  .  27*804 

Manganous  oxide .  0*030 

Silicic  acid  . 2*328 


When  wrought  iron  is  heated  to  or  near  its  fusing  point  f*nd  cooled 
slowly,  without  being  welded,  it  becomes  burnt  iron.  A  piece  of 
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melted  wrought  iron  taken  from  the  bottom  of  a  gas-mill  furnace  at 
Riesa  gave  on  analysis — 

C.  Si.  P.  S.  O.  Mn.  Cu.  CoNi. 

0-052  —  0-223  —  0-177  —  0*450  0*157 

From  a  series  of  experiments  on  the  burning  of  iron  and  steel,  the 
author  infers  that  the  carbon  in  steel  containing  small  quantities  of 
manganese  and  silicon,  burns  away  and  thus  reduces  the  hardness, 
firmness,  and  elasticity  of  the  steel,  whilst  the  carbon  in  steel  rich  in 
silicon  and  manganese  does  not  burn  away  but  is  probably  oxidised, 
which  operation  alters  the  properties  of  steel.  Iron,  however,  is  not 
oxidised  in  a  similar  manner.  D.  B. 

Process  for  Phosphorising  Bronze  or  Brass.  By  J.  Whiting 
( Dingl .  polyt.  J .,  251,  431). — Bronze  or  brass  wire  is  placed  for  some 
time  in  a  solution  of  0*125  to  5  per  cent,  phosphorus  dissolved  in 
ether,  carbon  bisulphide,  or  olive-oil,  5  to  10  per  cent,  of  sulphuric 
acid,  and  85  to  95  per  cent,  water.  The  metal  takes  up  phosphorus. 
The  wire  is  then  drawn  a  size  finer  and  introduced  into  a  closed 
retort,  the  bottom  is  covered  with  a  thin  layer  of  phosphorus  so  that 
the  resulting  vapours  come  in  contact  with  the  wire.  After  this  the 
wire  is  packed  in  wood-charcoal  and  ignited,  and  heated  until  it 
softens,  and  can  be  drawn  a  size  still  smaller.  This  treatment  is 
alternately  repeated  until  the  wire  has  been  reduced  to  the  desired 
fineness.  Wire  prepared  in  this  manner  is  said  to  be  more  indestruc¬ 
tible,  takes  a  higher  polish,  and  is  less  subject  to  corrosion. 

D.  B. 

Researches  on  Russian  Petroleum  and  Petroleum  Lamps. 

By  J.  Biel  {Dingl.  polyt .  /.,  252,  119 — 123). — Tt  is  shown  that  the 
smaller  the  amount  of  luminosity  afforded  by  a  petroleum  lamp  the 
greater  is  the  consumption  of  oil  calculated  on  100  units  of  illumi¬ 
nating  power  produced.  A  lamp  burns  proportionately  the  smallest 
quantity  of  petroleum  when  it  develops  its  full  degree  of  brilliancy. 
The  length  of  wdck  up  which  the  petroleum  has  to  travel,  that  is,  the 
capillary  attraction  of  petroleum,  depends  on  the  boiling  point  or  the 
percentage  of  oils  boiling  above  270°,  and  is  influenced  by  the  diame¬ 
ter  of  the  wick.  In  order  to  adapt  the  German  round  burners  to 
Russian  petroleum  it  is  necessary  to  shorten  the  lower  part  of  the 
glass  chimney.  Flat  burners  consume  from  34  to  38  per  cent,  more 
oil  than  round  burners,  the  luminosity  being  the  same  in  each  case. 
Efforts  should  be  made  to  induce  the  Russian  petroleum  industry  to 
produce  a  petroleum  oil  for  general  use  which  shall  not  give  off  an 
inflammable  vapour  under  35°,  and  contain  at  the  same  time  up  to 
30  per  cent,  of  heavy  oils.  It  is  further  recommended  to  determine 
the  quality  of  petroleum  by  distillation  according  to  a  uniform 
standard.  D.  B. 

Fractional  Distillation  of  Mineral  Oils  in  a  Current  of 
Steam.  By  F.  Rasinski  (J.  pr.  Chem.  [2],  29,  39 — 41). — The  steam 
is  introduced  by  means  of  a  tube  passing  to  the  bottom  of  the  dis- 
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filiation  flask.  The  mixture  of  water  and  hydrocarbon  vapours  is 
passed  through  long  cooling  tubes  and  then  washed  in  Mendele jell’s 
flasks.  When  the  flasks  become  full,  the  steam  is  shut  off  and  their 
contents  are  returned  to  the  distillation  flask.  The  mixture  of 
vapours  issuing  from  the  last  of  the  series  of  flasks  is,  after  cooling, 
collected  in  portions  of  65 — 70  c.c.,  and  the  sp.  gr.  determined.  Also 
the  proportion  between  the  weights  of  water  and  oil  is  ascertained. 
The  numbers  obtained  are  used  for  coordinates  in  describing  the 
curve  by  which  each  distillation  is  represented.  The  relative  volume 
for  the  same  sp.  gr.  becomes  less  each  successive  distillation,  until  a 
certain  point  is  reached  when  for  some  time  it  exhibits  no  marked 
alteration.  The  deflection  of  the  curves  corresponds  very  closely  with 
that  observed  in  the  ordinary  process  of  distillation.  The  relative 
volume  at  first  increases  rapidly  for  the  same  sp.  gr.,  then  falls 
slowly,  as  is  exemplified  by  the  following  table : — 


0*7700 

0  *8500 

0-8550 

1 

135  i 

215 

330 

570 

1100 

2500 

2 . 

. — 

37 

56 

90 

140 

212 

420 

960 

1850 

3300 

a . 

30 

36 

54 

84 

127 

208 

343 

825 

1625 

4 . 

27 

35 

52 

78  ; 

118 

184 

335 

— 

ft . 

24 

34 

56 

70 

114 

172 

321 

6 . 

22 

34 

48 

69 

105 

169 

— 

— 

— 

7 . 

22 

33 

47 

69 

105 

169 

— 

— 

J.  I.  W. 


Caoutchouc  and  its  Applications.  (Dingl.  polyt.  J .,  251, 
459 — 461.) — For  the  manufacture  of  sets  of  elastic  teeth,  Bentelrock 
uses  soft  vulcanised  caoutchouc  for  the  gum,  whilst  the  teeth  and 
chewing  surfaces  are  made  of  hard  caoutchouc.  According  to  De 
Tour-du  Brueil  the  vulcanising  of  articles  prepared  from  caoutchouc 
and  sulphur  can  be  performed  in  a  boiling  solution  of  calcium 
chloride. 

Kent  works  up  india-rubber  waste  by  grinding  and  mixing  it  with 
water,  and  thereby  separates  the  india-rubber  from  the  specifically 
heavier  impurities. 

According  to  Burghardt  caoutchouc  is  gradually  oxidised  in  the 
air,  forming  a  hard  resin  soluble  in  alkalis  and  containing  27*3  per 
cent,  oxygen  and  a  resinous  mass  containing  20  per  cent,  oxygen 
and  insoluble  in  alkalis  and  benzene.  Perfectly  new  and  fresh 
vulcanised  caoutchouc  contains  about  3  per  cent,  of  the  first  resin,  but 
is  free  from  the  insoluble  resin  described  above.  Good  caoutchouc 
should  not  contain  more  than  0*5  per  cent,  water  ;  brittle  and  hard 
caoutchouc  contains  from  5  to  10  per  cent.,  which  is  given  off  on 
heating  at  100°  to  120°.  The  carbon  in  decomposed  caoutchouc  is 
reduced  and  the  quantity  of  oxygen  increased  as  may  be  seen  from 
the  following  analyses.  No.  I  is  a  normal  sample  ;  Nos.  II  to  IV 
were  more  or  less  damaged  and  brittle,  No.  V  was  very  hard  and 
brittle 
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I. 

II. 

III. 

IV. 

V. 

Carbon  .... 

77*91 

72*53 

70*43 

65*09 

64*00 

Hydrogen  . . 

10*33 

11*31 

10*59 

10*04 

9*26 

Sulphur  .... 

5*15 

1*97 

3*14 

1*95 

2*28 

Oxygen  .... 

6*61 

14*19 

15*84 

22*96 

24*46 

The  destruction  of  caoutchouc  is  facilitated  by  painting  it  with  oil, 
especially  olive-oil  or  palm-oil,  as  they  promote  oxidation.  Certain 
dyes  are  also  injurious  to  caoutchouc,  particularly  if  they  contain 
copper  compounds.  If  caoutchouc  is  vulcanised  with  more  than  from 
2  to  2*5  per  cent,  of  sulphur,  the  excess  is  oxidised  by  the  oxygen  of 
the  air  into  sulphuric  acid  which  then  attacks  the  caoutchouc.  The 
process  of  boiling  the  caoutchouc  in  caustic  alkalis  with  a  view  to 
eliminate  the  excess  of  sulphur  is  injurious  on  account  of  its  render¬ 
ing  the  surface  porous,  so  that  the  oxygen  of  the  air  can  more  easily 
act  thereon.  A  better  method  has  been  worked  out  by  Rowley  who 
mixes  only  the  theoretical  amount  of  sulphur  (2  to  2*5  per  cent.) 
with  caoutchouc,  and  vulcanises  either  in  an  aqueous  solution  of 
ammonia  (12  per  cent.  or  in  the  gas  itself  in  the  presence  of 

steam. 

Gernez  has  patented  methods  of  making  and  treating  various  mix¬ 
tures  of  either  india-rubber  or  gutta-percha  with  sulphur,  camphor, 
gum  kauri,  and  the  farina  of  mustard  deprived  of  its  oils  and  husks. 

D.  B. 

Purification  of  Glycerol.  By  C.  Moldenhauer  and  C.  Hein- 

zerling  ( Dingl .  polyt.  J 252,  86). — The  authors  evaporate  crude 
glycerol  or  soap-leys  to  dryness  at  a  low  temperature,  treat  the  residue 
with  1 — 2  parts  absolute  alcohol,  add  1 — 10  per  cent,  anhydrous 
sodium  carbonate,  and  separate  the  deposited  salts  by  filtration.  The 
resulting  alcoholic  solution  is  then  acidulated  with  sulphuric  acid, 
the  sodium  salt  sepai’ated,  aud  the  solution  treated  with  lead  oxide  or 
lead  salts,  in  order  to  remove  the  chlorine.  The  alcohol  is  then 
expelled  from  the  solution  by  distillation  in  suitable  stills. 

D.  B. 

Improvement  of  Inferior  Wine  by  Addition  of  the  Husks  of 
Superior  Grapes.  By  J.  Nessler  ( Bied .  Gentry  1884,  59 — 60). — 
The  wine  of  1882  was  deficient  in  alcohol  and  contained  much  acid. 
The  endeavour  to  improve  it  by  the  addition  of  the  mark  or  pressed 
residue  of  the  1883  grapes  was  very  successful.  The  percentage  of 
alcohol  was  raised,  the  acid  diminished,  and  many  impurities  re¬ 
moved.  Certain  precautions  as  to  removal  of  stalks,  &c.,  are  recom¬ 
mended.  J.  F. 

Reduction  of  Extractive  Matter  by  Clearing  of  Wine.  By 

K.  Portele  (Bled.  Gentr .,  1884,  57 — 59). — The  author  found  that 
when  red  wine  is  cleared  with  gelatin  the  percentage  of  extract  is 
considerably  reduced,  and  so  really  good  natural  wines  may  be  reduced 
below  the  minimum,  65  per  cent,  of  solid  extract. 

The  clearing  of  wine  by  gelatin  has  a  considerable  effect  on  the 
colour  of  inferior  qualities,  some  of  these  being  quite  decolorised. 
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The  treatment  of  red  wine  by  Pasteur’s  method  also  affects  the 
colour,  but  the  author’s  opinion  is  different  from  that  of  other  authori¬ 
ties,  and  the  question  remains  undecided.  J .  F. 

Fermentative  Strength  of  Beer  Yeast  in  Distillery  Mash. 

By  K.  Kruis  ( Bied .  Gentr .,  1884,  72). — The  experiments  were  made 
in  order  to  find  if  beer  barm  could  be  used  to  replace  the  artificial 
ferments  used  by  distillers,  and  it  was  found  that  it  produced  a 
tolerably  energetic  fermentation,  and  in  a  moderately  short  time 
accommodates  itself  to  the  temperature  and  conditions  of  distillers’ 
mash.  J.  P. 

Action  of  Air  on  Beer  Yeast.  By  D.  Cochin  {Bied.  Gentr ., 
1884,  203 — 205). — The  cellular  membrane  of  the  yeast  permits  the 
passage  of  sugar  solution,  and  after  a  short  time  fermentation  com¬ 
mences  ;  if  this  endosmose  occurs  at  the  ordinary  pressure,  the  solu¬ 
tion  within  is  of  the  same  strength  as  that  without,  but  if  the  air  be 
removed,  then  the  internal  solution  is  richer  in  sugar  than  the 
external.  When  there  is  no  free  admission  of  air  to  yeast,  its  action 
on  sugar  is  considerably  reduced.  E.  W.  P. 

Beet  Sugar.  By  E.  v.  Ltppmann  and  others  {Bied.  Centr .,  1884, 
201 — 203). — -From  the  incrustation  of  lime  salts  in  the  evaporating 
pans,  Lippmann  has  obtained,  amongst  other  acids,  a  new  acid  which 
he  believes  to  be  closely  allied  to,  if  not  identical  with,  hydroxy citronic 
acid. 

A.  Xord  states  that  to  prepare  strontianite  in  a  proper  condition 
for  purifying  sugar,  it  must  be  powdered,  mixed  with  sawdust  and 
“  a  small  quantity  of  a  cheap  vegetable  glutinous  material,”  and 
worked  into  bricks,  which  when  dried  are  burnt.  Steffens  recovers 
the  ammonia  contained  in  the  alcohol  employed  for  the  removal  of 
molasses,  by  adding  sulphuric  acid,  when  the  sulphate  formed  is  pre¬ 
cipitated  after  the  alcohol  has  been  sufficiently  concentrated. 

E.  W.  P. 

Employment  of  Magnesium  Sulphite  and  Ferric  Chloride 
in  Sugar  Factories.  By  R.  Bergreen  and  O.  Licht  {Bied.  Gentr. , 
1884,  201). — Basic  magnesium  sulphite,  MgS03  +  2Mg(OH)2,  is 
employed  in  preference  to  the  free  acid,  and  it  is  prepared  by  passing 
sulphur  dioxide  into  water,  holding  magnesia  in  suspension.  Licht 
prefers  to  use  ferric  chloride  instead  of  barium  chloride  for  purifying 
crude  syrups,  because  the  organic  acids  are  more  easily  precipitated, 
and  the  separation  by  means  of  lime  facilitated. 

E.  W.  P. 

Recovery  of  Sugar  from  Molasses  by  Means  of  Lime. 

{Dingl.  polyt.  J .,  251,  373 — 380  and  415 — 418.) — In  order  to  diminish 
the  quantity  of  insoluble  lime  salts  produced  in  the  preparation  of 
calcium  saccbarate,  and  also  during  the  washing,  Manoury  boils  the 
molasses  with  lime  and  decomposes  the  resulting  lime  salts  with 
sodium  carbonate,  calcium  carbonate  and  alkaline  salts  being  formed. 
The  latter,  however,  are  soluble,  so  that  a  certain  amount  of  organic 
non-saccharine  matter  is  removed  from  the  saccharate  ;  had  this  been 
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in  combination  with  lime  it  would  have  been  insoluble  in  dilute  alcohol, 
and  have  contaminated  the  sugar  after  saturation.  The  loss  of  sugar 
is  mainly  due  to  the  fact  that  a  portion  of  the  sugar  does  not  combine 
with  sufficient  lime  to  form  tri-saccharate.  It  is  shown  that  in  the 
preparation  of  calcium  saccharate,  according  to  Eissfeldt’s  method, 
the  smallest  loss  of  sugar  takes  place.  The  purity  of  the  saccharate 
depends  largely  on  the  mechanical  procedure  of  the  extraction.  The 
impurity  caused  by  the  decomposition  of  the  saccharate  by  potash 
salts  of  organic  acids  is  unavoidable  in  all  processes,  and  depends  on 
the  perfect  combination  of  the  sugar  with  the  lime  in  the  saccharate ; 
but  the  further  contamination  of  the  saccharate  by  the  action  of  the 
excess  of  caustic  lime  in  the  saccharate  on  the  potash  salts  depends 
on  the  rapidity  of  the  extraction.  As  the  caustic  lime  is  but  sparingly 
soluble  in  dilute  alcohol,  it  is  possible  to  remove  the  potash  salts, 
which  are  more  readily  soluble,  before  appreciable  quantities  of  lime 
are  dissolved.  In  the  first  portions  of  the  liquors,  the  largest  quanti¬ 
ties  of  non-saccharine  matter  and  sugar  are  dissolved  in  the  following 
order  : — 


Non-saccharine. 

Eissfeldt. 

Manoury. 
Weinrich. 
Scheibler-  Seyferth. 
Drevermann. 


Sugar. 

Manoury. 

W  einrich . 
Scheibler-Seyfertk. 
Eissfeldt. 
Drevermann. 


For  dissolving  approximately  equal  quantities  of  non-saccharine 
matter  at  the  commencement  of  the  extraction,  the  parts  of  ley 
required  are  given,  and  the  amount  of  sugar  dissolved  under  it — 


According  to 

I. 

Parts. 

II. 

Parts. 

Manoury  . 

1-00 

2*89 

Eissfeldt  . 

1T8 

1*00 

Weinrich . 

1  81 

2*79 

Scheibler- Seyferth  .  . 

701 

3-97 

Drevermann . 

8*18 

3*20 

Eissfeldt  . 

1-00 

— . 

W einrich  . 

2-70 

— . 

Manoury  . 

2-89 

— 

Drevermann . 

3*20 

— • 

Scheibler-Seyferth  . . 

3-97 

— 

The  first  leys  at  the  same  time  contain  the  largest  quantities  of 
free  potash,  so  that  here  the  largest  quantities  of  lime  salts  are  formed, 
but  owing  to  the  different  solubilities  of  the  potash  salts  and  the 
calcium  saccharate  in  dilute  alcohol,  the  first  leys  also  contain  the 
largest  amount  of  undecomposed  alkali  salts,  which  gradually  dis¬ 
appear,  owing  to  the  fact  that  in  the  subsequent  portions  of  the  leys 
enough  lime  and  calcium  saccharate  is  dissolved  to  decompose  the 
alkali  salts  still  in  solution.  The  production  of  free  potash  in  the 
leys  is  mainly  caused  by  the  action  of  soluble  monobasic  saccharate  on 
the  alkali  salts,  although  to  some  extent  it  depends  also  on  the  action 
of  the  dissolved  calcium  hydroxide  on  the  alkali  salts. 


TECHNICAL  CHEMISTRY. 


941 


Whilst  according  to  Lippmann  in  the  substitution  process  for  the 
production  of  tribasic  saccharate  by  continued  agitation  of  a  solution 
of  molasses  and  milk  of  lime,  a  soluble  monobasic  calcium  saccharate 
is  formed,  which,  on  boiling,  deposits  part  of  the  sugar  in  a  tribasic 
form,  it  was  found  that  on  introducing  finely-divided  lime  into  a  sugar 
solution  an  immediate  formation  of  the  same  saccharate  was  effected. 
On  examining  this,  Steffen  has  discovered  a  new  reaction  and  based  a 
new  process  thereon.  In  order  to  completely  precipitate  the  sugar 
from  a  solution,  it  was  found  necessary  to  employ  a  solution  of  sugar 
saturated  with  lime,  containing  not  less  than  33  parts  dissolved  lime 
to  100  parts  sugar.  On  introducing  a  fresh  quantity  of  lime  into  this 
solution,  the  sugar  contained  therein  is  immediately  precipitated  in  a 
granular  form  as  tribasic  calcium  saccharate. 

Wolters  has  patented  a  process  for  the  recovery  of  sugar  from 
aqueous  solutions  in  the  form  of  an  insoluble  tetrabasic  calcium  sac¬ 
charate.  For  its  production,  it  is  necessary  to  avoid  a  rise  of  tempera¬ 
ture  during  the  mixing  of  the  lime  with  the  molasses.  Over-burnt 
lime  is  ground  and  mixed  with  a  quantity  of  an  8  or  10  per  cent, 
solution  of  sugar,  of  which  1  mol.  equals  3  mols.  of  lime.  The  mixture 
is  then  filtered,  and  the  filtrate  treated  with  0‘5  mol.  lime.  After 
careful  agitation  the  mixture  is  decanted,  when  a  precipitate  is 
deposited  composed  of  1  of  sugar  and  4  of  lime.  D.  B. 

Dubrunfaut’s  Lime  Osmose  Process.  By  J.  de  Puydt  (Bled. 
Gentr .,  1884,  60 — 61). — This  process  has  been  tried  in  a  factory  and 
somewhat  modified,  with  good  results.  The  leading  feature  of  the 
process  is  the  addition  of  lime  to  the  molasses  or  syrup,  the  sugar 
forms  with  it  a  sparingly  soluble  monocalcic  saccharate,  whilst  the 
alkalies  are  expelled  from  their  organic  combinations,  and  are  easily 
diffused.  The  modification  now  suggested  is  that  instead  of  lime, 
calcium  chloride  should  be  used,  which  combines  with  potash  and 
soda,  the  chlorides  of  which  are  so  soluble.  The  syrup  purified  by 
osmose  is  then  added  to  fresh  juice,  which  is  treated  with  lime  and 
carbonic  acid  ;  sugar  is  obtained,  and  new  syrup  formed,  the  process 
being  continuous.  J.  F. 

A  Physical  Property  of  Milk.  By  G.  Eecknagel  (Bied,  Gentr ., 
1884,  16 — 18). — The  thickening  of  milk  is  irrespective  of  its  tempera¬ 
ture,  and  hitherto  has  not  been  much  investigated ;  it  cannot  be 
assigned  to  the  escape  of  gases,  because  old  milk  which  has  been  boiled 
and  cooled  behaves  in  the  same  manner.  In  view  of  the  importance 
of  the  sp.  gr.  of  milk  to  public  analysts  and  general  control,  the 
German  Government  directed  the  author  to  investigate  the  subject. 
He  found  that  when  milk  was  kept  at  a  temperature  of  15°  the 
thickening  process  proceeded  slowly  and  took  two  days  to  complete. 
The  density  of  the  milk  was  increased  0'8°  to  1*5°  of  Quevenne’s 
lactodensimeter,  and  varied  with  the  richness  of  the  milk  ;  by  cooling 
below  15°  the  process  is  hastened  and  is  completed  in  six  hours  if  the 
temperature  is  kept  at  5°  or  below  it. 

When  thickened  milk  is  warmed,  it  breaks  up  into  fragments  ;  on 
cooling,  it  again  thickens.  As  to  the  cause,  the  author  does  not  think 
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it  due  to  the  formation  of  acid,  as  milk  which  has  become  acidified  is  of 
less  sp.  gr.  than  before;  nor  does  he  think  it  due  to  a  breaking  up  of  the 
milk  globules,  as  a  low  temperature  delays  that  operation  and  hastens 
the  thickening  :  he  thinks  it  is  caused  by  the  swelling  of  the  casein, 
and  finds  an  analogy  in  the  behaviour  of  glue,  which  at  low  tem¬ 
peratures  absorbs  much  water,  which  is  expelled  when  the  temperature 
is  raised.  J.  F. 

Blue  Milk,  Blue  Cheese,  and  Ropy  Milk.  By  M.  Schmoger 
and  others  ( Bied .  Centr.,  1884,  196 — 198). — Cheese  made  from  milk 
separated  from  centrifugal  machines  turns  blue  :  this  is  not  due  to 
bacteria,  but  to  iron  removed  from  the  drum ;  the  same  result  can  be 
obtained  by  adding  ferric  chloride  to  ordinary  cheese  :  the  blueing  of 
milk  is  doubtless  produced  by  the  same  cause.  Schmitt  prevents  the 
blueing  by  disinfecting  by  means  of  sulphur  dioxide.  J.  Reiset 
prevents  the  above  mentioned  appearance  by  adding  to  10  litres  milk 
1  litre  1  per  cent,  acetic  acid ;  this  does  not  prevent  the  rise  of  cream 
nor  damage  the  flavour  of  the  butter.  Another  writer  attributes  the 
ropyness  of  milk  to  the  use  of  bran  as  fodder.  E.  W.  P. 

Cheese  from  Skim-milk,  with  Foreign  Fats  added.  By  C. 

Hansen  and  others  (Bied.  Centr.,  1884,  199). — Skim-milk  containing 
0*1-5  per  cent,  fat  is  made  into  cheese  with  the  addition  of  1*5 — 2  per 
cent,  oleomargarine.  Schrodt  finds  such  artificial  cheeses  are  not  to 
be  readily  distinguished  from  pure  cheese.  Langfurth  finds  less  vola¬ 
tile  fatty  acids  in  artificial  American  cheese  than  in  pure  sorts  of 
English,  Dutch,  &c.,  origin.  E.  W.  P. 

Application  of  Electrolysis  in  Preparing  Indigo  Vats.  By 

F.  Goppelsroeder  (Dingl.  polyt.  251,  465 — 467). — In  furtherance 
of  his  former  researches  on  the  use  of  electrolysis  in  dyeing  and 
printing,  the  author  gives  a  description  of  the  method  adopted  by  him 
for  the  preparation  of  the  alkaline  indigo  vat.  He  mixes  finely- 
divided  indigo  with  a  concentrated  solution  of  caustic  potash  and  fills 
a  copper  vessel  half  full  with  this  mixture  as  also  a  porous  cell, 
which  is  then  placed  into  the  copper  vessel.  The  latter  communicates 
with  the  negative  pole  of  a  galvanic  battery  or  dynamo  machine, 
whilst  into  the  solution  contained  in  the  porous  cell  a  large  platinum 
plate  is  placed,  which  forms  the  positive  pole.  The  apparatus  is  then 
warmed  gently,  and  the  current  passed  through  for  3 — 4  hours.  At 
the  negative  pole,  i.e.,  in  the  copper  vessel,  hydrogen  is  liberated  with 
the  formation  of  much  froth  and  the  characteristic  odour  of  the 
indigo  vat.  The  indigo-blue  is  converted  into  indigo-white,  which 
dissolves  in  the  alkaline  solution.  The  resulting  yellowish-green  vat 
is  then  used  for  dyeing  cotton  fabrics  indigo-blue.  D.  B. 

Dyeing  Cotton-yarn  with  Aniline-black  in  the  Cold.  By 

A.  Renard  (Dingl.  polyt.  J '.,  251,  425 — 428). — The  author  describes  a 
process  for  producing  aniline-black  on  cotton  without  the  application 
of  heat.  The  ordinary  method  of  dyeing  cotton-yarns  with  aniline- 
black  consists  in  introducing  the  material  into  a  cold  bath  containing 
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aniline,  hydrochloric  acid,  sulphuric  acid,  and  potassium  dichromate, 
and  heating  at  50 — 60°  as  soon  as  the  colour  begins  to  develop.  In 
the  author’s  process,  the  same  substances  are  used,  but  the  proportions 
are  different.  The  best  results  are  obtained  with  the  following  mix¬ 
ture  ; — For  100  kilos,  cotton,  16  to  20  kilos,  hydrochloric  acid,  21°  B ; 
20  kilos,  sulphuric  acid,  66°  B. ;  8  to  10  kilos,  aniline  oil ;  14  to  20  kilos, 
potassium  dichromate ;  and  10  kilos,  ferrous  sulphate.  The  presence 
of  the  latter  is  not  absolutely  necessary,  but  it  helps  to  increase  the 
stability  of  the  colour.  The  amount  of  water  used  is  much  smaller 
than  in  the  ordinary  process,  as  the  reaction  must  take  place  in  a 
shorter  time  and  without  the  help  of  heat :  hence  the  form  of  the  dye 
vats  has  to  be  altered,  to  admit  of  the  smallest  quantity  of  solution 
being  employed.  The  aniline  is  mixed  in  the  vat  with  hydrochloric 
acid  previously  diluted  with  an  equal  volume  of  water,  the  sulphuric 
acid  diluted  to  the  same  degree  is  then  added,  and  finally  the  solution 
of  ferrous  sulphate.  The  dichromate  is  dissolved  in  another  portion 
of  water.  The  yarns  are  boiled,  washed,  and  wrung  out,  after  which 
they  are  placed  on  reels  fixed  over  the  vat.  The  solution  in  the  vat 
is  diluted  with  water,  and  to  it  half  the  dichromate  solution  is  added. 
The  reels  are  then  rotated  for  1  to  1^  hours.  The  goods  are  now 
taken  out  of  the  vat ;  the  remaining  half  of  the  chromium  solution  is 
added  and  the  dyeing  continued,  until  the  desired  shade  is  produced. 
The  dyed  fabric  is  then  washed  and  boiled  in  a  soap  solution  con¬ 
taining  5  grams  of  soap  per  litre,  and  about  2  per  cent,  sodium  car¬ 
bonate.  The  resulting  black  is  sufficiently  fast  for  all  purposes,  being 
unaltered  in  the  air  or  when  exposed  to  the  action  of  dilute  sul¬ 
phurous  acid.  Bronze  and  blue  blacks  are  produced  in  a  similar 
manner  :  it  is  necessary,  however,  to  use  a  smaller  amount  of  chemicals 
and  reduce  the  time  of  dyeing.  The  bronze  colour  is  obtained  by 
washing  and  drying  the  unsoaped  cotton,  whilst  the  blue-black  is 
formed  by  treating  the  soaped  fabric  with  sodium  carbonate. 

D.  B. 

Preparation  of  Blue  Colouring- matters.  ( Dingl.  polyt >  /., 
252,  78 — 82.) — For  the  preparation  of  blue  sulphuretted  dye-stuffs, 
10  kilos,  dimethylaniline  are  dissolved  in  10  litres  hydrochloric  acid  of 
21 '5°  B.  and  50  litres  water,  and  treated  gradually  with  a  solution  of 
7  kilos,  sodium  nitrite  in  25  litres  water.  The  product  is  mixed  with 
an  excess  of  ammonium  sulphide  (about  20  litres),  heated,  and  agi¬ 
tated  until  the  unattacked  ammonium  sulphide  has  been  expelled. 
The  mixture  is  then  cooled,  and  the  aqueous  liquor  separated  from  the 
resulting  resinous  sulphur  compound  by  filtration  (Actien.  Ges.f.  Anil. 
Fab.  Berlin). 

Bernthsen  obtains  a  blue  colouring-matter  by  heating  10  parts  of 
diphenylamine  with  4  parts  of  sulphur  at  250 — 300°.  Hydrogen  sul¬ 
phide  is  evolved  and  thiodiphenylamine  obtained.  The  latter  is 
purified  by  distillation  and  several  crystallisations  from  alcohol.  It 
is  converted  into  a  nitro-compound  by  treatment  with  5  parts  nitric 
acid  of  40°  B.  On  treating  the  nit ro- derivative  with  acid  stannous 
chloride  (or  other  reducing  agent),  a  colourless  liquid  is  obtained  con¬ 
taining  the  stannochloride  of  a  leuco-base,  and  on  oxidising  this  a 
violet  colouring- matter  is  obtained.  The  dye-stuff  may  be  fixed 
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directly  on  tlie  animal  fibre,  and  is  adapted  to  the  dyeing  of  animalised 
or  tanned  cotton  fabrics. 

For  the  preparation  cf  orange  dye-stuffs  and  their  conversion  into 
blue  sulphuretted  colouring-matters,  Mohlau  dissolves  14  kilos, 
nitrosodimethylaniline  hydrochloride  and  8*5  kilos,  dimethylaniline  in 
45  kilos,  warm  hydrochloric  acid  of  1*16  sp.  gr.  On  adding  water  to 
the  mixture  and  neutralising  the  acid,  the  colouring  matter  is  depo¬ 
sited.  For  the  formation  of  the  blue  dye,  the  acid  aqueous  solution  of 
rubifuscin  is  treated  with  a  reducing  agent  (zinc,  tin,  iron,  sulphurous 
anhydride,  thiosulphates,  ammonium  sulphide,  hydrogen  sulphide)  at 
the  ordinary  or  an  elevated  temperature,  until  the  conversion  into  a 
leuco-compound  is  completed. 

Fischer  treats  triehlorobenzaldehyde  (m.  p.  100 — 110°)  with 
dimethyl-  or  diethyl-aniline,  and  obtains  crystallisable  leuco-bases, 
wThich  produce  bluish-green  colours  on  oxidation.  On  heating  1  part 
triehlorobenzaldehyde  with  from  2  to  3  parts  dimethylaniline  in  the 
presence  of  zinc  chloride,  a  new  leuco-base  is  obtained,  which  has  the 
composition  C23H23C]3N2,  is  sparingly  soluble  in  water  and  alcohol,  and 
crystallises  from  hot  alcohol  or  benzene  in  needles  melting  at  128 — 
129°.  When  this  leuco-base  is  oxidised  in  an  acid  solution,  it  yields 
a  colour  base  having  the  formula  C23H23Cl3hroO.  It  forms  crystal¬ 
line  salts,  and  imparts  a  bluish-green  colour  to  the  fibre. 

Meyer  describes  the  preparation  of  substituted  isatins  and  their 
conversion  into  substituted  indigo.  He  subjects  aniline,  toluidine, 
xylidine,  cumidine,  naphthylamine,  their  alkyl  or  halogen  substitution 
products,  or  the  corresponding  diamines  to  the  action  of  dichlor- 
(dibrom-  or  diiodo-)  acetic  acid  or  its  amides.  The  direct  products  of 
the  reaction  are  substituted  imesatins,  which  readily  give  up  the 
imido- group  for  oxygen  when  treated  with  strong  acids  or  bases, 
yielding  isatin  or  substituted  isatin.  The  reactions  are  explained  by 
the  following  equations  : — 

C2H2C1202  +  4HH2Ph  =  C14H10N2O  +  2hTH3PhCl  +  H20  +  H2; 

Diehl  ora cetic  Aniline.  Phenylimesatin. 
acid. 

c14H10isr2o  +  h3o  =  c8h5no2  +  hh2.c6h5. 

Isatin. 

C,H,C1205  +  4(NH,.C,fl,)  =  CieHuN20  +  2[NH3(C,H7)C1]  + 

Toluidine.  Substituted  imesatin. 

H20  4*  2H ; 

C16H,JST20  +  H20  =  C9H7N02  +  nh2.c,hv. 

Substituted  isatin. 

The  resulting  isatin  or  the  substituted  isatin  may  be  converted  into 
indigo  or  substituted  indigo  by  reducing  the  hydrochloride  with  zinc 
and  glacial  acetic  acid.  D.  B. 

Quinoline  and  Pyridine  Compounds.  (Dingl.  polyt.  252, 
123 — 126.) — Jacobsen  states  that  for  the  preparation  of  yellow  dye¬ 
stuffs  from  pyridine  and  quinoline  bases  the  phthalic  anhydride  may 
be  replaced  by  chlorinated  phthalic  acids.  The  yellow  dye  obtained 
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by  the  action  of  phthalic  acid  on  the  coal-tar  bases  boiling  at  235 — 
240°  is  identical  in  properties  and  composition  with  that  obtained 
from  qninaldine  and  phthalic  acid.  The  same  dye  is  formed  from 
methvlquinoline  obtained  by  the  reduction  of  orthonitrobenzyli den- 
acetone.  Yellow  dyes  are  obtained  also  by  converting  cumidine  into 
cumoquinaldine  or  trimethylquinaldine  by  treatment  with  aldehyde 
and  hydrochloric  acid,  and  heating  with  phthalic  anhydride,  phthal- 
imide,  nitrophthalic  acid,  or  chlorinated  phthalic  acids. 

Pure  quinoline  does  not  form  a  yellow  dye  with  phthalic  acid. 
Yellow  dyes  are  obtained,  however,  by  methylating  (ethylating, 
amylating,  &c.)  quinoline  and  treating  the  product  with  phthalic 
anhydride  or  substituted  phthalic  acids. 

For  the  preparation  of  hydroxy  quinolines,  the  Farbwerke  treats 
sulphonic  acids  of  primary  aromatic  amines  with  glycerol  and  sul¬ 
phuric  acid,  and  adds  aromatic  nitro-compounds. 

Knorr  obtains  quinoline  derivatives,  whose  pyridine  nucleus  is 
hydroxylated,  from  ethyl  acetoacetate  and  its  alkyl  and  halogen  sub¬ 
stitution  products  on  the  one  hand,  and  aromatic  monamines  (aniline, 
toluidine,  xylidine,  cumidine,  naphthylamine,  amidoanthracene, 
amidobenzoic  acid,  or  their  alkyl  or  halogen  substitution  products, 
chlorine,  bromine,  iodine,  methyl,  ethyl  derivatives,  as  well  as  their 
azo-derivatives)  on  the  other  hand,  by  heating  them  in  equivalent 
quantities  at  120°  for  several  hours  and  treating  with  sulphuric  acid. 

Ladenburg  and  Roth  show  that  the  piperidine  prepared  from  pyri¬ 
dine  by  synthesis  is  identical  with  the  base  obtained  from  pepper. 

Konigs  and  Geigy  describe  the  preparation  of  hydroxy  pyridine- 
carboxylic  acid  from  hydroxyquinolinic  acid  as  well  as  the  formation 
of  pyridinedisulphonic  acid,  by  heating  piperidine  with  concentrated 
sulphuric  acid.  On  treating  this  with  phosphorus  pentachloride, 
trichloropyridine  is  obtained.  D.  B. 

Preparation  of  Anthraquinone  Compounds.  By  H.  Engel- 
sing  {I)ingl.  polyt.  252,  183). — On  heating  1  part  anthraquinoue- 

sulphonic  acid  with  2  parts  fuming  nitric  acid  and  3  parts  sulphuric 
acid,  the  temperature  rises  rapidly  towards  the  completion  of  nitra¬ 
tion,  and  sulphurous  anhydride  is  evolved ;  as  soon  as  this  ceases,  the 
mixture  is  heated  for  10 — 15  minutes  at  180- — 185°.  The  resulting 
mass  consists  of  a  red  and  blue  colouring-matter,  the  red  being  more 
soluble  in  alcohol  than  the  blue.  The  blue  dye  is  readily  soluble  in 
water,  and  forms  blue  salts  with  bases  (basic  and  normal),  the  red 
dye  forming  red  normal  and  blue  basic  salts.  Both  dyes  are  fixed  by 
mordanted  vegetable  fibres.  D.  B. 

Preparation  of  Ammonium  Albuminate.  By  E.  Muth  ( Dingl . 
•polyt.  252,  86). — The  author  uses  a  compound  of  casein  with 
ammonia — called  ammonium  albuminate — as  a  substitute  for  ordi¬ 
nary  paper  size.  He  mixes  100  kilos,  dry  casein  with  10  kilos, 
pulverised  ammonium  carbonate  and  1  kilo,  ammonium  phosphate 
until  the  mixture  assumes  a  uniform  appearance  and  pale  yellow 
colour.  The  reaction  is  completed  in  from  15 — 20  hours. 

D.  B. 

3  s 
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Composition  of  Turkey-red  Oil  and  its  Mode  of  Action.  By 

A.  Muller- Jacobs  (Dingl.  polyt.  251,  499 — 506,  and  547 — 552). — 
The  following  is  a  summary  of  the  researches  which  form  the  subject 
of  this  paper.  Turkey-red  oil  is  a  saturated  solution  both  of  un¬ 
altered  oil  (triglyceride),  and  of  decomposition  products  of  sulph oleic 
acid  in  the  alkali  salts  of  this  or  an  analogous  acid,  e.g ,,  sulph  oricin- 
oleic  acid.  It  acts  as  a  mordant,  inasmuch  as  hb  gives  up  its  oil  in  a 
finely  divided  form  to  the  fibre.  In  the  process  which  gives  the  best 
results,  the  sulpholeates  are  removed  as  much  as  possible  by  means  of 
washing,  whilst  in  the  less  complicated  processes  the  property  pos¬ 
sessed  by  sulpholeic  acid — to  form  insoluble  salts  with  aluminium 
hydroxide — is  simultaneously  utilised  for  the  fixation  of  the  mordant. 
The  preference  given  to  the  product  from  castor-oil  depends  on  the 
presence  of  a  larger  amount  of  oil  in  the  corresponding  sulpholeic 
acid,  so  that  such  Turkey-red  oil  gives  up  a  greater  proportion  of  oil 
to  the  fibre  than  the  analogous  products  of  other  triglycerides.  It  is 
evident,  therefore,  that  the  “  new  process  ”  which  has  revolutionised 
Turkey-red  dyeing  could  not  have  been  discovered  until  the  most 
suitable  conditions  for  preparing  this  product  had  been  fully  and  com¬ 
pletely  attained.  The  experiments  made  by  Bunge,  Mercer,  and 
Greenwood,  as  well  as  those  of  Keyser,  failed  owing  to  the  fact  that 
the  methods  which  they  adopted  for  obtaining  the  mordant  were 
accompanied  by  the  evolution  of  sulphurous  anhydride.  The  so- 
called  “  Acide  sulfoleique  ”  mordant  used  for  the  fixation  of  aniline 
dyes  also  made  but  little  progress,  since  the  characteristic  feature  of  a 
Turkey-red  oil,  i.e .,  complete  solution  in  water  of  a  definite  amount  of 
an  unaltered  oil  was  disregarded  in  its  preparation. 

In  1873  the  author  published  the  results  of  some  experiments  made 
with  a  view  to  simplify  the  Turkey-red  mordanting  process,  based 
on  the  conversion  of  the  triglycerides  into  a  finely  divided  emulsion  by 
the  addition  of  a  solution  of  gum  and  an  alkaline  hypochlorite.  The 
experiments  were  very  successful,  as  by  the  use  of  the  resulting  mor¬ 
dant  once  passing  replaced  the  usual  oft -repeated  soap-baths,  a  bright 
and  permanent  colour  being  obtained.  Subsequently,  the  author  took 
out  a  patent  for  the  preparation  of  a  mordant  known  in  commerce 
under  the  name  of  Turkey-red  oil,  and  in  his  specification  he  described 
minutely  the  conditions  required  for  the  successful  preparation  of  a 
mordant.  Thus  far,  the  author  claims  a  share  in  the  “  new  Turkey- 
red  process.”  D.  B. 

Tincture  of  Nux- Vomica.  By  M.  Conroy  ( Pharm .  J.  [3],  14, 
461 — 462). — In  order  to  study  the  effect  of  alcohol  of  various  strengths 
on  nux- vomica,  several  lots  of  the  same  sample  of  finely-powdered 
nux- vomica  were  extracted  by  the  British  Pharmacopoeia  process  with 
alcohol  of  different  strengths:  (1)  proof  spirit;  (2)  a  mixture  of  half 
proof  and  half  rectified  spirit ;  (3)  rectified  spirit  as  recommended  in 
the  British  Pharmacopoeia  ;  (4)  stronger  rectified  spirit ;  (5)  a  mix¬ 
ture  of  equal  parts  of  absolute  alcohol  and  rectified  spirit ;  (6)  absolute 
alcohol.  The  table  given  below  shows  the  specific  gravities  of  these 
menstrua,  and  the  results  of  the  analysis,  &c.,  of  the  tincture : — 
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No.  of  experiment. 

Specific  gravity  of 
menstruum  at 

60°  F. 

Specific  gravity  of 
tincture  at  60°  F. 

Per  cent,  dry  ex¬ 
tract  from  tinc¬ 
ture. 

Total  alkaloids  per 
cent. 

Strychnine,  per 
cent. 

Brucine,  per  cent. 

1 

0*924 

1*353 

0*209 

0*083 

0*126 

2 

1 

0  *886 

1  *320 

0*209 

0*084 

0*125 

3 

0*842 

1*056 

0*190 

0-077 

0*113 

4 

0*834 

0-957 

0*119 

0*045 

0*074 

5 

0*823 

0*803 

0*081 

0*030 

0  051 

6 

■tf  .. 

0-798 

0*748 

0*032 

— 

1 

From  these  results,  it  is  evident  that  the  rectified  spirit  of  the 
Pharmacopoeia,  and  alcohols  of  greater  strength,  are  unsuitable  as 
menstrua  for  the  extraction  of  nux- vomica ;  the  reason  is  that  the 
strong  spirit  hardens  the  cell- walls,  by  coagulating  albumin  and  absorb¬ 
ing  water,  and  therefore  impedes  osmotic  action,  whereas  dilute 
spirit  softens  the  cell-walls,  causing  them  to  swell  up,  promotes 
osmose,  and  consequently  solution.  The  best  menstruum  is  No.  2 
spirit  (sp.  gr.  0*882).  D.  A.  L. 

Purgative  Principle  of  Croton-oil.  By  H.  Senier  ( Pharm .  J. 
[3],  14,  446). — By  means  of  alcohol,  commercial  croton-oil  may  be 
separated  into  two  portions,  one  soluble,  the  other  insoluble  in  this 
medium  (this  vol.,  p.  909)  ;  the  former  contains  the  vesicating  prin¬ 
ciple,  whilst  the  latter  is  non-vesicating,  and  constitutes  the  purgative 
principle  which  may  be  obtained,  therefore,  by  simply  washing  croton- 
oil  with  alcohol  until  nothing  more  is  dissolved.  It  is  administered 
in  the  form  of  pills  with  extract  of  hyoscyamus.  In  doses  equivalent 
to  the  non- vesicating  oil  in  minim  of  ordinary  croton-oil,  it  gives 
rise  to  slight  nausea,  uncomfortable  sensation,  but  no  appreciable 
effect ;  in  doses  equivalent  to  the  amount  of  this  oil  in  a  half  minim 
of  ordinary  croton-oil  it  acts  as  a  very  powerful  purgative.  The 
vesicating  principle  irritates  the  alimentary  canal,  gives  rise  to 
nausea,  but  does  not  purge.  D.  A.  L. 

Spontaneous  Decomposition  of  “  Explosive  Gelatin.”  By 

C.  E.  Munroe  ( Ghem .  News ,  49,  259). — A  sample  of  camphorated 
explosive  gelatin  was  wrapped  in  paraffin-paper,  and  this  parcel  in 
light  brown  paper.  After  some  time,  more  than  a  year,  the  volume 
had  diminished  considerably,  nitrous  fumes  were  evolved,  and  had 
attacked  the  paper,  whilst  clusters  of  fine  crystals  were  found  on  the 
outside  of  the  paper.  The  mass  was  friable,  and  after  a  short  immer¬ 
sion  in  water  disintegrated ;  and  the  camphor  odour,  which  was  quite 
strong  up  to  this  stage,  soon  disappeared.  The  water  was  straw  coloured, 
gave  a  strongly  acid  reaction,  contained  traces  of  nitrous  (but  no 
nitric)  acid  along  with  oxalic  acid,  and  a  sugar- like  substance  giving 
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glucose  reaction  with  Fehling’s  solution.  The  paraffin  remained  un¬ 
changed,  but  neither  glycerol,  nitroglycerol,  nor  gun-cotton  could  be 
detected.  D.  A.  L. 

Experiments  with  Compressed  Gun-cotton.  By  W.  v. 

Fokster  (Dingl.  polyt.  J .,  251,  371 — 373). — In  replying  to  a  criticism 
by  0.  Guttmann,  the  author  states  that  he  is  able  to  determine  how 
far  his  experiments  in  which  the  explosion  took  place  in  an  open 
space  are  of  use  as  a  basis  of  inferring  what  took  place  in  a  confined 
space.  He  is  of  opinion  that  the  experiments  hitherto  made  and  the 
theories  hitherto  advanced,  do  not  fully  explain  this  point,  and  although 
his  experiments  do  not  completely  develop  the  theory  of  explosion,  they 
establish  additional  principles.  His  process  for  rendering  gun-cotton 
and  gun-cotton  cartridges  waterproof  is  effective,  inasmuch  as  gun¬ 
cotton  which  has  hitherto  been  considered  insoluble  is  dissolved,  and 
forms  the  coating  of  the  substance  itself.  He  is  aware  that  points  of 
entrance  are  left  open  to  the  water,  and  to  make  the  surfaces  perfectly 
impervious  to  water  he  varnishes  the  pieces  of  gun-cotton  after  treat¬ 
ment,  with  acetic  ether.  In  regard  to  the  spontaneous  decomposition 
of  gun-cotton,  the  author  states  that  gun-cotton  even  when  badly 
prepared  under  ordinary  conditions,  will  not  decompose  with  produc¬ 
tion  of  fire  or  even  explosion.  H.  B. 

Three  Processes  for  Obtaining  the  Albuminoid  Matter  from 
Potato  Waste.  By  W.  Kette  (Bied.  Centr.,  1884,  172 — 174).— A 
considerable  amount  of  albuminoid  matter  is  contained  in  the  liquid 
from  which  the  potato-starch  has  separated ;  to  recover  this,  and  to 
use  it  as  fodder,  12  to  14  litres  of  sulphuric  acid  is  added  to  45,000 
litres  of  liquid,  or  4  litres  sodium  silicate  solution  mixed  with  12  litres 
sulphuric  acid,  or  else  acid  dextrin  solution  ;  this  is  prepared  from  the 
waste  pulp  in  the  cylinders,  102  litres  of  this  pulp  (which  con¬ 
tain  about  6  kilos,  starch)  are  mixed  with  9  litres  acid  and  34  litres 
water,  and  the  whole  is  heated  with  steam  in  a  large  vessel.  The 
author  proceeds  with  the  description  of  the  apparatus  employed,  and 
states  that  the  precipitate  so  obtained,  after  neutralisation  with  soda, 
may  be  given  to  cattle,  and  although  it  contains  sodium  sulphate,  no 
unpleasant  effects  have  been  observed.  When  dried,  the  mass  con¬ 
tains  over  40  per  cent,  of  albuminoids,  and  about  0'4  per  cent.  fat. 

E.  W.  P. 
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A  Mercury  Galvanometer.  By  J.  Carpentier  (Gompt.  rend., 
98,  1376 — 1377). — In  1881  the  author  made  experiments  similar  to 
those  described  by  Lippmann  (this  vol.,  p.  881),  and  constructed  a 
galvanometer  on  the  same  principle.  C.  H,  B. 

A  Mercurial  Electrodynamometer.  By  G.  Lippmann  {Gompt. 
rend.,  98,  1534 — 1535). — A  small  parallelopi pedal  chamber,  filled 
with  mercury  and  communicating  laterally  with  the  two  branches  of 
a  manometer,  is  supported  in  the  centre  of  a  bobbin  of  copper  wire. 
The  current  passes  through  the  wire  and  then  through  the  mercury, 
and  the  manometer  shows  a  permanent  deviation  due  to  the  electro- 
dynamic  action  exerted  on  the  mercury  by  the  remainder  of  the 
circuit.  The  deviation  is  strictly  proportional  to  the  square  of  the 
intensity  of  the  current,  and  the  apparatus  can  be  used  to  measure 
alternating  currents.  All  the  parts  of  the  apparatus  are  rigid  and 
immoveable  with  the  exception  of  the  mercury,  and  even  in  this  latter 
case  the  points  at  which  the  current  enters  and  leaves  the  mercury 
have  an  invariable  position  with  respect  to  the  rest  of  the  apparatus. 
Jn  consequence  of  this  rigidity,  the  form  and  sensibility  of  the  appa¬ 
ratus  remain  perfectly  constant. 

This  instrument  can  be  constructed  to  measure  currents  in  absolute 
measure,  for  the  pressure  p  indicated  by  the  manometer  is  connected 
with  the  intensity  I  by  the  formula 


where  E  is  the  thickness  of  the  layer  of  mercury  and  C  is  the  intensity 
of  the  magnetic  field  produced  at  the  centre  of  the  bobbin  by  a 
current  of  unit  intensity.  The  former  is  measured  directly ;  the 
latter  is  deduced  from  the  dimensions  of  the  bobbin  and  increases 
indefinitely  with  the  number  of  turns  of  the  copper  wire.  In  the 
mercurial  galvanometer  (this  vol.,  p.  881)  both  the  numerator  and 
.  .  .  H 

denominator  in  the  expression  jr  have  a  maximum  limit.  The  author 
criticises  Carpentier’s  note  (preceding  Abstract).  C.  H.  B. 

Heat  liberated  by  the  Compression  of  Solid  Bodies.  By 

W.  Spring  ( Ber .,  17,  1215 — 1217). — Jannettaz  states  ( Ber .,  17,  98) 
that  a  block  of  bell-metal  subjected  to  a  pressure  of  6000  atmospheres 
showed  signs  of  melting  on  its  surface,  and  inferred  from  this  that  a 
considerable  liberation  of  heat  had  been  caused  by  the  pressure. 
Spring  has  subjected  acephorone  (m.  p.  28 J)  and  also  azoxy- 
benzene  (m.  p.  36°)  to  a  pressure  of  7000  atmospheres,  but  in  neither 
case  has  the  least  sign  of  fusion  been  apparent.  In  order  to  prove 
vol.  xlvi.  3  t 
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that  no  local  heating  takes  place,  he  substituted  gunpowder  for  these 
substances,  so  that  any  local  heating  would  cause  the  ignition  of  the 
whole  mass  :  no  ignition  took  place.  The  author  believes  the  effect 
observed  by  Jannettaz  to  be  due  to  friction.  In  Jannettaz’s  experi¬ 
ments,  the  metal  was  pressed  between  two  plates,  so  that  lateral 
motion  (with  friction)  was  possible;  whereas  Spring’s  experiments 
were  conducted  with  a  closed  pressure  chamber,  thus  preventing  any 
lateral  movement.  L.  T.  T. 


Relation  between  Molecular  Weight  and  Velocity  of  Eva¬ 
poration  of  Liquids.  By  C.  Schall  (. Ber 17,  1044— 1058).— In  a 
former  paper  (this  vol.,  p.  551)  the  author  states  that  the  time  of 
evaporation  of  equal  weights  of  liquids,  each  heated  in  its  own  vapour, 
is  inversely  proportional  to  their  molecular  weights  ;  or  that  quan¬ 
tities  by  weight  of  different  liquids  proportional  to  their  molecular 
weight,  when  heated  in  their  own  vapours,  evaporate  equally  quickly; 
or  lastly,  that  equal  weights  of  two  substances,  when  heated  in  their 
own  vapours,  evolve  quantities  of  vapour  which,  when  sufficiently 
heated,  occupy,  according  to  Avogadro’s  law,  equal  spaces  in  equal 
times.  A  complete  description  of  the  complicated  apparatus,  by 
means  of  which  these  propositions  were  proved,  is  given  in  this 
paper,  and  also  an  account  of  a  large  number  of  estimations.  Eleven 
substances  have  been  tried,  and  if  the  time  of  evaporation  of  benzene 
be  taken  at  1,  the  time  of  evaporation  of  equal  volumes  of  vapour 
(which  represents  quantities  in  proportion  to  the  molecular  weight) 
is  as  follows  : — 


Sulphide  of  carbon  =  1*00 

Ether  .  =  0*99 

Ethyl  bromide. ...  =  0‘97 

Chloroform .  —  0*94 

Ethyl  iodide .  =  0*98 


Tetrachloride  of  carbon  =  0*945 

Ethyl  acetate .  =  0*98 

Acetone  .  —  0*99 

Methyl  alcohol  .  —  TOO 

Water  . . . . .  =  1*00 

A.  B. 


Dependence  of  Boiling  Point  on  Pressure.  By  G.  W.  A. 

Kahlbaum  (Ber.,  17,  1245 — 1262;  and  1263 — 1272). — These  papers 
are  in  continuation  of  the  author’s  earlier  communication  on  this 
subject  (this  vol.,  141),  and  give  the  results  of  the  careful  examination 
of  about  50  compounds.  The  influence  on  the  resultant  numbers  due 
to  error  of  experiment  is  believed  not  to  exceed  0*001  in  the  case 
of  the  specific  remission,*  and  1*5°  in  the  case  of  boiling  points. 

A  comparison  of  the  results  obtained  leads  to  the  general  law  that 
at  0  mm.,  <A  the  specific  remission  and  also  the  reduction  in  boiling 
point  vary  in  direct  proportion  to  the  boiling  point;”  or,  in  other 
words,  the  specific  remission  and  reduction  in  boiling  point  in 
homologous  compounds  vary  with  the  introduction  of  CH2  in  a 
manner  similar  to  that  in  which  the  boiling  point  varies.  This  law 
has  a  special  interest,  as  likely  to  be  of  service  in  determining  the  con¬ 
stitution  of  a  substance  and  the  size  of  its  molecules.  For — as  the 


*  Specific  remission  (sp.  r.)  is  the  relation  of  the  reduction  in  boiling  point  tc 
the  reduction  in  pressure. 
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change  of  boiling  point  is  caused  by  the  reduction  in  pressure — the 
different  reduction  in  boiling  point  of  various  compounds  for  the 
same  reduction  of  pressure  shows  that  the  pressure  on  each  molecule 
of  one  liquid,  caused  by  the  pressure  of  the  air,  is  different  from  that 
on  each  molecule  of  another  liquid.  But  since  the  absolute  reduction 
in  pressure  is  the  same  in  both  cases,  the  different  reduction  in  boiling 
point  would  appear  to  be  due  to  the  different  size  of  the  single  mole¬ 
cules  in  the  two  liquids ;  and  therefore  the  difference  in  the  reduction 
of  temperature  for  the  same  reduction  of  pressure  would  be  a  measure 
of  the  relative  size  of  the  molecules. 

In  homologous  series,  the  average  numerical  results  obtained  are, 
that  a  variation  in  composition  of  CH3  causes  a  variation  in  specific 
remission  of  O’Ol,  and  in  the  reduction  of  boiling  point  of  7*6°  for 
0  mm.  pressure.  These  numbers  agree  with  the  observations  in 
17  cases,  but  disagree  in  3  cases,  but  the  author  is  not  prepared  at 
present  to  regard  these  numbers  as  having  more  than  a  subordinate 
signification. 

Attention  is  called  to  the  fact  that  the  difference  in  boiling  point 
between  various  substances  is  less  at  a  low  pressure  than  at  the  ordi¬ 
nary  pressure  of  the  air.  The  reputed  fact  that  different  substances 
are  more  easily  separated  by  fractional  distillation  under  low  than 
under  ordinary  pi’essures,  cannot  have  its  origin  in  the  boiling  points 
lying  further  apart  in  the  former  than  in  the  latter  case  ;  but,  if 
really  a  fact,  must  be  due  to  some  entirely  different  cause. 

In  the  numbers  obtained  certain  regularities  are,  as  already  said, 
to  be  observed,  but  still  there  are  many  irregularities.  And  this  was 
to  be  expected,  for  we  may  express  the  equation  for  the  boiling  point 
of  a  substance  as 

S  =  C+  A-fD  +  0  +  H  +  Z, 

where  C  is  the  cohesion,  A  the  adhesion,  D  the  pressure  of  air  and 
vapour,  O  the  surface  tension,  H  the  pressure  of  liquid  on  itself,  and  Z 
the  iucrease  of  cohesion  caused  by  D,  O,  and  H.  In  every  case, 
boiling  will  commence  when  the  heat  given  to  the  liquid  exceeds  the 
value  of  S.  In  the  present  case,  therefore,  it  is  only  one  of  the  elements 
determining  the  boiling  point  which  has  been  eliminated,  and  that  the 
simplest  one.  It  is  thus  clear  that  most,  if  not  all,  the  irregularities 
to  be  observed  at  ordinary  pressures  will  still  be  observed  at  0  mm.  pres¬ 
sure,  and  many  perhaps  in  a  more  marked  degree.  Probably  the  most 
important  of  the  elements  of  the  above  equation  beyond  D  are  C  and  A. 
The  results  obtained  by  other  investigators  show  that  adhesion  does 
influence  the  boiling  point,  and  that  it  varies  with  the  material  com¬ 
posing  the  boiling  vessel ;  but  little  is  at  present  known  as  to  the  extent 
of  such  influence.  It  would  however  appear  that  it  is  the  cohesion  of 
the  liquid  which  chiefly  determines  the  boiling  point  when  the  pressure 
is  removed,  and  tends  to  hinder  the  change  of  aggregation  from  the 
liquid  to  the  gaseous  state. 

A  generally  accepted  definition  of  boiling  point  is  “  the  temperature 
at  which  the  vapour  tension  of  the  liquid  is  sufficient  to  counter¬ 
balance  the  pressure  of  the  air.”  But  the  author  shows  that  this 
definition  of  boiling  point  is  quite  wrong,  as  the  effect  of  cohesion  in 

3  t  2 
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hindering  change  of  aggregation  is  entirely  omitted.  The  tension  of 
the  molecules  given  off  from  the  surface  of  a  liquid  is  sufficient  to 
counterbalance  the  pressure  of  the  air,  at  a  temperature  decidedly 
below  that  necessary  for  entirely  overcoming  the  cohesion.  This  is 
shown  to  be  experimentally  true  by  a  comparison  of  the  author’s 
numbers  with  those  of  Landolt.  Landolt  determined  the  vapour 
tension  ;  the  author  the  actual  boiling  point ;  and  in  each  case  his 
numbers  were  higher,  in  many  cases  very  considerably  higher,  than 
those  obtained  by  Landolt.  The  author  defines  as  boiling  point  “  the 
temperature  of  the  vapour  of  a  liquid  in  motion  at  which  all  its  mole¬ 
cules  pass  from  the  liquid  to  the  gaseous  state  without  change  of 
pressure.”  L.  T.  T. 

Dissociation  of  Salts  containing  Water  and  Relation  of 
the  Dissociation  to  the  Molecular  Volume  of  the  Combined 
Water.  By  W.  Muller-Erzbach  ( Per .,  17,  1417 — 1421). — In  these 
experiments,  the  vapour-tension  of  the  water  in  the  salt  is  compared 
with  that  of  pure  water ;  the  ratio  of  these  tensions  gives  a  measure 
of  the  energy  with  which  the  water  is  held  in  combination  in  the  salt. 
In  many  cases  the  tension  diminishes  after  a  portion  of  the  water  is 
lost,  e.g.,  sodium  phosphate,  Na2P04  +  12H20,  tension  ratio  at  17°  = 
0*67 ;  after  loss  of  25  per  cent,  of  water,  tension  ratio  at  16°  =  0*30. 
The  vapour-tension  appears  to  decrease  with  a  decreased  molecular 
volume  for  the  water  in  the  salt :  for  instance,  with  three  salts  con¬ 
taining  10  molecules  of  water  of  crystallisation  : — Na^SCh  +  10H2O, 
mol.  vol.  of  water  =  16*7,  tension  ratio  =  0*78;  Na^Ch  4-  10H2O, 
mol.  vol.  of  water  =  15*2,  tension  ratio  =  0*67 ;  Na^E^O?  +  10H2O, 
mol.  vol.  of  water  =  14*8  to  13*2,  tension  ratio  =  0*28.  A.  J.  G. 

General  Law  of  Freezing  of  Solvents,  and  Deductions 
therefrom.  By  F.  M.  Raoult  (Ann.  CMm.  Phys.  [6],  2,  66 — 125). 
— In  this  extensive  memoir  are  collected  together  the  results  obtained 
in  an  investigation  on  the  lowering  of  the  freezing  point  of  liquids  by 
the  solution  in  them  of  various  substances ;  the  sources  of  experi¬ 
mental  error  are  also  discussed,  and  deductions  drawn  from  the 
results  as  to  the  determination  of  molecular  weights,  and  the  sub¬ 
division  of  a  base  between  two  acids  (comp.  Abstr.,  1880,  523;  1882, 
1260;  1883,  7,  278,  952). 

Part  I.  Experimental . — If  A  represent  the  coefficient  of  lowering , 
ie.,  the  lowering  of  freezing  point  produced  by  1  gram  of  substance 
dissolved  in  100  grams  of  solvent,  M  the  molecular  weight  of  sub¬ 
stance  dissolved,  and  T  the  molecular  lowering  of  freezing  point ,  i.e ., 
the  lowering  of  freezing  point  produced  by  the  solution  of  1  molecule 
of  substance  dissolved,  then  MA  =  T.  Practically  it  is  found  ad¬ 
visable  to  experiment  with  very  dilute  solutions  in  order  to  avoid  errors 
arising  from  arbitrary  evaluations  of  the  water  of  crystallisation  or  com¬ 
bination  of  the  substance  dissolved.  The  solvents  employed  were  water, 
benzene,  nitrobenzene,  ethylene  dibromide,  acetic  and  formic  acids. 
The  method  of  experiment  consisted,  in  outline,  of  determining  the 
freezing  point  of  the  solvent  with  and  without  the  substance  dissolved 
within  a  short  interval  of  time.  If  P  be  the  weight  of  the  solvent, 
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P'  that  of  the  substance  dissolved,  K  the  lowering  of  the  freezing 

P 


point,  then  the  coefficient  A  =  K^; 


F  x  100 


,  The  liquid  is  cooled,  while 


constantly  stirred,  to  about  below  the  freezing  point.  The  thermo¬ 
meter  quickly  rises,  and  then  remains  stationary  at  a  certain  point 
for  a  short  time.  This  point  is  taken  to  be  the  freezing  point.  The 
magnitude  of  errors  due  to  reading  the  thermometer  scale,  radiation, 
incomplete  immersion  of  the  stem  of  the  thermometer,  displacement 
of  zero  point,  and  alteration  in  the  liquid  during  the  experiments,  are 
fully  discussed.  The  conditions  necessary  in  order  to  obtain  com¬ 
parable  results  are  also  carefully  examined. 

The  conclusions  arrived  at,  illustrated  by  a  selection  of  examples  in 
the  memoir,  are  given  below. 

(1.)  All  substances,  solid,  liquid,  or  gaseous,  when  dissolved  in  a 
liquid  which  can  be  solidified,  lower  the  point  of  solidification. 

(2.)  In  the  case  of  the  solvents  examined,  the  molecular  lowering 
of  freezing  point,  due  to  the  solution  of  different  substances,  approxi¬ 
mates  to  one  of  two  values,  one  of  which  is  double  the  other ;  these 
vary  with  the  nature  of  the  solvent. 

These  mean  values  are  117  and  58  for  ethylene  dibromide,  72  and 
36  for  nitrobenzene,  49  and  24  for  benzene,  39  and  18  for  acetic  acid, 
28  and  14  for  formic  acid,  47 — 37  and  18*5  for  water.  The  higher  of 
each  of  these  pairs  of  values  is  the  more  common,  and  is  designated 
by  the  author  the  normal  value,  and  the  lower  the  abnormal  value. 


Solvent. 
Acetic  acid 
>> 

)> 

J5 

Benzene 

>5 

O 

>> 

Water 


Examples. 

Molecular 


Substance  dissolved.  weight. 

Methyl  iodide. .  . .  142 

Naphthalene  ....  128 

Formic  acid  ....  46 

Sulphuric  acid  . .  98 

Hydrochloric  acid  36*5 

Methyl  iodide. .  . .  142 

Naphthalene  ....  128 

Ethyl  formate  . .  74 

Methyl  alcohol  . .  32 

Formic  acid  ....  46 

Hydrochloric  acid  36*5 


Ammonium  sul-"l 
phate,  potassium 
chromate,  sul-  ) 
phate  and  carbo-  j 
nate . J 


Molecular 
Coefficient  coefficient 
A.  T  =  M  A. 

0*273  38*81 

0*306  39*2  K 

0*793  36*5  J 

0*189  18*6  1 

0*471  17*2  / 

0*335  50*4 1 

0*3H  50*0  } 

0*666  49*3  J 

0*791  25*31 

0*504  23*2  J 

1*071  39*1 


38*0 


These  results  will  serve  as  a  means  for  fixing  the  molecular  weight 
of  a  substance,  for  if  A  is  determined  experimentally,  then  in  the  case 
of  water  T  =  38  divided  by  A  will  give  the  molecular  weight. 

It  is  further  shown  that  in  a  constant  weight  of  a  given  solvent, 
every  molecule,  of  whatever  nature  it  may  be,  produces  the  same 
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lowering  of:  freezing  point.  For  example,  if  the  higher  of  the  two 
values  for  T  given  above  are  divided  by  M,  the  molecular  weight  of 
the  solvent,  then  the  quotients  are,  with  the  exception  of  water, 


practically  equal. 

Molecular  Maximum 

Solvent.  weight  M.  value  for  T.  M  -s-  T. 

Water .  18  47  2  61 

Formic  acid .  46  29  0’63 

Acetic  acid .  60  39  0'65 

Benzene .  78  50  0’64 

Nitrobenzene .  123  73  0’59 


Ethylene  dibromide  188  119  0*63 

It  would  appear  that  the  molecule  of  liquid  water  does  not  consist 
of  isolated  chemical  molecules  of  the  simple  formula  H20,  but  probably 
of  four  such  molecules  combined  or  condensed  together.  From  the 
results  in  the  table  above,  the  general  law  of  the  freezing  of  solvents 
may  be  enunciated  as  follows  : — 

(1.)  If  a  molecule  of  any  kind  be  dissolved  in  100  molecules  of  a 
liquid  of  a  different  kind ,  there  is  produced  a  loivering  of  freezing  point 
of  the  solvent  approximately  equal  to  63.  Consequently  the  lowering  of 
freezing  point  of  a  dilute  solution  is  approximately  equal  to  the  product 
obtained  by  multiplying  63  by  the  ratio  existing  between  the  number  of 
molecules  dissolved  and  the  molecules  of  the  solvent. 

Pa.rt  II.  Deductions. — It  is  remarkable  that  the  acids,  as  regards 
the  effect  produced  by  them  on  the  lowering  of  the  freezing  point  of 
water,  are  separable  into  two  groups ;  the  value  for  T  of  members  of 
one  group  is  approximately  40,  of  the  other  20.  The  members  of  the 
former  group  are  powerful  acids,  whilst  those  of  the  latter  are  the  weaker 
acids.  It  is  here  shown  that  equivalents  of  the  acids  of  the  first  group 
displace  almost  completely  equivalents  of  the  acids  of  the  second  group 
from  their  combinations  with  bases.  To  illustrate  this  proposition, 
examples  are  given,  such  as  the  action  of  hydrochloric  acid  on  neutral 
sodium  sulphite,  nitric  acid  on  sodium  iodate,  sulphuric  acid  on 
sodium  arsenite,  hydrochloric  acid  on  potassium  arsenate,  the  first  of 
which  may  be  taken  in  order  to  show  the  method  used. 

If  by  x  be  denoted  the  fraction  of  the  molecule  of  sulphurous  acid 
liberated  by  the  action  of  2  molecules  of  hydrochloric  acid  on  1  mole¬ 
cule  of  sodium  sulphite,  then  at  the  end  of  the  change  the  composition 
of  the  mixture  may  be  represented  by  the  formula — 

<2NaCl  +  H2S03)  +  (l  -  z)(NaHS03  4-  HC1  +  NaCl). 

The  lowering  of  freezing  point  due  to  each  of  the  components  of 
the  above  formula  is  as  follows 


A.  1  molecule  NaCl  in  2  litres  water .  P7 

B.  1  „  H*SOs  „  „  .  0  955 

C.  1  „  NaHSO,  „  „  .  1-62 

D.  1  ,,  HC1  in  2  litres  water .  1’835 

E.  1  „  Na2S03  „  „  .  2T05 


The  liquid  obtained  by  mixing  solution  D  with  half  E  causes  a 
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lowering  of  freezing  point  of  1*472,  or  referred  to  the  same  standard 
of  2  litres  =  1*472  x  3  =  4*416;  hence 

x(2  +  1*7  +  0*955)  +  (1  -  x)  (1*62  +  1*835  +  1*7)  =  4*416 

or  x  =  0*958. 

i.e.,  TVoSo  sulphurous  acid  are  liberated  by  the  action  of  the 

hydrochloric  acid.  The  results  in  this  memoir  are  in  accordance  with 
those  obtained  by  Berthelot  in  his  thermochemical  investigations,  and 
point  to  a  correlation  between  the  lowering  of  the  freezing  point  and 
the  chemical  energy  of  the  acids.  Similarly  it  is  shown  that  the 
bases  can  be  separated  into  two  groups.  The  value  for  T  of  members 
of  one  group  varies  between  33  and  48,  mean  39,  and  for  the  other 
group  the  value  varies  from  16  to  20,  mean  19.  Included  in  the  first 
group  are  the  hydroxides  of  the  metals  of  the  alkali  and  alkaline 
earth  groups,  together  with  those  of  tetramethyl-  and  trimethylethyl- 
ammonium,  while  in  the  second  group  are  the  organic  bases,  together 
with  ammonia.  As  in  the  case  of  the  acids,  so  also  it  is  shown  that 
the  members  of  the  first  group  completely  eliminate  the  members 
of  the  second  group  from  their  combination  with  acids.  The  results 
are  strictly  in  accordance  with  the  observations  of  Berthelot,  that 
ammonia  and  aniline  are  completely  displaced  by  soda,  and  with 
those  of  Menschutkin,  that  ammonia  and  the  organic  bases  are  dis¬ 
placed  by  soda  in  alcoholic  solution. 

Examples  are  given  to  illustrate  the  action  of  the  hydroxides  of 
barium  and  rubidium  on  ammonium  chloride,  and  of  trimethylethyl- 
ammonium  hydroxide  on  ammonium  iodide.  There  is  thus  a  similar 
correlation  to  that  observed  in  the  case  of  acids  between  the  lowering 
of  the  freezing  point  and  the  chemical  energy  of  the  bases. 

In  conclusion,  the  author  traces  out  an  analogy  existing  between 
the  phenomenon  of  the  lowering  of  the  freezing  point  and  that  of 
the  heat  of  dilutions  of  the  acids  and  bases.  This  may  be  stated 
generally  thus;  those  acids  and  bases  which  lower  the  freezing  point, 
of  the  solvent  to  the  greater  degree  possess  the  greater  affinity  for 
that  solvent.  It  is  proposed  to  illustrate  this  analogy  in  a  future 
memoir.  V.  H.  V. 

Displacement  of  Chlorine  by  Bromine,  and  Reactions 
accompanied  by  the  Absorption  of  Heat.  By  A.  Potilitzin 
(Per.,  17,  1308 — 1324). — The  author  has  previously  shown  (Abstr., 
1882,  457)  that  the  displacement  of  chlorine  in  metallic  chlorides  by 
bromine  takes  place  according  to  a  simple  rule,  which  may  be 

expressed  by  the  equation  -  =  Const.,  where  A  is  the  atomic 

weight  of  the  metal,  B  the  percentage  of  chlorine  displaced,  and  E 
the  valency  of  the  metal.  The  correctness  of  this  equation  has  been 
confirmed  by  the  results  of  the  examination  by  the  author  of  the 
action  of  bromine  on  the  chlorides  of  14  metals,  whose  valency  varied 
between  1  and  6,  and  atomic  weights  between  7  and  207.  Amongst 
these  were  cobalt  and  nickel,  which,  having  equal  valencies  and 
atomic  weights,  formed  good  examples  to  test  the  correctness  of  the 
law. 
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The  author  disputes  the  soundness  of  the  arguments  used  by  Ber- 
thelot  (Abstr.,  1883,  8)  to  show  that  this  displacement  of  chlorine  by 
bromine  may  be  fully  explained  according  to  his  “  principe  du  travail 
maximum  ”  and  denies  the  possibility  of  the  existence,  under  the  con¬ 
ditions  of  the  experiments,  of  the  perbromides  and  bromine  chloride, 
the  formation  of  which  Berthelot  assumes.  The  author  considers  that 
this  reaction  must  be  classed  amongst  those  reactions  which  take  place 
at  certain  temperatures,  notwithstanding  that  they  are  accompanied 
with  an  absorption  of  heat,  and  that  the  work  of  chemical  change  in 
these  cases  is  completed  at  the  expense  of  the  heat  of  the  surrounding 
medium.  He  believes  that  the  real  cause  of  the  reaction  must  be 
sought  in  intramolecular  conditions,  and  is  probably  due  to  the  vary¬ 
ing  velocity  of  the  molecules,  in  accordance  with  Clausius’  generally 
received  theory. 

The  author  has  repeated  the  experiments  with  silver,  potassium,  and 
sodium  chlorides  at  ordinary  temperatures,  and  is  unable  to  confirm 
Berthelot’s  results.  .  He  finds  that  there  is  a  very  slight  displacement 
of  chlorine  in  silver  chloride  (about  0*8  per  cent,  after  six  days’ 
treatment),  that  with  potassium  chloride  the  displacement  is  much 
less  (less  than  0*1  per  cent.),  and  with  sodium  chloride  is  scarcely 
perceptible.  L.  T.  T. 

Vapour-density  Apparatus.  By  V.  Meyer  ( Ber .,  17,  1834 — 
1335). — The  author  disputes  the  advantages  (except  perhaps  in  special 
cases)  claimed  by  Schwarz  (Abstr.,  1883,  899)  for  his  modification  of 
the  author’s  apparatus.  In  such  an  apparatus,  the  neck  should  be  as 
small  (to  hinder  diffusion),  the  gas  space  as  large  as  possible.  The 
unheated  portion  should  be  small,  and  the  vertical  position  of  the 
apparatus  is  to  be  preferred  so  as  to  minimize  diffusion.  Finally,  it 
is  important  to  have  a  constant  temperature,  and  for  easily  decom- 
posible  substances  it  is  advantageous  to  know  that  temperature. 
The  author  contends  that  these  conditions  are  not  so  completely 
fulfilled  in  Schwarz’s  apparatus  as  in  his  own.  L.  T.  T. 

Specific  Volume  of  some  Double  Chlorides.  By  R.  Roaiaxis 
( Ghem .  News ,  49,  273). — 'The  author  has  observed  that  a  great  con¬ 
traction  takes  place  in  the  specific  volumes  of  some  anhydrous  double 
chlorides.  For  example,  the  sp.  vol.  of  ammonium  platinochloride, 
(NH4)2PtCl6,  is  148,  and  that  of  PtCl4  being  114*7,  and  of  2(XH4)C1 
71*32,  there  is  a  contraction  equal  to  38.  A  similar  contraction  is 
observed  with  the  platinochlorides  of  zinc,  cobalt,  nickel,  &c.,  whilst 
the  contraction  in  the  case  of  potassium  platinochloride  amounts  to 
54*5.  The  stannochlorides  behave  in  a  similar  manner,  e.g .,  potassium 
stannochloride,  K2SnCl6,  sp.  gr.  is  2*948,  and  sp.  vol.  138*6,  the  con¬ 
traction  being  52*5  ;  ammonium  stannochloride,  (NH4)2SnCl6,  sp.  gr. 
=  2*511  and  sp.  vol.  146*1,  contraction  =  39*8.  On  the  other  hand, 
combinations  of  PtCl2,  ZnCl2,  and  SnCl2  exhibit  an  expansion,  e.g., 
(NH4)2PtCl4,  sp.  gr.  =  2*84,  sp.  vol.  =  132,  and  sum  of  sp.  vols.  of 
PtCl2  and  2NH4C1  =  116*8;  (NH4)2ZnCl4,  sp.  gr.  =  1*77,  sp.  vol.  = 
137,  expansion  =  17.  Sp.  vol.  of  K2SnCl4  =  136*6.  As  an  example 
of  a  trichloride,  K3S6C16,2HoO,  sp.  gr.  =  2*42,  sp.  vol.  =  200*8. 

D.  A.  L. 
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Spheroidal  State.  By  J.  Luyini  ( Compt .  rend .,  98,  1536). — * 
Water  boils  at  — 18°  to  —20°  under  a  pressure  of  1  mm.,  and  the 
temperature  of  water  in  the  spheroidal  state  under  this  pressure 
must  be  less  than  —18°.  It  is  easy  to  see,  therefore,  that  the  tem¬ 
perature  of  very  volatile  liquids  in  the  spheroidal  state  under  very  low 
pressures  must  be  very  low.  In  Despretz’s  experiment  with  nitrous 
oxide  in  the  spheroidal  state,  under  a  pressure  of  20  mm.,  the  tem¬ 
perature  of  the  nitrous  oxide  must  have  been  below  —200°. 

A  platinum  capsule  previously  heated  in  boiling  water  was  placed 
on  a  hot  brick,  and  13 — 15  c.c.  of  ether  poured  into  it.  A  tube  con¬ 
taining  water  was  placed  in  the  ether,  a  receiver  placed  over  the 
whole,  and  the  pressure  reduced  to  100 — 120  mm.  The  water  froze 
in  about  one  minute.  Under  a  pressure  of  6 — 7  mm.,  water  could  be 
frozen  in  alcohol,  and  at  8 — 10  mm.  mercury  can  be  frozen  in  ether. 

C.  H.  B. 

Colloids.  By  E.  Grimaux  (Compt.  rend.,  98,  1434 — 1437). — 
Schweizer s  Solution. — When  the  solution  obtained  by  the  action  of 
ammonia  on  copper  turnings  is  dialysed  in  a  porous  vessel,  ammonio- 
copper  nitrite  and  the  excess  of  ammonia  pass  through,  and  after  six 
or  seven  days  the  porous  vessel  contains  a  blue  solution  of  ammonio- 
cupric  oxide,  which  will  not  pass  through  the  dialyser.  This  solution 
has  properties  similar  to  those  of  other  colloids.  It  yields  a  gelatinous 
precipitate  of  cupric  hydroxide  on  the  addition  of  water,  decomposition 
being  partial  with  1 — 2  vols.  of  water,  and  complete  with  5 — 6  vols., 
and  it  is  also  precipitated  by  magnesium,  calcium,  aluminium,  and 
copper  sulphates,  and  by  dilute  acetic  acid,  but  not  by  sodium  chloride  or 
potassium  sulphate.  When  the  solution  is  heated  to  40 — 50°,  it  yields 
a  precipitate  of  cupric  hydroxide,  which  redissolves  on  cooling,  the 
action  of  heat  causing  true  dissociation.  When  a  solution  of  cellulose 
in  Schweizer’s  reagent  is  dialysed,  the  liquid  left  in  the  dialyser  is  much 
less  highly  coloured  than  the  original  solution.  It  yields  a  gelatinous 
precipitate  of  cellulose  when  mixed  with  water,  but  this  precipitate 
is  dissolved  on  adding  a  few  drops  of  ammonia,  and  yields  a  perfectly 
transparent  and  but  slightly  coloured  solution.  If  dialysis  is  carried 
too  far,  the  solution  is  decomposed,  and  a  firm  deep  blue  jelly  forms 
in  the  dialyser,  and  can  be  freed  from  mother-liquor  by  washing  with 
water.  This  jelly  consists  of  cellulose  and  cupric  oxide,  and  is  not 
soluble  as  a  whole  in  ammonia ;  the  latter  dissolves  out  the  cupric 
oxide  from  it. 

Pyruvic  TJreides. — The  solutions  obtained  by  dissolving  in  alkalis 
the  white  powders  which  are  formed  when  crystallised  pyruvic 
ure’ides  are  heated  at  150°,  have  the  properties  of  other  colloidal  solu¬ 
tions,  and  yield  a  precipitate  when  treated  with  a  current  of  carbonic 
anhydride,  but  become  limpid  again  when  treated  with  a  current  of 
air.  They  differ,  however,  from  the  colloids  of  the  animal  organism 
by  the  fact  that  they  are  not  affected  by  boiling  nitric  acid. 

Amido-aspartic  Colloid. — This  substance  is  obtained  by  heating 
aspartic  anhydride  with  urea  at  125°,  or  by  the  action  of  a  current  of 
ammonia-gas  on  aspartic  anhydride  at  150°.  Its  solution  gelatinises 
on  evaporation,  and  yields  bulky  precipitates  with  baryta- water, 
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calcium  chloride,  &c.  The  precipitate  formed  by  nitric  acid  dissolves 
on  heating,  and  is  reprecipitated  on  adding  water.  Sodium  chloride 
produces  only  a  slight  precipitate  in  the  cold,  but  an  abundant  preci¬ 
pitate  on  heating.  The  precipitate  produced  by  magnesium  sulphate 
is  dissolved  on  gently  heating,  but  is  permanently  reprecipitated  on 
boiling. 

This  colloid  readily  undergoes  hydration,  yielding  a  non-collo’idal 
substance  ;  with  copper  salts  this  forms  a  derivative,  which  dissolves 
in  potash  and  produces  a  rose-violet  solution  exactly  similar  to  that 
of  the  analogous  derivatives  of  albuminoids. 

Soluble  silica  is  easily  obtained  by  boiling  8  grams  of  methyl  sili¬ 
cate  with  200  grams  of  water  in  a  flask  provided  with  an  inverted 
condenser.  The  liquid  is  evaporated  to  three-fourths  of  its  bulk  in 
order  to  expel  methyl  alcohol,  and  the  solution  thus  obtained  contains 
2*26  per  cent,  of  anhydrous  silica.  It  is  very  stable,  and  is  not  coagu¬ 
lated  by  the  action  of  carbonic  anhydride  even  on  heating,  but  is  pre¬ 
cipitated  by  a  somewhat  large  quantity  of  sodium  chloride  or  potas¬ 
sium  sulphate  at  100°.  The  properties  of  the  solution  agree  with 
those  previously  described  by  Graham.  C.  H.  B. 

Simple  Method  of  Demonstrating  Spring’s  Compression 
Experiments.  By  B.  Tollens  (Her.,  17,  662— 664).— The  author 
employs  the  press  on  the  knee-joint  principle  already  described  by 
him  ( Ber .,  9,  488).  His  results  in  general  confirm  those  already 
described  by  Spring.  Potato- starch  gave  a  cylinder,  in  part  transpa¬ 
rent,  in  part  opaque.  In  the  transparent  parts  starch  granules  could 
no  longer  be  recognised  under  the  microscope.  A.  J.  G. 

History  of  the  Periodic  Law.  By  J.  A.  Newlands  (Ber,,  17, 
1145 — 1150). — A  question  of  priority. 

Mixed  Crystallisation.  By  H.  Kopp  (Ber.,  17,  1105 — 1121). — 
The  author  criticises  Briigelmann’s  statement  (Chew..  Centr.7  1882, 
522  ;  1886,  Nos.  30 — 32  ;  and  this  Journal,  Abstracts,  1883,  147 — 148) 
“  that  compounds  of  dissimilar  atomic  constitution  can  assume  the 
same  crystalline  form,  and  that  such  compounds  crystallise  together 
in  varying  proportions.” 

In  a  series  of  experiments  on  the  crystallisation  of  mixed  salts,  in 
which  small  quantities  of  the  saturated  solutions  were  allowed  to 
crystallise  on  watch-glasses  coated  with  a  thin  film  of  paraffin,  it  was 
observed  that  the  salts  of  dissimilar  constitution  crystallised  separately. 
When  a  solution  of  potassium  nitrate  with  permanganate,  chromate, 
or  dichromate  crystallises,  the  crystals  of  potassium  nitrate  which  are 
deposited  are  coloured  by  the  small  quantities  of  chromate  or  perman¬ 
ganate  contained  in  the  cavities  in  which  these  crystals  abound. 
Potassium  chloride  and  sulphate  also  exhibit  these  cavities,  and  con¬ 
sequently  behave  in  a  similar  manner.  The  chromate  or  permanganate 
is  only  mechanically  enclosed  in  these  crystals,  and  their  presence 
cannot  be  regarded  as  a  proof  that  these  salts  of  dissimilar  constitu¬ 
tion  crystallise  together.  W.  C.  W. 
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Influence  of  Repeated  Compression  on  the  Amount  of  Sul¬ 
phides  formed  by  Pressure.  By  W.  Speing  ( Ber 17, 1218 — 1220). 
— The  author  subjected  the  mixtures  of  metals  and  sulphur  to  repeated 
compressions,  the  block  obtained  being  powdered  between  each  two 
applications  of  pressure.  The  following  results  were  obtained  : — 


One  com¬ 
pression. 

Two  com¬ 
pressions. 

Four  com¬ 
pressions. 

Six  com¬ 
pressions. 

Silver  sulphide  . 

4  '51  p.c. 

12  '43  p.c. 

46  “74  p.c. 

69  -41  p.c. 

Lead  „  . 1 

1-32  „ 

19  34  „ 

28-08  „  { 

45-54  „ 

f  Cuprous  sulphide*  .... 

14-09  „ 

28-20  „ 

40  08  „ 

56-89  „ 

\  Cupric  „  .... 

8'49  „ 

16-95  „ 

24-02  „ 

34-60  „ 

The  mere  powdering  also  slightly  increases  the  amount  of  sulphide 
formed.  Time  plays  an  important  part  in  the  completion  of  the 
reaction.  A  block  of  silver  and  sulphur,  which  had  twice  been  sub¬ 
jected  to  pressure,  and  contained  12*43  per  cent,  silver  sulphide,  was 
re- analysed  after  an  interval  of  a  year,  and  was  then  found  to  contain 
41*63  per  cent,  of  sulphide.  These  experiments  therefore  show  that 
the  amount  of  sulphide  formed  depends  on  the  degree  of  pressure, 
the  amount  of  surface  contact  of  the  two  constituents,  and  the  time 
during  which  such  contact  lasts.  L.  T.  T. 
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Action  of  Sulphur  on  Oxides.  By  E.  Filhoi.  and  Sendereks 
(J.  Pharm.  [5],  7,  480 — 482). — Sulphur  acts  on  potassium  and 
sodium  hydroxide,  even  at  normal  temperatures,  forming  poly  sul¬ 
phide  and  thiosulphate.  When  sulphur  is  mixed  with  aqueous  solu¬ 
tions  of  potash  or  soda,  the  chemical  action  is  inversely  as  the  quan¬ 
tity  of  water  present,  and  directly  as  the  temperature.  A  solution 
containing  200  grams  of  sodium  oxide  in  a  litre  of  water  was  acted  on 
by  sulphur  at  the  normal  temperature ;  the  reaction  was  complete  in 
24  hours.  When  the  quantity  of  sodium  oxide  was  reduced  to  40  grams 
per  litre,  the  reaction  commenced  after  about  20  hours,  but  was  not 
completed  after  one  month.  Heating  the  solution  at  100°  very  much 
hastened  the  reaction,  which  was  then  complete  in  a  few  hours.  A 
solution  containing  4  grams  of  sodium  oxide  per  litre  was  not  sensibly 
acted  on  by  sulphur,  even  after  many  months,  but  the  reaction  takes 
place  when  the  solution  is  heated  at  100°.  A  solution  of  sodium  oxide 
containing  0'4  gram  per  litre  of  water  was  not  acted  on  by  sulphur, 
either  at  ordinary  temperatures  or  when  heated.  These  observations 

*  The  author  is  uncertain  whether  the  copper  is  present  in  the  cupric  or  cuprous 
state,  or  in  both. 
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are  strictly  in  accordance  with  the  lawTs  of  thermo-chemistry.  The 
calculations  in  the  original  paper  indicate  that  whilst  the  heat  of  com¬ 
bination  of  sodium  oxide  in  the  solid  state  is  152  cals.,  the  heat  of 
formation  of  sodium  tetrasulphide  and  thiosulphate,  also  in  the  solid 
state,  is  224*1,  that  is  72  cals,  in  favour  of  the  second  reaction.  On 
the  other  hand,  the  thermo- chemical  equivalents  of  the  same  bodies 
when  dissolved  in  water  are  232*8  cals,  in  the  first  reaction,  and 
232*9  cals,  in  the  second,  that  is,  the  two  reactions  are  thermo- 
chemically  identical.  W.  R.  D. 

Solubilities  of  Haloid  Salts.  By  A.  ]£takd  ( Gompt .  rend 98, 
1432 — 1434). — Sodium  Bromide . — The  author’s  results  agree  with  those 
of  Kremers.  Between  —20°  and  -f  40°  the  solubility  is  given  by  the 
equation  S  =  40  -f  0*1746/,  but  between  40°  and  50°  the  curve  changes 
in  direction,  and  from  50°  to  1*50°  the  equation  is  S  =  52*3  -f  0*0125/. 
The  hydrate  NaBr,2H20  loses  its  water  of  crystallisation  at  50°. 
When  the  ratio  between  anhydrous  salt  and  water  in  a  saturated 
solution  is  represented  in  molecules,  numbers  are  obtained  in  the  case 
of  the  majority  of  very  soluble  salts  closely  approaching  those  given 
by  solid  hydrated  salts,  and  it  would  seem  as  if  salts  of  the  first  class 
behaved  like  fused  hydrates.  For  sodium  bromide  at  — 20°,  the  ratio 
is  NaBr  :  8H20  ;  at  -f-  40°  NaBr  :  5*5  H20  ;  whilst  from  50 — 150°  the 
ratio  only  varies  from  NaBr  :  4*5  H20  to  NaBr:  4*3  H20,  or  approxi¬ 
mately  2NaBr  +  9H20  through  an  interval  of  100°. 

Sodium  Iodide. — From  0°  to  80°  S  ==  61*3  +  0*1 712/,  with  extreme 
ratios  Nal  :  5H20,  and  Nal  :  3H20.  From  80 — 160°,  S  =  75  + 
0*02586/ ;  with  ratios  Nal  :  3H20  and  Nal  :  2H20.  Below  zero  the 
solubility  appears  to  diminish  very  rapidly.  According  to  Coppet 
(Ann.  (Shim.  Phys.,  1884)  the  solubilities  of  the  hydrates  NaBr,2H20 
and  Na!,2H20  should  be  represented  by  curved  lines,  but  the  author’s 
results  show  that  the  inflection  of  the  curve  near  the  point  at  which 
the  hydrates  are  dissociated  can  be  regarded  as  an  inclination  of  the 
whole  curve  towards  the  axis  x  only  when  the  curve  is  not  sufficiently 
prolonged. 

Potassium  Chloride. — The  solution  freezes  at  about  — 9°.  Between 
—  9°  and  110°,  S  =  20*5  +  0T445/,  with  KC1  :  15H20  and 
KC1  :  6H20. 

Potassium  Bromide. — According  to  Kremers,  the  curve  consists  of 
two  straight  lines,  but  according  to  Coppet  ( loc .  cit .),  the  solubility 
is  represented  by  a  single  straight  line.  The  author’s  results  agree 
with  those  of  Kremers  between  — 12°  and  +  165°,  and  Coppet’s 
numbers  are  represented  by  this  curve  with  greater  accuracy  than  by 
the  curve  which  he  himself  gives.  The  ratios  are,  at  — 12° 
KBr  :  13H20 ;  at  30°,  KBr  :  11H20 ;  at  120°,  KBr  :  5H20. 

Potassium  Iodide.— The  author’s  results  agree  with  those  of  Coppet 
between  0°  and  100°,  but  according  to  the  latter  the  curve  is  a  straight 
line  below  0°,  whilst  the  author  finds  that  it  is  inflected,  as  in  the  case 
of  the  bromide.  Between  0°  and  165°  the  equation  is  S  =  55*8  -f- 
0*122/,  with  ratios  at  0°,  KI  :  7H20  ;  at  120°,  KI  :  3*7H20. 

The  curves  of  the  six  haloid  salts  already  described  are  almost 
parallel.  The  curves  of  potassium  bromide  and  iodide  show  pertur- 
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bations  strictly  comparable  with  those  observed  in  the  case  of  the 
hydrated  salts,  although  no  definite  hydrates  of  these  salts  have  been 
prepared. 

Calcium,  Chloride. — Between  —18°  and  4-  6°  the  proportion  of 
anhydrous  salt  in  a  solution  of  the  hydrate  is  given  by  the  equation 
S  =  32  +  0*21 48£;  with  extreme  ratios,  CaCl2  :  13H«>0  and 
CaCl2  :  10H2O.  Between  6°  and  48°  the  curve  is  modified,  whilst 
from  50°  to  170°,  an  interval  of  120°,  the  equation  is  S  =  *54’ 5 
+  0*0 75 5^.  The  alterations  in  the  curve  do  not  take  place  suddenly 
at  a  point,  as  in  the  case  of  sodium  sulphate.  Up  to  -f-  6°,  and  even 
up  to  40°,  the  crystallisation  of  saturated  solutions  takes  place  readily, 
but  above  40° — the  melting  point  of  the  hydrate — crystallisation 
takes  place  with  difficulty,  and  the  solution  remains  supersaturated 
for  a  long  time. 

When  a  cold  saturated  solution  of  calcium  or  magnesium  chloride 
is  mixed  with  cobalt  chloride  solution,  the  latter  becomes  blue,  and  a 
solution  of  nickel  chloride  becomes  yellow,  thus  showing  that  all  the 
water  in  these  solutions  is  utilised  in  some  way,  and  that  the  solution 
even  exerts  a  dehydrating  action.  A  saturated  solution  of  zinc  chlo¬ 
ride  has  not  this  property.  Saturated  solutions  in  fact  undergo 
double  decomposition,  independently  of  any  definite  hydrates  which 
they  may  contain.  Barium  and  strontium  chlorides  are  completely 
precipitated  from  their  solutions  by  a  saturated  solution  of  hydrated 
calcium  chloride,  CaCl2,6H20.  C.  H.  B. 

Permeability  of  Silver  to  Oxygen.  By  L.  Troost  ( Compt .  rend., 
98,  1427 — 1429). — A  silver  tube  of  10  mm.  internal  diameter,  with 
walls  1  mm.  thick,  was  heated  in  cadmium  vapour  in  an  iron  muffle, 
provided  with  an  internal  platinum  lining.  A  slow  current  of  oxygen 
was  passed  into  the  muffle,  and  the  silver  tube  was  rendered  vacuous. 
Under  these  conditions  oxygen  passes  through  the  walls  of  the  tube 
writh  a  velocity  corresponding  with  1*7  litre  per  square  metre  per  hour. 
If  the  walls  of  the  tube  are  only  0*5  mm.  thick,  the  velocity  of  trans¬ 
fusion  increases  to  3  33  litres  per  hour.  When  a  current  of  air  is  led 
into  the  muffle  instead  of  oxygen,  oxygen  passes  into  the  silver  tube 
free  from  any  trace  of  nitrogen,  but  the  velocity  of  transfusion  is  only 
0*89  litre  per  hour  if  the  walls  of  the  tube  are  1*0  mm.  thick. 

Instead  of  maintaining  a  vacuum  in  the  silver  tube,  a  current  of 
carbonic  anhydride  or  some  other  gas  may  be  led  into  it,  but  in  this 
case  the  rate  of  transfusion  is  considerably  lower.  With  a  silver  tube 
with  walls  0*5  mm.  in  thickness,  the  rate  of  transfusion  at  the  boiling 
point  of  cadmium  is  0*4  c.c.  per  hour  per  square  metre  for  carbonic 
anhydride;  0’1  c.c.  for  carbonic  oxide  ;  and  less  than  0T  c.c.  for  nitro¬ 
gen.  This  difference  between  the  rates  of  transfusion  of  oxygen  and 
nitrogen  may  possibly  be  utilised  as  a  means  of  obtaining  oxygenfrom 
the  air. 

The  transfusion  of  oxygen  through  silver  can  be  distinctly  recog¬ 
nised  at  the  boiling  point  of  selenium.  C.  H.  B. 

Soldering  of  Aluminium.  By  Bourbouze  (Compt.  rend.,  98, 
1490). — Aluminium  can  be  readily  soldered  by  means  of  an  alloy  of 
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tin  and  zinc,  or  better,  of  tin,  bismuth,  and  aluminium.  The  best 
results  are  obtained  with,  alloys  of  tin  and  aluminium.  A  good  solder 
for  articles  which  have  to  be  beaten,  turned,  <fcc.,  is  composed  of 
45  parts  of  tin  and  10  parts  of  aluminium.  Softer  solders  are  obtained 
by  using  a  smaller  proportion  of  aluminium.  The  surface  of  aluminium 
requires  no  special  preparation,  but  it  is  advisable  to  give  surfaces  of 
other  metals  a  preliminary  coating  of  pure  tin.  C.  H.  B. 

Melting  Points  of  Beryllium  Chloride  and  Bromide.  By 

T.  Carnelley  (Ber.,  17,  1357 — 1360). — In  a  paper  on  the  vapour-den¬ 
sity  of  beryllium  chloride  by  Wilson  and  Pettersson  (this  vol.  p.  820), 
some  doubt  is  thrown  on  the  accuracy  of  the  author’s  determination 
of  the  melting  point  of  beryllium  chloride,  inasmuch  as  the  vapour- 
density  of  the  chloride  could  be  determined  at  the  ordinary  pressure 
at  temperatures  100 — 150°  lower.  The  author  has  therefore  felt  it 
necessary  to  publish  the  details  of  his  determinations  in  order  to  show 
iheir  correctness.  He  points  out  that  many  substances  are  known  to 
sublime  at  temperatures  considerably  below  their  melting  points. 

A  J.  G. 

Purification  of  Arseniferous  Zinc,  By  L.  L’Hote  ( Gompt . 
rend.y  98,  1491 — 1492). — Zinc  containing  arsenic  or  antimony  can  be 
easily  purified  by  projecting  into  the  fused  metal  1  to  1*5  per  cent,  of 
anhydrous  magnesium  chloride,  and  agitating  so  long  as  white  fumes 
are  given  off.  Arsenic  and  antimony  are  volatilised  as  chlorides,  and 
the  metal  is  granulated  in  the  usual  way.  0.  H.  B. 

Action  of  Copper  Chlorides  on  Metallic  Sulphides.  By  F. 

Raschig  (Her.,  17,  697 — 698). — The  results  given  below  w'ere  ob¬ 
tained  by  boiling  the  freshly-precipitated  metallic  sulphides  with 
solutions  of  cuprous  or  cupric  chloride.  The  following  sulphides, 
FeS,  CoS,  ZnS,  CdS,  PbS,  Bi2S3,  SnS,  and  SnS2,  when  boiled  with  a 
solution  of  cuprous  chloride  in  sodium  chloride,  yield  cuprous  sul¬ 
phide  and  the  chlorides  of  the  respective  metals,  or  the  products  of 
their  decomposition  by  water.  When  boiled  with  a  dilute  solution  of 
cupric  chloride,  they  yield  cupric  sulphide  and  the  metallic  chloride, 
except  in  the  case  of  SnS,  when  cuprous  sulphide,  cuprous  chloride, 
and  a  stannic  compound  are  obtained,  some  sulphur  being  separated 
and  some  oxidised  to  sulphuric  acid.  Mercuric  sulphide  gives  with 
cuprous  chloride  a  yellow  addition  product  of  the  formula  HgS,CuCI ; 
with  dilute  solutions  of  cupric  chloride,  it  yields  the  same  product,  in 
addition  to  the  compound,  2HgS,HgCl2,  already  known. 

A.  J.  G. 

Cupric  Iodide.  By  M.  Traube  (Ber.,  17,  1064 — 1067). — On 
adding  a  very  dilute  solution  of  potassium  iodide  to  a  dilute  solution 
of  cupric  sulphate,  the  separation  of  iodine,  with  precipitation  of 
cuprous  iodide,  takes  place  very  slowly.  A  solution  of  per  cent, 
poiassium  iodide,  when  added  to  a  1  per  cent,  solution  of  cupric  sul¬ 
phate,  only  produces  a  precipitate  in  10  minutes  ;  one  of  \  per  cent, 
becomes  yellow  in  one  hour  ;  and  one  containing  Per  cent,  remains 
clear  and  colourless,  does  not  give  a  blue  coloration  with  starch 
solution,  but  gives  the  reaction  of  a  cupric  salt  with  caustic  potash 
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and  potassium  ferrocyanide.  The  author  also  finds  that  on  sufficiently 
diluting  a  liquid  containing  a  suspended  precipitate  of  cuprous  iodide 
and  free  iodine,  in  time  the  whole  of  the  cuprous  iodide  is  dissolved 
and  the  clear  solution  gives  no  reaction  with,  starch  solution ;  and 
that  an  aqueous  solution  of  iodine  may  be  freed  from  iodine  by 
shaking  it  with  an  excess  of  cuprous  iodide,  owing  to  the  formation 
of  cupric  iodide.  This  solution  of  cupric  iodide  is  decomposed  by 
ferrous  sulphate  in  presence  of  hydrogen  peroxide  in  acid  solution, 
and  in  this  it  may  be  distinguished  from  other  metallic  iodides. 

A.  B. 

Action  of  Cupric  Sulphide  on  Potassium  Sulphide.  By  A. 

Ditte  ( Compt .  rend.,  98,  1429 — 1432). — When  freshly  precipitated 
cupric  sulphide  is  mixed  with  a  cold  concentrated  solution  of  potas¬ 
sium  monosulphide,  the  liquid  becomes  orange-yellow,  and  after  some 
hours  the  precipitate  is  converted  into  a  mass  of  crystals,  partly 
quadratic  or  octagonal  plates,  deep  red  by  transmitted  light,  partly 
long  slender  needles  with  brilliant  greenish  facets.  If  the  liquid  is 
boiled,  the  cupric  sulphide  changes  almost  instantly  into  a  bulky  mass 
of  slender  needles,  with  a  bronze  colour  and  metallic  lustre.  All 
these  crystals  have  the  composition  K2S,4Cu2S.  If  the  alkaline  sul¬ 
phide  solution  is  below  a  certain  degree  of  concentration,  the  cupric 
sulphide  is  not  altered  even  after  several  months. 

This  reaction  is  similar  to  that  already  observed  in  the  case  of  mer¬ 
curic  sulphide,  but  the  cupric  sulphide  is  at  first  decomposed  into 
cuprous  sulphide  and  sulphur.  The  reaction  6CuS,  solid  4-  K2S, 
dissolved  =  3Cu2S  solid  +  K2S*  dissolved,  develops  approximately 
+  4’6  cal.,  but  the  concentration  of  the  solution  may  change  the  sign 
of  the  thermal  disturbance,  and  hence  below  a  certain  degree  of  con¬ 
centration  the  cupric  sulphide  is  not  attacked.  That  the  cupric  sul¬ 
phide  is  first  decomposed  in  this  manner  is  shown  by  the  fact  that 
when  it  is  brought  in  contact  with  the  colourless  solution  of  potassium 
monosulphide,  the  latter  becomes  orange-yellow  and  behaves  with 
acids  like  solutions  of  polysulphides.  The  precipitated  cupric  sul¬ 
phide  is  not  a  mixture  of  cuprous  sulphide  and  sulphur  as  Thomsen 
has  supposed,  for  when  brought  in  contact  with  an  alkaline  sulphide 
solution  too  dilute  to  convert  it  into  the  compound  K2S,4Cu2S,  the 
alkaline  sulphide  does  not  take  up  sulphur,  although  a  solution  of  the 
same  strength  readily  dissolves  free  sulphur. 

The  double  sulphide  can  also  be  obtained  in  long  needles  by 
immersing  metallic  copper  in  a  solution  of  the  alkaline  sulphide.  If 
the  liquid  is  exposed  to  air,  the  amount  of  the  double  compound 
gradually  increases,  but  if  it  is  contained  in  a  closed  vessel,  the  for¬ 
mation  of  the  double  sulphide  ceases  after  a  time.  The  action  of  the 
alkaline  sulphide  on  the  copper  is  due  to  the  presence  of  oxygen,  for 
if  the  solution  is  perfectly  free  from  oxygen  and  the  latter  is  carefully 
excluded,  the  copper  is  not  attacked.  The  first  reaction  consists  in 
the  formation  of  potassium  hydroxide  and  cupric  sulphide,  and  the 
latter  as  fast  as  it  is  formed  splits  up  into  cuprous  sulphide,  which 
forms  the  double  compound  K2S,4Cu2S,  and  sulphur,  which  forms 
polysulphides.  The  reaction  K2S  diss.  +  O  +  Cu  =  K20  diss.  -j-  CuS 
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solid,  develops  +  62*4  cal.,  and  continues  until  all  the  oxygen  is 
used  up.  The  polysulphide  which  is  formed,  in  its  turn  acts  on  the 
copper  with  formation  of  the  double  sulphide  and  potassium  monosulph¬ 
ide,  and  at  the  end  of  the  reaction  the  solution  is  quite  colourless. 

A  solution  of  potassium  sulphide  too  dilute  to  decompose  cupric 
sulphide  attacks  metallic  copper  in  presence  of  air  or  oxj^gen,  but  the 
product  is  the  simple  sulphide  CuS.  C.  H.  B. 

Action  of  Mercuric  Sulphide  on  Potassium  Sulphide.  By 

A.  Ditte  (Cornpt.  rend.,  98,  1380 — 1382). — The  compound  K2S,5HgS 
can  be  obtained  in  red  needles  similar  in  every  respect,  except  colour, 
to  the  black  crystals  previously  described  (this  vol.,  p.  893).  These 
red  crystals  are  formed  when  a  solution  of  the  alkaline  sulphide  con¬ 
taining  an  excess  of  mercuric  sulphide  is  gradually  heated  to  35 — 40°, 
especially  if  a  small  quantity  of  vermilion  is  added.  In  such  a  solu¬ 
tion,  heated  at  35—40°,  but  still  clear,  the  formation  of  red  or  black 
needles  is  determined  by  adding  a  small  quantity  of  vermilion  or  of 
the  black  crystals.  The  colour  of  the  crystals  varies  from  bright  red 
to  deep  cinnabar-red,  according  to  the  concentration  of  the  solution 
and  the  temperature.  When  a  mass  of  the  black  needles  is  allowed 
to  stand  in  the  alkaline  sulphide  solution  in  a  closed  vessel  for  some 
time,  those  crystals  which  are  in  contact  with  the  sides  of  the  vessel  are 
gradually  converted  into  the  red  variety.  These  are  stable  in  the 
alkaline  liquid  in  the  cold,  but  if  heated  they  are  reconverted  into  the 
black  variety,  the  change  being  more  rapid  the  more  concentrated  the 
solution. 

If  the  alkaline  sulphide  solution  at  the  ordinary  temperature 
contains  but  a  small  quantity  of  the  compound  HgS,K2S,  it  yields  on 
boiling  a  black  deposit,  which  contains  not  only  black  crystals  of 
K2S,5HgS,  but  also  mercuric  sulphide  in  black  hexagonal  plates.  If 
such  a  solution  is  gradually  heated  in  a  water-bath  and  mixed  with  a 
trace  of  vermilion,  a  red  deposit  is  obtained  consisting  of  red  needles 
of  the  composition  K2S,5HgS,  and  red  transparent  rhomboidal 
lamellae  of  mercuric  sulphide.  With  a  certain  degree  of  concentration 
of  the  solution,  the  latter  is  practically  the  sole  product. 

It  is  evident,  therefore,  that  the  simple  sulphide  HgS  and  the 
double  sulphide  K2S,5HgS  can  be  obtained  simultaneously  in  either 
red  or  black  crystals,  but  when  one  is  red  the  other  is  red,  and  when 
one  is  black  the  other  is  also  black. 

These  facts  explain  the  wet  process  for  the  manufacture  of  ver¬ 
milion.  In  this  process  precipitated  black  mercuric  sulphide  is 
digested  with  potassium  sulphide  solution,  care  being  taken  that  the 
temperature  does  not  rise  above  45°.  A  certain  quantity  of  the  double 
sulphide  K2S,5HgS  is  formed,  but  as  the  temperature  of  the  liquid, 
which  is  not  constant,  rises  slightly,  the  double  compound  is  decom¬ 
posed  and  yields  red  crystalline  mercuric  sulphide.  When  the  tem¬ 
perature  falls  somewhat,  a  further  quantity  of  the  double  compound 
is  formed  at  the  expense  of  the  more  easily  attacked  amorphous  sul¬ 
phide.  This  in  its  turn  is  decomposed  by  the  next  rise  of  tempe¬ 
rature,  and  so  on  until  the  whole  mass  is  converted  into  vermilion. 

C.  H.  B. 
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Arsenotungstic  Acids.  By  M.  Fremery  ( Ber ,,  17,  296 — 297). — 
By  decomposing  barium  tungstate,  BaW04,  suspended  in  an  aqueous 
solution  of  arsenic  acid,  with  the  calculated  quantity  of  sulphuric 
acid  and  digesting  on  the  water-bath,  the  author  obtained  a  golden- 
yellow  solution,  which,  when  concentrated  in  a  vacuum  over  sulphuric 
acid,  yielded  crystals  of  an  arsenotungstic  acid  in  the  form  of  long 
hexagonal  plates.  These  crystals  are  stable,  and  the  saturated  solu¬ 
tion  at  16°  has  a  sp.  gr.  of  3*279.  Carbonates,  when  added  to  the 
aqueous  solution  of  this  acid,  cause  it  to  split  up  again  into  its  con¬ 
stituents,  but  crystallisable  salts  were  obtained  by  adding  the  nitrates 
of  the  metals  and  concentrating  on  the  water-bath.  The  'potassium , 
sodium ,  ammonium ,  copper,  cobalt,  and  nickel  salts  crystallise  well;  the 
barium  salt  is  microcrystalline,  and  the  silver  salt  forms  a  brown  pre¬ 
cipitate.  The  analytical  results  obtained  for  the  ammonium  salt  cor¬ 
respond  approximately  with  the  constitution 

19W03,As206,3(NH4)20,18H20  ; 

and  for  the  potassium  salt  with  19W03,As205,3K20,16H20. 

The  author  also  obtained  a  second  arsenotungstic  acid  differing 
from  the  first  in  crystalline  form,  and  in  the  density  of  its  saturated 
solution,  which  is  2*241  at  16°.  L.  T.  T. 

Action  of  Hydrogen  Peroxide  on  Molybdates.  By  C.  Baer- 
wald  {Ber.,  17,  1206). — Commercial  ammonium  molybdate, 

(NH4)6Mo7024  4H20, 

dissolves  in  hydrogen  peroxide,  forming  a  yellow  solution,  which  de¬ 
posits  lemon-coloured  crystals  belonging  to  the  monoclinic  system — 

a:b:c  =  1*4727  :  1  :  1*0268.  (3  =  74°  32'. 

Similar  compounds  of  potassium,  sodium,  magnesium,  barium, 
silver,  and  lead  were  prepared.  W.  C.  W. 

Reduction  of  Molybdenum  Sulphide.  By  0.  F.  v.  d.  Pfordten 
(Ber.,  17,  731 — 736). — Both  the  bisulphide  and  trisulphide  of  molyb¬ 
denum  are  completely  reduced  to  metal  when  strongly  heated  in  a 
current  of  dry  hydrogen.  In  the  case  of  the  native  sulphide  (molyb¬ 
denum  glance),  whose  reduction  is  slightly  more  difficult  to  effect  than 
that  of  the  artificial  sulphides,  the  metal  is  obtained  in  pseudomorphs 
of  the  mineral.  It  appears  to  be  more  convenient  to  prepare  the 
metal  in  this  way  from  the  sulphide  than  by  reduction  of  the  oxide, 
the  method  usually  employed.  In  estimating  molybdenum,  it  is  better 
to  weigh  as  metal  than  as  bisulphide,  as  there  is  some  fear  of  the  latter 
being  partially  reduced  during  the  heating  in  hydrogen. 

A.  J.  G. 

Ferrous  Chloride.  By  V.  Meyer  (Ber.,  17,  1335 — 1338). — The 
author  has  redetermined  the  vapour-density  of  this  substance,  using 
a  porcelain  vessel  and  an  atmosphere  of  hydrochloric  acid  gas. 
The  hydrochloric  acid  prevents  the  decomposition,  which  was  pre¬ 
viously  noted,  of  a  trace  of  the  ferrous  chloride  into  iron  and  ferric 
chloride.  The  numbers  obtained  were  6  67  and  6*38.  FeCl2  re- 
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quires  4*39,  Fe2Cl4  8*78.  It  would  seem,  therefore,  that  ferrous  chlo¬ 
ride,  like  stannous  chloride,  has  the  double  molecule  Fe2Cl4  at  low 
temperatures,  the  simple  one  FeCh  at  high  temperatures,  but  that  the 
temperature  employed  (bright  yellow  heat)  was  not  high  enough  to 
cause  the  complete  formation  of  the  simpler  molecules.  L.  T.  T. 

Colloidal  Derivatives  of  Ferric  Hydroxide.  By  E.  Grimaux 
( Gompt .  rend.,  98,  1485 — 1488  and  1540 — 1542). — When  potassium 
hydroxide  is  added  to  a  mixture  of  glycerol  and  ferric  chloride,  a 
precipitate  is  formed  soluble  in  excess,  and  the  solution  has  the 
characteristic  properties  of  the  colloidal  solutions  previously  described 
(this  vol.,  p.  905).  The  tendency  to  coagulate  is  diminished  by  the 
presence  of  a  large  amount  of  glycerol,  and  increased  by  the  presence 
of  sodium  chloride  or  of  potash  in  excess.  If  the  proportion  of  glycerol 
is  very  large,  coagulation  is  entirely  prevented.  When  solutions  rich  in 
glycerol  are  dialysed,  they  first  lose  their  excess  of  potash,  then  their 
excess  of  glycerol,  and  become  coagulable  by  heat,  and  finally  they 
form  a  firm  thick  jelly  containing  glycerol,  ferric  hydroxide,  and 
potash.  Similar  solutions  are  obtained  by  substituting  either  ammonia 
or  soda,  or  sodium  or  potassium  carbonate  for  potash.  They  seem  to 
be  compounds  of  glycerol,  ferric  hydroxide,  and  alkalis,  and  are  easily 
dissociated  by  water  into  glycerol  and  insoluble  compounds  richer  in 
ferric  hydroxide.  With  acetic  acid,  they  yield  a  precipitate  soluble  in 
excess,  and  this  solution  gives  a  greenish  precipitate  with  potassium 
ferrocyanide,  converted  into  Prussian  blue  by  the  action  of  a  mineral 
acid. 

Mannitol,  erythrol,  and  sugar  yield  solutions  having  precisely  similar 
properties. 

Ferropotassium  tartrate  also  forms  colloidal  solutions  with  similar 
properties,  but  they  are  not  precipitated  by  potash  in  the  cold,  and  the 
precipitate  with  carbonic  anhydride  is  ochreous,  and  resembles  ferric 
hydroxide.  Potassium  ferrocyanide  produces  a  violet  coloration,  and 
Pru  ssian  blue  is  precipitated  from  this  solution  on  adding  an  acid. 

When  a  solution  of  ferric  chloride  is  added  to  a  solution  of 
sodium  arsenate,  a  precipitate  of  ferric  arsenate  is  formed,  but  re¬ 
dissolves  in  excess  of  ferric  chloride,  forming  a  colloidal  solution, 
which  yields  an  opaque  yellowish-white  coagulum  of  the  composition 
Fe2(As04)2.  In  preparing  this  solution,  excess  of  ferric  chloride 
must  be  avoided,  since  this  substance  prevents  coagulation  by  heat. 
If  the  solution  is  dialysed,  it  loses  sodium  chloride,  and  the  jelly 
which  forms  is  perfectly  transparent  and  of  a  pale  yellow  colour, 
but  by  prolonged  dialysis  it  becomes  reddish-yellow. 

Potassium  arsenite  and  ferric  chloride  yield  a  similar  solution, 
which  is  very  unstable,  and  coagulates  spontaneously.  With  potash, 
it  forms  a  precipitate  soluble  in  excess,  and  when  this  solution  is 
dialysed  it  yields  a  colloidal  solution  of  ferropotassium  arsenite,  which 
does  not  gelatinise  on  heating  unless  mixed  with  potash  solution, 
when  a  thick  brown  jelly  resembling  ferropotassium  tartrate  is 
formed.  Arsenious  acid  therefore  resembles  tartaric  acid  in  its  be¬ 
haviour  with  ferric  salts. 

Boric  acid  and  sodium  phosphate  behave  like  arsenic  acid,  but  in 
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the  case  of  the  phosphate  the  solution  shows  less  tendency  to  coagu¬ 
late. 

A  2' 26  per  cent,  solution  of  silica,  obtained  by  the  decomposition 
of  methyl  silicate,  forms  with  ferric  chloride  and  excess  of  potash  a 
limpid  solution,  which  becomes  turbid  after  a  few  minutes. 

C.  H.  B. 

Hydrates  of  Cobaltous  Chloride.  By  A.  Potilitzin  (Per.,  17, 
276 — 283). — As  is  well  known,  hydrated  cobaltous  chloride  changes 
in  colour  under  varying  conditions  of  temperature,  &c.  Bersch 
( Sitzungsber .  d.  Wiener  Akad.,  56,  724)  states  that  three  hydrates 
exist,  namely,  CoCl2  +  6ELO,  which  is  red  in  colour  at  ordinary  tem¬ 
peratures,  melts  at  86°,  and  begins  to  lose  water  at  111°  ;  a  rose-coloured 
CoCl2  +  4H20,  formed  from  the  hexhydrate  at  116° ;  and  CoCl2  4- 
2H20,  formed  from  the  two  last-named  hydrates  by  heating  them  at 
121°.  He  further  states  that  all  these  hydrates  when  heated  turn 
blue,  the  dihydrate  existing  in  two  modifications,  even  at  ordinary 
temperatures  ;  the  one  mentioned  above  being  of  a  dark  violet  colour, 
the  other,  obtained  by  drying  the  hexhydrate  over  sulphuric  acid, 
forming  a  rose-coloured  crystalline  powder  having  a  slight  violet  tint, 
and  finally  that  all  lose  water  at  140°  and  yield  the  anhydrous  salt. 

The  author  has  reinvestigated  this  subject,  and  cannot  confirm 
Bersch’s  statements.  Crystals  of  the  hexhydrate  begin  to  lose 
water  at  about  30 — 35°,  and  at  45°  effloresce  tolerably  quickly,  about 
four  hours’  heating  at  the  latter  temperature  converting  them  into 
the  dihydrate,  which  is  of  a  rose  colour,  having  a  slight  tint  of 
violet.  This  same  dihydrate  is  obtained  if  the  hexhydrate  is  kept 
four  or  five  days  over  sulphuric  acid  under  a  bell-jar.  The  colour, 
&c.,  is  identical  in  both  cases.  The  di  hydrate  absorbs  moisture  when 
exposed  to  the  air,  and  becomes  reconverted  into  the  hexhydrate.  At 
a  little  below  100°,  the  dihydrate  is  very  slowly  converted  into  a  dark 
violet  monohydrate,  which  is  exceedingly  hygroscopic,  absorbing 
moisture  from  the  air,  and  being  reconverted  into  the  hexhydrate. 
When  a  solution  of  CoCl2  +  6H20  in  absolute  alcohol  is  slowly  evapo¬ 
rated  in  an  air-bath  at  90 — 95°,  it  deposits  the  same  monohydrate  in 
the  form  of  fine  silky  violet-coloured  needles.  In  very  thin  layers, 
this  salt  is  almost  colourless,  and  as  the  thickness  of  the  layers  in¬ 
creases  the  colour  passes  through  various  shades  of  violet,  until  with 
a  thick  layer  it  is  almost  the  same  as  that  of  a  concentrated  alcoholic 
solution  of  cobaltous  chloride.  At  110 — 120°  the  monohydrate  loses 
its  last  molecule  of  water,  but  this  is  always  accompanied  by  a  slight 
loss  of  hydrochloric  acid,  the  anhydrous  salt  thus  formed  always 
leaving  a  slight  brown  residue  of  oxide  when  dissolved.  The  anhy¬ 
drous  salt  rapidly  absorbs  moisture  if  exposed  to  the  air. 

The  author  draws  the  following  conclusions  from  the  results  ob¬ 
tained  : — The  temperatures  given  by  Bersch  for  the  decomposition 
and  formation  of  the  various  hydrates  are  arbitrary  and  incorrect. 
The  dihydrate  CoCl2  +  2H20  exists  only  in  one  form,  and  is  of  a 
rose  colour  with  a  slight  shade  of  violet.  There  are  three  distinct 
hydrates  of  cobaltous  chloride,  CoCl2  +  6H20,  CoCl2  +  2H20,  and 
Co012  +  H20.  The  change  of  colour  which  occurs  on  heating  is  due 
to  the  separation  of  the  water;  all  dehydrating  agents  (as  alcohol, 
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hydrochloric  acid,  &c.)  may  therefore  cause  change  of  colour  even  at 
low  temperatures. 

The  author  suggests  that  the  incorrectness  of  BersclTs  results  is 
probably  due  to  his  not  allowing  time  for  the  dissociation  to  be 
completed.  Even  porous  hygroscopic  substances,  such  as  filter-paper, 
cause  dehydration  of  these  salts ;  a  drop  of  a  concentrated  aqueous 
solution  of  cobaltous  chloride  placed  on  filter-paper  always  shows  a 
blue  edge  as  it  dries.  L.  T.  T. 

Compounds  of  Gold  Chlorides  with  Phosphorus  Chlorides. 

By  L.  Lindet  ( Compt .  rend.,  98,  1382 — 1384). — Aurous  phosphorous 
chloride ,  Au3C12,2PC13,  is  obtained  by  heating  aurous  chloride  (pre¬ 
pared  by  reducing  auric  chloride  at  185 — 190°)  with  excess  of  phos¬ 
phorous  chloride  in  sealed  tubes  at  110 — 120°  for  an  hour.  The 
aurous  chloride  dissolves  in  the  phosphorous  chloride,  and  on  cooling 
the  double  chloride  is  deposited  in  large  colourless  oblique  prisms. 
The  double  chloride  is  stable  in  dry  air,  and  is  infusible  and  non¬ 
volatile,  but  it  decomposes  above  100°  with  evolution  of  phosphorous 
chloride,  and  a  complex  residue  is  left.  When  treated  with  water  or 
exposed  to  moist  air,  it  is  decomposed  with  formation  of  phosphorous 
acid  and  metallic  gold.  Chlorine  and  phosphoric  chloride  convert  it 
into  the  double  auric  phosphoric  chloride. 

Auric  phosphoric  chloride ,  AuC13,PC15,  can  be  obtained  by  the  direct 
combination  of  auric  chloride  and  phosphoric  chloride,  but  it  is  most 
easily  prepared  by  heating  aurous  chloride  in  sealed  tubes  at  120 — 
130°  for  several  hours  with  a  solution  of  two  equivalents  of  phos¬ 
phoric  chloride  dissolved  in  phosphorous  chloride.  It  forms  citron- 
yellow  microscopic  needles,  which  are  insoluble  in  and  are  not 
attacked  by  phosphorous  chloride,  but  in  contact  with  metallic  gold 
and  phosphorous  chloride,  they  are  reduced  to  aurous  phosphorous 
chloride.  At  about  120°,  it  dissociates  into  auric  chloride  and  phos¬ 
phoric  chloride ;  it  is  decomposed  by  water. 

Both  these  compounds  can  be  produced  simultaneously  by  treating 
auric  chloride  with  phosphorous  chloride  at  120°,  or  by  treating 
metallic  gold  with  phosphoric  chloride.  In  the  latter  case,  one  or  the 
other  double  salt  can  be  obtained  alone  by  using  proper  proportions 
of  gold  and  of  phosphoric  chloride.  0.  H.  B. 
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Rubidium,  Caesium,  Lithium,  and  Boric  Acid  in  Chili  Salt¬ 
petre.  By  Dieulafait  ( Compt .  rend.,  98,  1545 — 1548). — Grandeau 
found  in  1863  that  the  beetroots  in  the  north  of  France  contain  a 
relatively  large  proportion  of  rubidium,  but  are  free  from  ceesium  and 
lithium,  but  in  beetroots  from  Lower  Normandy,  where  no  foreign 
substances  had  been  used  as  manure,  the  author  found  neither 


MINERALOGICAL  CHEMISTRY. 


969 


caesium  nor  rubidium,  but  distinct  traces  of  lithium.  In  the  north 
of  France,  Chili  saltpetre  is  largely  used  as  a  manure,  and  the  author 
finds  that  sodium  nitrate  from  Chili  and  Peru,  even  after  being 
once  refined,  contains  sensible  quantities  of  rubidium,  mere  traces  of 
lithium,  little  or  no  caesium,  and  an  unusual  quantity  of  boric  acid. 
The  source  of  the  rubidium  in  the  beetroot  is  obvious. 

C.  H.  B. 

Minerals  from  Upper  Silesia.  By  B.  Kosmann  ( Jahrb .  /.  Min., 
1884,  2,  Kef.,  15 — 17). — The  author  has  already  published  a  paper 
on  the  same  subject  (Abstr.,  1883,  955).  He  now  describes  at  some 
length  the  minerals  occurring  in  the  ore  deposits  of  the  Musehelkalk 
of  Upper  Silesia.  The  minerals  described  are — zinc  blende,  iron 
pyrites,  cerussite,  dialogite,  tarnowitzite,  and  calcite.  Analyses  of 
markasite  from  the  Apfel  Mine  (1)  and  from  Bleischarley  (2)  are 
given  : — 


Fe. 

m. 

Pb. 

Zn. 

As. 

S. 

Si02. 

I. 

43*51 

0*25 

0*51 

0*078 

2*12 

48*55 

1*32 

II. 

42*27 

0*185 

0*124 

0*147 

0*71 

50*15 

1*30 

M2O3. 

CaO. 

Total. 

I. 

0*89 

2*78 

100*008 

II. 

0*87 

2*06 

99*816 

This  the  author  believes  to  be  a  mixture  of  markasite,  arsenical 
pyrites,  nickel  pyrites,  blende,  galena,  and  a  silicate,  CaAl2Si06. 

B.  H.  B. 

Thenardite.  By  O.  Mugge  (Jahrb.  f.  Min.,  1884,  2,  Mem.,  1 — 
10). — By  observing  the  optical  properties,  at  various  temperatures, 
of  natural  and  artificial  thenardite  (Na^SCh),  as  well  as  those  of  the 
mixed  crystals  of  K2S04  and  Na^SCb,  the  author  arrives  at  the  con¬ 
clusion  that  the  theory  of  morphotropic  relations  between  glaserite 
(K2S04)  and  thenardite  is,  to  a  certain  extent,  correct. 

In  order  to  obtain  artificial  thenardite,  Glauber’s  salt  was  heated 
not  much  above  45° ;  the  interior  of  the  crystals  then  fused,  and,  on 
cooling,  a  cavity  was  formed,  lined  with  small  transparent  crystals  of 
thenardite.  Glauber’s  salt  crystals,  dried  below  35°,  give  up  their 
water,  and  pass  over  into  amorphous  thenardite.  The  mixed  salt  of 
equal  parts  of  potassium  and  sodium  sulphates  crystallises  optically 
uniaxial,  and  is  positively  doubly  refracting.  When  heated,  however, 
it  becomes  first  isotropic  and  then  optically  negative.  Pure  potas¬ 
sium  sulphate  presents  two  similar  modifications ;  the  rhombohedral 
crystals  are  positive,  whilst  glaserite,  on  being  heated,  passes  over 
into  a  hexagonal  modification  with  negative  double  refraction.  The 
author  has  also  no  doubt  that  thenardite,  on  being  heated  to  180 — 
250°,  passes  over  into  a  hexagonal  modification,  the  true  nature  of 
which  is  observed  with  greater  difficulty  than  in  the  salts  previously 
mentioned,  on  account  of  its  very  weak  double  refraction.  Similar 
weak  double  refraction  has  been  observed  in  the  double  salt  of  potas¬ 
sium  and  lithium  sulphates,  whilst  the  double  salt  of  potassium  and 
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sodium  approaches  an  isotropic  state  only  at  a  much  higher  tempera¬ 
ture. 

It  is  more  difficult  to  explain  how  it  is  that  the  uniaxial  modifica¬ 
tion  of  sodium  sulphate,  produced  by  heating  the  rhombic  salt,  is  just 
as  irregularly  disposed  as  that  obtained  by  fusion.  The  geometrical 
deviation  from  hexagonal  symmetry  is  greater  with  thenardite  than 
with  glaserite.  The  slight  variation  of  the  refractive  indices  of  the 
uniaxial  modification,  like  their  change  in  the  mixed  salt,  perhaps 
indicates  at  the  same  time  an  approach  to  regular  symmetry. 

In  conclusion,  the  author  is  of  opinion  that  it  is  not  merely  by  chance 
that  the  majority  of  the  substances  hitherto  examined  approach  with 
increasing  temperature  a  higher  symmetry,  or  reach  it,  as  in  the  case 
of  arragonite,  nitre,  glaserite,  silver  iodide,  leadhillite,  and  cryolite, 
but  not  of  sulphur  and  mercury  iodide ;  these  substances  pass  over 
gradually,  from  the  most  highly  differentiated  crystalline  state  into 
the  amorphous  fluid  state,  so  far  as  they  can  reach  it  without  decom¬ 
position.  B.  H.  B. 

Trielinie  Potash  Soda  Felspar  (Microclase) .  By  F.  J.  Wiik 
{Jahrb.  f.  Min.,  1884,  2,  Bef.,  20). — The  author  proposes  to  apply 
the  name  microclase  to  the  triclinic  felspars,  which  stand  nearer  to 
orthoclase  than  albite,  but  are  distinguished  from  the  former  by  the 
crystal  system,  and  from  microline  by  the  small  extinction  angle 
on  the  base,  and  from  both  by  the  percentage  of  soda.  He  describes 
a  felspar  of  this  class  from  St.  Gotthard.  The  angle  OP  :  coPco  gave 
on  an  average  90°  24h  Sp.  gr.  2*507.  The  analysis  gave  the  follow¬ 
ing  results  (I)  : — 

Si02.  A1203.  K20.  Na^O.  Total. 

I.  (66*40)  16*23  11*90  5*47  100*00 

II.  (66*20)  18*87  10*37  4*56  100*00 

A  combination  of  3K2Al2Si6016  with  2Na2Al2Si60i6,  would  require  the 
figures  given  under  II.  B.  H,  B. 

Analysis  of  the  Foyaite  from  the  Serra  de  Monehique, 
Portugal.  By  P.  Jannasch  {Jahrb.  f.  Min.,  1884,  2,  Mem.,  11 — 13). 
—  The  analysis  gave  the  following  results  : — 

SiO  Ti02.  A1203.  Fe203.  FeO.  MnO.  CaO.  MgO. 

54*20  1*04  21*74  0*46  2*36  0*11  1*95  0*52 

Loss  on 

K20.  Na20.  Li20.  ignition.  Total.  Sp.  gr. 

6*97  8*69  trace  2*32  100*36  2*578 

B.  H.  B. 

New  Locality  for  Andesine  at  Orijarvi,  in  Finland.  By 

H.  Gtlling  {Jahrb.  f.  Min.,  1884,  2,  Ref.,  19). — On  the  crystals,  the 
following  planes  were  observed  : — OP,  go  Poo,  coPob,  ooP',  oo'P,  coP'2, 
co'P2,  ,P,co,  'P,6b,  2'P,co,  'P,  P',  ,P,  2P,  2P2. 

The  analysis  gave  : — 
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Si02.  A1203.  CaO.  Na20.  Loss.  Total.  Sp.  gr. 

57*3 7  26:09  8*13  7*96  0*70  100*25  2*68 

B.  H.  B. 

Solubility  of  the  Labradorite  from  St.  Paul  Island.  By 

P.  Jannasch  ( Jahrb .  /.  Min.,  2,  Mem.,  42 — 44). — These  experiments 
were  undertaken  to  solve  the  question  whether  the  felspars,  regarded 
as  an  isomorpbous  mixture  of  sodium-aluminium  and  calcium-alumi¬ 
nium  silicates,  when  treated  with  hydrochloric  acid,  give  up  the  anor- 
thite  portion,  or  whether  the  whole  of  the  felspar  substance  is  partially 
soluble.  The  results  are  in  favour  of  the  latter  view.  I  is  the 
analysis  of  the  labradorite  (sp.  gr.  2*688) ;  II,  that  of  the  acid  solution  ; 
and  III,  that  of  the  felspar  remaining  insoluble  in  hydrochloric 
acid  : — 

Loss  on 


Si02. 

A1203. 

FeO. 

MnO. 

CaO. 

MgO. 

ignition. 

k2o. 

I. 

54*09 

27*82 

1*50 

trace 

11*20 

0*05 

0*19 

0*43 

II. 

52*23 

26*96 

1*98 

trace 

13*25 

0*12 

— 

0*23 

III. 

54*34 

29*36 

0*22 

trace 

10*79  — 

— 

0*46 

Na20. 

Li20. 

Total. 

I. 

4*76 

trace 

100*04 

II. 

5*23 

trace 

100*00 

III. 

5*49 

— 

100*66 

B.  H. 

B. 

Relation 

between 

the 

Optical 

Properties 

and  Chemical 

Composition  of  Pyroxene  and  Amphibole.  By  F.  J.  Wiik 
(Jahrb.  f.  Min.,  1884,  2,  Ref.,  21). — The  following  data  serve  as  an 
addition  to  the  former  paper  on  the  same  subject  (Abstr.,  1883, 
560) : — 


FeO  per  cent. 

Extinction  angle  on 
clinopinacoid. 

Diopside  from  Achmatowsk . 

2  00 

37°  30' 

Diopside  from  Pargas  . . 

2*25 

38 

Diopside  from  Ala  . 

— 

39 

Diopside  from  Zillerthal . 

2  *51 

38° — 39° 

Augite  from  Nordmarken . 

Augite  in  the  olivine  diabase  of  Ewra 

17*31 

45°  45' 

(West  Finland)  . 

18*35 

46° 

The  examination  of  a  number  of  augites  from  basaltic  rocks  gave 
results  which  do  not  agree  with  the  series. 


FeO  per  cent. 

Extinction  angle  on 
clinopinacoid. 

Augite  from  basalt  tuff  from  Teplitz  . 

Augite  from  Monti  Rossi  . 

Augite  from  Vesuvius . 

Augite  from  Frascati . J 

5’45 

7*89— 11*39 

4  *55—  9  08 
10  *80 

46°  30' 

48°  50' 

45°  30'  and  49° 

54° 
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The  author  is  therefore  of  opinion  that  a  basaltic  angite  must  be 
distinguished  analogous  to  the  basaltic  hornblende.  The  latter  also 
seems  to  have  optical  properties  different  from  the  ordinary  hornblende 
occurring  in  older  rocks.  The  hornblende  from  the  basalt-wake  of 
Schima,  with  an  alumina  percentage  of  17 '59,  gave  an  extinction 
angle  on  the  clinopinacoid  of  only  10°.  B.  H.  B. 

Kelyphite.  By  A.  Schrauf  (Jahrb.  f.  Min.,  1884,  2,  Mem.,  21 — 
26). — If  the  large  amphibole  group  be  divided  into  two  classes  of 
nearly  equal  form  and  optical  symmetry,  namely,  the  actinolite  divi¬ 
sion,  RSi03,  and  the  hornblende  division,  «(RSi03)  +  y(R2Si04),  in 
which  y  is  greater  than  x ,  kelyphite  may  be  identified  with  horn¬ 
blende.  B.  H.  B. 

Ganomalite.  By  A.  Sjogren  (Jahrb.  f.  Min.,  1884,  2,  Ref.,  23 — 
24). — This  mineral,  discovered  by  Rbrdenskiold  at  Laangban  (Abstr., 
1879,  22),  has  recently  been  obtained  from  Jakobsberg,  in  Nordmarken. 
System  tetragonal.  Columnar  crystals  with  the  planes:  coP,  P,  coP4, 
OP.  coP  :  P  =  135°.  Cleavage  distinct,  parallel  to  ooP  and  OP. 
Fracture  uneven.  H.  =  3.  Sp.  gr.  5*738.  Colourless,  greasy  to 
glassy  lustre.  Becomes  dull  and  whitish  on  exposure  by  the  oxidation 
of  the  lead.  Optically  positive.  Strong  refraction.  Weak  inter¬ 
ference  colours.  Fuses  in  thin  splinters  in  candle  flame.  Soluble  in 
warm  nitric  acid.  The  analyses,  made  with  impure  material,  lead  to 
the  formula  2PbO,CaO,2Si 02.  B.  H.  B. 

Analysis  of  Ganomalite.  By  G-,  Lindstrom  (Jahrb.  f.  Min.,  1884, 
2,  Ref.,  25). — Ganomalite,  from  Jakobsberg,  carefully  purified  by  the 
magnet  and  by  iodide  solution,  gave  on  analysis  the  following 
results  : — 


SiOo. 

PbO. 

CuO. 

MnO. 

A1203. 

Fe2Oz. 

CaO. 

MgO. 

18*33 

68*80 

0-02 

2*29 

0*07 

0-12” 

9*34 

0*11 

Alkalis. 

PA- 

Cl. 

Ignition. 

Total. 

0*10 

0-04 

0*24 

0-57 

100*03 

From  this  the  formula  3Pb0,2Si02  4*  2R0,Si02  is  deduced. 

B.  H.  B. 

Tephroite.  By  A.  Sjogren  (Jahrb.  f.  Min.,  1884,  2,  Ref.,  24 — 25). 
— Crystals  of  tephroite  from  Laangban  were  found  to  belong  to  the 
rhombic  system.  Colour,  grey  ;  transparent ;  glassy  to  greasy  lustre. 
Fracture  conchoidal  to  splintery.  H.  =  5*5  to  6.  Sp.  gr.  3*95 — 4*02. 
Fuses  before  the  blowpipe  with  difficulty  to  a  brownish  cloudy  glass. 
Gelatinises  with  warm  hydrochloric  acid.  The  following  forms  were 
observed : — ooPdo,  ooP,  ooP2,  ooP^,  Pco,  P,  2P2,  3P3.  The  analy¬ 
sis  gave — 

Si02.  MnO.  MgO.  Total. 

31*39  65*34  3*15  99*88 

B.  H.  B. 

The  Rocks  of  Noyang.  By  A.  W.  Howitt  (Jahrb.  f  Min.,  1884, 
2,  Ref.,  59 — 61). — The  author  describes  the  eruptive  rocks  occurring 
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at  Omeo,  Gippsland,  Victoria.  The  rocks  in  the  district  are  quartz- 
mica  diorites  (Analysis  I),  traversed  by  porphyritic  masses.  In 
contact  with  these  dykes,  porphyritic  varieties  of  quartz-mica  diorites 
(Analyses  II  and  III)  occur.  Somewhat  more  recent  than  the  quartz- 
mica  porphyrites  are  dykes  of  quartz-porphyrite  (Analysis  IV),  and 
quartz-felsophyrites.  The  diorites  and  porphyrites  are  traversed  by 
dykes  of  “  greenstone.”  A  greenstone  dyke  (Analysis  V),  about 
30  inches  wide,  is  described  by  the  author  as  a  diorite,  not  far  removed 
from  the  amphibolised  diabases.  A  true  diabase  dyke,  the  only  one 
observed  by  the  author,  occurs  in  the  quartz-mica  diorite  at  Navigation 
Creek. 


I. 

II. 

III. 

IV. 

V. 

Si02  . 

57*69 

72*39 

77'66 

(78  -77) 

47-63 

Al-A . . . 

15  *65 

14-42 

12*44 

17*20 

EeA . 

7*42 

0*56 

0  61 

0  95 

3-60 

FeO  . 

2  *41 

0*30 

0-17 

8*09 

MnO  . 

trace 

0*01 

trace 

CaO . 

6*92 

0*85 

0-16 

0-53 

6*42 

MgO  . 

3  10 

1  *85 

0-73 

0-02 

6*25 

k2o  . 

2*37 

1  *23 

0-19 

0  24 

1*31 

NaaO  . . 

2-33 

5-93 

6-96 

6-79 

4*65 

H20  . 

1*59 

1-13 

0-46 

0-26 

2-71 

TiOo  . 

0  -03 

1  *39 

KCL . 

0'22 

trace 

trace 

COn  . 

0*44 

Total  . 

99  *73 

98  -67 

99  -24 

100-00 

99-69 

Hygroscopic  water. . . . 

0-34 

0-55 

0-33 

0*14 

0-73 

Sp.  gr . 

2-78 

2*63 

2*63 

2-61 

2-89 

B.  H.  B. 


Rock  from  the  Volcano  Yate.  By  H.  Ziegenspeck  ( Jahrb .  f. 
Min.,  1884,  2,  Ref.,  58). — Four  specimens  were  examined  from  the 
Volcano  Yate,  south  of  the  Boca  de  Reloncavi,  South  Chili.  The 
first,  from  the  northern  foot  of  the  volcano,  is  a  porphyritic  rock 
(Analysis  II)  containing  felspar  (Analysis  I),  olivine,  augite,  and 
magnetite.  The  ground-mass  consists  principally  of  felspar  with 
augite  crystals,  and  but  little  granular  isotropic  basis.  The  second 
sample,  of  a  slag-like  structure,  contains  felspar,  augite,  and  mag¬ 
netite  in  a  brown  isotropic  basis.  The  third  rock  (Analysis  III) 
contains  plagioclase,  augite,  magnetite,  and  apatite  in  a  dark  ground - 
mass,  poor  in  glass.  The  fourth  rock  (Analysis  IV)  is  compact, 
and  weathered  on  the  surface.  It  contains  plagioclase,  augite,  mag¬ 
netite,  and  apatite  in  a  microlithic  ground-mass. 


Si02. 

Al203. 

FeO. 

MnO. 

CaO. 

MgO. 

KoO. 

I. 

46-03 

32*41 

1-78 

— 

— 

1378 

0*28 

075 

II. 

52-02 

17*14 

7-96 

3*52 

0*85 

11*57 

3*13 

0*60 

III. 

63-69 

15*03 

2-51 

2*41 

0*55 

3*30 

0*80 

2*46 

IV. 

63*49 

12*42 

6-41 

1*34 

0-85 

4-17 

1*32 

1*78 
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I. 

Na20. 

4*43 

Loss  on 
ignition. 

0-48 

Total. 

99*94 

Sp.  gr. 

2-74 

II. 

2*38 

0*28 

99*45 

2*76 

in. 

6*54 

2*23 

99*52 

2*55 

IV. 

4*90 

2*88 

99*56 

2*52 

In  Analyses  II,  III,  and  IV,  traces  of  HC1,  P205,  and  S03  were 
detected,  and  in  III  and  IV  also  traces  of  copper.  The  author  classes 
the  first  rock  as  basalt,  the  others  as  augit e-andesite.  B.  H.  B. 

Krakatoa  Ashes.  By  A.  y.  Lasaulx,  A.  Saber,  J.  H.  Kloos, 
A.  Renard,  and  A.  Daubr^e  (Jahrb.  f.  Min.,  1884,  2,  Ref.,  53 — 58). — 
There  can  be  no  doubt  that  the  Krakatoa  eruption  yielded  ashes  of 
enstatite-andesite.  All  the  observers  give  labradorite,  augite,  mag¬ 
netite,  and  apatite.  Hornblende  and  iron  pyrites  are  also  stated  to  be 
present  by  one  observer.  The  principal  mass  of  the  ashes  consists  of 
a  pnmiceous  glass. 

The  chemical  composition  of  the  ashes  which  fell  in  Batavia  is 
determined  by  an  analysis  (I)  by  Sauer,  and  also  by  Renard  (II). 
Sauer  also  found  0*82  substance  soluble  in  water,  consisting  prin¬ 
cipally  of  lime  and  sulphuric  acid,  with  traces  of  potash  and  soda. 
He  also  analysed  the  ashes  carefully  freed  from  crystalline  substances, 
and  found  the  composition  given  under  III.  Both  Renard  and  Sauer 
also  analysed  a  sample  of  ashes,  collected  from  His  Majesty’s  ship 
“  Elizabeth,”  300  nautical  miles  from  the  Sunda  Straits.  This  was 


found  to  be  identical  with  the  material  from  Batavia. 

Si02. 

TiO*. 

A1203. 

Fe<>0 

3*  FeO. 

CaO. 

MgO. 

_ y _ / 

I. 

63*30 

1-08 

14*52 

5*82 

4*00 

1*66 

II. 

65*04 

— 

14*63 

4-47  2-82 

3*34 

1*20 

V _ 

.  _v _ j 

III. 

66*73 

0*50 

16*59 

4*08 

3*82 

1*50 

Loss  on 

MnO. 

Na^O. 

X20. 

ignition. 

Total. 

I. 

0*23 

5*14 

1*43 

2*17 

99*35 

II. 

trace 

4*23 

0*97 

i 

2*74 

99*44 

III. 

trace 

(5*65) 

2*13 

100*00 

B.  H.  B. 

Krakatoa  Ashes.  By  K.  Oebbeke  ( Jahrb.f '.  Min.,  1884,  2,  Mem., 
32 — 33). — The  author  gives  analyses  of  the  ashes  which  fell  on  the 
ship  “  Barbarossa,”  on  the  27th  August,  1883.  The  results  obtained 
by  him  were  as  follows: — I,  complete  analysis;  sp.  gr.  2*38.  II, 
portion  soluble  in  hydrochloric  acid,  7  per  cent.  Ill,  portion  inso¬ 
luble  in  hydrochloric  acid,  93  per  cent. 
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Si02. 

Ti02. 

A1203.  Fe203.  FeO. 

MnO. 

CaO. 

MgO. 

I. 

6806 

0*38 

15-03  0-28  3-66 

V.  J 

trace 

•2-71 

0*81 

II. 

50*45 

trace 

14*05  17*10 

. — . 

5-65 

3*80 

III. 

69*25 

0*41 

15*10  3*03 

trace 

2-50 

0*59 

K20. 

Na20.  H20. 

Total. 

I. 

3*41 

425  2*12 

100*71 

II. 

1*95 

2*65  5*10 

3  00*75 

III. 

3*51 

4*36  1*89 

100*64 

The  original  ashes  contained  substances  soluble  in  water  :  — 


CaO. 

0-20 

MgO. 

0*11 

N  a-O. 
0*79 

Cl. 

0*76 

so3. 

0*69 

K20. 

trace 

or 

NaCl. 

1*25 

HaS04. 

0*29 

CaS04. 

0*48 

MgS04. 

0*33 

Total. 

2*35 

B.  H.  B. 


Analysis  of  Volcanic  Ashes  from  Krakatoa.  By  D.  de  Loos 
(Ber.,  17.  999 — 1000). — These  ashes  were  collected  after  the  eruption 
of  August,  1883,  in  Java,  and  were  found  to  consist  of  0*80  per  cent, 
of  matter  soluble  in  water  (silica,  sulphuric  acid,  chlorine,  calcium, 
potassium,  sodium),  5 ‘70  per  cent,  soluble  in  acid  (chiefly  ferric  oxide 
and  alumina),  and  93’50  per  cent,  of  insoluble  matter.  This  inso¬ 
luble  part  consisted  of  64*05  per  cent,  silica,  6*54  per  cent,  ferric 
oxide,  and  a  trace  of  ferrous  oxide,  13*08  per  cent,  alumina,  and 
1*80  per  cent,  calcium  oxide.  A.  B. 


Classification  of  Meteorites.  By  G.  Tschermak  (Jahrb.f.  Min., 
1884,  2,  Ref.,  25 — 28). — The  author  proposes  the  following  classifica¬ 
tion  : — 

I.  Meteorites,  consisting  principally  of  iron. 

Meteoric  iron. 

II.  Iron  ground-mass,  with  enclosed  silicates. 

Pallasite — iron  and  olivine, 

Mesosiderite — iron,  olivine,  and  bronzite, 

Siderophyr — iron  and  bronzite, 

Grahamite — iron,  plagioclase,  olivine,  bronzite. 

III.  Olivine  and  bronzite,  with  subordinate  iron. 

Chondrite. 

IV.  Olivine,  bronzite,  pyroxene. 

Chassignite — olivine, 

Amphoterite — olivine  and  bronzite, 

Diogenite — bronzite  or  hypersthene, 

Bustite — diopside  and  enstatite. 

V.  Augite,  bronzite,  and  lime-felspar. 

Howardite — augite,  bronzite  and  plagioclase. 

Eukrite — augite  and  anorthite.  B.  H.  B. 
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Peculiar  Concretions  in  Iron  Meteorites.  By  L.  Smith  (Amer. 
J.  Sci 25,  417 — 423).— The  author  calls  attention  to  the  more  or 
less  globular  concretions  in  the  interior  of  meteoric  iron,  which  seem 
but  rarely  to  be  absent.  These  concretions  consist  of  troilite,  schreiber- 
site,  graphite,  daubreelite,  lawrencite,  or  chromite.  Each  of  these 
concretions  is  almost  as  characteristic  of  meteoric  iron  as  the  nickel- 
iferous  alloy  of  the  metal.  The  troilite  concretions  are  often  some¬ 
what  complex  in  their  character.  8  grams  from  the  Cran bourne  iron 
were  treated  with  petroleum  ether,  dilute  hydrochloric  acid,  and  nitric 
acid,  and  the  magnet  was  applied  to  the  residue.  In  this  way,  celes- 
tialite,  sulphur,  a  compound  of  sulphur  and  carbon,  schreibersite, 
daubreelite,  graphite,  silica,  and  a  cobalt  mineral  were  determined. 

B.  H.  B. 

The  Bishopville  and  Waterville  Meteorites.  By  M.  E.  Wads¬ 
worth  (Amer.  J .  Sci.,  26,  22 — 38). — The  meteorite  of  Bishopville, 
South  Carolina,  was  found  on  microscopic  examination  to  consist  of 
the  following  minerals :  enstatite,  felspar,  monoclinic  pyroxene, 
olivine,  pyrrhotine,  and  nickel-iron.  The  enstatite  contains  many 
glass  inclusions,  microliths,  chromite  and  metallic  grains.  The 
felspar  is  mostly  plagioclase,  with  exceedingly  fine  twinning  bands. 
It  contains  numerous  yellowish-brown,  dark,  or  almost  colourless 
inclusions,  and  minute  crystals  of  enstatite  in  rosette-like  forms.  In 
its  mineralogical  composition  and  its  structure  the  meteorite  resembles 
gabbro  (norite). 

The  doubtful  meteorite  of  Waterville,  Maine,  proves  to  be  a  lami¬ 
nated  ash-grey,  cellular,  cinder-like  slag,  consisting  of  a  cellular, 
glassy  mass,  which  has  begun  to  devitrify,  and  has  been  long  exposed 
to  the  action  of  atmospheric  agencies.  B.  H.  B. 

The  Alfianello  Meteorite.  By  H.  v.  Foullon  and  W.  Flight 
Jahrb.  f.  Min ,  1884,  2,  Ref.,  30 — 32). — This  meteorite  has  already 
been  described  in  detail  (Abstr.,  1883,  1071). — I  gives  the  results  of 
Foullon’s  analysis  of  material  from  six  specimens  ;  II,  the  compo¬ 
sition  of  the  portion  soluble  in  acid ;  III,  that  of  the  insoluble  silicates. 


Ila  and  Ilia 

give  the  results  obtained  by 

Flight : 

— 

I. 

II. 

II<Z. 

III. 

IITa. 

Si02  . .  . 

.  39*14 

35-05 

3512 

56-22 

56*12 

AL,03. . . 

0*93 

0*41 

1*52 

1*64 

[Cr203  =  8*28] 

FeO  . .  . 

.  17*42 

28*53 

51*43 

12*16 

13*40 

CaO  . .  . 

1*96 

0*55 

4*64 

4-16 

6*71 

MgO . .  . 

.  25*01 

35*46 

7-2  7 

23-76 

17-26 

Na20. .  . 

0*75 

— 

- - 

L  O.fiA 

K20  . . . 

0*10 

— 

; - 

>  Li  UO 

Fe . 

.  11*31 

— 

— 

— 

— 

Ni . 

1*09 

— 

— 

— 

— 

s  . 

271 

— 

— 

— 

— 

Totals  . . 

.  100*42 

100*00 

99*28 

100*00 

101-77 

From  these  results  the  mineralogical  composition  is  calculated  (IV) 
by  Foullon,  and  (V)  by  Flight. 
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IV. 

y. 

Bronzite  and  felspar. . 

41-37 

Insoluble  silicates  . . 

40-12 

Olivine  . 

43-77 

Soluble  silicates. .  . . 

50-86 

Nickel  iron  . 

7-66 

Nickel  iron . 

2T1 

Magnetic  pyrites  .... 

7-45 

Troilite  . 

6-92 

The  results  given  under  II  and  Ila,  III  and  Ilia,  do  not  agree  very- 
well,  and  the  high  percentage  of  chromium  in  Ilia  is  especially 
remarkable.  In  the  analysis  Ilia,  the  percentage  of  silica  is  also  too 
high  for  an  olivine  so  rich  in  iron.  B.  H.  B. 

The  Rowton  and  Middlesbrough  Meteorites.  By  W.  Flight 
(Jahrb.  f.  Min.,  1884,  2,  Ref.,  28 — 30). — The  iron  meteorite  of 
Rowton  is  the  first  whose  fall  has  been  observed  in  Great  Britain.  It 
took  place  on  April  20th,  1876,  at  3.40  p.m.  Analysis  I  gives  the 
composition  of  the  nickel  iron ;  II,  that  of  the  troilite.  The  iron 
yielded  6'38  times  its  volume  of  gas,  an  analysis  of  which  is  given 
(III):- 


I. 

II. 

III. 

Fe  . . . . 

91*15 

Fe  . .  . . 

63-93 

C02. . . . 

5-15 

Ni . . . . 

8-67 

S  .... 

36-07 

n  .... 

77-78 

Co  .... 

0-34 

CO.. .. 

7-34 

Cu. . . . 

trace 

N  .... 

9-72 

The  Middlesbrough  meteorite  fell  on  the  14th  of  March,  1881,  at 
3.35  p.m.  The  sound  resembled  the  boom  of  a  gun,  but  no  lumi¬ 
nous  or  cloud-forming  phenomena  are  reported.  The  stone  weighed 
3  lb.  8£  oz.,  and  forms  a  low  pyramid.  It  has  a  greyish-white  colour, 
and  is  for  the  most  part  composed  of  silicates.  The  metallic  particles 
(9’38  per  cent.)  obtained  by  treating  with  mercuric  chloride  gave  on 
analysis  the  following  results 

Fe.  Ni.  Co.  Total. 

76-99  21-32  1*69  100-00 

Of  the  remaining  constituents  59' 94  per  cent,  were  soluble  silicates 
(Analysis  II),  and  40*06  per  cent,  insoluble  (Analysis  III).  The 
analysis  of  the  soluble  portion  indicates  the  presence  of 

2(Mg,Fe)0,Si02. 

No  lime  and  no  alumina  were  found.  The  insoluble  portion  is  bronzite, 
or,  as  is  more  probable,  augite  with  labrador ite. 

Si02.  A1203.  FeO.  CaO.  MgO.  Total. 

II.  41-10  —  27-96  —  30-94  100-00 

III.  55-39  4-77  23*58  4*37  11  04  99‘15 

B.  H.  B. 

The  Nogoya  Meteorite.  By  Websky  and  Daubr^e  (Jahrb.  f. 
Min.,  1884,  2,  Ref.,  32). — The  meteorite  fell  at  Nogoya,  in  the  Argen¬ 
tine  Republic,  in  the  winter  of  1880,  with  distinct  luminous  pheno¬ 
mena.  The  form  is  that  of  a  spheroid,  15 — 18  cm.  in  diameter.  The 
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weight  is  4|  kg.  It  belongs  to  the  carbonaeeons  meteorites,  and 
resembles  most  closely  that  of  Cold  Bokkeveld.  B.  H.  B. 

Mineral  Water  from  Aruba.  By  D.  de  Loos  ( Ber .,  17,  999). — 
This  mineral  water,  from  Antikroeri,  in  the-  West  Indian  island  of 
Arnba,  has  been  analysed,  and  found  to  contain  no  copper  salts,  as  was 
supposed.  One  litre  of  the  water  contains  11*16  grams  mineral 
salts,  of  which  2*13  grams  are  magnesium  chloride,  and  the  remainder 
chlorides  and  sulphates  of  the  alkalis,  along  with  a  little  calcium 
sulphate.  A.  B. 

Composition  of  Borhegyer  Water.  By  M.  Ballo  (. Ber 17, 
673 — 674). — This  mineral  water,  from  the  vicinity  of  Bibarczfalva,  in 
the  Siebenbiirgen,  contains  in  grams  per  litre  : — 


Calcium  carbonate  .  0*65040 

Magnesium  carbonate .  0*42075 

Sodium  carbonate .  0*37489 

Lithium  carbonate .  0*00646 

Ferrous  carbonate . 0*07428 

Manganous  carbonate  .  0*01824 

Potassium  sulphate  . . .  0*00034 

Sodium  chloride .  0*10971 

Potassium  chloride  .  0*05820 

Sodium  bromide .  0*00046 

Sodium  iodide  .  0*00018 

Alumina .  0*00952 

Phosphoric  acid .  traces 

Silica .  0*08454 


1*8079  7 

Total  carbonic  anhydride .  3*13008 

Carbonic  acid  present  as  bicar¬ 
bonates  .  1*4023 

Free  carbonic  anhydride .  1*72778 


A.  J.  G. 
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Monobromomethyl  Chloroform  (Bromotrichlorethane).  By 

L.  Henry (Compt.  rend..  98,  370 — 372). — This  compound,  CCl3.CH2Br, 
may  be  obtained  by  heating  the  trich  lore  thane,  CC13.CH3,  with  bro¬ 
mine  at  150 — 160°  in  sealed  tubes,  but  higher  brominated  derivatives 
are  formed  at  the  same  time.  It  is  more  conveniently  prepared  by  the 
action  of  antimony  pentachloride  on  CCl2Br.OH2Br  or  CClBr2.CH2Br. 
It  is  a  colourless  mobile  liquid  of  ethereal  odour  boiling  at  151 — 153° 
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Its  sp.  gr.  at  0°  is  1*8839.  When  treated  with  alcoholic  potash,  it  is 
decomposed,  the  elements  of  hydrochloric  acid  being  eliminated  and 
the  compound  C012  *.  CHBr  formed;  this  is  a  colourless  liquid  which 
boils  at  114 — 116°.  It  has  a  powerful  odour  and  rapidly  absorbs 
oxygen  on  exposure  to  the  air. 

The  following  table  gives  the  properties  of  the  chlorinated  brom  - 
ethanes  : — 


B.  p. 

Density. 

CH2Br.CH3 . 

38° 

1-4733 

CH2Br.CH2Cl  .... 

108 

1-7387 

CH2Br.CHCl2  .... 

138 

1*8587 

CH2Br.OCl3 . 

151 

1*8839 

c.  e.  a. 


Propargyl  Iodide.  By  L.  Henry  ( Ber .,  17,  1132 — 1133). — Pro- 
pargyl  iodide,  prepared  by  the  action  of  sodium  iodide  on  propargyl 
bromide  in  alcoholic  solution,  is  a  pale-yellow  liquid  boiling  at  115°, 
sp.  gr.  at  0°  2*0177,  non-miscible  with  water.  It  unites  with  mercury 
forming  a  yellow  crystalline  compound,  C3H3HgI,  and  with  iodine, 
yielding  propargyl  triiodide,  C3H3I3,  which  is  deposited  from  a  warm 
ethereal  solution  in  colourless  needles  melting  at  40°.  An  addition- 
product  of  the  composition  (03H3I2)2HP02  is  formed  by  the  action  of 
iodine  and  amorphous  phosphorus  on  propargyl  alcohol  (Ann.  Soc. 
scientifique  Bruxelles ,  1878).  W.  C.  W. 

Second  Anhydride  of  Erythrol,  C4H602.  By  S.  Przybytek 
(Ber.,  17,  1091 — 1096). — This  dioxide  has  been  obtained  by  the 
action  of  potassium  hydroxide  on  erythrol  dichlorhydrin,  and  is  a 
complete  internal  anhydride  of  erythrol  as  shown  by  the  formula 
CH2 — CH.CH — CH2.  Erythrol  dichlorhydrin,  melting  at  124°,  was 


prepared  by  the  action  of  concentrated  hydrochloric  acid  on  erythrol 
at  100°.  The  dichlorhydrin  was  dissolved  in  ether,  and  powdered 
potassium  hydroxide  added  as  long  as  any  reaction  took  place ;  this 
reaction  was  observed  by  the  precipitation  of  potassium  chloride  and 
the  slight  boiling  of  the  ether.  After  the  separation  of  the  precipi¬ 
tate,  the  ether  was  evaporated  off,  and  the  new  oxide  distilled.  It  is 
a  colourless  mobile  liquid  boiling  at  138°,  and  has  a  disagreeable 
peculiar  odour  and  a  burning  taste.  The  sp.  gr.  at  0°  is  1*1322,  at  18° 
1*1132.  It  is  extremely  volatile,  passing  over  with  the  vapour  of 
ether. 

Analysis  leads  to  the  formula  C4H602.  The  estimation  of  the 
vapour-density  by  Meyer’s  method  with  aniline  vapour  gave  it  as 
3*12 — 3*20,  whilst  that  calculated  for  C4H602  is  2*91. 

The  chemical  properties  of  this  compound  show  that  it  has  the 
above  constitutional  formula.  It  combines  with  water,  acids,  and  am¬ 
monia,  to  form  addition-products  in  the  proportion  of  1  mol.  to  2  mols. 
water  or  2  mols.  monobasic  acid.  It  mixes  in  all  proportions  with 
water,  and  combines  with  it  to  form  erythrol,  somewhat  slowly  at 
the  ordinary  temperature,  more  quickly  at  100°.  Hydrochloric  acid 
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converts  it  into  the  original  dichlorhydrin.  It  combines  with  dry 
hydrocyanic  acid  at  50 — 55°  to  form  the  nitrile  of  dihydroxyadipic 
acid,  C4H6(OH)2(CN)2.  When  heated  with  2  mols.  hydrocyanic  acid 
at  50 — 55°  for  four  or  five  hours,  it  forms  an  amorphous  mass  of 
nitrile,  and  this  when  treated  with  potash  gives  ammonia,  and  is  con¬ 
verted  into  the  potassium  salt  of  dihydroxyadipic  acid.  The  capacity 
of  this  oxide  to  combine  with  acids  is  so  strong  that  it  will  precipitate 
magnesia  and  cupric  oxide  from  their  soluble  salts.  With  ammoniacal 
silver  nitrate,  it  gives  a  silver  mirror.  It  combines  with  2  mols.  of 
aniline  to  form  an  addition- product,  C16H20N2O2,  insoluble  in  water 
and  ether,  and  combining  with  mineral  acids  to  form  salts.  The 
hydrochloride  of  this  aniline  compound,  Ci6H20N2O2,2HCl,  forms  large 
colourless  plates.  The  same  salt  can  be  obtained  by  heating  the 
dichlorhydrin  with  aniline  at  100°. 

The  properties  of  this  oxide  are  analogous  to  those  of  the  series 
C„H2nO.  It  is  the  first  member  of  a  series  of  dioxides  which  would 
have  the  general  formula  CwH2n_202.  The  author  is  at  present 
engaged  in  preparing  the  dichlorhydrin,  C6H1202C12,  by  the  action  of 
hypochlorous  acid  on  diallyl,  and  hopes  to  obtain  a  dioxide  from  it  by 
the  action  of  potassium  hydroxide.  A.  B. 

Lactose  and  Mucic  Acid.  By  W.  H.  Kent  and  B.  Tollens 
( Ber .,  17,  668). — In  preparing  lactose  from  milk-sugar,  hydrochloric 
acid  gives  better  results  than  sulphuric  acid.  The  action  of  nitric 
acid  in  systematically  increased  amounts  on  milk-sugar  and  on  lactose 
has  been  investigated.  In  favourable  cases  there  has  been  obtained 
from  milk-sugar  38  per  cent.,  and  from  lactose  77  per  cent,  of  mucic 
acid.  10 — 15  per  cent,  solutions  of  lactose  show  a  rotary  power 
[a]D  =  81*4 — 81*7°.  Lactose  yields  laevulinic  acid  when  heated  with 
hydrochloric  acid.  A.  J.  G. 

Lactosin :  a  New  Carbohydrate.  By  A.  Meyer  (Ber.,  17,  685 
— 692). — Lactosin  is  a  crystalline  carbohydrate  occurring  largely  in 
the  Caryophyllacae,  in  which  it  plays  the  same  part  as  inulin  in  the 
Composite.  It  is  best  prepared  from  the  roots  of  Silene  vulgaris , 
those  gathered  in  autumn  being  richest  in  lactosin.  The  grated  roots 
are  pressed,  the  juice  mixed  with  an  equal  volume  of  alcohol  (95  per 
cent.),  and  allowed  to  stand  twelve  hours:  the  precipitated  protei’ds 
are  then  filtered  off,  the  filtrate  mixed  with  an  amount  of  alcohol 
equal  to  three  times  the  original  volume  of  the  juice,  and  allowed  to 
stand  24  hours.  The  precipitate  is  dissolved  in  a  little  water  and 
again  precipitated  with  alcohol ;  the  crude  lactosin  so  obtained  still 
contains  2*1  per  cent,  of  ash.  It  is  best  purified  by  precipitation  from 
aqueous  solution  by  lead  acetate  and  ammonia  ;  the  sparingly  soluble 
lead  compound  is  decomposed  by  hydrogen  sulphide,  the  aqueous  solu¬ 
tion  concentrated,  and,  whilst  still  hot,  precipitated  by  alcohol ;  the 
precipitate  is  dissolved  in  water,  evaporated  on  the  water-bath,  and 
dried  over  sulphutlc  acid.  Amorphous  lactosin  so  obtained  is  free 
from  ash,  and  shows  all  the  properties  of  the  crystalline  form,  except 
that  the  specific  rotation  =  -{-168°.  Probably  lactosin  exists  in  two 
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modifications  mainly  distinguished  by  the  difference  in  their  rotary 
powers. 

Crystalline  lactosin  is  prepared  from  the  amorphous  form  by  boiling 
it  for  some  days  in  a  vessel  provided  with  a  reflux  condenser  with  an 
amount  of  alcohol  of  80  per  cent,  insufficient  for  complete  solution. 
It  forms  small  colourless,  lustrous  crystals  of  the  formula  C3sH6203i  + 
H20,  loses  its  water  on  long  heating  at  100°,  and  has  the  specific 
rotation  [a]D  =  +211*7°.  It  is  moderately  soluble  in  water,  the  colour¬ 
less  solution  resembles  an  aqueous  solution  of  dextrin  in  its  physical 
properties,  is  not  precipitated  by  lead  acetate,  basic  lead  acetate,  or 
lime-water,  but  is  precipitated  by  lead  acetate  and  ammonia.  It  does 
not  reduce  Fehling’s  solution  of  the  ordinary  strength,  but  appears  to 
exert  a  slight  reducing  action  on  weak  solutions.  An  alcoholic  solu¬ 
tion  is  precipitated  by  basic  lead  acetate  and  by  lime-water,  but  not 
by  normal  lead  acetate.  Addition  of  alcoholic  potash  or  soda  precipi¬ 
tates  the  potassium  or  sodium  derivatives  of  lactosin. 

On  inversion,  lactosin  yields  lactose  and  a  sugar  of  rotary  power 
equal  to  about  +17°,  whose  investigation  will  be  continued. 

A.  J.  G. 

Gallisin,  the  Unfermentable  Part  of  Commercial  Glucose. 

By  C.  Schmitt  and  A.  Cobenzl  (Ber.,  17, 1000 — 1015). — Neubauer  and 
other  authors  have  stated  that  in  wine,  which  in  its  preparation  has 
been  subjected  to  Gall’s  treatment  with  glucose  and  fermented,  a 
certain  portion  of  the  glucose  remains  in  the  wine  as  an  unferinented 
substance  which  is  neither  glucose  nor  dextrin.  Owing  to  the 
interest  that  has  arisen  as  to  the  possible  unwholesomeness  of  gallin- 
ated  wines,  the  authors  have  been  led  to  investigate  the  subject,  and 
have  succeeded  in  separating  from  fermented  glucose  (prepared  from 
potato-starch)  an  intensely  hygroscopic  substance  which  they  have 
named  gallisin.  A  physiological  investigation  of  this  compound  is  in 
progress,  but  at  present  for  purposes  of  priority,  the  purely  chemical 
part  of  the  research  is  published. 

Preparation  of  Gallisin. — A  solution  of  5  kilos,  of  glucose  was 
fermented  at  18 — 20°  for  five  or  six  days  with  yeast  and  filtered.  The 
solution  thus  obtained  was  then  evaporated  to  a  thick  syrup  on  the 
water- bath  and  shaken  in  a  flask  with  a  large  excess  of  absolute 
alcohol :  it  became  thicker,  but  did  not  mix  with  the  alcohol.  After 
a  second  treatment  with  absolute  alcohol  (by  means  of  which  water, 
sugar,  organic  acids,  Ac.,  are  extracted)  the  syrup  was  found  to  be 
converted  into  a  crumbling  yellow-gray  mass,  which  by  pounding  in  a 
mortar  with  a  mixture  of  absolute  alcohol  and  ether  can  be  obtained 
as  a  gray  powder.  This  powder  may  be  purified  by  dissolving  it  in 
water,  repeating  the  above  treatment,  and  drying  over  sulphuric 
acid. 

Gallisin  when  viewed  under  the  microscope  is  found  to  be  amor¬ 
phous  and  without  any  characteristic  structure.  It  is  intensely  hygro¬ 
scopic,  more  so  than  calcium  chloride,  but  yields  no  definite  compound 
with  water.  It  is  insoluble  in  ether,  chloroform,  and  benzene,  very 
sparingly  soluble  in  glacial  acetic  acid  and  in  absolute  alcohol,  but 
slightly  more  so  in  methyl  alcohol,  and  in  this  it  differs  from  glucose 
which  is  readily  soluble.  It  dissolves  when  boiled  in  a  mixture  of 
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glacial  acetic  acid  and  absolute  alcohol,  but  it  is  precipitated  from 
this  solution  by  ether.  In  concentrated  aqueous  solution,  it  has  an  acid 
reaction  to  litmus-paper ;  and  undergoes  no  change,  either  by  heat 
or  when  treated  with  lead  acetate,  mercuric  nitrate  or  chloride,  ferric 
chloride,  tincture  of  iodine,  or  calcium  or  barium  chloride.  Barium 
hydroxide  precipitates  a  small  quantity  of  a  white  barium  compound. 
With  silver  nitrate,  it  undergoes  no  change  until  it  is  heated  or  am¬ 
monia  is  added,  when  metallic  silver  is  precipitated.  It  rapidly  reduces 
potassium  permanganate,  especially  in  slightly  alkaline  solution,  with 
separation  of  peroxide  of  manganese.  Potassium  dichromate  in  dilute 
acid  solution  is  also  rapidly  reduced.  Fehling’s  and  Knapp’s  solutions 
are  reduced  by  it  (in  this  it  differs  from  dextrin),  and  0*05  g.  glucose 
are  equal  to  0*109784  g.  gallisin  in  reducing  power.  A  concentrated 
solution  of  gallisin  prevents  the  precipitation  of  iron  salts  by  ammo¬ 
nia  or  caustic  alkalis.  With  acetic  anhydride,  it  gives  an  acetyl  com¬ 
pound,  and  it  is  converted  into  glucose  by  treatment  with  dilute 
mineral  acids  on  the  water-bath.  On  treating  an  aqueous  solution  with 
fresh  yeast  it  is  not  fermented,  nor  does  it  undergo  lactic  fermenta¬ 
tion,  but  if  a  dilute  aqueous  solution  is  allowed  to  stand  for  a  time 
it  decomposes  with  formation  of  a  mouldy  fungus.  At  100°  it  gives 
off  water  and  carbonic  anhydride.  It  has  a  slightly  sweet  taste  at  first, 
but  in  time  becomes  insipid.  A  solution  of  gallisin  turns  the  plane 
of  polarisation  to  the  right,  and  this  power  increases  according  to 
the  dilution  of  the  solution.  A  very  pure  white  specimen,  when 
analysed  with  every  care  to  prevent  access  of  moisture,  was  found  to 
contain  43*50  per  cent.  C  and  7’36  per  cent.  H,  and  these  results  lead 
to  the  formula  C12H24O10  (C,  43*9  :  H,  7*32). 

Gallisin-barium ,  Ci2H22BaOi0  +  3H20,  may  be  obtained  by  precipi¬ 
tating  a  concentrated  aqueous  solution  of  gallisin  by  barium  hydrox¬ 
ide  in  alcoholic  solution,  and  is  purified  by  dissolving  the  precipitate 
in  water,  reprecipitating  with  alcohol,  and  washing  with  ether.  The 
pure  substance  readily  absorbs  carbonic  anhydride,  is  slightly  alkaline, 
and  reduces  Pehling’s  and  Knapp’s  solutions.  It  loses  its  water  of 
combination  over  sulphuric  acid. 

Hexacetylgallisin  is  formed  by  heating  gallisin  with  acetic  anhy¬ 
dride  for  two  and  a  half  hours  at  130 — 140°  under  pressure.  The  result¬ 
ing  brown  mass  is  soluble  in  alcohol,  and  after  driving  off  the  excess 
of  acetic  anhydride  on  the  water-bath,  may  be  purified  by  boiling  with 
charcoal ;  the  acetyl-derivative  is  obtained  on  evaporation  of  its 
alcoholic  solution  as  a  colourless  glass-like  mass  of  the  formula 
C12H18O10£b6.  It  is  insoluble  in  water,  but  soluble  in  alcohol  and 
similar  solvents.  If  gallisin  be  heated  for  several  hours  at  170 — 180° 
with  an  excess  of  acetic  anhydride,  it  is  decomposed  with  formation, 
amongst  other  products,  of  ethyl  acetate. 

Gallisin-potassium ,  Ci2H23KO10,  is  precipitated  from  an  alcoholic 
solution  of  hexacetylgallisin  by  boiling  it  with  alcoholic  potash, 
ethyl  acetate  being  formed  simultaneously.  It  is  a  hygroscopic 
powder  soluble  in  water,  with  alkaline  reaction.  In  a  similar  way  a 
precipitate  of  gallisin-lead  may  be  obtained,  Ci2H22PbOio  -f-  PbO. 

Conversion  of  Gallisin  into  Grape-sugar . — Equal  parts  by  weight  of 
gallisin  and  oxalic  acid  were  heated  on  the  oil-bath  at  103°  for  two  to 
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three  hours.  On  separating  the  oxalic  acid  with  lime  and  evapora¬ 
ting  the  solution,  a  thick  sweet  syrup  was  obtained  which  in  a  few 
days  formed  a  crystalline  mass  of  glucose.  The  whole  of  the  gallisin, 
however,  could  not  be  converted  into  glucose :  by  the  prolonged  action 
of  oxalic  acid  on  an  aqueous  solution  of  gallisin,  it  becomes  yellow, 
and  smells  strongly  of  caramel. 

Oxidation  of  Gallism. — On  pouring  a  solution  of  100  grams  gallisin 
in  50  c.c.  water  into  400  grams  strong  nitric  acid,  a  powerful  reaction 
takes  place,  and  the  solution  becomes  heated  to  boiling,  with  evolution 
of  nitrous  fumes.  On  cooling,  neutralising  with  potash,  and  afterwards 
strongly  acidifying  with  acetic  acid,  an  acid  potassium  salt  crystallises 
out  in  beautiful  groups  of  white  needles  soluble  in  hot  water  but 
sparingly  in  cold.  About  20  grams  of  these  were  obtained  and  the 
results  of  analysis  agreed  with  the  formula  C6H9K08.  From  this  acid 
salt  a  neutral  silver  salt,  C6H8Ag208,  was  prepared,  and  from  the  lead 
salt  by  the  action  of  sulphuretted  hydrogen  the  free  acid  was  obtained 
as  a  thick,  acid,  uncrystallisable  syrup,  soluble  in  water  and  alcohol 
but  insoluble  in  ether.  On  distilling  the  ammonium  salt,  besides 
ammonia,  pyrroline,  &c.,  a  sublimate  was  obtained  which  is  soluble  in 
water,  alcohol,  and  ether,  and  at  present  is  under  investigation. 

Action  of  Heat  on  Gallisin . — On  heating  gallisin  in  a  current  of 
hydrogen  gas  on  the  water- bath  at  65°,  carbonic  anhydride  and  waier 
are  given  off,  and  at  100°  it  melts  to  a  thick  amber- coloured  syrup ; 
17'2  per  cent,  of  water  (4  mols.  =  18  per  cent.)  and  13‘7  per  cent,  of 
carbonic  anhydride  (1  mol.  =  13‘4  per  cent.)  were  given  off.  This 
syrup  has  many  of  the  properties  of  gallisin,  as  has  also  its  barium 
compound,  which  is  found  on  analysis  of  the  barium  derivative  to  have 
the  formula  (CnHisOs^Ba.  This  may  mean  that  gallisin,  when  heated, 
gives  up  w^ater  and  carbonic  anhydride,  but  when  the  resulting  sub¬ 
stance  is  treated  with  water  the  water  is  again  taken  up,  and,  as  the 
barium  derivative  shows,  a  compound  is  formed  containing  1  mol. 
of  carbonic  anhydride  less  than  gallisin. 

The  authors  succeeded  also  in  preparing  pure  gallisin  from  a  wine 
which  had  been  prepared  by  Gall’s  process  in  1873,  and  identified  it 
by  the  above  reactions  and  by  analysis.  In  conclusion,  the  authors 
mention  that  a  physiological  investigation  of  gallisin  is  being  made, 
and  already  it  has  been  found  by  numerous  trials  that  there  is  no 
direct  or  indirect  unwholesomeness  in  the  use  of  gallisin  or  of  the 
glucose  which  is  formed  along  with  it.  A.  B. 

Invertin.  By  E.  Bourquelot  ( J .  Pharm.  Chim.  [5],  7,  131 — 
134). — Experiments  were  made  in  reference  to  the  action  of  the 
soluble  ferment  of  yeast  (invertin)  on  gelatinised  starch.  The  inver¬ 
tin  was  obtained  from  the  yeast  now  largely  used  by  bakers  (brewers’ 
yeast  gives  a  bitterness  to  the  bread),  which  is  prepared  by  sowing 
yeast  in  a  mixture  of  rye  or  maize  meal  with  malt :  this  yeast  has  a 
little  diastase  mechanically  adhering  to  it.  50  grams  of  the  yeast 
were  mixed  with  100  c.c.  of  distilled  water,  and,  after  standing,  the 
solution  w7as  filtered.  The  residual  yeast  was  treated  with  water  in 
this  way  four  times  in  succession.  The  four  solutions  were  all 
found  to  be  rich  in  invertin,  indicated  by  its  hydrolytic  action  on 

3  x  2 


984 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


cane-sugar.  Berthelot  and  Bechamp  have  previously  shown  that 
yeast  furnishes  large  quantities  of  invertin  to  water  when  isolated 
from  nutrient  matter.  The  above  liquids  were  allowed  to  act  for 
some  hours  on  gelatinised  starch,  after  which  it  was  found  by  testing 
w  ith  iodine  that  the  first  solution  alone  exercised  a  hydrolytic  action 
on  the  starch,  and  this  only  to  a  feeble  extent,  which  the  author  sup¬ 
poses  is  due  to  adherent  diastase ;  the  other  liquids  had  no  action  on 
the  starch.  The  author  therefore  concludes  that  invertin,  unlike  dias¬ 
tase,  has  no  hydrolytic  action  on  starch.  W.  R.  D. 

Direct  Conversion  of  Alcohols  of  the  Ethyl  Series  into 
Amines.  By  V.  Merz  and  K.  Gasiorowski  (Ber.,  17,  623 — 640). — 
Although  it  is  known  that  phenols  when  heated  with  ammonia,  best 
in  presence  of  dehydrating  agents,  are  converted  into  primary  and 
secondary  amines,  the  reaction  has  not  yet  been  worked  out  with 
alcohols  of  the  ethyl  series.  Ammonia  alone  has  no  action,  and  but 
slight  action  in  presence  of  calcium  chloride  ;  good  yields  were  obtained 
only  in  the  presence  of  zinc  chloride  at  high  temperatures. 

Methyl  alcohol,  heated  in  sealed  tubes  at  200 — 220°  for  16  hours 
with  the  compound  of  zinc  chloride  and  ammonia,  yields  mono-  and 
tri-methyiamine.  The  formation  of  dimethy famine  also  was  highly 
probable,  although  it  was  not  proved. 

Absolute  alcohol  and  ammonio-zinc  chloride  react  but  slightly  at 
200 — 220°;  on  further  heating  for  eight  hours  at  260°,  mono-,  di-, 
and  tri-ethylamine  are  formed,  the  yield  of  mixed  amines  being  about 
50  per  cent,  of  the  alcohol  employed.  Ethylene  and  pyridine  bases 
appear  also  to  be  formed. 

Isobutyl  alcohol  and  ammonio-zinc  chloride  react  but  slightly  at 
200 — 220°,  even  after  being  heated  for  16  hours ;  at  260 — ’280°  from 
50 — 75  per  cent,  of  the  alcohol  is  converted  into  amines.  Mono-,  di-, 
and  tri-isobutylamine  were  isolated  from  the  product.  Isobutyl 
alcohol  and  ammonium  chloride  react  but  slightly  at  280°. 

Normal  octyl  alcohol  and  ammonio-zinc  chloride  on  being  heated 
at  280°  for  16  hours  give  a  large  yield  of  amines  (over  75  per  cent, 
of  the  alcohol  used).  Monoctylamine  has  been  described  by  Eichler 
(Abstr.,  1880,  229).  Dioctylamine ,  NH(CSH17)2,  crystallises  in  long 
white  needles  having  an  odour  like  that  of  tallow.  It  melts  at  36*5°, 
boils  at  about  297 — 298°,  is  practically  insoluble  in  water,  readily 
soluble  in  alcohol  and  ether.  The  hydrochloride ,  NH(CgH17)2,HCl, 
crystallises  in  colourless  plates,  is  sparingly  soluble  in  water  or 
ether,  soluble  in  alcohol.  The  platinochloride,  [NH(C8H17)2]2,H2PtCl6, 
forms  clear  yellow  'plates  practically  insoluble  in  water.  Trioctyl - 
amine ,  N(C8Hi7)3,  after  long  purification  forms  a  white  crystalline 
mass,  but  was  usually  obtained  as  a  nearly  colourless  oil  of  agreeable 
ethereal  odour.  It  boils  at  365 — 367°,  is  readily  soluble  in  ether  and 
absolute  alcohol,  but  very  sparingly  soluble  in  ordinary  spirit.  Most 
of  its  salts  are  liquid.  The  platinochloride ,  (NC24H51)2,H2PtCl6,  forms 
a  trlutinous  mass  insoluble  in  water. 

In  order  to  ascertain  the  nature  of  the  reacfion  in  the  case  of  a 
secondary  alcohol,  capryl  alcohol  was  heated  with  ammonio-zinc  chlo¬ 
ride.  The  yield  of  amines  wras  much  less  than  with  the  primary 
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alcohols,  being  only  about  25  per  cent,  of  the  weight  of  the  alcohol 
employed.  Monocaprylamine  has  long  been  known.  Dicaprylamine , 
NH(C8H17)2,  forms  a  colourless  oil  of  aromatic  odour.  It  boils  at 
about  270°;  vapour-density  =  8’49  (calc.  8*33).  The  hydrochloride 
is  a  white  crystalline  substance  soluble  in  alcohol.  The  platino - 
chloride ,  (NCieHss^B^PtCls,  crystallises  in  fine  yellow  plates  ;  the 
auro chloride,  NCisH^HAuCb,  crystallises  in  golden-yellow  plates. 
Tricap rylam ine  is  also  an  oil  of  aromatic  odour.  It  boils  a  little  above 
the  boiling  point  of  mercury.  The  platinochloride, 

(NC2lH51)2)H2PtCl6, 

was  obtained  as  a  compact  resinous  mass  showing  slight  signs  of 
crystallisation.  A.  J.  G. 

Action  of  Zinc-ethyl  on  Amines  and  Phosphines.  By  H. 

Gal  ( J .  Pharm.  [5],  7,  484 — 485).  —  Zinc-ethyl  has  been  found 
by  the  author  to  be  without  action  on  tertiary  amines,  while  it  acts 
violently  on  primary  and  secondary  amines,  the  unsubstituted  hydro¬ 
gen  being  replaced  by  zine  with  disengagement  of  ethane.  The 
same  appears  to  be  the  case  with  the  phosphines.  The  bodies  used  in 
these  experiments  were  triethylamine,  dimethylphenylamine,  methyl - 
diphenylamine,  and  trimethylphosphine,  all  of  which  were  unacted 
on  by  zinc-ethyl.  The  author  proposes  to  utilise  this  reaction  for  the 
diagnosis  of  primary,  secondary,  and  tertiary  amines.  The  body  is 
mixed  with  zinc-ethyl  in  ethereal  solution  to  moderate  action,  when 
the  amines  of  the  first  two  classes  will  give  rise  to  a  reaction  in 
which  ethane  is  continuously  and  regularly  evol  ved,  while  the  tertiary 
amines  will  be  unacted  on.  The  action  of  zinc-ethyl  on  alkaloids 
was  also  examined.  No  reaction  occurred  with  nicotine  or  with 
quinoline ;  hence  these  bases  contain  no  hydrogen  which  is  replace¬ 
able  by  zinc.  The  alkaloids  that  contain  oxygen  were  generally 
attacked,  yielding  metallic  derivatives,  which  were  easily  isolated. 
These  new  compounds  are  only  slowly  altered  by  exposure  to  the  air, 
but  are  rapidly  decomposed  by  water,  forming  zinc  oxide  and  regene¬ 
rating  the  alkaloid;  they  form  crystalline  salts  with  sulphuric  and 
hydrochloric  acids.  W.  R.  D. 

Glyoxalisoamyline  and  its  Derivatives.  By  B.  Radziszewski 
and  L.  Szul  ( Per .,  17,  1291—1296). — Radziszewski  has  already  de¬ 
scribed  (Abstr.,  1888,  1086)  the  preparation  of  glyoxalisoamyline 
from  glyoxal  and  the  ammonio-compound  of  isolvaleraldelyyde.  The 
authors  now  find  that  it  may  be  obtained  by  passing  a  current  of  dry 
ammonia  into  a  mixture  of  crude  glyoxal  and  isovaleraldehyde  in 
alcoholic  solution.  Care  must  be  taken  not  to  allow  the  temperature 
to  rise  to  any  extent  during  the  reaction.  The  hydrochloride  is  a 
colourless  deliquescent  body  crystallisable  from  alcohol  with  difficulty, 
and  melting  at  135 — 136°.  The  hydrobromide  is  similar  in  properties, 
and  melts  at  100°.  The  sulphate  is  so  deliquescent  that  it  could  not 
be  obtained  pure,  but  is  a  neutral  sulphate.  The  oxalate  was  ob¬ 
tained  in  fine  rhombic  crystals  having  the  axial  relations  a  :  b  :  c  = 
0-4784  :  1  :  0-4603. 
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If  bromine  be  gradually  added  to  an  ethereal  solution  of  glyoxaliso¬ 
amyline  at  0°  until  it  is  no  longer  completely  decolorised,  the  product 
yields  glyoxalisoamyline  hydrobromide  and  dibromoglyoxalisoamyline. 
The  weight  of  bromine  added  then  equals  the  weight  of  the  glyoxaliso¬ 
amyline  employed.  If  three  times  this  quantity  of  bromine  be  added 
the  liquid  remains  of  an  orange  colour,  and  dibromo-  and  tribromo- 
glyoxalisoamyline  are  obtained,  together  with  a  good  deal  of  resinous 
matter  not  investigated. 

Dibromoglyoxalisoamyline  crystallises  in  colourless  scales  melting  at 
157 — 158°,  and  with  silver  nitrate  gives  a  white  precipitate,  which 
rapidly  turns  black  on  exposure  to  the  light,  and  decomposes  at  300° 
without  previous  fusion.  Tribromoglyoxalisoamyline  crystallises  from 
alcohol  in  colourless  needles,  which  blacken  at  200°  and  melt  at  216 — 
217°.  It  is  soluble  in  alcohol  and  ether,  and  sparingly  so  in  water. 
It  is  converted  into  the  dibromo-compound  when  treated  in  aqueous 
solution  with  sulphurous  acid;  it  also  gives  up  a  third  of  its  bromine 
to  silver  nitrate.  Oxahnethylisoamyline  was  obtained  by  the  action  of 
glyoxalisoamyline  on  methyl  iodide,  but  in  quantity  too  small  for 
investigation.  Its  methiodide ,  C7HnMeN2,MeI,  was  obtained  in 
rhombic  prisms.  When  heated  to  136°,  the  crystals  from  an  alcoholic 
solution  lose  their  transparency,  and  melt  at  169 — 170°  ;  the  crystals 
from  an  aqueous  solution  do  not  show  this  loss  of  transparency. 

Oxalethylisoamyline  was  obtained  by  the  action  of  ethyl  bromide  on 
glyoxalisoamyline.  It  forms  a  colourless  liquid  of  unpleasant  pungent 
odour,  boils  at  224 — 225°  (B.  =  743  mm.,  tB  =  19*4°)  ;  its  sp.  gr.  is 
0  9291  at  19*6°.  The  platinochloride  crystallises  in  orange- coloured 
prisms,  soluble  in  hot  water. 

Oxalpropylisoamyline  is  a  colourless  liquid,  boiling  at  239 — 242° 
(B.  =  738  mm.,  iB  —  23°).  It  is  more  sparingly  soluble  in  water  than 
the  ethyl  compound,  and  its  sp.  gr.  is  0*9149  at  18°.  Th e  platinochlo¬ 
ride  is  soluble  in  alcohol  and  boiling  water,  and  crystallises  in  micro¬ 
scopic  prisms.  Oxaldipropylisoamyline  bromide,  simultaneously 
formed,  crystallises  in  colourless  prisms,  belonging  to  the  rhombic 
system,  soluble  in  water  and  alcohol,  and  melting  at  162  —163°.  With 
silver  nitrate,  it  gives  a  precipitate  of  silver  bromide. 

Oxalisobutylisoamyline ,  C7Hn(/lBu)N2,  boils  at  238 — 242°  (B.  = 
742  mm,  tB  =  18°),  and  has  a  sp.  gr.  of  0*9048  at  16‘1°.  The  platino- 
chloride  crystallises  in  golden-coloured  scales. 

Oxalisoamylisoamyline  boils  at  261 — 262°  (B.  =  737  mm.,  tB  = 
19°),  is  insoluble  in  water,  and  has  a  sp.  gr.  of  0*9029  at  14*9°.  The 
platinochloride  forms  minute  crystals.  A  double  salt  with  zinc  chlo¬ 
ride  forms  very  hygroscopic  white  crystals  melting  at  86 — 87°. 
Oxidised  with  hydroxyl,  oxalisoamylisoamyline  yields  isoamyloxamide. 

The  action  of  these  oxalines  with  tannic,  picric,  and  tungstic  acids, 
Ac.,  is  similar  to  that  of  those  already  described.  L.  T.  T. 

Oxidation  of  Oxalines  and  Glyoxalines  by  means  of 
Hydroxyl.  By  B.  Radziszewski  (Bern  17,  1289 — 1290). — Tromms- 
dorf  now  supplies  a  3  per  cent,  solution  of  pure  hydroxyl,  which  the 
author  finds  a  very  convenient  oxidising  agent. 

Wyss  found  that  glyoxaline  treated  with  the  ordinary  oxidising 
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agents  yields  only  carbonic  anhydride  and  traces  of  formic  acid.  The 
author  dissolved  glyoxaline  in  an  alkaline  solution  of  hydroxyl; 
oxygen  was  liberated,  and  the  mixture  was  then  allowed  to  remain 
tor  several  days  undisturbed :  on  examination,  it  was  then  found  to 
contain  oxamide  and  apparently  traces  of  oxamic,  acid.  Grlyoxal- 
ethyline  and  glyoxalpropyline  similarly  treated  also  yielded  oxamide, 
the  yield  of  the  latter  body  increasing  with  the  molecular  weight 
of  the  original  substance. 

Glycocine,  C6H6N4,  in  sulphuric  acid  solution,  when  treated  with 
hydroxyl  yields  dark  violet  and  black  colouring  matters,  which  are 
insoluble  in  the  ordinary  solvents,  and  are  now  being  investigated. 
All  the  oxalines  give  substituted  oxamides  with  hydroxyl :  for 
instance,  oxalethylpropyline  and  oxalethylethyline  both  yield  ethyl- 
oxamide,  whilst  oxalisoamylamyline  yields  isoamyloxamide. 

L.  T.  T. 


Diazo-  and  Diazoamido-derivatives  of  the  Paraffin  Series. 

By  T.  Curtxus  ( Ber .,  17,  953 — 959). — In  this  preliminary  notice,  the 
author  confirms  his  observation  (Abstr.,  1884,  42)  that  by  the  action 
of  sodium  nitrite  on  ethylic  glycocine  hydrochloride  an  ethylic  diazo¬ 
acetate  is  formed — that  is,  a  compound  in  which  two  hydrogen 
atoms  of  the  methyl  group  in  the  acetic  acid  part,  are  replaced  by 
a  double  atom  of  triad  nitrogen.  This  reaction  seems  to  be  general 
in  cases  an  which  a  hydrochloride  of  the  ethereal  salt  can  be  formed, 
and  has  been  successful  with  alanine,  tyrosine,  leucine,  amidomalonic 
acid,  and  aspartic  acid. 

Ethylic  glycocine  nitrite  is  easily  formed  by  suspending  ethylic 
glycocine  hydrochloride  in  ether,  adding  finely  powdered  silver 
nitrite,  and  separating  the  resulting  silver  chloride  with  alcohol. 
When  the  alcoholic  solution  of  the  nitrite  is  evaporated  in  a  vacuum 
over  sulphuric  acid,  it  yields  large  colourless  crystals  of  the  formula 
NOOH.NH2.CH2.COOEt.  In  time,  or  more  quickly  at  50°,  or  by 
distillation  in  steam,  water  separates  out,  and  the  diazo-compound  is 
formed.  The  comparative  stability  of  this  compound  is  a  proof 
that  the  nitrogen -atoms  are  both  united  to  carbon.  In  small  quan¬ 
tities  (2 — 3  grams)  it  can  be  distilled,  but  with  larger  quantities 
explosion  takes  place.  The  yield  is  about  80  per  cent,  of  the  theo¬ 
retical  quantity. 

Ethylic  diazoacetate ,  (IST2CH.COOEt)  gives  on  boiling  with  benzoic, 
hippuric,  or  glacial  acetic  acids  respectively  benzo-,  hippuro-,  or  aceto- 
et  hylic  glycol  late.  Chlorine  in  the  cold  converts  it  into  ethylic 
dichloroacetate  with  separation  of  nitrogen.  The  reactions  with  bro¬ 
mine  and  iodine  are  similar.  Hydrochloric  acid  in  aqueous  solution 
converts  it  into  ethylic  monochloroacetate  and  ethylic  glycollate. 
Hydrofluoric  acid  in  aqueous  solution  converts  it  only  into  ethylic 
glycollate  or  ethylic  diglycollate,  according  to  the  quantity  of  water 
used.  With  hydrofluoric  acid,  however,  it  yields  ethylic  fluoacetate. 
This  reaction,  and  also  those  of  nitric,  nitrous,  and  chlorous  acids,  are 
under  further  investigation.  On  heating  it  with  benzaldehyde,  and 
acting  on  the  oily  product  with  dilute  soda,  phenylacetic  acid  is 
formed  with  the  separation  of  a  carbon-atom.  With  benzamide  no 
ethylic  hippurate  was  formed  as  was  expected,  but  a  crystalline  sub- 
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stance  melting1  at  about  95°,  and  now  under  investigation.  Hydro¬ 
carbons  such  as  toluene  have  no  action  on  it,  even  on  boiling.  As  it 
is  undecomposed  by  acetic  acid  at  60°,  it  was  found  possible  to  reduce 
it  with  zinc  and  acetic  acid  to  ethylic  hydrazine  acetate,  the  hydro¬ 
chloride  of  which  is  unstable.  This  compound  reduces  Fehling’s 
solution  in  the  cold,  and  on  being  evaporated  with  hydrochloric  acid 
rapidly  decomposes  into  glycocine  hydrochloride  and  ammonium 
chloride.  Potassium  and  sodium  dissolve  in  ethylic  diazoacetate  with 
evolution  of  hydrogen,  and  form  brown  precipitates,  which  are  also 
under  further  investigation. 

On  passing  the  gases  obtained  by  oxidising  arsenic  trioxide  with 
nitric  acid  through  a  solution  of  ethylic  glycocine  in  ether,  at  first  no 
diazoacetate  is  formed,  but  a  thick  orange-coloured  oil,  insoluble  in 
ether,  and  seemingly  having  the  properties  of  a  diazoamido-compound. 
It  has  not  yet,  however,  been  obtained  in  a  pure  state.  Ethylic  diazo¬ 
acetate,  when  slowly  dissolved  in  concentrated  aqueous  ammonia, 
yields  a  yellow  crystalline  mass  melting  at  97° ;  this  appears  to  be  a 
diazoacetamide. 

The  amido-acids  of  the  fatty  series  do  not  form  diazo-compounds 
unless  the  hydrogen  of  the  acid  hydroxyl  is  replaced  by  an  alcohol 
radical,  nor  does  the  acid  ether  of  a  dibasic  acid.  Ethylic  aspartic 
acid  gives  no  diazo-compound,  although  it  forms  a  stable  hydrochloride ; 
ethylic  aspartate,  on  the  other  hand,  yields  ethylic  diazosuccinate. 

A.  B. 

Derivatives  of  Formaldehyde.  By  B.  Tollens  (Ber.,  17,  653 — 
659). — A  continuation  of  the  author’s  work  on  this  subject.  Hexa- 
methjjlenamine  can  be  conveniently  prepared  by  evaporating  a  mixture 
of  ammonia  and  crude  formaldehyde.  It  is  stable  in  the  air,  readily 
soluble  in  water,  more  sparingly  in  alcohol.  When  heated  at  230 — 
270°  in  a  vacuum,  it  sublimes  without  decomposition.  Attempts  to 
determine  the  vapour  density  were  unsatisfactory,  the  numbers 
obtained  being  3*809  and  3*889  ;  calculated,  4*86  for  C6Hi>N4  and  2*43 
for  C3H4N*.  The  author  has  further  examined  the  platinochloride.  It 
crystallises  in  microscopic  octohedrons,  and  has  the  formula, 

(CGH12K4),,H2PtCl6  +  4H20. 


Hexamethylenamine  is  decomposed  by  acids  into  formaldehyde  or 
oxymethylene  and  ammonium  salts.  Sodium  amalgam  appears  to  be 
without  action  on  it.  Heated  with  methyl  iodide,  methyl  alcohol, 
and  water  at  170 — 200°,  a  considerable  amount  of  tetramethyl- 
ammonium  iodide  is  formed. 

Anhydroformaldehydaniline ,  PhN  I  CH2,  is  prepared  by  mixing 
crude  formaldehyde  (85  grams)  with  aniline  (5 — 6  grams),  and  allow¬ 
ing  it  to  remain  at  rest  for  some  hours,  when  the  new  substance 
crystallises  out.  It  forms  a  mass  of  fine,  silky,  white  needles  or 
plates,  which  cannot  be  fused  without  decomposition.  It  is  readily 
soluble  in  chloroform,  benzene,  and  toluene,  soluble  in  ether,  very 
sparingly  in  alcohol,  and  almost  insoluble  in  water.  It  is  decomposed 
by  boiling  with  alcohol  or  water.  Dilute  acids  scarcely  dissolve  it, 
but  with  concentrated  acids  it  dissolves  to  a  red  or  brown  coloured 


liquid. 


Toluidine  yields  an  analogous  crystalline  compound  with 
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formaldehyde ;  methylaniline  gives  an  oil  and  carbamide  yields  a 
solid  sparingly  soluble  derivative.  A.  J.  G. 

Action  of  Baryta  on  Acetaldehyde.  Aldehyde-gum.  By  B. 

Tollens  ( Ber .,  17,  660— 661). — By  tbe  action  of  aqueous  baryta  on 
acetaldehyde  there  is  obtained,  in  addition  to  much  aldehyde-resin, 
a  yellow  gum-like  substance  of  the  formula  Ci0Hi8O4  ;  it  is  soluble  in 
alcohol  and  ether.  By  treatment  with  milk  of  lime,  the  calcium  deri¬ 
vative,  (C10Hi7O4)2Ca,  is  obtained  as  a  yellowish -white  earthy  mass, 
soluble  in  absolute  alcohol,  precipitated  in  flocks  by  ether.  The  gum 
is  decomposed  by  heat,  gives  a  red  coloration  with  the  magenta 
reagent  for  aldehydes,  yields  iodoform  on  treatment  with  iodine  and 
soda,  and  reduces  Fehling’s  solution  when  boiled  with  it. 

A.  J.  G. 

Potassium  and  Barium  Glyoxal-hydrogen  Sulphites.  By 

De  Forcrand  ( Compt .  rend .  98,  1537 — 1539). — Potassium  glyoxal- 
hydrogen  sulphite  is  obtained  by  the  same  method  as  the  sodium  salt 
( Compl .  rend .,  98,  824),  and  forms  brilliant  prisms  containing  H20. 
The  heat  of  formation  was  estimated  by  the  first  of  the  methods 
employed  in  the  case  of  the  sodium  salt  ( loc .  cit.)y  and  the  following 
results  were  obtained  : — 


C2H202  solid  +  2S02  gas  +  K20  solid  +  H20 

solid  =  C2H202.2KHS03  solid . „ 

C0H2O2  solid  +  2S02  gas  -f  K20  solid  4-  H20 

liquid  =  C2H2O2.2KHSO3  solid  . 

C2H202  -f  K20.S204  solid  +  H2Q  solid  = 

C2H202.2KHS03  solid  . 

C2H202  -f  K20.S204  solid  +  H,0  solid  — 

C2H202.2KHS03  diss . 

C2H202  +  K20.S204  solid  4-  H20  liquid  = 

C2H202.2KHS03  solid  . 

CoH202  -f  K0O.S2O4  solid  -f  H20  liquid  = 
“aH202.2KHS03  diss . . 


develops  -f-  142*81  cal. 

*  +  144*24  „ 

,,  +  14*28  „ 

,,  +  0*88  ,, 

„  +  15*71  „ 

„  4-  2*31  ,, 


The  heat  of  formation  of  the  potassium  salt  in  the  solid  state  is 
always  greater  than  that  of  the  sodium  compound. 

Barium  glyoxal-hydrogen  sulphite,  2(C2H203.Ba0.2S02)  -f  7H20,  is 
much  less  soluble  than  the  sodium  and  potassium  salts. 


C2H202  solid  +  2S02  gas  +  BaO  solid  -f  3-Jr 

H20  solid  =  C2H202.Ba0.S2O4.3^H20 .  develops  -j-  92*73  cal. 

C2H202  solid  +  2S02gas  4-  BaO  solid  +  3^H20 

solid  =  C2H202.Ba0.S204.3^H20  diss .  ,,  4-  84*04  ,, 

C2H202  solid  -f  2S02gas  -f  BaO  solid  -f  3|H20 
liquid  =  C2H202.Ba0S204.3^H20  solid  ....  ,,  4-  97*72  ,, 

C2H202  solid  4-  2S02  gas  4-  BaO  solid  4-  3iH20 
liquid  =  C2H202.Ba0.S204.3^H20  diss .  ,,  -f  89*04  ,, 

These  results  explain  the  formation  of  this  salt  from  barium 
chloride  and  sodium  glyoxal-hydrogen  sulphite,  and  also  the  precipi¬ 
tation  of  a  solution  of  the  barium  salt  by  dilute  sulphuric  acid. 

C.  H.  B. 
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Action  of  Carbonic  Anhydride  on  Lead  Acetate.  By 

P.  Bellamy  (/.  Pharm .  [5]  7,  216 — 220).  —  It  is  well  known 
that  carbonic  anhydride  acts  on  a  solution  of  lead  acetate  with 
formation  of  lead  carbonate  and  free  acetic  acid.  In  this  paper  the 
extent  to  which  the  reaction  takes  place,  under  different  conditions,  is 
investigated.  The  results  show  that  the  quantity  of  water .  present 
does  not  affect  the  decomposition,  which  is  usually  complete  with  a 
5  per  cent,  solution  after  a  rapid  current  of  gas  has  been  passing  for 
about  two  hours  and  a  half.  The  whole  of  the  lead  acetate  is  never 
decomposed,  the  quantity  acted  on  being  inversely  as  the  temperature. 
It  is  evident  from  experiments  on  this  point  that  the  acetic  acid 
reacts  with  the  lead  carbonate  ;  this  occurs  slowly  if  the  solution 
which  has  been  acted  on  is  allowed  to  stand.  The  maximum  amonnt 
of  decomposition  effected  in  a  solution  of  lead  acetate  by  carbonic 
anhydride  at  a  temperature  of  7 — 8°  corresponds  with  77*48  per  cent, 
of  the  salt.  W.  ft.  D. 

Preparation  of  Monochloracetic  Acid.  By  W.  Hentschel  ( Ber., 
17,  1286). — Several  kilos,  of  acetic  anhydride  are  heated  at  100°  in  a 
suitable  tubulated  vessel,  and  a  stream  of  dry  chlorine  gas  passed 
into  the  liquid,  a  slow  stream  of  glacial  acetic  acid  being  allowed  to 
flow  in  at  the  same  time.  When  the  absorption  of  chlorine  slackens 
the  mixture  is  distilled,  and  the  fraction  180 — 187°  -which  forms  the 
principal  product,  collected  separately.  The  reactions  are  the 
following  : — 

I.  (CH3.C0)20  4-  Cl2  =  CH2Cl.COOH  +  CH3.COCl. 

II.  CH3.COCI  +  CH3.COOH  =  (CH3.C0)20  +  HC1. 

L.  T.  T. 

Melting  Point  of  Monochloracetic  Acid.  By  B.  Tollens 
( Ber 17,  664—667). — Monochloracetic  acid  appears  to  exist  in  two 
modifications  distinguished  by  the  difference  in  their  fusing  points. 
On  taking  the  melting  point  of  the  distilled  acid  it  is  found  to  be 
62*5 — 63*2°,  the  acid  resolidifies  at  62 — 62*5°.  When  the  melting 
point  of  the  resolidified  acid  is  again  determined,  it  is  generally  found 
to  be  52 — 52*5°.  If,  however,  the  solidified  acid  prior  to  the  second 
fusion  is  tonched  with  a  trace  of  the  crystallised  acid,  it  rapidly 
assumes  an  opaque  appearance,  and  now  exhibits  the  original  melting 
point  of  about  62°.  A.  J.  G. 

Preparation  of  Acid  Anhydrides.  By  B.  Lachowicz  ( Ber .,  17, 

1281 — 1284). — If  silver  or  lead  nitrates  be  acted  on  by  the  chlorides 
of  the  monobasic  acids,  the  reaction  takes  place  according  to  the 
equation — 

Pb(N03)2  +  2X.COC1  =  PbCl2  +  N205  +  (XCO)20, 

If  the  chlorides  of  the  dibasic  acids  be  employed,  the  reaction  is — 

Pb(N03)2  +  X(COCl)2  =  PbCl2  +  X205  +  X<g>>0. 

As  a  general  rule  lead  nitrate  is  to  be  preferred  to  silver  nitrate,  as 
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the  reaction  with  the  latter  is  generally  very  violent.  As  the  tem¬ 
perature  of  reaction  lies  above  the  boiling  point  of  some  of  the  lower 
acid  chlorides,  and  below  the  melting  point  of  others,  the  method 
must  be  somewhat  modified  according  to  circumstances,  closed  tubes, 
&c.,  being  used  in  the  one  case,  and  solvents  in  the  other. 

The  author  has  prepared  acetic,  benzoic,  and  phthalic  anhydrides  by 
this  method.  L.  T.  T. 

Preparation  of  Acid  Anhydrides.  By  W.  Hentschel  (Ber.,  17, 
1285 — 1286). — If  anhydrous  sodium  acetate  be  heated  to  a  tempera¬ 
ture  a  little  above  the  boiling  point  of  acetic  anhydride,  and  a  rapid 
stream  of  phosgene  gas  be  passed  over  it,  acetic  anhydride  distils 
over.  The  anhydride  thus  prepared  has  a  very  unpleasant  odour,  due 
to  a  little  phosgene  gas  dissolved  in  it,  but  with  a  little  care  can 
be  obtained  pure  enough  for  many  purposes.  Propionic,  butyric,  and 
benzoic  anhydrides  have  been  prepared  in  a  similar  manner.  Small 
quantities  of  the  corresponding  chlorides  are  always  present  in  the 
anhydrides  made  in  this  way.  L.  T.  T. 

Diacetonylphosphorous  Chloride  and  Diacetonylphosphinous 

Acid.  By  A.  Michaelis  (Ber.,  17, 1273 — 1276). — If  aluminium  chloride 
is  added  to  a  mixture  of  1  vol.  phosphorous  chloride,  and  2 — 2|  vols. 
acetone,  a  brisk  reaction  takes  place,  hydrochloric  acid  is  copiously 
evolved,  and  the  reaction  has  to  be  moderated  by  cooling.  From  the 
product  a  colourless  oil  is  obtained,  boiling  at  235°,  and  having  the 
formula  (CH3.CO.CH2)aPCl.  Diacetonylphosphorous  chloride  thus 
obtained  has  a  peculiar  but  rather  pleasant  odour ;  it  is  heavier 
than  water,  and  is  decomposed  by  it,  slowly  in  the  cold,  violently  on 
heating.  This  aqueous  solution,  when  evaporated  on  a  water-bath, 
leaves  a  thick  liquid,  which  solidifies  on  standing.  Diacetonylphos¬ 
phinous  acid ,  (CH3.CO.CH2)2PH(OH)2,  thus  obtained  crystallises 
from  water  in  long  colourless  needles,  containing  1  mol.  H20,  which 
they  lose  in  a  vacuum  over  sulphuric  acid,  or  at  100 — 110°.  Neu¬ 
tralised  with  ammonia  and  treated  with  silver  nitrate,  this  acid  yields 
a  white  silver  salt  of  the  formula  (CH3.CO,CH2)2PH(OAg)2,  showing 
that  the  acid  is  dibasic.  The  silver  salt  is  soluble  in  boiling  water, 
but  the  solution  rapidly  decomposes.  Diacetonylphosphinous  acid  is 
a  very  stable  substance,  and  may  be  heated  to  120°  with  fuming  nitric 
acid  without  decomposition.  It  melts  and  gives  up  water  at  63 — 64°. 
Its  solution  slowly  decolorises  bromine-water  and  potassic  perman¬ 
ganate,  and  with  excess  of  bromine  forms  bromacetone.  It  appears 
to  be  closely  related  to  Mulder’s  acetone  phosphorus  acid, 

ch3.co.ch3.hpo2, 

which  the  author  considers  to  be  most  probably  monacetonylphos- 
phinous  acid,  CH3.CO.CH2.POH.OH.  L.  T.  T. 

Action  of  a/3-Dibromopropionic  Acid  on  Ethyl  Malo- 
nate.  By  M.  Conrad  and  M.  Guthzeit  (Ber.,  17,  1185 — 1188). — 

C(COOEt)2 

Ethyltrimethylenetricarboxylate ,  CH2<^  |  ,  is  formed  when 

xCH.COOEt 
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ethyl  aS-dibromopropionate  is  added  to  a  mixture  of  ethyl  malonate 
and  sodium  dissolved  in  absolute  alcohol.  After  removing  the 
excess  of  alcohol  by  evaporation,  the  addition  of  water  causes  the 
ethereal  salt  to  separate  out  as  an  oily  liquid  (sp.  gr.  1*127  at  15°, 
b.  p.  276°)  ;  on  saponification,  trimetJiylenetricarboxylic  acid  is  obtained 
in  prismatic  crystals.  A  neutral  solution  of  the  acid  gives  white 
crystalline  precipitates  with  lead  and  silver  salts.  The  acid  melts  at 
184°,  splitting  up  into  carbonic  anhydride  and  trimethylenedicarboxylic 
CH.COOH 

acid ,  CH2<^  |  .  The  latter  compound  crystallises  in  vitreous 


CH.COOH 


prisms,  melting  at  137°,  and  soluble  in  water,  alcohol,  and  ether.  The 
calcium  salt  is  anhydrous.  An  aqueous  solution  of  the  ammonium 
salt  forms  white  crystalline  precipitates  with  lead  acetate  and  silver 
nitrate.  Trimethylenedicarboxylic  anhydride  crystallises  in  glistening 
needles  which  melt  at  57°.  W.  C.  W. 


Ethyl  Glycollate.  By  L.  Meyer  ( Ber .,  17,  669). — A  correction  to 
the  results  given  (Ber.,  17,  486).  The  pressure  at  which  the  boiling 
point  of  ethyl  glycollate  was  determined  was  760  mm.,  not  730 — 
740  mm.  It  is  very  probable  that  the  pressure  regulator  employed 
did  not  act  properly.  A.  J.  Gr. 

Solid  Carbonic  Acid.  By  H.  Landolt  (Ber.,  17,  309—311).— 
For  the  preparation  of  solid  carbonic  acid,  the  author  much  prefers 
the  cloth  bags  which  have  long  been  supplied  by  Bianchi,  of  Paris,  to 
the  ordinary  tin  boxes.  These  bags  are  conical  in  shape,  about  40  cm. 
long,  and  about  17  cm.  across  at  the  wide  end.  They  are  of  woollen 
material,  and  the  wide  end  can  be  drawn  together  by  a  tape.  The 
narrow  end  is  fastened  to  a  wooden  tube  which  fits  over  the  nozzle  of 
the  carbonic  acid  cylinder.  The  waste  of  acid  is  much  less  with  this 
bag  than  with  the  ordinary  box.  The  solid  acid  keeps  much  longer  if 
it  be  compressed.  For  this  purpose  the  author  uses  slightly  conical 
moulds  of  hard  wood,  fitted  with  wooden  pistons.  Specimens  obtained 
by  hammering  the  solid  acid  into  these  moulds  have  the  appearance  and 
approximate  hardness  of  chalk,  and  may  be  lightly  handled  without 
danger.  A  specimen  53  mm.  long  and  71  mm.  in  diameter  took  five 
hours  to  volatilise.  The  author  finds  the  average  density  of  his 
specimens  to  be  slightly  under  1*2.  L.  T.  T. 

Existence  of  the  Trimethylene  Ring.  By  W.  H.  Perkin,  Jun. 
(Ber.,  17,  323 — 325). — The  author  shows  that  the  trimethylenedicar- 
boxylic  (ethylenemalonic)  acid  described  by  him  (Ber.,  17,  54)  is 
identical  with  the  vinylmalonic  acid  obtained  by  Fittig  and  Boeder 
(Abstr.,  1883,  730).  As  the  experiments  of  Fittig  and  Boeder  tend 
to  throw  doubt  on  the  existence  of  a  trimethylene  ring,  the  author  has 
investigated  the  action  of  alkalis  on  the  two  substances  described  by 
him  (this  vol.,  64)  as  trimethylenecarboxylic  (ethyleneacetic)  acid 
and  benzoyltrimethylenecarboxylic  (ethylenebenzoylacetic)  acid.  If 
these  acids  were  vinyl-  and  not  trimethylene-derivatives  they  would 
readily  be  split  up  by  alkalis  into  ketones  and  acids  like  the  homo- 
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logous  allyl  derivatives.  This  is,  however,  not  the  case,  as  they  may 
be  boiled  for  hours  with  very  concentrated  potash  without  undergoing 
decomposition.  The  author  therefore  believes  the  acid  obtained  by 
Fittig  and  Roeder,  and  by  himself,  to  be  a  trimethylene-  and  not  a 
vinyl-derivative.  He  believes  that  in  the  formation  of  the  liydro- 
bromic  acid  compound  a  rupture  of  the  ring  takes  place.  This  view 
is  also  strengthened  by  the  researches  of  Freund  on  free  trimethylene, 
Freund  finding  that  hydriodic  acts  on  trimethylene  much  more  readily 
than  bromine  does.  L.  T.  T. 

Hydroxymaleic  Acid.  By  E.  Scherks  ( Ber .,  17,  698 — 699). — 
Bourgoin  having  described  a  hydroxymaleic  acid  prepared  by  shaking 
potassium  bromomaleate  with  moist  silver  oxide  (Abstr.,  1883,  1021), 
the  author  endeavoured  to  repeat  his  experiments,  but  although  many 
modifications  of  the  process  were  tried,  they  were  invariably  unsuc¬ 
cessful.  The  existence  of  this  acid  therefore  would  seem  to  be  doubt¬ 
ful.  a.  j.  a. 

Action  of  Hydroxylamine  on  Chelidonic  Acid  and  Meconic 
Acid.  By  V.  Meyer  (Ber.,  1061 — 1062). — Hydroxylamine  and  its 
hydrochloride  have  no  reaction  on  chelidonic  acid.  It  is  therefore 
unlikely  that  this  acid  is  a  ketone  acid.  Hydroxylamine,  however, 
combines  readily  with  meconic  acid,  forming  an  acid  containing 
1  atom  of  nitrogen.  On  this  ground  meconic  acid  will  probably  be 
found  to  be  a  ketone-  or  aldehyde-acid.  The  further  investigation  of 
this  reaction  and  also  of  the  action  of  hydroxylamine  on  comenic  acid 
and  hydrocomenic  acid  will  be  carried  out  by  Odernheimer. 

A.  B. 

Pyrotritartaric  Acid.  By  C.  Bottinger  (Ber.,  17,  317 — 318). — 
When  bromine  is  added  to  pyrotritartaric  (uvic)  acid  suspended  in 
water,  the  acid  gradually  dissolves,  hydro  bromic  acid  being  formed 
at  the  same  time.  When  sufficient  bromine  has  been  added,  a  very 
unstable  yellow  oil  separates,  whilst  bromoform  is  deposited  from  the 
aqueous  residue  on  neutralisation  with  sodium  hydroxide.  The  yellow 
oil  dissolves  in  cold  sodium  hydroxide  with  a  yellow,  in  strong  sul¬ 
phuric  acid  with  a  dark  -cherry-red,,  coloration.  In  contact  with  water 
this  oil  decomposes,  yielding  hydro  bromic  acid,  a  dark  resinous  sub¬ 
stance,  and  an  oily  brominated  ketone,  sparingly  soluble  in  water, 
and  volatile  with  steam.  This  ketone  has  a  very  penetrating  odour, 
and  dissolves  in  a  solution  of  sodium  carbonate,  but  the  solution  very 
soon  undergoes  decomposition.  With  hydrogen  sodium  sulphite,  it 
forms  an  easily  soluble  crystalline  substance.  Heated  with  a  solution 
of  silver  nitrate  reduction  takes  place,  and  the  smell  of  acetamide 
becomes  perceptible  ;  the  resulting  solution  yields  a  reddish-brown 
silver  salt  on  treatment  with  nitric  acid.  The  author  considers  these 
results  as  confirmatory  of  the  formula  CMe :  C.CH(COOH).COMe, 
proposed  for  pyrotritartaric  acid  by  Baeyer  and  Pei’kin.  L.  T.  T. 

Conversion  of  Gluconic  Acid  into  Normal  Caprolactone. 

By  H.  Kiliani  and  S.  Kleemann  (Ber.,  17,  1296 — 1303). — Gluconic 
acid  may  be  prepared  by  adding  2  parts  of  bromine  to  a  cold  solution 
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of  1  part  of  starch  in  5  parts  of  water,  and  allowing*  it  to  remain  for 
30  to  36  hours.  The  liquid  is  theu  heated  to  drive  off  excess  of  bro¬ 
mine,  and  the  hydrobromic  acid  is  removed  by  adding  the  exact 
quantity  of  lead  carbonate  necessary  to  form  lead  bromide.  The  glu¬ 
conic  acid  is  then  purified  by  means  of  its  calcium  salt. 

1  part  of  the  dried  acid  was  mixed  with  10  parts  of  concentrated 
hydriodic  acid  (b.  p.  127°)  and  f  parts  amorphous  phosphorus,  and 
the  whole  digested  for  7  hours,  when  the  solution  was  found  to  contain 
caprolactone.  This  supports  Fittig’s  formula  for  gluconic  acid,  at 
least  as  far  as  the  normal  character  of  the  carbon-chain  is  concerned. 

L.  T.  T. 

General  Reaction  for  the  Amido-fatty  Acids.  By  T.  Curtius 
Ber.,  17,  959 — 960). — This  reaction  depends  on  the  formation  of  a 
diazo-compound  as  previously  described  (this  vol.,  p.  987).  The 
substance  to  be  tested  is  dissolved  in  absolute  alcohol  in  a  test-tube 
and  treated  with  hydrochloric  acid  gas.  The  excess  of  hydrochloric 
acid  and  alcohol  is  then  boiled  off,  the  remaining  liquid  dissolved  in  a 
very  small  quantity  of  water,  covered  with  ether,  and  a  few  drops  of 
a  concentrated  solution  of  sodium  nitrite  added.  Immediately  a  small 
quantity  of  nitrogen  gas  is  evolved,  as  it  is  difficult  to  drive  off  all  the 
hydrochloric  acid.  The  liquid  is  agitated  with  the  ether,  and  from 
the  latter,  on  evaporation,  the  ethereal  salt  of  the  diazo-acid  if  present 
is  obtained  in  oily  drops.  On  adding  hydrochloric  acid,  these  give  off 
quantities  of  nitrogen  gas  and  become  colourless.  The  altered  and 
intense  odour  of  a  chlorinated  ethereal  salt  may  also  be  observed. 

A.  B. 

Sarcosine.  By  F.  Mylius  (Ber.,  17,  286 — 292). — In  his  original 
description  of  sarcosine,  Liebig  states  that  it  sublimes  unchanged  if 
heated  for  some  time  at  100°.  Strecker,  in  describing  his  synthetical 
sarcosine,  says  the  crystals  do  not  change  in  appearance  at  100°,  but 
melt  at  a  slightly  higher  temperature  and  sublime  unchanged. 
Believing  the  fused  body  to  be  no  longer  sarcosine,  the  author  inves¬ 
tigated  the  subject. 

When  sarcosine  is  heated  in  a  retort,  it  appears  to  undergo  no  change 
below  200° ;  at  210°  it  begins  to  melt,  and  the  fusion  is  complete  at 
220°.  During  fusion,  water,  carbonic  acid,  and  dimethylamine  are 
given  off ;  the  last  two,  however,  in  relatively  small  quantities.  The 
fused  mass  in  the  retort  forms  a  pale  yellowish  oil,  which  distils  at 
about  350°,  with  scarcely  any  decomposition,  and  on  cooling  forms  a 
white  fibrous  crystalline  mass  which  yields  colourless  prisms  when 
recrystallised  from  alcohol ;  these  melt  at  149 — 150°,  are  very  easily 
soluble  in  water,  and  have  a  bitter  taste  and  neutral  reaction.  Combus¬ 
tion  showed  its  empirical  formula  to  be  C3H5NO,  so  that  it  had  been 
formed  according  to  the  equation  C3H7N02  =  C3H5NO  +  H20.  It  is 
therefore  sarcosine  anhydride ,  but  as  will  be  seen  from  its  compounds 
the  empirical  formula  must  he  doubled,  giving  as  its  true  formula 
C6H10N2O2.  A  vapour-density  determination  made  according  to 
Meyer’s  method,  gave  numbers  approximating  tolerably  closely  to 
those  required  by  the  formula  C6HioN202,  considering  the  decomposi¬ 
tion  which  the  substance  undergoes  above  its  boiling  point.  No  salt 
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could  be  obtained  by  evaporating  the  anhydride  with  hydrochloric 
acid,  bnt  with  a  hydrochloric  solution  of  platinic  chloride  a  platino- 
chloride,  2(C6H10N2O2),H2PtCl6  +  4H20,  was  formed,  crystallising 
in  hexagonal  plates.  Recrystallised  from  alcohol,  it  yields  cubevS 
or  prisms  with  2H20.  Sareosine  anhydride  was  obtained  by  Traube 
(Abstr.,  1883,  192),  by  passing  cyanogen  chloride  through  sarco- 
sine  in  a  melted  state,  but  from  analysis  of  the  dehydrated  platino- 
chloride,  crystallised  from  alcohol,  he  assigned  to  it  the  formula 
C6H12N203.  With  gold  chloride,  sareosine  anhydride  yields  an 
aurochloride,  (C6H10N2O2)2,HAuCl4  +  2H20,  crystallising  in  glistening 
violet  prisms.  It  also  forms  a  double  salt  with  mercuric  chloride, 
which  yields  large  colourless  prisms.  Treated  in  aqueous  solu¬ 
tion  with  bromine,  transparent  red  crystals  are  formed,  sparingly 
soluble  in  water ;  these  are  stable  in  an  atmosphere  of  bromine,  but 
on  exposure  to  the  air  lose  bromine  and  leave  the  unchanged  anhy¬ 
dride.  The  anhydride  is  reconverted  into  sareosine  by  heating  it 
with  aqueous  hydrochloric  or  sulphuric  acid,  or  by  fusion  with  potash. 

In  aqueous  solution,  sareosine  anhydride  is  oxidised  by  a  weak 
solution  of  potassium  permanganate,  with  formation  of  dimethyl- 
oxamide  and  oxalic  acid.  Sareosine,  on  the  contrary,  yields  carbonic, 
nitrous,  and  nitric  acids,  and  traces  only  of  oxalic  acid. 

The  author  considers  it  probable  that  the  constitution  of  sareosine 
anhydride  is  represented  by  the  formula 

NM*<ootfa>NM'- 

The  secondary  formation  of  dimethylamine  and  carbonic  acid  from 
sareosine  would  be  expressed  by  the  equation 

NHMe.CHa.COOH=  NHMe*  +  C02. 

Kept  for  some  time  at  a  temperature  slightly  below  its  melting  point, 
sareosine  yields  a  sublimate  containing  small  quantities  only  of  the 
unchanged  substance.  L.  T.  T. 

Preparation  of  Carbamide.  By  W.  Hentschel  (Ber.,  17,  1286 
— 1287). — A  stream  of  dry  ammonia  is  passed  into  phenyl  car¬ 
bonate  heated  on  a  water-bath,  until  the  odour  of  ammonia  becomes 
strongly  marked.  The  product  is  then  poured  into  hot  water.  On 
cooling,  the  liquid  separates  into  a  dark-coloured  layer  of  phenol,  and 
an  aqueous  solution  of  carbamide.  5  kilos,  of  the  carbonate  yield 
1  kilo,  carbamide,  and  almost  the  whole  of  the  phenol  is  recovered. 
An  almost  theoretical  yield  of  phenyl  carbonate  is  obtained  by  passing 
dry  phosgene  gas  into  a  solution  of  phenol  in  its  equivalent  quantity 
of  dilute  soda.  L.  T.  T. 

Alanine  and  Ethyl  Oxalate :  a  Correction.  By  H.  Schiff 
(S  er.,  17,  1033 — 1034). — The  substance  which  is  described  in  a  pre¬ 
vious  communication  (Ber.,  17,  403)  as  ethylimidodiethyldioxamide 
has  been  found  to  contain  a  much  smaller  quantity  of  nitrogen  than 
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that  which  by  a  clerical  mistake  it  was  supposed  to  contain  and 
required  theoretically.  The  investigation  of  this  substance,  which 
cannot  be  the  above  mentioned,  will  be  continued.  A.  B. 

Uric  Acid.  By  E.  Fischer  ( Ber .,  17,  328 — 338). — Although 
phosphoric  chloride  fails  to  remove  oxygen  from  uric  acid,  the  author 
finds  that  if  the  uric  acid  is  first  methylated,  two  oxygen-  and  two 
hydrogen-atoms  can  be  replaced  by  two  chlorine-atoms,  and  that  on 
further  treatment  a  third  chlorine-atom  can  be  introduced  in  place  of 
another  oxygen-  and  another  hydrogen-atom.  These  chlorines  can 
then  be  replaced  by  hydrogen,  ethoxyl,  the  amido-group,  &c.,  thus 
giving  a  large  number  of  derivatives.  For  convenience  of  nomen¬ 
clature,  the  author  looks  upon  all  these  as  derivatives  of  a  hypothetical 
non-oxygenised  body,  CHa.C5N4H3,  to  which  he  gives  the  name 
methylpurin.  Methyluric  acid  then  becomes  trihydroxy methylpurin, 
and  so  on.  The  methylated  uric  acid  used  in  this  research  was  pre¬ 
pared  by  heating  neutral  lead  urate  with  mols.  of  methyl  iodide  for 
30  hours  at  100°.  The  product  probably  consisted  of  a  mixture  of 
mono-  and  di-methyluric  acid,  but  these  were  not  separated. 

DiclilorJiydroxymetJiylpiirin ,  C5N4Me(OH)Cl2<,  was  obtained  by 
heating  10  parts  of  the  above  described  methylated  uric  acid  with 
13  parts  phosphoric  chloride  and  50  parts  phosphoric  oxychloride  for 
8 — 9  hours  at  130°.  The  oxychloride  was  distilled  off,  the  residue 
decomposed  with  water,  and  the  whole  evaporated  to  dryness.  The 
residue  is  extracted  with  water,  when  a  dark-brown  partly  crys¬ 
talline  mass  is  left,  which  contains  all  the  dichlorhydroxymethyl- 
purin.  This  mass  is  then  heated  with  strong  nitric  acid,  when  a 
violent  action  takes  place,  all  the  bye-products  (which  are  to  form  the 
subject  of  another  paper)  being  converted  into  easily  soluble  com¬ 
pounds.  On  the  addition  of  water,  dichlorohydroxymethylpurin  is 
precipitated  in  an  almost  pure  state.  When  recrystallised  from 
alcohol,  it  forms  thin  white  needles  melting  at  274°.  It  is  more 
stable  than  uric  acid,  volatilises  undecomposed,  and  is  not  attacked  by 
boiling  with  fuming  nitric  acid  or  hydrochloric  acid  and  potassium 
chlorate.  It  dissolves  easily  in  alkalis,  and  can  be  boiled  with  them 
without  decomposition.  The  chlorine-atoms  are  replaced  by  hydrogen 
by  treatment  with  fuming  hydriodic  acid. 

Trichloromethylpurin ,  Cy^MeCh,  is  obtained  by  heating  1  part 
of  the  dichloro-derivative  with  1J  parts  phosphoric  chloride  and 
5  parts  phosphoric  oxychloride  in  closed  tubes  at  160°  for  8  hours. 
It  crystallises  in  small  colourless  needles  which  melt  at  174°.  It  is 
insoluble  in  alkalis,  and,  unlike  the  dichloride,  is  easily  reconverted 
into  methyluric  acid.  When  heated  on  the  water-bath  with  alcoholic 
soda,  it  yields  diethoxychloromethylpurin,  which  crystallises  in 
needles  ;  but  if  the  action  of  the  alkali  be  continued,  a  substance  is 
produced  which  is  free  from  chlorine,  melts  under  boiling  water,  and 
is  probably  triethoxymethylpurin.  If  diethoxychloromethylpurin  is 
heated  with  fuming  hydrochloric  acid  at  130°,  it  is  converted  into 
CsNhMeHaCb,  which,  from  its  reactions,  &c.,  is  undoubtedly  a  mono- 
methyluric  acid.  This  body  is  almost  as  sparingly  soluble  as  uric 
acid,  requiring  tor  solution  more  than  2000  parts  of  boiling  water,  and 
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therefore  appears  to  be  different  from  the  methyluric  acid  described 
by  Hill  (tbis  Journal,  30,  75). 

Hydroxymethy Ipurin,  CslS^MeHsO,  obtained  by  tbe  reduction  of 
dichloroxy  methylpurin  by  fuming  hydriodic  acid,  crystallises  in  colour¬ 
less  prisms,  melting  at  233°,  and  easily  soluble  in  water  to  an  alkaline 
solution.  Its  hydriodide  crystallises  in  colourless  scales,  soluble  in 
alcohol  and  water ;  tbe  hydrochloride  is  easily  soluble  in  water, 
sparingly  so  in  alcohol.  The  aurochloride  crystallises  in  thin  yellow 
plates ;  the  platinochloride  in  orange  prisms.  In  slightly  acid  solu¬ 
tions,  silver  nitrate  precipitates  silver  hydroxy methylpurin  as  a  white 
crystalline  powder.  As  hydroxy  methylpurin  has  the  composition  of  a 
methyls arcine,  the  author  endeavoured  to  methylate  sarcine  by 
acting  on  its  di-silver  derivative  with  methyl  iodide.  He  obtained  a 
dimethylsarcine,  which,  however,  differed  from  hydroxymethylpurin 
and  also  from  hydroxydimethylpurin. 

Dichloroxy  dimethylpur  in,  C5N4Me2OCl2,  is  obtained  by  acting  on  the 
lead  salt  of  the  monomethyl-derivative  with  methyl  iodide.  It 
crystallises  in  thin,  slightly  coloured  needles,  which  melt  at  183°.  It 
is  insoluble  in  alkalis,  but  is  decomposed  by  boiling  alkalis.  Alco¬ 
holic  potash  removes  one  chlorine- atom  at  ordinary  temperatures,  the 
second  on  heating,  ethoxyl  being  introduced  in  their  place. 

Hydroxydimethylpurin ,  C5N4Me2H20,  is  easily  obtained  from  the 
dichloro-derivative  by  reduction  with  hydriodic  acid.  It  crystallises 
in  needles  melting  at  112°.  It  is  easily  soluble  in  alcohol  and  water 
to  a  strongly  alkaline  solution ;  sparingly  soluble  in  ether,  almost 
insoluble  in  alkalis.  Its  aurochloride  gives  characteristic  yellow 
needles.  It  has  the  composition  of  dimethylsaricne,  but  is  not 
identical  with  that  above  described  ;  and  the  author  is  at  present 
in  doubt  whether  it  should  be  regarded  as  a  dimethylsarcine  or 
not. 

Ethoxy  chi oroxydimethylpurin,  C5f^4Me20C1.0Et,is  obtained  by  acting 
on  dichloroxydimethylpurin  with  50  per  cent,  alcoholic  potash,  the 
temperature  not  being  allowed  to  rise  above  40°.  It  often  crystallises 
in  a  mass  of  slender  needles,  but  gradually  changes  into  heavier  crys¬ 
talline  agglomerations  which  fuse  at  160°.  When  heated  with  fuming 
hydriodic  acid,  it  loses  chlorine  and  ethoxyl  and  yields  trihydroxy- 
dim  e  thy  1  p  urin . 

Dihydroxydimethylpurin ,  C5N4Me2H202,  is  formed  by  heating  ethoxy- 
chloroxydimethylpurin  with  ten  times  its  weight  of  fuming  hydriodic 
acid.  This  substance  is  crystalline  and  distils  unchanged.  Although 
identical  with  theobromine  in  composition,  it  differs  from  it  in  proper¬ 
ties,  but  shows  its  relation  to  uric  acid  by  giving  the  murexide  reaction. 

Diethoxyoxy  dimethylpur  in ,  CsNiMe^C^OEt)^  prepared  from  the 
dichloro-derivative  by  boiling  it  with  excess  of  alcoholic  soda,  crystal¬ 
lises  from  water  in  minute  scales  melting  at  126 — 127°.  It  is  easily 
soluble  in  alcohol,  sparingly  so  in  water.  It  is  insoluble  in  alkalis, 
but  easily  soluble  in  concentrated  hydrochloric  acid.  If  heated  with 
strong  hydrochloric  acid,  in  sealed  tubes  at  130°,  it  loses  both  ethyl- 
groups,  and  is  converted  into  trihydroxy  dimethyl  pur  in.  The  reaction  is 
more  rapid  with  concentrated  sulphuric  acid  at  a  temperature  of 
140°. 
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Trihydroxydimethylpurin ,  C5N4Me2H303,  forms  almost  colourless 
crystals  which  melt  at  a  very  high  temperature,  undergoing  decomposi¬ 
tion  at  the  same  time.  It  is  sparingly  soluble  in  boiling  water.  This 
body  is  not  decomposed  by  boiling  with  ammoniacal  silver  nitrate,  but 
yields  a  gelatinous  silver  salt  on  evaporation  of  the  excess  of  ammonia, 
thus  differing  entirely  from  the  dimethyluric  acid  described  by  Hill. 
Chlorine  or  potassium  chlorate  and  hydrochloric  acid  decompose  it 
quickly  into  easily  soluble  products,  but  only  very  slight  traces  of  any 
compound  resembling  alloxan.  The  principal  product  is  an  easily 
soluble  crystalline  substance  which  the  author  is  now  investigating. 
The  author  postpones  any  discussion  of  the  uric  acid  formula  until 
his  researches  are  further  advanced.  L.  T.  T. 

Chemical  Nomenclature.  By  A.  Baeyer  ( Ber .,  17,  960 — 963). 
— In  this  paper,  the  author  describes  a  method  of  naming  complicated 
organic  substances  by  which  from  the  name  alone  the  exact  position 
of  the  atoms  and  groups  of  atoms  may  at  once  be  understood. 
Organic  bodies  may  be  divided  into  three  classes ;  1  st,  those  in  which 
there  is  an  open  chain  of  carbon-atoms;  2nd,  those  in  which  the 
chain  is  closed ;  and,  3rd,  those  in  which  there  are  both  open  and  closed 
chains.  The  position  of  the  atoms  in  the  first  is  usually  shown  by 
means  of  Greek  letters,  and  in  the  second  by  the  use  of  Arabic  numbers. 
In  cases  such  as  naphthalene  and  quinoline  when  there  are  two  rings 
of  atoms,  one  ring  is  represented  by  numbers  and  the  other  by  letters. 
The  author  proposes  to  use  letters  for  these  rings.  Thus  using 
for  the  benzene-ring  the  letter  B,  and  for  the  pyridine-ring  the  letters 
Py;  the  constitutional  formula  corresponding  to  the  name  B  P4- 
dichloro-,  Py  1'3-dihydroxy-quinoline,  is  readily  understood  to  be  that 
of  a  quinoline  in  which  two  particular  hydrogen-atoms  in  the  benzene¬ 
ring  have  been  replaced  by  chlorine-atoms,  and  two  particular 
hydrogen- atoms  in  the  pyridine-ring  by  hydroxyls,  provided  the 
order  in  which  the  atoms  are  to  be  counted  is  fixed.  In  naphthalene 
the  letters  B  and  BB',  and  in  anthracene  -B,  -BB',  and  perhaps  A  for 
the  middle  ring,  may  be  used  ;  thus,  for  example,  phenylanthracene 
is  a  name  which  may  have  a  treble  meaning,  and  distinction  has  to 
be  drawn  between  A  phenylanthracene,  B  phenylanthracene,  and  BB' 
phenylanthracene. 

In  the  case  of  open  chains,  the  present  system  of  naming  by  means 
of  Greek  letters  may  be  used  with  a  slight  alteration.  There  is  an 
inconvenience  in  the  present  system  that  in  substituted  acids  the 
first  carbon-atom,  that  of  the  carboxyl-group,  is  not  named  a  but  the 
one  next  to  it,  whilst  in  substituted  hydrocarbons  the  first  carbon- 
atom  is  named  a.  The  author  now  proposes  in  all  cases  to  call  the 
first  carbon-atom  by  the  last  letter  of  the  Greek  alphabet,  oo,  and  the 
carbon-atoms  next  to  it  in  order  a,  (3,  7,  &c.  The  nomenclature  of 
acids  remains  unaltered,  but  it  is  altered  in  substituted  hydrocarbons  ; 
a-chlorostyrolene,  Ph.CH  .*  CHC1,  becomes  ^-chlorostyrolene,  and 
/3-chlorostyrolene,  Ph.CCl  !  CH2,  becomes  a-chlorostyrolene.  There 
are  scarcely  any  other  similar  changes,  and  the  drawback  in  this  case 
might  be  diminished  by  styling  the  present  /3-cklorostyrolene,  a-* 
chlor  os  ty  rolene . 
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The  following  are  examples  of  this  change  in  nomenclature  : — 


Benzyl  chloride  .  = 

Benzylene  dichloride  .  = 

Benzenyl  trichloride  .  = 

o-Xylylene  bromide .  = 

Mesitylene  with  3  Cl  in  3  methyls  = 
Mesitylene  with  3  Cl  in  1  methyl  = 

Ph.CH2.CH2Br . = 

Ph.CHBr.CH3 .  = 

a-Chlorostyrolene .  = 

|8-Chlorostyrolene .  = 

Acetophenone  bromide .  — 

Ph.CH2.CH2.CH2Br .  = 

Ph.CH0.CHBr.CH3 .  = 

Ph.CHBr.CH2.CH3 .  = 


a  -  ch  i  0  rotol  aen  e, 

^-dichlorotoluene, 

u  -trichlorotol  uene, 

w2-dibromo-o-xy]ene, 

Wj-trichloromesitylene, 

w-trichloromesitylene, 

w-bromethylbenzene, 

a-bromethylbenzene, 

w-chlorostyrolene, 

a-chlorostyrolene, 

a )  -  brom  ace  top  h  e  none, 

cd-bromopropylbenzene, 

a-bromopropylbenzene, 

/3-bromopropylbenzene. 


For  a  compound  in  which  substitution  takes  place  both  in  the 
closed  ring  and  in  the  side  chain,  the  above  signs  require  to  be  com¬ 
bined.  Thus  an  acetophenone  bromide  in  which  the  benzene-ring 
is  also  brominated  in  the  para-position,  is  a;-bromo-4-brom-aceto- 
phenone,  or  more  shortly  &-4-dibromacetophenone.  A  substituted 
cinnamic  acid  in  which  one  hydrogen-atom  is  replaced  in  the  ring,  or 
one  in  the  side  chain  by  bromine,  may  be  called  a-4-dibromo-cinnamic 
acid.  A  quinaldine,  in  which  hydrogen  in  the  methyl-group,  in  the 
pyridine-ring,  and  in  the  benzene-ring,  has  been  replaced  by  hydroxyl 
groups,  may  be  named  a;-Py2-Bl-trihydroxyquinaldine. 

The  author  also  proposes  to  use  the  prefixes  eso-  or  es-,  and  exo-  or 
ex-  to  express  compounds  in  which  hydrogen-atoms  are  substituted, 
either  in  the  closed  ring  or  open  chain,  but  the  more  exact  position  of 
which  is  not  known  or  expressed.  For  example,  three  dichlorethyl- 
benzenes  are  possible  in  which  the  hydrogen-atoms  in  each  case  are 
substituted  in  the  side  chain.  When  the  exact  position  is  unknown 
they  may  be  called  exodichlorethylbenzene.  If  three  hydrogen-atoms 
are  also  substituted  in  the  benzene-ring,  it  may  be  esotrichloro-exo- 
dichlorethylbenzene.  Again,  if  the  total  number  of  chlorine-atoms 
are  known,  but  the  exact  positions  are  unknown,  it  may  be  called 
eso-exo-pentachlorethylbenzene.  Lastly,  in  a  similar  way,  if  the 
position  of  the  substituted  atoms  is  only  known  in  part  of  the  com¬ 
pound,  this  method  is  of  use.  For  example,  in  the  case  of  a 
quinoline-cinnamic  acid  in  which  in  the  benzene-ring,  in  the  pyridine¬ 
ring,  and  in  the  side  chain,  hydrogen-atoms  have  been  replaced  by 
hydroxyl-groups,  but  the  exact  position  of  these  is  unknown,  the  name 
and  constitution  of  the  acid  may  be  expressed  as  B-hydroxy-Py- 
hydroxy-ex-hydrcxyquinolinecinnamic  acid,  or  more  shortly  as  B-Py- 
exotrihydroxyquinolineeinnamic  acid  ;  and  if  it  is  uncertain  in  which 
part  of  the  quinoline  the  substitution  has  taken  place,  as  es-dihydroxy- 
ex-hydroxyquinolinecinnamic  acid. 

X.B. — This  system  of  nomenclature  is  used  by  Baeyer  and  his 
collaborators  in  their  recently  published  communications. 

A.  B. 
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Xylenes.  By  A.  Colson  ( Gompt .  rend .,  98,  1543 — 1545). — 
Orthoxylene  glycol  (phthalic  glycol),  CeH^CEL.OH^,  is  obtained 
by  boiling  orthodibromo-xylene  with  the  requisite  quantity  of  potas¬ 
sium  carbonate,  and  20  or  30  times  its  weight  of  water,  filtering, 
evaporating  to  dryness  in  a  vacuum,  and  extracting  the  residue 
with  ether.  It  forms  rhomboidal  plates,  which  melt  at  64'5°,  and 
readily  remain  in  superfusion;  sp.  gr.  of  the  liquid  at  75°  =  1T41. 
The  glycol  has  a  bitter  taste,  and  dissolves  in  five  times  its  weight  of 
ether  and  six  times  its  weight  of  water,  but  is  more  soluble  in  alcohol. 
When  boiled  with  concentrated  hydrochloric  or  hydrobromic  acid,  it 
yields  the  corresponding  chloride  or  bromide. 

Orthodibromo-xylene  is  obtained  by  adding  bromine  drop  by  drop  to 
orthoxylene  heated  at  140 — 190°.  The  liquid  is  filtered  and  the  solid 
product  washed  with  ether  and  purified  by  repeated  crystallisation 
from  alcohol.  It  melts  at  94*6°,  and  is  more  soluble  in  hot  ether, 
alcohol,  and  light  petroleum  than  in  these  liquids  when  cold.  On 
oxidation,  it  yields  phthalic  acid,  and  it  is  partially  saponified  by 
alcohol. 

Or thodichloro- xylene,  obtained  by  the  action  of  concentrated  hydro¬ 
chloric  acid  on  the  glycol,  is  a  crystalline  substance  which  melts  at 
54*8°,  and  sublimes  easily;  sp.  gr.  at  20°  —  T33.  It  is  very  soluble 
in  ether  and  light  petroleum.  The  dichloro-xylene  obtained  by  Ray- 
man  (Bull.  Soc.  Chim .,  26,  532),  melting  at  103°.,  was  doubtless  1  :  4 
dichloro-xylene.  C.  H.  B. 

Tribenzoylmesitylene.  By  E.  Louise  {Compt.  rend.,  98,  1440 — 
1442). — Monobenzoyl-  or  dibenzoyl-mesitylene  is  dissolved  in  an 
excess  of  benzoic  chloride,  and  heated  with  aluminium  chloride  at 
198°,  the  product  washed  with  water,  and  the  black  residue  extracted 
with  boiling  alcohol.  As  the  alcoholic  solution  cools,  it  deposits 
amber- coloured  crystals  of  symmetrical  tribenzoyl-mesitylene, 
C30H24O3.  This  compound  melts  at  215 — 216°,  is  almost  insoluble 
in  cold  alcohol,  more  soluble  in  boiling  alcohol,  ether,  benzene,  &c., 
but  most  readily  dissolved  by  a  mixture  of  chloroform  and  acetone. 
From  this  latter  solvent  it  is  deposited  in  large  oblique  rhombic 
prisms,  the  acute  angle  of  which  =  76°  46',  and  the  angle  of  the 
principal  face  on  the  lateral  face,  P  :  m  =  94°  10'. 

The  formation  of  the  benzoyl-derivatives  of  mesitylene  is  a  function 
of  the  temperature.  Below  118°  the  mono-derivative  is  formed 
alone,  the  di-derivative  at  150°,  and  the  tri- derivative  at  198°. 

C.  H.  B. 

Phenethyl  Compounds.  By  K.  Mainzer  (Per.,  17,  1160). — A 

question  of  priority. 

Condensation  Products  of  Thiophene  with  Aldehydes, 
Methylal,  and  Benzyl  Alcohol.  By  A.  Peter  (Ber.,  17,  1341 — 
1347). — Comey  (Ber.,  17,  790)  has  shown  that  the  Friedel- Crafts 
reaction  is  applicable  to  thiophene,  and  Nahnsen  (Ber.,  17,  789)  that 
dithienyl,  analogous  to  diphenyl, is  formed  bypassing  thiophene  through 
tubes  heated  to  dull  redness.  The  author  has  further  investigated 
the  analogy  between  benzene  and  thiophene. 
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Dithienyltrichlorethane,  CC13.CH(C4H3S)2,  analogous  to  tlie  diphcnyl- 
trichlorethane  obtained  by  Baeyer,  is  prepared  as  follows  : — 10  grams 
of  chloral  and  23  grams  of  crude  thiophene  (about  half  thiophene, 
half  benzene)  is  dissolved  in  200  glacial  acetic  acid  ;  to  this  solution 
an  equal  volume  of  a  mixture  of  equal  parts  of  glacial  acetic  and 
strong  sulphuric  acids  is  gradually  added,  and  finally  concentrated 
sulphuric  acid  until  the  mixture  no  longer  gives  the  thiophene  reac¬ 
tion.  The  product  is  then  poured  into  cold  water,  and  purified  in 
the  usual  way.  Dithienyltrichlorethane  is  easily  soluble  in  ether, 
carbon  bisulphide,  and  boiling  alcohol,  sparingly  in  cold  alcohol.  It 
melts  at  76°,  and  gives  a  very  intense  violet-red  coloration  when 
heated  with  sulphuric  acid  and  isatin ;  so  that  mere  traces  can  be 
detected  by  this  reaction.  The  yield  of  dithienyltrichlorethane  is 
about  30  per  cent-.,  but  the  aqueous  filtrate  contains  a  considerable 
quantity  of  its  sulphonic  acid. 

Dithienyl  dichlor ethylene,  CC12 !  C(C4H3S)2,  was  obtained  from  the 
trichloro-compound  by  treatment  with  1J  mols.  potassium  hydroxide, 
but  a  better  yield  was  obtained  when  the  latter  was  replaced  by 
potassium  cyanide.  It  forms  a  colourless  oil,  which  distils  in  a 
current  of  steam,  and  gives  a  violet-blue  colour  with  sulphuric  acid 
and  isatin  in  the  coUl.  Unlike  the  trichloro-derivative,  it  is  decomposed 
by  sulphuric  acid. 

Hexabromodithienyltrichlorethane,  CCl3.CH(C4Br3S)2,  was  obtained 
by  brominating  the  trichloro-derivative.  It  forms  a  white  crystalline 
powder,  soluble  in  boiling  alcohol.  It  gives  no  colour  reaction  with 
sulphuric  acid  and  isatin. 

Dithienyltribromethane ,  CBr3.CH(C4H3S)2,  obtained  from  bromal  and 
thiophene,  crystallises  in  small  well-formed  pyramids,  which  melt  at 
101 — 102° ;  and  is  analogous  in  its  properties  to  the  dithienyl¬ 
trichlorethane. 

Dithienyldibromethylene  is  obtained  by  the  action  of  potassium 
hydroxide  or  cyanide  on  the  tribromo-compound.  It  is  a  colourless 
oil,  which  can  be  distilled  with  steam ;  and  resembles  the  dichloro- 
derivative  in  properties. 

Dithienylmethane ,  CH2(C4H3S)2,  was  obtained  by  Baeyer’s  reaction 
for  obtaining  diphenylmethane.  The  yield,  however,  never  exceeded 
10  per  cent.,  as  a  great  deal  of  decomposition  and  formation  of  the 
sulphonic  acid  took  place.  It  is  a  colourless  oil,  having  an  odour  of 
oranges,  and  boiling  at  267°.  With  isatin  and  sulphuric  acid  it  gives 
a  red  coloration  in  the  cold,  but  the  colour  becomes  more  intense  on 
gently  warming  the  mixture.  Sulphuric  acid  alone  causes  decompo¬ 
sition.  In  one  preparation  of  dithienylmethane,  the  oil  solidified  to 
lanceolate  crystals  ;  these  melted  at  43°,  and  showed  the  characteristic 
reaction  of  dithienylmethane  with  isatin  and  sulphuric  acid,  but  they 
only  weighed  0’03  gram,  and  the  author  has  not  been  able  to  obtain 
the  oil  again  in  a  crystalline  state. 

Phenylthienylmethane ,  CH2Ph(C4H3S),  was  obtained  by  digestirg 
benzyl  alcohol  and  thiophene  with  stannic  chloride.  A  better  yield 
was  obtained,  however,  by  dissolving  5  grams  of  benzyl  alcohol,  and 
6  grams  of  pure  thiophene  which  was  diluted  with  its  own  volume  of 
light  petroleum,  in  100  grams  glacial  acetic  acid ;  then  adding  an 
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equal  volume  of  a  mixture  of  equal  parts  of  sulphuric  and  glacial 
acetic  acids,  and  then  sulphuric  acid  until  the  thiophene  reaction 
could  no  longer  be  obtained.  Phenyl  thienyl  methane  is  an  oil  of 
fruity  odour,  and  boils  at  265°  (uncorr.).  With  sulphuric  acid  and 
isatin  in  the  cold,  it  gives  a  red  coloration,  which  turns  to  a  magenta- 
red  on  warming.  It  does  not  decompose  so  readily  with  sulphuric  acid 
as  most  of  the  foregoing  compounds.  L.  T.  T. 

Preparation  of  Phenyl  Cyanate.  By  W.  Hentschel  ( Ber .,  17, 

1284 — 1285). — If  a  stream  of  phosgene  gas  be  passed  over  fused 
carbanilide,  phenyl  cyanate  distils  over  as  a  colourless  oil.  A  still 
easier  method  of  obtaining  it  consists  in  melting  dry  aniline  hydro¬ 
chloride  in  a  retort,  and  passing  over  it  a  current  of  phosgene  gas : 
hydrochloric  acid  is  given  off,  and  phenyl  cyanate  distils  over.  The 
phenyl  cyanate  absorbs  a  good  deal  of  hydrochloric  acid,  and  becomes 
solid,  but  on  redistillation  gives  up  the  acid,  and  then  remains  liquid. 
It  would  seem,  therefore,  to  possess  slightly  basic  properties,  and  to 
form  a  compound  with  hydrochloric  acid,  similar  to  that  formed  by 
cyanic  acid.  These  methods  render  it  very  easy  to  prepare  phenyl 
cyanate  in  quantity.  L.  T.  T. 

Ethylphenol.  By  H.  Auer  ( Ber .,  17,  669 — 678). — Propyl-,  butyl-, 
and  amyl-phenols  have  been  prepared  by  Liebmann  (Abstr.,  1882, 
171,  727)  by  condensation  from  the  respective  fatty  alcohols  and 
phenol  by  aid  of  zinc  chloride  ;  and  methylpropylphenol  has  been 
prepared  by  Mazzara  (Abstr.,  1883,  463),  using,  however,  magnesium 
chloride  as  the  dehydrating  agent.  The  author  has  applied  this 
reaction  to  the  preparation  of  ethylphenol. 

Equivalent  quantities  of  phenol  and  absolute  alcohol,  with  about 
twice  the  weight  of  zinc  chloride,  were  heated  in  a  vessel  provided 
with  a  reflux  condenser.  The  temperature  remained  for  a  long  time 
constant  at  173°,  then  slowly  rose  to  181°,  when  the  reaction  was 
stopped.  The  main  products  of  the  reaction  were  ethylphenol  and 
ethylpheneto'il ;  they  can  be  separated  by  treatment  with  dilute 
aqueous  potash,  in  which  the  former  alone  is  soluble.  Ethylphenol, 
C6H4Et.OH,  so  obtained  forms  an  oily  colourless  liquid,  boils  between 
191 — 215°,  has  sp.  gr.  1*049  at  14°,  is  sparingly  soluble  in  water, 
readily  soluble  in  ether  and  alcohol.  With  ferric  chloride,  it  gives  a 
dirty  green  coloration.  It  is  probably  identical  with  the  /3-ethyl- 
phenol  obtained  by  Beilstein  and  Kuhlberg  by  the  action  of  potash 
on  /3-ethylbenzenesulphonic  acid.  Ethylpheneto'il ,  CeHiEt.OEt,  is  a 
mobile  colourless  liquid  of  strong,  persistent,  aromatic  odour.  It  turns 
yellow  on  exposure  to  light.  It  is  insoluble  in  water,  soluble  in 
alcohol  and  ether.  Sp.  gr.  =  0*986  at  14°.  Ethylphenolphthalem , 
O^H^Ch  +  H20,  prepared  by  heating  ethylphenol  with  phthalic  acid 
and  zinc  chloride,  forms  a  pale  reddish-grey  crystalline  powder, 
insoluble  in  water,  readily  soluble  in  ether  and  alcohol.  It  closely 
resembles  phenolphthalem,  but  is  distinguished  from  it  by  its  alkaline 
solution  having  a  violet-red  colour,  by  not  being  decomposed  below 
139°,  and  by  the  greater  instability  of  its  compound  with  ammonia. 
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Methyl  alcohol,  when  heated  with  phenol  and  zinc  chloride,  yields 
only  aniso’il,  and  that  in  very  small  quantity.  A.  J.  Gr. 

High-boiling  Phenols  contained  in  Coal-tar.  By  E.  Noltikg 
( Ber .,  17,  386 — 387). — The  coal-tar  oils  boiling  above  300°  probably 
contain  the  phenols  of  anthracene  and  phenanthrene. 

w.  c.  w. 

Ethereal  Salts  of  NitrosophenoL  By  J.  F.  Walker  ( Ber .,  17, 

399 — 401).- — Sodium  nitrosophenol  is  best  prepared  by  adding  phenol 
(1  raol.)  to  a  concentrated  alcoholic  solution  of  sodium  ethylate 
(1  mol.),  and  stirring  the  mixture  thoroughly  with  amyl  nitrite 
(1  mol.).  The  solution  is  then  evaporated  over  sulphuric  acid,  and 
the  residue  is  washed  with  ether  and  dried  on  porous  tiles.  Benzoyl - 
nitrosophenol ,  C6H4(NO).OBz,  obtained  by  adding  benzoic  chloride  to 
sodium  nitrosophenol  covered  with  a  layer  of  anhydrous  chloroform 
or  ether,  is  a  yellow  crystalline  substance  which  melts  at  168° 
with  decomposition.  It  dissolves  freely  in  chloroform  and  in  hot 
alcohol.  It  is  decomposed  by  boiling  with  alkalis.  Ethyl  nitrosophenol - 
carboxylate ,  C6H4(NO)O.COOEt,  crystallises  in  golden  needles, 
which  melt  at  109°.  It  is  soluble  in  chloroform  and  in  hot  alcohol. 
The  corresponding  methyl  compound  forms  yellow  prisms  which 
melt  at  137°.  Mononitrosoresorcinol  yields  analogous  compounds. 

w.  c.  w. 

Nitroso-orthocresol.  By  E.  Nolting  and  O.  Kohn  {Ber.,  17, 
370 — 371). — Nitroso-orthocresol  is  prepared  by  slowly  adding  nitrosyl 
sulphate  to  orthocresol  dissolved  in  30  times  its  weight  of  water. 
After  purifying  the  product  by  Ter  Meer’s  process  {Ber.,  8,  623), 
the  nitrocresol  is  obtained  in  white  needles,  soluble  in  alcohol,  ether, 
chloroform,  or  hot  water.  The  crystals  melt  at  135°,  with  decomposi¬ 
tion.  The  sodium  salt  is  deposited  from  acetone  in  brown  needles 
containing  3  mols.  H20.  The  potassium  salt  is  anhydrous.  Both 
salts  dissolve  freely  in  alcohol  and  in  water.  The  aqueous  solution 
yields  precipitates  with  the  salts  of  the  heavy  metals. 

On  oxidation  by  potassium  ferricyanide,  nitrosocresol  is  converted 
into  the  nitrorthocresol,  melting  at  95°,  described  by  Neville  and 
Winther  {Ber.,  15,  2978).  Nitric  acid  (sp.  gr.  1*33)  converts  it  into 
dinitrorthocresol,  melting  at  86°.  On  reduction,  the  nitroso-com- 
pound  yields  the  amidocresol,  melting  at  175°,  which  is  also  obtained 
by  the  reduction  of  the  azo-compounds  of  orthocresol  (see  this  vol., 
p.  902).  The  nitroso-group  in  this  compound  stands  in  the  para- 
position  as  regards  the  hydroxyl.  W.  C.  W. 

Two  Isomeric  Phenyl  Methyl  Glycols.  By  T.  Zincke  (Ber.,  17, 
708 — 713). — Some  time  back  the  author  showed  that  two  alcohols 
might  be  obtained  from  stilbene  bromide  or  chloride — hydrobenzoi'n 
and  isohydrobenzo’in — both  of  which  can  only  be  expressed  by  the  same 
formula,  CHPh.(OH).CHPh.OH  (Abstr.,  1877  [i],  460).  Later,  in 
conjunction  with  Wachendorff  and  Breuer  (Abstr.,  1878,  885),  he 
found  that  styrolene  bromide,  CHPhBr.CH2Br,  yields  only  a  single 


1004 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


dihydric  alcohol.  In  his  present  communication,  he  extends  his 
researches  to  the  dibromide  CHPhBr.CHMeBr,  obtained  by  the 
bromination  of  propylbenzene,  and  finds  that  this  also  yields  two 
isomeric  phenyl  methyl  glycols,  CHPh(OH)CHMe.OH. 

a-Phenyl  methyl  glycol  is  prepared  by  boiling  the  dibromide  in  acetic 
acid  solution  with  potassium  acetate,  diluting  with  water,  extracting 
the  acetate  formed  with  ether,  and  saponifying  with  alcoholic  potash. 
It  forms  large  tabular  crystals  which  melt  at  52 — 53°.  It  is  readily 
soluble  in  water,  alcohol,  ether,  acetone,  benzene,  and  chloroform, 
sparingly  soluble  in  light  petroleum. 

fi-Phenyl  methyl  glycol  is  prepared  by  converting  the  dibromide  into 
the  benzoate  and  saponifying,  or  by  boiling  the  di bromide  for 
three  to  four  days  with  a  solution  of  potassium  carbonate  (1 :  6). 
It  is  crystalline,  melts  at  92 — 93°,  and  is  markedly  less  soluble  than 
the  a-alcohol  in  the  solvents  mentioned  above.  The  investigation  of 
these  bodies  and  some  related  compounds  is  in  progress. 

A.  J.  G. 

Trinitro-resoreinol.  By  E.  Nolting  and  A.  Collin  (Per.,  17, 
259 — 261). — When  styphnic  ether  is  heated  with  a  solution  of  sodium 
hydroxide  or  carbonate,  sodium  styphnate  is  formed.  If  a  cold 
alcoholic  solution  of  the  ether  is  mixed  with  excess  of  alcoholic 
ammonia,  and  the  whole  allowed  to  stand,  the  liquid  becomes 
red,  then  yellow,  and  deposits  the  trinitrometaphenylenediamine, 

C6H(NH2)2(N02)3  [NH2 :  N02 :  NHo  :  NO*  :  NO*  =  1  :  2  :  3  :  4  :  6]  in  the 

form  of  yellow  miscroscopic  needles.  This  substance  is  very  sparingly 
soluble  in  the  ordinary  solvents,  and  melts  at  a  very  high  tempera¬ 
ture.  Ammonia  is  evolved  on  heating  it  with  dilute  soda,  and  sodium 
styphnate  is  re-formed.  No  trace  of  nitrous  acid  could  be  detected 
by  Griess’  reaction  in  the  mother-liquors  from  which  the  trinitro- 
phenylenedi amine  had  crystallised.  Styphnic  acid  (trinitroresorcinol), 
when  heated  with  aniline,  yields  an  aniline  salt,  but  no  trace  of  diazo- 
amidobenzene.  Styphnic  ether  and  aniline  yield  a  crystalline  body, 
probably  C6H(N02)3(NHPh)2,  but  not  further  investigated  ;  no  trace 
of  diazoamidobenzene  was  found.  From  these  reactions,  the  authors 
consider  that  the  positions  of  the  side  groups  in  styphnic  acid  must  be 
[OH  :  N02 :  OH  :  N02 :  N02  =  1 :  2  :  3  :  4  :  6],  If  either  of  the  other 
two  possible  formulae  [1  :  2  :  3  :  4  :  5,  or  1  :  3  :  4  :  5  :  6]  were  correct, 
nitrous  acid  should  be  eliminated  when  styphnic  acid  is  treated  with 
alkalis  or  ammonia.  (Compare  also  Henriques,  Abstr.,  1883,  327.) 

L.  T.  T. 

Nitrobenzyl  Chlorides  and  Iodides.  By  G.  Kumpf  (Per.,  17, 
1073 — 1074). — On  nitrating  benzyl  chloride,  besides  solid  paranitro- 
benzyl  chloride,  an  oily  mother-liquor  is  left  from  which,  after  a  time, 
two  kinds  of  crystals  are  deposited.  Some  of  these  are  needles  having 
the  form  of  paranitrobenzyl  chloride,  but  others  have  quite  a  different 
form,  being  thick  and  rhombic.  The  author  carefully  picked  out 
the  latter,  and  found  them  to  be  a  nitrobenzyl  chloride  giving,  on 
oxidation,  orthonitrobenzoic  acid  of  melting  point  147° ;  they  are 
therefore  crystals  of  orthonitrobenzyl  chloride. 
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On  boiling1  orthonitrobenzyl  chloride  with  potassium  iodide  and 
alcohol,  orthonitrobenzyl  iodide  is  formed.  It  crystallises  in  rhombic 
plates,  and  melts  at  75°.  Paranitrobenzyl  iodide  prepared  in  the 
same  way  from  paranitrobenzyl  chloride  crystallises  in  colourless 
needles,  and  melts  at  127°.  A.  B. 

Orthonitrobenzyl  Chloride.  By  E.  Nolting  ( Ber .,  17,  385 — 

386). — The  oil  which  is  obtained  as  a  bye-product  in  the  preparation 
of  paranitrobenzyl  chloride  (which  is  crystalline)  is  oxidised  by  potas¬ 
sium  permanganate,  yielding  orthonitrobenzoic  acid.  It  consists 
chiefly  of  orthonitrobenzyl  chloride.  W.  C.  W. 

Paranitrophenyl-benzyl  Ethers  and  Phenyl  Paranitroben¬ 
zyl  Ethers.  By  G.  Ktimpf  (Ber.,  17,  1075 — 1078). — A  number 
of  nitro- derivatives  of  phenyl  benzyl  ether  have  been  prepared.  The 
general  method  has  been  to  act  on  benzyl  chloride  or  paranitrobenzyl 
chloride  with  the  potassium  salt  of  nitrophenol.  As  the  potassium 
salts  of  dinitrophenol  and  picric  acid  have  no  action  on  benzyl  chloride, 
the  silver  salts  and  benzyl  iodide  were  used.  The  ethers  obtained  are 
as  a  rule  crystalline,  and  soluble  in  benzene  or  glacial  acetic  acid. 
The  following  were  prepared  : — Paranitrophenyl  benzyl  ether, 
N02.C6H4.0.CH2Ph,  melting  at  106°;  orthonitrophenyl  benzyl  ether, 
melting  at  29°  ;  a-dinitrophenyl  benzyl  ether  (NOg^CeHs.O.CEUPh, 
melting  at  149°  ;  ft- dinit rophenyl  benzyl  ether,  melting  at  76° ;  benzyl 
picrate,  (N02)3CH2.0.CH2Ph,  melting  at  149°  ;  phenyl  paranitrobenzyl 
ether,  Ph0.CH2.C6H4.N02,  melting  at  91°;  paranitrophenyl  paranitro¬ 
benzyl  ether,  N02.C6H4.0.CH2.C6H4.N02,  melting  at  183°  ;  orthonitro¬ 
phenyl  paranitrobenzyl  ether,  melting  at  129° ;  a-dinitrophenyl 
paranitrobenzyl  ether,  (N02)2(AH3.0.CH2.C6lI4.N02,  melting  at  201°; 
|8-dinitrophenyl  paranitrobenzyl  ether,  melting  at  137°  ;  paranitro¬ 
benzyl  picrate,  (N02)3C6H2.0.CH2.C6H4.N02,  melting  at  108°. 

A.  B. 

Ethyl  Phenylcarbonate.  By  B.  Pawlewski  (Ber.,  17,  1205). — 
When  aluminium  chloride  is  added  in  successive  portions  to  a  mixture 
of  phenol  and  ethyl  chlorocarbonate,  ethyl  phenylcarbonate  is  formed. 
This  compound  has  been  described  by  Fatianow  ( Jahresb .,  1864,  447). 

w.  c.  w. 

Aniline  Derivatives.  By  A.  Claus  and  H.  Howitz  (Ber.,  17, 
1324 — 1328). — With  the  idea  of  throwing  light  on  the  valency  relation¬ 
ships  of  atoms,  the  authors  have  examined  the  di-substituted  anilines 
and  tetra-substituted  ammonium  iodides. 

Methylethylaniline ,  NPhMeEt,  was  prepared  by  methylating  ethyl- 
aniline,  by  ethylating  methylaniline,  and  finally  by  decomposing 
the  methiodide  of  diethylaniline  with  alcoholic  potash.  The  sub¬ 
stance  obtained  was  in  all  cases  identical.  It  is  a  colourless 
oil,  which  boils  at  201°  (uncorr.)  It  combines  very  readily,  even  in 
the  cold,  with  methyl  iodide  to  form  dimethylethylphenylammonium 
iodide,  which  melts  at  126°,  is  identical  with  dimethylaniline  ethiodide, 
previously  described  by  Claus  and  Rautenberg,  and  to  which  the 
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erroneous  melting  point  124*5°  was  then  ascribed.  Treated  with 
alcoholic  potash,  this  quaternary  iodide  yields  dimethyl  aniline,  boiling 
at  192°,  the  identity  of  which  was  further  proved  by  bromination, 
when  dimethylparabromophenylamine,  melting  at  55°,  was  formed. 
Diethyl  aniline  methiodide ,  mentioned  above,  was  obtained  by  digesting 
molecular  proportions  of  diethylaniline  and  methyl  iodide  for  some 
time  on  the  water-bath.  It  melts  at  102°,  and  is  identical  with  the 
ethiodide  of  methylethylaniline.  These  results  prove  that,  at  least 
as  far  as  ethyl  and  methyl  are  concerned,  the  order  of  the  introduc¬ 
tion  of  the  single  radicals  in  ammonium  compounds  has  no  influence 
on  the  final  compound  obtained,  and  that  by  the  decomposition 
of  the  tetra- substituted  ammonium  iodides  by  alcoholic  potash,  that 
alcohol  radical  is  split  off  which  contains  most  carbon-atoms.  The 
authors  now  intend  to  carry  on  their  investigations  with  analogous 
compounds  containing  propyl,  butyl,  &c. 

Diethylbromophenylamine ,  NEt2.C6H4Br,  crystallises  in  colourless 
needles  or  prisms,  which  melt  at  33°,  and  boil  at  270°. 

Methylethylbromophenylamine  is  a  colourless  oil,  which  boils  at  265°, 
and  solidifies  below  0°  to  easily  fusible  needles. 

Dimethylpropylphenylamine ,  NMe2.C6H4Pr,  was  prepared  by  treat¬ 
ing  an  ethereal  solution  of  dimethylparabromophenylamine  with 
propyl  bromide  and  sodium.  It  is  a  colourless  oil,  boiling  at  230° 
(uncorr.).  It  combines  readily  with  methyl  iodide,  even  in  the  cold, 
forming  trimethylpropylphenylammonium  iodide,  which  crystallises 
in  colourless  needles,  melting  at  168°.  Treatment  with  alcoholic 
potash  reproduces  dimethylpropylphenylamine.  L.  T.  T. 

Action  of  Aniline  on  Pyro tartaric  Acid.  By  C.  Bottinger 
(Her.,  17,  996 — 999). — On  heating  a  mixture  of  aniline  and  pyrotar- 
taric  acid,  a  violent  reaction  takes  place,  and  carbonic  acid  and  water 
are  given  off.  From  the  liquid  thus  obtained,  a  yellowish- white  pre¬ 
cipitate  is  thrown  down  by  hydrochloric  acid,  which,  after  being 
washed  with  water,  may  be  crystallised  in  fine  needles  from  alcohol. 
Only  a  very  small  quantity,  however,  crystallises,  and  on  evaporating 
the  mother-liquor  a  thick  mass  is  obtained,  from  which  only  a  very 
little  of  the  crystalline  substance  can  be  extracted.  The  crystalline 
substance  melts  at  194*5°,  and  distils  undecomposed  when  heated  in 
small  quantities  at  a  time.  It  is  soluble  in  alcohol,  ether,  chloroform, 
and  benzene.  It  dissolves  in  concentrated  hydrochloric  acid,  and  from 
this  solution  double  salts  of  mercuric  chloride  and  platinic  chloride 
are  obtained.  When  heated  with  alcohol  and  concentrated  hydro¬ 
chloric  acid  at  150°  in  a  closed  tube,  some  aniline  or  ethylaniline  is 
formed.  Analysis  leads  to  the  formula  CuHi«N20,  and  it  is  possibly 
a  hydroxy- derivative  of  ethylidenediphenylamine.  Lazarus,  who  has 
prepared  this  substance,  has  also  obtained  a  compound  of  the  formula 
C16H20N2O  by  the  action  of  paratoluidine  on  pyrotartaric  acid. 

A.  B. 

Nitro-orthotoluidine  of  Melting  Point  107°  and  its  Deriva¬ 
tives.  By  E.  Nolting  and  A.  Collin  (Her.,  17,  268 — 272).— When 
the  nitro-orihotoluidine  obtained  by  the  authors  (see  p.  1012)  by 


ORGANIC  CHEMISTRY. 


1007 


nitrating  orthotoluidine  dissolved  in  10  parts  of  concentrated  sul¬ 
phuric  acid,  is  reduced  with  tin  and  hydrochloric  acid,  it  yields  meta- 
toluylenediamine,  C6H3Me(NH2)2  [NH2  :  Me  :  NH2  =1:2:  5],  and 
therefore  has  the  constitution  CeH;jMe(NH2)  (N02)  [NH2 :  Me  :  N02  = 
1:2:5].  It  crystallises  in  well-formed  bright  yellow  mono- 
symmetric  prisms,  melting  at  107°,  and  is  soluble  in  ether,  alcohol, 
and  acetone,  sparingly  so  in  water.  The  sulphate  crystallises  in  yellow 
scales,  which  are  slowly  decomposed  by  water;  the  nitrate  also  forms 
yellow  scales.  By  boiling  it  with  1^  times  its  weight  of  acetic  an¬ 
hydride  an  acetonitrotoluid  e  is  obtained,  crystallising  in  yellowish- 
white  needles,  melting  at  150 — 151°. 

Nitro-orthocresol,  C6H3(0H)Me(N02)  [OH  :  Me  :  N02  =  1  :  2  :  5], 
obtained  from  the  nitrotoluide  by  means  of  the  diazo-reaction,  crystal¬ 
lises  from  boiling  light  petroleum  in  long  pliant  yellow  needles, 
melting  at  106 — 108°.  It  is  sparingly  soluble  in  cold  water,  light 
petroleum,  and  carbon  bisulphide,  easily  in  alcohol,  ether,  benzene, 
and  boiling  water.  It  is  dissolved  by  alkalis  to  a  yellowish-red  solu¬ 
tion,  and  reprecipitated  by  acids.  The  potassium  salt  crystallises  in 
yellow  needles,  the  ammonium  salt  in  yellowish-white  needles,  and  the 
silver  salt  in  greenish-yellow  scales.  By  treating  an  aqueous  solution 
of  nitrocresol  with  bromine,  dibromonitrocresol  is  obtained,  crystallising 
in  yellowish  needles,  melting  at  91 — 92°.  It  is  sparingly  soluble  in 
water  and  light  petroleum,  easily  so  in  alcohol.  Amidocresol , 
C6H3(OH)Me(]SrH2)  [OH  :  Me  :  NH2  =  1:2:  5],  is  obtained  by  the 
reduction  of  the  nitro-body  with  tin  and  hydrochloric  acid.  It  melts 
at  159 — 161°,  and  is  identical  with  that  described  by  Wallach  (Abstr., 
1883,  329).  Trinitro-orthocresol  was  obtained  by  dissolving  nitro- 
toluidine  in  two  molecular  proportions  of  nitric  acid,  diazotising, 
pouring  the  liquid  product  into  moderately  concentrated  hot  nitric 
acid,  and  boiling  the  whole.  It  crystallises  in  thick  orange-yellow 
prisms,  melting  at  102°.  It  is  sparingly  soluble  in  cold  water,  easily 
so  in  alcohol,  ether,  acetone,  acetic  ether,  and  chloroform.  Its  constitu¬ 
tion  must  be  either  [OH  :  Me  :  N02  :  N02  :  N02  =1:2:  4:5:6, 
1  :  2  :  3  :  4  :  5,  or  1  :  2  :  3  :  5  :  6]  the  authors  think  the  first  most 
probable.  Alkalis  decompose  it  with  formation  of  a  nitrite  ;  with 
aniline  it  yields  diazoamidobenzene.  It  forms  molecular  compounds 
with  hydrocarbons  like  benzene  and  naphthalene  ;  the  compound  with 
naphthalene  crystallises  in  yellowish  needles,  which  soften  at  102°, 
and  melt  at  106°. 

The  authors  are  now  investigating  the  reactions  of  metamidocresol, 
from  which  they  have  obtained  a  number  of  colouring  matters. 

L.  T.  T. 

Derivatives  of  Propylphenylamine.  By  A.  Francksen  ( Ber .,  17, 

1220 — 1231). — -Propylphenylamine,  C6H4Pr.NH2,  was  prepared  accord¬ 
ing  to  the  directions  given  by  Louis  (Ber.,  16, 105).  Contrary  to  Louis’ 
statements,  the  author  has  obtained  the  hydrochloride  of  this  base  in  the 
form  of  white  crystalline  scales,  soluble  in  water  and  alcohol,  spar¬ 
ingly  so  in  ether,  and  melting  at  203 — 204°.  The  platinochloride 
crystallises  in  small  bright  yellow  scales.  The  hydrobromide  crystal¬ 
lises  in  glittering  white  scales,  easily  soluble  in  water  and  alcohol,  and 
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melting  at  213°.  The  hydriodide ,  C3H7.C6H4.NH3T,  forms  small  white 
scales,  soluble  in  water,  alcohol,  and  ether,  but  becoming  rapidly  dis¬ 
coloured  on  exposure  to  the  air. 

Dipropylphenlythiocarbamide ,  CS(NH.C6H4Pr)2,  is  obtained  by  digest¬ 
ing  an  alcoholic  solution  of  the  free  base  with  carbon  bisulphide.  It 
crystallises  in  glittering  white  scales,  sparingly  soluble  in  cold  alcohol, 
easily  so  in  boiling  alcohol,  ether,  and  carbon  bisulphide,  and  melting 
at  138°.  Propylphenylthiocarbamide ,  NH2.CS(NH.C6H4Pr),  was  pre¬ 
pared  by  evaporating  an  aqueous  mixture  of  propylphenylamine 
hydrochloride  and  ammonium  thiocyanate.  It  crystallises  in  minute 
glittering  white  needles,  easily  soluble  in  ether  and  boiling  alcohol, 
and  melting  at  159°. 

Propylphenylthiocarbimide ,  CeH4Pi\NCS,  was  obtained  by  Hofmann’s 
reaction,  by  heating  dipropylpheriylthiocarbamide  with  a  very  con¬ 
centrated  solution  of  phosphoric  acid  (containing  about  60  per  cent, 
anhydride).  It  is  a  colourless  oil  which  turns  yellowish  on  exposure 
to  the  air.  It  boils  at  263°,  but  is  volatile  in  a  current  of  steam.  It 
is  easily  soluble  in  alcohol  and  ether. 

Dipropylphenylcarbamide,  CO(NH.C6H4Pr)2,  is  obtained  in  almost 
theoretical  quantity  when  propylphenylamine  is  heated  with  carbamide 
at  150 — 170°.  It  forms  a  pure  white  crystalline  mass,  consisting  of 
groups  of  needles.  It  is  sparingly  soluble  in  cold  alcohol,  easily  so  in 
boiling  alcohol  and  in  ether.  It  melts  at  205°.  It  may  also  be  pre¬ 
pared  by  treating  a  solution  of  propylphenylamine  in  benzene  with 
phosgene  gas,  and  in  small  quantity  by  the  action  of  potassium  thio¬ 
cyanate  on  propylphenylamine  sulphate.  Monopropylphenylcarb amide, 
NH2.CO.NH,C6H4Pr,  was  prepared  by  mixing  an  aqueous  solution  of 
propylphenylamine  hydrochloride  with  potassium  isocyanate  in  the 
cold,  and  then  warming  the  mixture  gently.  A  small  quantity  of  an 
oily  base  is  formed  and  must  be  skimmed  off  the  surface,  and  the 
aqueous  solution  evaporated.  The  di-substituted  carbamide  is  always 
formed  in  this  reaction,  especially  if  the  two  solutions  are  not  kept 
cool  during  the  mixing.  Monopropylphenylcarbamide  forms  colourless 
crystalline  scales,  which  are  easily  soluble  in  boiling  alcohol,  very 
sparingly  in  cold  alcohol,  ether,  and  water.  It  melts  at  143°. 

Dipropyl phenylguanidine ,  NH  !  C(NH.C6H4Pr)2,  is  obtained  by  heat¬ 
ing  an  alcoholic  solution  of  dipropylphenylthiocarbamide  with  excess 
of  ammonia  and  lead  oxide  ;  the  filtrate  from  the  lead  sulphide  is 
mixed  with  water  whilst  still  warm,  and  on  cooling  the  guanidine 
crystallises  out  in  small  white  needles.  It  is  easily  soluble  in  ether 
and  boiling  alcohol,  and  melts  at  113°.  The  platinochloride  forms  a 
yellowish- brown  amorphous  powder.  Phenyldipropylpheny  l  guanidine, 
NPh  *.  C(NH.C6H4Pr)2,  is  prepared  by  heating  an  alcoholic  solution  of 
dipropylphenylthiocarbamide  with  excess  of  aniline  and  lead  oxide.  It 
forms  a  yellowish  resinous  mass,  easily  soluble  in  ether,  benzene,  and 
boiling  alcohol.  Tripropylphenylguanidine ,  NCeH4Pr  !  C(NH.C6H4Pr)2, 
is  prepared  in  a  similar  manner,  propylphenylamine  being  substituted 
for  aniline.  It  was  not  obtained  in  a  crystalline  form.  Its  platino¬ 
chloride  forms  a  brown  amorphous  powder,  sparingly  soluble  in 
alcohol.  In  analogy  with  tri-substituted  guanidines,  tripropylphenyl- 
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guanidine,  when  heated  with  carbon  bisulphide  at  190 — 200°,  splits  up 
into  dipropylphenylthiocarbamide  and  propylphenylthiocarbimide. 

Garbodipropylphenylimide. ,  C(N.C6H4Pr)2,  is  obtained  by  heating  a 
solution  of  dipropyl  phenyl thiocarbamide  in  benzene  with  excess  of 
lead  oxide.  It  crystallises  in  clusters  of  needles,  having  an  odour 
somewhat  resembling  that  of  oil  of  mustard.  It  melts  at  168°.  The 
hydrochloride  forms  white  crystalline  flakes.  The  imide  is  converted 
into  the  corresponding  carbamide,  CO(NH.C6H4Pr)2,  if  its  solution  in 
dilute  alcohol  be  heated  for  a  short  time  on  the  water-bath.  Heated 
with  carbon  bisulphide  at  190°  it  yields  propylphenylthiocarbimide. 
Heated  with  propylphenylamine  in  benzene  solution,  it  gives  tripropyl- 
phenylguanidine.  Attempts  to  obtain  dipropylphenylcarbamide  by 
treatment  of  the  imide  with  sulphuretted  hydrogen  were  unsuc¬ 
cessful. 

Propylphenyl  cyanide ,  C6H4Pr.CN,  was  prepared  by  heating  propyl- 
phenylthiocarbimide  with  freshly  reduced  copper  powder  at  220°. 
The  copper  rapidly  blackens,  and  the  odour  of  an  isocyanide 
becomes  perceptible,  but  after  a  time  gives  place  to  that  of  the  nitrile. 
Propylphenyl  cyanide  is  a  colourless  oil  of  aromatic  odour,  and  boils  at 
227°.  It  is  converted  into  the  corresponding  benzoic  acid  by  heat¬ 
ing  it  with  excess  of  hydrochloric  acid  at  200°.  The  propylbenzoic 
acid  thus  obtained  melts  at  137°,  and  resembles  in  all  its  properties 
Paterno  and  Spica’s  para-propylbenzoic  acid  ( Ber .,  10,1746),  obtained 
by  the  oxidation  of  para-propylisopropylbenzene,  and  for  which  they 
found  the  melting  point  138 — 139.  It  is  thus  clear  that  the  cyanide, 
and  consequently  the  propylphenylamine  investigated,  are  para-com¬ 
pounds.  L.  T.  T. 

Constitution  of  Amidoisobutylbenzene.  By  A.  Pahl  (Ber.,  17, 
1232 — 1245). — The  author  has  employed  two  methods  for  determining 
the  relative  position  of  the  two  side  groups  in  this  compound  :  A, — its 
conversion  into  a  diazo-salt,  thence  into  iodoisobutylbenzene,  and  the 
oxidation  of  this  compound  to  an  iodobenzoic  acid.  B, — by  the  succes¬ 
sive  conversion  of  the  amine  into  di-isobutyl phenylthiocarbamide, 
isobutylphenylthiocarbimide,  isobutylphenyl  cyanide,  isobutylbenzoic 
acid,  and  finally  the  oxidation  of  this  last-named  body  into  one  of 
the  three  well- characterised  phthalic  acids. 

The  isobutylphenylamine  employed  was  prepared  by  acting  on  a 
mixture  of  isobutyl  alcohol  and  aniline  with  zinc  chloride,  and  was 
identical  with  that  obtained  by  Stnder  by  simply  heating  a  mixture 
of  isobutyl  alcohol  and  aniline  at  230°. 

A.  Iodoisobutylbenzene ,  C6H4I.C4H9,  was  obtained  by  the  conversion 
of  the  hydrochloride  of  the  amine  into  the  diazo-salt,  treating  the 
solution  of  this  salt  with  excess  of  hydriodic  acid,  and  heating  to 
boiling.  It  forms  an  easily  fusible  colourless  crystalline  mass,  which 
boils  at  255 — 256°  (corr.),  and  volatilises  in  a  current  of  steam.  An 
attempt  was  made  to  oxidise  this  substance  with  chromic  acid  in 
acetic  solution,  but  the  results  were  not  satisfactory;  by  heating  the 
iodoisobutylbenzene  with  excess  of  nitric  acid  of  sp.  gr.  1*12  at  200°, 
however,  it  is  converted  into  iodobenzoic  acid.  This  sublimes  easily 
in  white  nacreous  scales,  melting  at  262°.  Its  methyl  salt  crystallises 
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in  needles  which  melt  at  115°.  It  is  thus  clear  that  the  iodobenzoic 
acid  in  question  is  identical  with  the  paraiodo benzoic  acid  of  Schmidt 
and  Schnltz. 

B.  Bi-isobutylphenylthiocarbamide,  CS(NH.C6H4.C4H9)2,  was  ob¬ 
tained  by  digesting  an  alcoholic  solution  of  isobutylphenylamine  with 
carbon  bisulphide.  It  crystallises  in  beautiful  white  groups  of  needles, 
insoluble  in  water,  sparingly  soluble  in  boiling  alcohol,  easily  so  in 
boiling  ether  and  benzene.  It  melts  at  192 '5°,  and  is  converted  into 
isobutylphenylthiocarbimide ,  C4H9.CeH4.NCS,  by  the  action  of  syrupy 
phosphoric  acid  ;  this  crystallises  in  needles  melting  at  42°,  and  boils 
at  272°.  It  is  very  soluble  in  alcohol  and  ether. 

Isobutylphenyl  cyanide ,  C4H9.C6H4.CN,  obtained  by  Weith’s  method 
by  heating  the  thiocyauate  with  powdered  copper  at  200°,  forms  a 
thick  colourless  liquid  which  boils  at  238°,  and  does  not  solidify  at 
—  15°.  A  vapour-density  made  in  V.  Meyer’s  apparatus  gave  535 
instead  of  5’51  required  by  theory. 

Isobutylbeezoic  acid,  C4H9.CgH4.COOH,  was  obtained  by  the  saponi¬ 
fication  of  the  cyanide  with  alcoholic  potash.  It  forms  a  white 
crystalline  mass,  which  sublimes  in  long  flat  needles.  It  melts  at 
161°,  and  is  easily  soluble  in  alcohol  and  ether,  very  sparingly  so  even 
in  boiling  water.  It  forms  characteristic  salts  which,  with  the  excep¬ 
tion  of  those  of  the  alkalis,  are  insoluble,  or  nearly  so,  in  water.  The 
silver  salt  forms  a  white  flocculent  precipitate ;  the  barium  salt  is 
easily  soluble  in  boiling  water,  sparingly  so  in  cold ;  the  calcium  salt 
forms  a  crystalline  precipitate,  which  dissolves  in  boiling  water  and 
crystallises  out  again  on  cooling;  the  methyl  salt  is  colourless  and 
boils  at  247°.  Subjected  to  oxidation  by  an  alkaline  permanganate 
solution,  isobutylbenzoic  acid  yielded  terephthalic  acid.  From  this 
result,  and  the  iodobenzoic  acid  obtained  by  method  A,  it  is  clear  that 
the  isobutylphenylamine  employed,  and  consequently  that  obtained 
by  Studer,  is  the  para-compound. 

The  author  has  also  prepared  the  following  derivatives  : — Bi-iso - 
butylphenyl carbamide,  CO(NH.C6H4.C4H9)3,  was  obtained  by  passing 
carbon  oxychloride  into  a  solution  of  the  original  amine  in  benzene 
and  also  from  the  corresponding  thiocarbamide  already  described. 
It  crystallises  in  colourless  needles,  which  melt  at  283 — 284°,  and  are 
easily  soluble  in  boiling  alcohol,  very  sparingly  so  in  water. 

Di-isobutylphenylguanidine,  NH  I  C(NH.C6H4.C4H9)2,  was  obtained 
by  treatment  of  the  thiocarbamide  with  ammonia  and  lead  oxide.  It 
crystallises  in  colourless  flakes,  melting  at  173°,  and  is  easily  soluble  in 
hot  alcohol  and  benzene.  The  platinochloride  forms  a  yellow  crystal¬ 
line  precipitate. 

Tri-isobutylphenylguanidine,  C4H9.CfiH4N  !  C(NH.C6H4.04H9)2,  was 
prepared  in  a  manner  similar  to  the  substance  last  described,  except 
that  isobutylphenylamine  took  the  place  of  ammonia.  It  crystallises 
in  small  white  needles,  which  melt  at  163 — 164°,  and  are  easily  solu¬ 
ble  in  boiling  alcohol  and  benzene.  The  'platinochloride  is  a  bright 
yellow  crystalline  precipitate.  Heated  with  carbon  bisulphide,  this 
guanidine  forms  di-isobutylphenylcarbamide  and  isobutylphenylthio¬ 
carbimide. 

Carbodi-isobutylphenylimide,  C(N.C6H4.C4H9)2,  was  prepared  from 
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the  di-substituted  thiocarbamide  by  the  action  of  lead  oxide.  The 
crystals  melt  at  189°,  and  are  easily  soluble  in  boiling  benzene  or 
toluene,  sparingly  so  in  boiling  alcohol.  Its  solution  in  dilute  alcohol 
easily  yields  the  di-substituted  carbamide  when  heated,  and  with 
ammonia  gives  di-isobutylphenylguanidine.  When  heated  with  carbon 
bisulphide  at  170°,  it  yields  isobutylphenylthiocarbimide. 

L.  T.  T. 

Aromatic  Alkines.  By  W.  Laun  ( Ber .,  14,  675 — 679). — Methyl - 
phenylethylalkine,  NPhMe.C2H40H,  is  obtained  as  hydrochloride,  by 
heating  equal  molecular  weights  of  methylaniline  and  ethylene 
chlorhydrin  in  sealed  tubes  at  100°  for  35  hours.  The  free  base  is  a 
colourless  liquid  of  aniline-like  odour ;  it  boils  at  218 — 219°  under 
110  mm.  pressure,  but  cannot  be  distilled  unchanged  at  the  ordinary 
pressure,  has  sp.  gr.  1 '08065  at  0°,  and  is  nearly  insoluble  in  water. 
By  long  exposure  to  air,  it  is  converted  into  a  viscid  blue  syrup, 
soluble  in  water  or  alcohol  with  blue  colour.  The  sulphate  and 
nitrate  could  only  be  crystallised  with  great  difficulty  ;  neither  platino- 
chloride  nor  aurochloride  could  be  prepared,  the  base  precipitating 
both  gold  and  platinum  from  their  solutions.  By  heating  the  base 
with  methyl  iodide,  the  additive-compound,  NPhMe(C2H4.OH),MeI, 
is  obtained,  crystallising  in  colourless  tables  and  plates ;  treated 
with  alcoholic  solution  of  iodine,  it  yields  a  periodide, 

NPhMe(C2H4.OH)MeI,I4, 

crystallising  in  lustrous  plates,  and  melting  with  decomposition  at 

87°. 

Phenyldiethylalkine ,  NPhEt.C2H4.OH,  prepared  from  ethylaniline 
and  ethylene  chlorhydrin,  closely  resembles  the  foregoing  compound, 
but  distils  unaltered  at  267 — 268*5°  under  the  ordinary  pressure. 

Methylphenylpropylalhine ,  NMePh.C3H6.OH,  prepared  from  methyl- 
aniline  and  propylene  chlorhydrin,  boils  at  262°. 

Ethylphenylpropylalhine ,  NEtPh.C3H6.OH,  prepared  from  ethyl- 
aniline  and  propylene  chlorhydrin,  is  a  colourless  substance  of  very 
weak  basic  properties  ;  it  boils  at  261 — 263°. 

Benzaldipiperyl ,  CHPh(C5Hi0N)2,  is  obtained  by  long-continued 
heating  of  a  mixture  of  benzaldehyde  and  piperidine  in  sealed  tubes. 
It  forms  lustrous  transparent  prisms,  of  faint  odour,  recalling  both 
its  components,  melts  at  80 — 81°,  and  is  destitute  of  basic  properties. 
It  is  readily  reconverted  into  benzaldehyde  and  piperidine  by  dilute 
acids,  or  by  a  few  minutes’  boiling  with  water.  A.  J.  Gr. 

Nitration  of  Benzene  Derivatives.  By  E.  Nolting  and  A. 
Collin  (Ber.,  14,  261 — 268). — It  is  well  known  that,  in  the  nitration 
of  mono-substitution  products  of  benzene,  the  para-disubstitution 
product  is  principally  formed,  together  with  small  quantities  of  the 
ortho-  and,  quite  exceptionally,  traces  of  the  meta-compounds,  when  the 
primary  side  group  is  of  a  basic  (NH2),  neutral  (CH3  or  a  halogen), 
or  only  slightly  acid  (OH)  character;  but  that  when  this  primary 
group  is  of  a  distinctly  acid  character,  the  meta-compound  is  that 
chiefly  obtained.  Hiibner  and  Ererichs  (Ber.,  10,  1716),  and  Mears 
(Ber.,  9,  744),  have  shown  that  if  the  basicity  of  the  NH2-group  is 
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neutralised  by  combination  with  a  strong  acid,  or  by  substitution  of 
one  of  its  hydrogen-atoms  by  an  acid  radical,  the  formation  of  meta¬ 
bisubstitution  products  takes  place  simultaneously  with  that  of  para- 
and  ortho- derivatives.  In  the  present  communication,  the  authors 
show  that  by  the  use  of  strong  acid  solvents  in  large  excess,  when 
nitrating  amido-derivatives,  the  formation  of  me ta- derivatives  can  be 
determined,  in  some  cases  even  to  the  exclusion  of  that  of  para-  and 
ortho- derivatives. 

Aniline. — Hiibner  and  Freriehs  have  shown  that  aniline  dissolved 
in  100  per  cent,  sulphuric  acid  (66°  Baume),  and  nitrated  with  a  mix¬ 
ture  of  strong  nitric  and  sulphuric  acids,  yields  a  mixture  of  the 
three  isomeric  nitranilines.  The  authors,  by  using  a  very  large  excess 
of  sulphuric  acid  (50  parts)  have  succeeded  in  increasing  the  pro¬ 
portion  of  metanitraniline,  but  the  para-body  was  always  present. 

Acetanilide . — The  nitration  of  this  body  may  be  conveniently 
carried  out  on  a  considerable  scale  as  follows  : — 590  grams  (1  mol.) 
of  nitric  acid  of  sp.  gr.  T478  (or  the  corresponding  quantity  of 
acid  of  sp.  gr.  1*400),  mixed  with  1200  grams  of  sulphuric  acid,  is 
allowed  to  flow  slowly  into  a  solution  of  1  kilo,  acetanilide  in  4  kilos, 
sulphuric  acid,  cooled  by  ice  and  salt.  The  whole  is  allowed  to  stand 
for  some  time  and  then  poured  into  iced  water,  when  paranitracet- 
anilide  separates  out  in  pale  yellow  flakes,  which,  after  one  recrys¬ 
tallisation,  have  the  correct  melting  point,  207°.  The  yield  is  over 
95  per  cent.,  and  the  authors  have  worked  with  quantities  up  to  2  kilos, 
of  acetanilide.  Paranitraniline  is  obtained  from  the  aceto-compound 
by  saponification  with  concentrated  sulphuric  acid  :  a  trace  of  ortho- 
nitraniline  is  always  present  in  the  mother-liquors.  By  largely  in¬ 
creasing  the  proportion  of  sulphuric  acid  used  as  a  solvent,  small 
quantities  of  metanitracetanilide  are  produced,  but  the  para-body  is 
always  the  principal  product. 

Paratoluidine ,  dissolved  in  10  parts  of  sulphuric  acid,  and  nitrated 
in  a  similar  manner,  yields  a  mixture  of  the  two  isomeric  nitrotolni- 
dines  of  melting  points  114°  [NH2  :  1ST 02  :  Me  =  1  :  2  : 4]  and  78° 
[1:3:  4],  the  latter  always  being  in  excess.  If  the  sulphuric  acid  be 
increased  to  15 — 20  parts,  the  [1:3:4]  derivative  alone  is  produced. 

Paracetotoluide ,  dissolved  in  4  parts  sulphuric  acid,  yields  the  same 
nitroacetotoluide — of  m.  p.  92°,  and  yielding  nitrotoluidine  of  m.  p. 
114°  and  constitution  [NH2  :  N02  :  CH3  =  1:2:  4] — obtained  by 
Beilstein  and  Kuhlberg  by  adding  paracetotoluide  to  fuming  nitric 
acid.  The  yield  is  good.  If  10  parts  of  sulphuric  acid  be  used,  a 
mixture  of  the  two  isomerides  [1:2:4]  and  [1:3:4]  is  obtained; 
and  if  the  acid  be  increased  to  20  parts,  the  proportion  of  the  latter  is 
increased,  but  this  could  not  be  obtained  as  the  sole  product  even  by 
still  further  increasing  the  proportion  of  sulphuric  acid  used. 

Orthotoluidine  in  10  parts  sulphuric  acid  yields  a  nitro-derivative, 
melting  at  107°,  and  which  the  authors  show  (p.  1007)  to  be 
C6H3(NH2)Me(N02)rNH2 :  Me  :  N02  =  1:2:5].  With  more  than 
10  parts  sulphuric  acid,  the  reaction  takes  place  less  regularly. 

Orthacetotoluide  in  4  parts  sulphuric  acid  gives  a  mixture  of  the 
two  isomeric  nitro-orthacetotoluides  [NHAc  :  Me  :  N02  =  1  :  2  :  5 
and  1:2:4];  with  20  parts,  exclusively  the  former. 
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Metaxylidine  in  10  parts  sulphuric  acid  gives  the  nitroxylidine 
[NH2 :  Me  :  Me  :  N02  =  1  :  2  : 4  :  5],  melting  at  123°,  and  already 
described  by  Fittig,  Ahrens,  and  Matheides  (. Annalen ,  147,  18). 

Metaceto-xylide  in  10  parts  sulphuric  acid  yields  the  aceto-deri- 
vative  corresponding  with  the  above-named  nitro-xylidine ;  with  4  parts 
sulphuric  acid,  this  is  mixed  with  the  [1  :  2  :  4 :  6]  derivative  obtained 
when  fuming  nitric  acid  alone  is  used. 

Parabromaniline  in  10  parts  sulphuric  acid  yields  a  new  para- 
bromonitraniline>  melting  at  131 — 132°,  and  having  the  constitution 
[NHo :  N02 :  Br  =  1  :  3  :  4],  It  crystallises  from  alcohol  in  flat  needles, 
is  easily  soluble  in  alcohol,  ether,  acetic  acid,  ethyl  acetate,  and 
chloroform,  sparingly  so  in  water.  Treated  in  acetic  solution  with 
excess  of  bromine,  it  yields  the  tribromonitraniline,  melting  atl02'5°, 
already  obtained  by  bromiuating  metanitraniline,  thus  establishing 
the  correctness  of  the  above  formula. 

PJthylacetanilide  in  5  parts  of  sulphuric  acid  yields  paranitro - 
ethylacet anilide,  melting  at  118°.  When  saponified  with  hydrochloric 
acid,  this  yields  paranitroethylaniline ;  it  crystallises  from  alcohol  in 
pale  yellow  prisms,  showing  a  bluish-violet  fluorescence,  and  melting 
at  96°.  By  reduction  with  tin  and  hydrochloric  acid,  a  monethyl- 
phenylenediamine  is  obtained,  which  yields  a  hydrochloride,  crys¬ 
tallising  in  white  scales,  soluble  in  water  and  alcohol.  This  diamine 
has  all  the  characteristics  of  a  para-diamine,  and  yields  safranine, 
indophenol,  and  quinone;  thus  proving  the  para-position  of  the  nitro- 
group. 

Dimethyl  aniline  in  20  parts  of  nitric  acid  yields  paranitrodimethyl - 
aniline.  No  isomerides  could  be  detected. 

These  researches  show  the  great  influence  which  the  solvent  has  in 
determining  the  position  of  the  hydrogen-atom  substituted  during  the 
process  of  nitration.  L.  T.  T. 

Introduction  of  the  Diazo-group  into  so-called  Aromatic 
Para-compounds.  By  P.  Griess  (Per.,  17,  338 — 341). — In  refer¬ 
ence  to  the  statements  of  Liebermann  and  v.  Kostanecki  (this  vol., 
p.  736),  the  author  points  out  that  he  some  time  ago  (Abstr.,  1882,  182) 
proved  the  incorrectness  of  the  generally  received  idea  that  the  diazo- 
group  always  enters  phenols  in  the  para-position  relatively  to  the 
hydroxyl-group.  After  the  author  had  found  that  of  the  three 
diamidobenzenes  and  their  homologues  only  the  meta-compounds  are 
capable  of  uniting  with  the  diazo-compounds  to  form  dyes,  he  investi¬ 
gated  the  action  of  the  phenols  in  this  respect,  but  found  that  although 
the  same  is  the  case  with  the  three  di hydroxy  benzenes,  no  such 
regularity  exists  with  regard  to  other  di-substituted  derivatives  con¬ 
taining  a  hydroxyl-group.  As  regards  the  statement  of  Nolting  and 
Witt  ( Per .,  17,  77,  this  vol.,  p.  742)  “  that  it  has  hitherto  always  been 
accepted  as  a  fact  that  amido-  and  oxyazo-derivatives  can  only  be 
formed  by  the  action  of  diazo-compounds  on  phenols  and  amines  when 
the  para-position  in  these  is  still  unoccupied,’ ’  the  author  draws 
attention  to  the  fact  that  he  has  always  contested  this,  and  long  ago 
proved  its  incorrectness. 

Paranitrophenol  is  capable  of  entering  into  combination  with 
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certain  diazo- derivatives,  but  the  compounds  so  obtained  approach  the 
diazo-compounds  in  character  much  more  nearly  than  they  do  to  the 
azo-compounds.  When  a  cold  concentrated  and  slightly  alkaline 
solution  of  paranitrophenol  is  treated  with  the  nitrate  of  orthodiazo- 
benzoic  acid,  it  yields  a  substance  crystallising  in  minute  white  scales; 
this  is  easily  soluble  in  alcohol,  but  insoluble  in  ether,  and  is  at  once 
decomposed  by  boiling  water  according  to  the  equation — 

C6H4(C00H).N2.0.C6H4(]Sr02)  +  H30  =  C6H4(OH).COOH  + 

New  compound.  Salicylic  acid. 

C6H4(N02).0H  +  BT* 

jp-Nitrophenol. 

An  analogous  but  less  stable  compound  is  obtained  when  orthonitro- 
phenol  is  substituted  for  the  para-compound,  and  is  now  under  investi¬ 
gation.  L.  T.  T, 

Action  of  Hydrochloric  Acid  on  Amidoazo-compounds.  By 

O.  Wallace  and  A.  Kolliker  (Ber.,  17,  395 — 399). — Amidoazo- 
benzene  is  rapidly  decomposed  by  hydrochloric  acid  at  100°,  the  chief 
products  of  the  decomposition  being  aniline,  paraphenylenediamine, 
and  di-,  tri-,  and  tetra-chloroquinol.  This  decomposition  can  only  be 
accounted  for  on  the  assumption  that  the  hydrochloric  acid  acts  like 
a  mixture  of  free  hydrogen  and  free  chlorine.  The  formation  of  indu- 
line  by  the  action  of  strong  hydrochloric  acid  on  amidoazobenzene  is 
due  to  a  secondary  reaction.  W.  C.  W. 

Diazoamidobenzene.  By  B.  Fischer  ( Ber .,  17,  641 — 642). — 
In  the  preparation  of  amidoazobenzene,  sodium  acetate  was  added  to 
the  mixture  of  aniline,  hydrochloric  acid,  and  sodium  nitrite  in  the 
expectation  that  the  reaction  would  be  facilitated.  It  was  found, 
however,  that  under  these  circumstances  diazoamidobenzene  was  ob¬ 
tained,  and  not  amidoazobenzene.  When  sodium  hydroxide  is  added, 
however,  instead  of  the  acetate,  amidoazobenzene  is  produced. 

A.  J.  G. 

Azophenols.  By  R.  Bohn  and  K.  Heumann  (Ber.,  17,  272 — 
276). — The  authors  have  already  shown  (Abstr.,  1883,  583)  that  on 
nitrating  parazophenol  the  azo- group  is  eliminated  and  dinitro- 
phenol  formed.  They  have  now  further  investigated  the  behaviour 
of  azophenols  towards  various  reagents.  Parazophenolmonosul- 
phonic  acid  was  introduced  into  warm  nitric  acid,  and  the  product 
precipitated  with  water  :  [1:2:4]  dinitrophenol  was  obtained,  melt¬ 
ing  at  113 — 114°,  showing  that  both  the  azo-  and  sul phonic-groups 
had  been  removed.  Orthazophenol,  melting  at  171°,  prepared  by 
fusing  orthonitrophenol  with  potash,  was  nitrated  in  acetic  solution : 
picric  acid  was  obtained,  showing  that  here  also  the  azo-group  had 
been  destroyed.  The  author  believes  that  the  formation  of  a  tri- 
instead  of  a  di-nitro-derivative  was  probably  due  to  the  reaction  having 
accidentally  become  more  violent.  By  chlorinating  parazophenol  in 
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acetic  solution,  trichlorophenol,  CeB^Cb.OIT,  was  obtained.  On  first 
passing  the  stream  of  chlorine,  a  slight  precipitate,  consisting  of  dark 
violet  needles,  was  produced  ;  this  proved  to  be  a  modified  crystal¬ 
line  form  of  parazophenol.  Chlorine  passed  into  an  acetic  solution  of 
orthazophenol  yielded  trichlororthazophenol ,  the  behaviour  of  the  ortho- 
and  para-derivatives  to  chlorine  being  thus  quite  different.  Trichlor- 
orthazophenol  crystallises  in  long,  reddish-yellow  needles,  which  melt 
at  235°,  and  sublime  unchanged.  It  is  soluble  in  benzene,  sparingly 
so  in  alcohol  and  light  petroleum,  and  crystallises  from  the  latter  in 
yellow  silky  needles.  It  dissolves  in  alkalis  with  red  coloration,  and 
gives  a  deep  red  colour  with  ferric  chloride  or  other  oxidising  agents. 

L.  T.  T. 

Hydrazobenzene  and  Benzidine.  By  D.  Stern  ( Ber .,  17,  379 — 

381). — The  product  of  the  action  of  hydrazobenzene  on  benzoic  chlo¬ 
ride  is  partly  soluble  in  alcohol.  The  crystalline  residue,  consisting 
of  dibenzoylbenzidine,  ISTPhBz.lSrPhBz,  is  insoluble  in  the  usual  sol¬ 
vents,  but  dissolves  in  hot  nitrobenzene.  The  colourless  crystals 
sublime  without  decomposition.  This  compound  is  also  formed  by 
the  action  of  benzoic  chloride  on  benzidine. 

Diformylbenzidine ,  CHO.NH.C6H4.NH.CHO,  prepared  by  the  action 
of  formic  acid  on  hydrazobenzene,  resembles  the  preceding  com¬ 
pound.  Monacetohy  dr  azobenzene  is  formed  by  bringing  together  acetic 
anhydride  and  hydrazobenzene  at  the  ordinary  temperature.  It 
is  deposited  from  alcohol  in  needle-shaped  crystals  melting  at  159°, 
soluble  in  water.  It  is  decomposed  by  heat  into  azobenzene  and 
acetanilide.  W.  C.  W. 

Action  of  Bibasic  Organic  Acids  on  Hydrazobenzene.  By 

E.  Bandrowski  (Ber.,  17,  1181 — 1185). — Beilstein’s  statement  that 
organic  acids  have  no  actionon  hydrazobenzene  is  incorrect.  On  heat¬ 
ing  a  mixture  of  hydrazobenzene  (1  mol.)  with  phthalic  anhydride 
(2  mols.)  at  130°  for  three  hours,  a  reaction  takes  place.  The  product 
is  partly  soluble  in  benzene  and  alcohol.  The  insoluble  residue  con¬ 
sists  of  diphthalyl-diparabenzidine,  C2ftHi6hr204,  and  the  solution  con¬ 
tains  azobenzene,  phthal anile,  and  a  substance  melting  at  194°,  pro¬ 
bably  the  diphthalyl  of  parorthobenzidine. 

Diphthalyl-diparabenzidine  is  deposited  from  its  solution  in  hot 
nitrobenzene  in  yellow  crystals  which  melt  above  360°.  It  dissolves 
in  strong  sulphuric  acid  ;  if  the  solution  is  heated  to  140°,  it  splits  up 
into  diparabenzidine  and  phthalic  anhydride.  The  compound  may  be 
easily  prepared  by  heating  a  mixture  of  these  two  bodies.  Diphthalyl- 
diparabenzidine  dissolves  in  fuming  nitric  acid ;  and  on  diluting  the 
solution  with  water,  a  dinitro-product,  C28Hi4(N02)2N204,  is  precipi¬ 
tated.  Alcohol  precipitates  it  from  its  solution  in  nitrobenzene  as  a 
crystalline  powder. 

An  energetic  reaction  takes  place  on  heating  a  mixture  of  hydrazo¬ 
benzene  and  anhydrous  oxalic  acid.  On  extracting  the  crude  product 
with  alcohol,  a  crystalline  compound  goes  into  solution,  and  a  violet- 
grey  residue  remains  having  the  composition  Ci6Hi2N204 ;  it  is 
insoluble  in  the  usual  solvents,  but  dissolves  in  strong  sulphuric  acid. 
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The  addition  of  water  to  the  solution  produces  an  amorphous  precipi¬ 
tate,  which  dissolves  in  alkalis,  forming  a  deep  red  liquid.  The  colour 
is  destroyed  by  zinc-dust,  but  reappears  on  exposure  to  the  air. 

w.  c.  w. 

Paramidoacetanilide,  and  some  New  Azo-derivatives.  By  R. 

Nietzki  (Ber.,  17,  343 — 346).— By  the  reduction  of  paranitracetani- 
lide  with  iron  and  a  little  acetic  acid,  the  author  has  obtained  par-, 
amidoacetanilide.  Hitherto  when  dealing  with  nitrated  anilides,  the 
action  has  gone  further,  acetic  acid  being  always  eliminated,  The 
author  believes  this  to  be  due  to  the  use  of  too  energetic  reducing 
agents.  Par  amidoacetanilide  crystallises  in  long  colourless  concen¬ 
trically-grouped  needles,  very  sparingly  soluble  in  cold  water,  easily 
so  in  boiling  water,  alcohol,  and  ether:  it  melts  at  161°.  It  acts  as  a 
monacid  base  forming  crystalline  salts  ;  its  platinochloride  crystal¬ 
lises  in  yellow,  sparingly  soluble  needles.  When  boiled  with  dilute 
acids,  it  is  readily  decomposed  into  acetic  acid  and  paraph  enylene- 
diamine. 

If  the  diazo-compound  is  added  to  an  alkaline  solution  of  |3-naphthol- 
disulphonic  acid,  a  body  crystallising  in  glistening  golden  scales,  and 
having  the  probable  constitution  NHAS.CeH^No.CioH/HSOa^.  OH, 
is  formed.  On  boiling  this  with  dilute  sulphuric  acid,  the  acetyl-group 
is  removed  and  a  purplish-red  colouring  matter  is  obtained  which 
can  again  be  further  diazotised.  If  this  is  treated  with  /3-naphthol- 
disulphonic  acid,  it  yields  a  colouring  matter  crystallising  in  green 
iridescent  needles,  and  dyeing  wool  and  silk  a  deep1  indigo-blue  :  the 
colour  is  however  unstable  if  exposed  to  the  light,  soon  changing  into 
a  brownish -violet. 

Paradiazoacetanilide  and  aniline  yield  acetyldiamidoazobenzene , 
NH.AcC6H4.N2.CeH4.NH2,  crystallising  in  golden-yellow  scales  which 
melt  at  212°.  Acids  turn  it  red.  The  hydrochloride  forms  silver- 
grey  scales.  Boiling  with  dilute  sulphuric  acid  converts  the  acetyl 
compound  into  symmetric  paradiamidoazobenzene.  This  substance 
has  also  been  described  by  Mixter  (this  vol.,  665)  under  the  name  of 
parazoaniiine.  It  crystallises  from  alcohol  in  long,  golden-yellow 
needles,  easily  soluble  in  alcohol,  sparingly  so  in  benzene  and  light 
petroleum.  It  forms  two  series  of  salts,  those  with  two  proportions 
of  the  acid  being  red  in  colour,  those  with  one  equivalent  of  acid 
green.  The  dihydrochloride  is  precipitated  from  an  alcoholic  solution 
of  the  base  by  excess  of  hydrochloric  acid  in  the  form  of  very  dark 
green  iridescent  needles.  L.  T.  T. 

Action  of  Sulphuric  Acid  on  Carbanilide.  By  W.  Hentschel 
(Per.,  17,  1287 — 1289). — Pure  carbanilide  dissolves  in  cold  concen¬ 
trated  sulphuric  acid  without  discoloration,  and  the  solution  may  be 
kept  for  days  without  change.  But  if  carbanilide  be  digested  on  the 
water-bath  for  about  half  an  hour  with  about  five  times  its  weight  of 
acid,  although  there  is  no  apparent  reaction,  a  change  has  taken  place. 
The  product,  poured  into  water  and  treated  with  barium  carbonate, 
yields  barium  sulphanilate  and  the  barium  salt  of  an  acid  having  the 
formula  C7H7NS05.  The  free  acid  is  easily  soluble  in  water,  and  the 
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author  believes  it  io  be  an  amidosulphobenzoic  acid,  the  reaction 
being  as  follows  : — - 


co(miPh)2  +  2h2so4  =  nh2.c6h4.so3h  +  nh2.c6H3(so3h).cooh 

+  h2o. 


L.  T.  T. 


Derivatives  of  Thiocarbamide.  By  B.  Rathke  (Ber.,  17,  297 
— 309). — The  author  has  carefully  investigated  some  of  the  com¬ 
pounds  which  thio carbamide  forms  with  metallic  salts,  as  they  seem 
to  prove  that  many  of  the  so-called  molecular  compounds  are  really 
true  chemical  compounds. 

The  author  has  already  (Abstr.,  1883,  166)  described  a  copper  com¬ 
pound  of  thiocarbamide  obtained  by  adding  cupric  chloride  to  a  solu¬ 
tion  of  thiocarbamide.  Pratorius  and  Seidler  have  since  described  a 
similar  compound  to  which  they  have  ascribed  the  formula 

2CSN2H2,CuS04. 

This  is  incorrect,  as  the  copper  contained  in  the  compound  must  be 
monovalent,  since  sulphuretted  hydrogen  precipitates  Cu2S  and  not 
CuS.  If  cupric  chloride  is  added  to  a  solution  of  thiocarbamide  as 
long  as  a  precipitate  is  formed,  the  latter  is  found  to  consist  of 
minute  white  needles  of  the  formula  CSlS^H^CuCl :  the  colourless 
and  strongly  acid  filtrate  contains  the  compound  of  1  mol.  thiocar¬ 
bamide  and  1  atom  of  chloride  described  by  Claus  (/.  pr.  Chem .,  21, 
146).  Cupric  sulphate  yields  similar  compounds.  Cuprous  chloride 
yields  three  compounds  containing  respectively  1,  2,  and  3  mols.  of 
thiocarbamide  to  the  group  CuCl.  The  first  of  these  is  insoluble  in 
water,  the  third  soluble,  whilst  excess  of  water  splits  up  the  second 
into  equal  proportions  of  the  first  and  third.  The  body  3CSN2H4, CuCl 
is  obtained  by  adding  a  dilute  solution  of  cupric  chloride  to  a  boiling 
solution  of  thiocarbamide  as  long  as  the  precipitate  formed  is  quickly 
redissolved ;  also,  by  digesting  together  the  calculated  quantities  of 
these  two  substances  ;  or  by  covering  pieces  of  copper- foil  with  a  solu¬ 
tion  of  thiocarbamide  and  adding  small  quantities  of  hydrochloric  acid 
from  time  to  time,  when  a  copious  evolution  of  hydrogen  takes  place, 
and  the  solution  contains  the  substance  in  question.  It  forms  large 
colourless  and  strongly  refractive  crystals  belonging  to  the  quadratic 
system.  Its  solution  has  an  alkaline  reaction.  It  is  reprecipitated 
unchanged  from  its  solution  by  soluble  chlorides.  Zinc  precipitates 
copper  from  its  solutions;  ammonia  and  sodium  hydroxide  and  car¬ 
bonate  give  white  precipitates  which  gradually  blacken,  becoming 
converted  into  cuprous  sulphide  :  sulphuretted  hydrogen  causes  a  pre¬ 
cipitation  of  cuprous  sulphide,  but  only  very  slowly.  The  body 
CSN2H4,CuC1  +  ^H20  is  obtained  if  excess  of  cupric  chloride  is  used, 
and  forms  a  voluminous  white  precipitate  consisting  of  minute  needles. 
It  is  also  obtained  by  digesting  together  the  calculated  quantities  of 
thiocarbamide  and  cuprous  chloride.  It  loses  its  water  in  the  desic¬ 
cator,  becoming  at  the  same  time  very  slightly  greyish-blue. 
2CSN2H4,CuC1  is  obtained  by  uniting  the  two  previously-described 
compounds,  and  is  again  decomposed  into  these  two  by  excess  of  water. 
It  crystallises  in  needles.  Cupric  sulphate  added  in  excess  to  a  solu- 
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tion  of  thiocarbamide  precipitates  a  yellow  oil  which  solidifies  on 
exposure  to  the  air.  If  this  substance  is  dissolved  in  a  boiling  solu¬ 
tion  of  thiocarbamide  a  body  crystallises  out  on  cooling  in  long 
needles  having  the  formula  5CSN2H4,Cu2S04  +  2H20.  Analogous 
compounds  may  be  obtained  containing  cuprous  nitrate  or  carbonate. 
In  all  these  compounds  half  the  sulphur  is  precipitated  as  cuprous 
sulphate  on  boiling  the  substance  with  dilute  ammonia  :  the  remainder 
of  the  sulphur  can  then  be  precipitated  from  the  filtrate  by  ammonia- 
cal  silver  nitrate. 

The  author  believes  all  these  compounds  to  be  true  chemical  and  not 
merely  molecular  compounds,  for  the  following  reasons  : — (1.)  Neither 
cuprous  carbonate  nor  nitrate  can  exist  in  the  free  state.  (2.)  The 
soluble  among  these  compounds  (even  that  with  mercuric  chloride) 
have  an  alkaline  reaction.  (3.)  Copper,  when  heated  with  thiocar¬ 
bamide  and  hydrochloric  acid,  dissolves  readily  with  evolution  of 
hydrogen.  (4.)  Cuprous  chloride,  both  in  hydrochloric  and  ammo- 
niacal  solution,  absorbs  carbonic  acid  readily,  but  in  these  compounds 
it  does  not  do  so. 

The  author  has  also  obtained  analogous  compounds  with  phenyl- 
thiocarbamide.  If  a  little  copper  chloride  be  added  to  a  solution  of 
monophenylthiocarbamide  in  boiling  water,  the  smell  of  phenylthio- 
carbimide  becomes  perceptible,  and  a  yellow  oil  is  precipitated.  This 
oil  solidifies  on  cooling,  and,  when  recrystallised  from  alcohol,  yields 
colourless  crystals.  The  same  substance  is  obtained  by  boiling  cuprous 
chloride  in  a  solution  of  monophenylthiocarbamide,  and  also  by  boil¬ 
ing  the  compound  CSN2H4,CuC1  with  phenylthiocarbamide  and  water. 
Analysis  showed  the  composition  of  this  substance  to  be 

3CSN2H3Ph,CuCl  +  3H20. 

It  appears  to  lose  its  water  of  crystallisation  at  100°,  but  also  under¬ 
goes  partial  decomposition  :  it  melts  at  144 — 145°.  Another  com¬ 
pound  of  phenylthiocarbamide  containing  a  larger  proportion  of 
cuprous  chloride  was  also  obtained.  Diphenylthiocarbamide  yields 
analogous  compounds  when  treated  with  cuprous  chloride. 

The  compounds  of  thiocarbamide  which  Reynolds  has  obtained  with 
gold  and  platinum  chlorides  also  belong  to  this  class  of  bodies.  The 
author  has  examined  the  gold  chloride  compounds  and  finds  the  gold 
to  be  present  in  the  aurous  state. 

Salts  of  barium,  magnesium,  cobalt,  nickel,  manganese,  zinc,  iron 
as  ferrous  salt,  and  chromium,  do  not  show  any  change  in  reaction  of 
their  neutral  or  acid  solutions  when  mixed  with  thiocarbamide,  but 
solutions  of  mercuric  chloride  and  cyanide,  silver  chloride  and  nitrate, 
cadmium  and  thallium  sulphates,  and  lead  chloride  become  strongly 
alkaline  when  so  treated,  pointing  to  the  formation  of  double  com¬ 
pounds. 

The  author  has  replaced  the  metals  in  these  compounds  by  ethyl 
(by  treatment  with  ethyl  iodide),  and  obtained  the  compound 
HI,NH  *.  C(NH2).SEt,  which  seems  clearly  to  point  to  the  metal  being 
attached  to  the -sulphur-atom.  The  proof  is  however  not  absolute,  as 
the  same  compound  is  obtained  when  free  thiocarbamide  is  treated 
with  ethyl  iodide.  L.  T.  T. 
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Methylphthalimide.  By  0.  Graebe  and  A.  Pictet  (Per.,  17, 

1173 — 1175). — Methylphthalimide ,  Me  I  C<^q^)>CO,  formed  by  tbe 

action  of  potassium  phthalimide  on  methyl  iodide  at  150°,  crystallises 
in  silky  needles  which  are  soluble  in  alcohol  and  in  hot  water. 
Methylphthalimide  melts  at  132rfand  boils  about  277°.  On  redaction 
with  tin  and  hydrochloric  acid  it  yields  a  base,  C9H9ON,  which  melts 
at  120°  and  boils  at  300°.  It  is  deposited  from  an  ethereal  solution  in 
large  plates  which  dissolve  freely  in  water,  alcohol,  ether,  and  chloro¬ 
form.  The  hydrochloride  is  insoluble  in  ether  and  chloroform.  The 
aurochloride ,  (CgHgON^HAuCh,  forms  beautiful  crystals  which  melt 
under  boiling  water.  In  the  dry  state  they  melt  at  195°  with  gradual 
decomposition.  W.  C.  W. 

Pyrotartrylfluoresce’in.  By  E.  Hjelt  (Per.,  17,  1280—1281). — 
The  fluorescein  of  pyrotartaric  acid  was  obtained  by  heating  together 
5  parts  of  tartaric  acid,  9  parts  resorcinol,  and  18  parts  sulphuric  acid 
at  150°.  This  colouring  matter  forms  a  brownish-red  crystalline 
powder,  C^HuOs  +  H20,  sparingly  soluble  in  water,  easily  in  dilute 
acids  and  alcohol.  A  concentrated  alkaline  solution  is  red,  but  when 
diluted  shows  beautiful  yellow-green  fluorescence.  Its  alkaline  solu¬ 
tion  forms  a  basic  salt  with  copper  sulphate.  The  hydrochloric 
solution,  if  treated  with  bromine,  yields  pyrotartryleosin, 

Ci7Hi0Br4O5  +  ITjO* 

This  forms  a  red  flocculent  precipitate.  In  dilute  alkaline  solution 
this  substance  shows  ip  red  colour,  and  has  only  a  very  slight 
fluorescence.  L.  T.  T. 

Use  of  Dry  Oxalic  Acid  in  the  Formation  of  Condensation- 
products.  By  B.  Anschutz  ( Ber .,  17,  1078 — 1079). — Owing  to  the 
great  affinity  which  anhydrous  oxalic  acid,  obtained  hy  heating  oxalic 
acid  at  110°  until  all  its  water  of  crystallisation  is  given  off,  has  for 
water,  the  author  has  found  it  useful  in.  the  elimination  of  water  from 
mixtures  of  substances  which  are  capable  of  forming  condensation- 
products.  On  heating  5  grams  benzaldehyde  and  11*5  of  dimethyl- 
aniline  together  for  two  hours  at  110°,  no  change  takes  place,  but  if 
7*5  grams  anhydrous  oxalic  acid  are  added,  and  the  mixture  heated  for 
the  same  time  at  110°,  the  product  of  condensation,  leucomalachite- 
green,  is  formed  in  large  quantities.  In  a  similar  way  benzaldehyde, 
when  heated  with  diphenylamine  or  benzyldiphenylamine,  in  presence 
of  dry  oxalic  acid,  yields  condensation- products  and  phthalic  an¬ 
hydride,  whilst  resorcinol  gives  fluorescein.  The  water  eliminated 
in  this  way  does  not,  owing  to  the  high  temperature,  combine  to  form 
water  of  crystallisation  with  the  oxalic  acid,  but  the  oxalic  acid 
remains  unchanged.  This  property  of  dry  oxalic  acid  is  under  further 
investigation.  A.  B. 

Orthamidobenzaldehyde.  By  P.  Eriedland-er  and  C.  P. 
Gohring  ( Ber .,  17,  456 — 461). — Orthamidobenzaldehyde  is  prepared 
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by  warming  pure  orthonitrobenzaldehyde  (3  grams)  with  ferrous 
sulphate  (50  grams)  and  ammonia.  The  mixture  is  distilled  in  a 
current  of  steam.  About  30  per  cent,  of  the  aldehyde  is  deposited 
from  the  distillate  on  cooling  to  0°,  and  the  remainder  is  obtained  by 
adding  common  salt  to  the  mother-liquor,  and  extracting  with  ether. 
The  properties  of  the  compound  have  been  previously  described 
{Per.,  15,  2004,  2572). 

Acety lor thamidobenz aldehyde,  prepared  by  warming  the  amidoal- 
dehyde  with  pure  acetic  anhydride,  is  deposited  from  hot  aqueous 
solutions  in  white  needles,  which  melt  at  70°. 

Orthamidobenzaldehyde  dissolves  in  strong  hydrochloric  acid, 
forming  a  red  solution  which,  on  the  addition  of  platinum  chloride, 
deposits  yellow  prisms  of  the  platinochloride  (C7H7NO)2,H2ptCl6. 

Amidobenzaldehyde  is  easily  converted  into  a  condensation-product, 
C14H12N2O,  by  the  action  of  dilute  mineral  acids.  This  compound 
forms  tabular  crystals,  which  melt  at  189°  when  rapidly  heated.  It 
dissolves  in  strong  acids,  with  regeneration  of  the  amidoaldehyde. 

/3-Carbostyril carboxylic  acid,  C10H7NO3  is  formed  when  orthamido¬ 
benzaldehyde  is  heated  with  a  slight  excess  of  malonic  acid  at  120°. 
It  crystallises  in  needles,  which  melt  above  320°,  and  are  sparingly 
soluble  in  alcohol  and  acetic  acid.  Phosphorous  pentachloride  con¬ 
verts  it  into  a-chloro-/3-quinolinecarboxylic  acid,  which  crystallises  in 
needle-shaped  crystals,  melting  at  200°  with  partial  decomposition 
into  chloroquinoline  and  carbonic  anhydride.  Boiling  with  alcoholic 
potash  converts  the  chloroquinoline  into  a-ethoxy-/3-quinolinecar- 
boxylic  acid,  which  melts  at  130°  and  is  rapidly  decomposed  by  heat 
into  ethylcarbostyril  and  carbonic  anhydride.  W.  C.  W. 

Derivatives  of  Phenylacetaldehyde.  By  C.  Forrer  ( Ber .,  17, 

982 — 985). — Action  of  Phosphorous  Pentachloride  on  Phenylacetaldehyde . 
— The  reaction  takes  place  in  the  usual  way,  the  oxygen  of  the 
aldehyde  being  replaced  by  two  atoms  of  chlorine,  with  forma¬ 
tion  of  dichlor ethylbenzene ,  CH2Ph.CHCl2.  It  is  a  heavy  liquid, 
smelling  like  turpentine,  and  rapidly  decomposes  with  evolution  of 
hydrochloric  acid ;  by  distillation  it  is  completely  decomposed. 
Heated  at  120°,  it  is  completely  converted  into  a-chlorostyrolene, 
CHPh !  CHC1.  When  this  is  heated  in  a  closed  tube  with  alcoholic 
potash,  an  oil  is  obtained  free  from  chlorine,  and  which  on  distillation 
gives  phenylacetaldehyde  again.  This  is  the  third  dichlorethylben- 
zene 

C6H5.CC12.CH3  a-dichlorethylbenzene  from  acetophenone. 

C6H5.CC).CH2C1  aw-dichlorethylbenzene  from  styrolene. 

C6H5.CH2.CHC12  aj-dichlorethylbenzene  from  phenylacetaldehyde. 

Action  of  Nitric  Acid  on  Phenylacetaldehyde. — This  reaction  is  of 
interest,  since  the  reduction  of  the  orthonit ro-compounds  should  yield 
indole  directly.  Phenylacetaldehyde  was  treated  at  —  10°  to  —  15® 
with  nitric  acid.  On  neutralising,  and  distilling  the  resulting  product 
with  steam,  a  small  quantity  of  an  oil  which  crystallised  out  in  plates 
was  first  obtained,  and  a  second  substance  which  crystallised  out  in 
fine  needles.  The  first  substance  melted  at  106°,  and  on  reduction 
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with  ammonia  and  zinc-dust  yielded  an  oil,  in  too  small  a  quantity 
for  purification,  but  which  gave  all  the  characteristic  reactions  for 
indole.  The  second  crystalline  substance  melted  at  133 — 136°, 
yielded  no  indole  on  reduction,  but  on  oxidation  a  nitrobenzoic  acid 
which,  from  its  melting  point,  is  probably  the  paranitro-acid.  This 
second  substance  is  therefore  probably  paranitrophenylacetic  acid. 

A.  B. 

Derivatives  of  Orthamidoaeetophenone.  By  A.  Baeyer  ( Ber ., 
17,  970—973). — In  former  unsuccessful  attempts  to  obtain  diethyl- 
indigo  and  dibenzyl-indigo  from  ethyl- and  benzyl-amidoacetophenone, 
the  author  prepared  several  derivatives  of  orthamidoaeetophenone. 

Orthoethylamidoacetophenone  is  obtained  by  heating  16  grams  amido- 
acetophenone  with  32  grams  ethyl  bromide  in  a  closed  tube  for 
20  hours  at  100° ;  the  red  product  is  freed  from  the  excess  of 
ethyl  bromide,  dissolved  in  water,  treated  with  soda,  and  distilled  in 
steam.  The  ethylamidoacetophenone  is  thus  obtained  as  an  oil,  and 
is  purified  by  being  converted  into  the  nitroso-compound,  and 
regenerated  by  the  action  of  stannous  chloride.  It  forms  a  platino- 
chloride,  (NHEt.C6H4.C()Me)2,H2PtCl6. 

OrtJiobenzylamidoacetophe7ione  is  obtained  by  heating  two  parts  of 
amidoaeetophenone  with  one  part  benzyl  chloride  at  100°  for  three 
hours.  Crystallised  from  alcohol,  it  forms  large  yellow  prisms, 
melting  at  79 — 81°,  readily  soluble  in  carbon  bisulphide,  chloroform, 
benzene,  and  ether.  It  is  a  feeble  base,  and  is  precipitated  from  its 
acid  solution  by  water. 

Orthonitrosobenzylamidoacetophenone ,  COMe.C6H4.N(NO)C7H7,  is  ob¬ 
tained  by  the  action  of  sodium  nitrite  on  a  solution  in  sulphuric 
acid.  It  forms  long  colourless  needles,  melting  at  54 — 55°,  and  is 
soluble  in  alcohol  and  similar  solvents.  Benzyl-indigo  cannot  be 
obtained  by  the  bromination  of  benzylamidoacetophenone,  but  by  treat¬ 
ing  the  nitroso-derivative  with  concentrated  sulphuric  acid,  colouring 
matters  of  the  nature  of  indigo  are  formed,  probably  consisting  chiefly 
of  indigo  and  benzyl-indigo.  The  formation  of  indigo  is  to  be  explained 
on  the  ground  that  the  benzyl-group  is  detached  by  the  action  of 
sulphuric  acid,  for,  on  treating  the  nitroso-derivative  with  sulphurie 
acid,  there  is  a  strong  odour  of  benzaldehyde.  A.  B. 

Orthhydroxyphenylacetic  Acid  and  its  Derivatives.  By  A. 

Baeyer  and  B.  Fritsch  ( Ber .,  17,  973 — 975). — The  authors  regret 
that  as  they  have  been  working  for  some  time  on  this  acid  they  cannot 
accede  to  Salkowski’s  request  ( Ber .,  17,  504)  that  he  be  allowed  to 
reserve  the  investigation  of  the  isomeric  hydroxyphenylacetic  acids. 
Their  method  of  preparing  the  acid  and  its  internal  anhydride, 
however,  is  quite  different  from  his. 

Orthhydroxyphenylglyoxylic  acid  is  obtained  by  treating  a  solution 
of  isatin  in  dilute  soda  with  the  calculated  quantity  of  sodium 
nitrite,  and  slowly  adding  an  excess  of  very  cold  dilute  sulphuric 
acid.  This  solution  of  orthodiazophenylglyoxylic  acid,  when  heated 
at  60°,  gives  off  nitrogen,  and  the  hydroxy-acid  may  be  obtained  by 
extraction  with  ether.  It  crystallises  from  a  mixture  of  benzene  and 
light  petroleum  in  yellow  needles,  melting  at  about  44°,  It  is,  how» 
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ever,  impure,  and  contains  salicylic  acid.  On  treating  this  crude 
acid  with  sodium  amalgam  for  several  days,  acidifying  and  extracting 
with  ether,  a  crystalline  compound  is  obtained,  which  appears  to  be 
orthhydroxymandelic  acid.  It  is  easily  reduced  by  means  of  hydr- 
iodic  acid  to  orthhydroxyphenylacetic  acid. 

Orthhydroxyphenylacetic  acid  crystallises  from  ether  in  colourless 
needles,  melting  at  137°,  and  its  aqueous  solution,  like  that  of  salicylic 
acid,  gives  a  violet  coloration  with  ferric  chloride.  On  heating  it, 
water  is  at  first  given  off,  and  afterwards,  at  236 — 238°,  an  oil  distils 
over  and  crystallises.  This  is  the  lactone  of  or  thoxy phenyl  acetic  acid , 

C6H4<[^^>CO.  It  melts  at  49°,  boils  at  237°,  and  in  hot  water  is 

slowly  converted  into  the  acid,  more  quickly  in  presence  of  alkalis. 

A.  B. 

Action  of  Nitrous  Acid  on  Amidohydroxypropyl-  and  Amido- 
propenyl-benzoic  Acids.  By  O.  Widman  (Ber.y  17,  722 — 727). — 

Hydroxypropylhydroxybeuzoic  acid , 

C6H3(CMe2OH)(OH).COOH  [1:2:  4], 

prepared  by  the  action  of  nitrous  acid  on  amidohydroxypropylbenzoic 
acid,  crystallises  in  colourless  flat  needles  or  plates,  melts  at  173°,  is 
sparingly  soluble  in  cold  water,  moderately  soluble  in  ether,  very 
readily  soluble  in  alcohol.  Its  aqueous  solution  gives  a  dark  brown 
coloration  with  ferric  chloride.  It  does  not  appear  to  suffer  any 
change  by  boiling  with  hydrochloric  acid ;  dissolved  in  sulphuric  acid 
and  precipitated  with  water,  white  shiny  flocks  are  obtained,  but 
there  appears  to  be  no  formation  of  propenylhydroxybenzoic  acid. 
In  this  respect  the  acid  differs  from  the  corresponding  hydroxy- 
propylbenzoic  acid  with  its  amido-  and  nit ro- derivatives,  all  of  which 
are  converted  into  propenyl- compounds  by  heating  with  hydrochloric 
acid. 

With  amidopropenylbenzoic  acid,  the  action  of  nitrous  acid  takes 
another  course,  the  product  of  the  reaction  being  methylcinnoline- 

,CMe. 

carboxylic  acid ,  Ci0H8H2O2  =  COOH.C6H3<^  /CH.  It  crystallises 

xn:jst 

in  small  tables,  or  in  thick  rhombohedral-like  crystals,  melts  with 
partial  decomposition  at  about  230°,  is  insoluble  in  cold  water, 
sparingly  soluble  in  hot  water  or  hot  alcohol,  readily  soluble  in 
boiling  acetic  acid.  It  yields  salts  with  acids  and  bases.  Together 
with  this  acid,  a  substance  is  formed  in  small  quantity  which 
crystallises  in  colourless  rhombic  plates,  melting  at  157 — 158°.  It 
has  not  yet  been  obtained  in  quantity  sufficient  for  careful  examina¬ 
tion.  A.  J.  G. 

Action  of  Ethyl  Chloroformate  on  Amidohydroxypropyl¬ 
benzoic  Acid.  By  0.  Widman  ( Ber .,  17,  1303 — 1308). — If  an 
excess  of  ethyl  chloroformate  is  poured  over  amidohydroxypropyl¬ 
benzoic  acid,  and  the  mixture  boiled  for  a  few  minutes,  the  whole 
solidifies,  but  no  evolution  of  gas  is  perceptible.  After  allowing  the 
excess  of  ethyl  chloroformate  to  evaporate,  the  product  is  crystallised 
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from  50  per  cent,  acetic  acid.  Hydroxypropylcarboxylphenylurethane , 
C13H17NO5,  thus  obtained,  crystallises  in  flat  colourless  needles  or 
prisms,  which  melt  at  167°,  with  evolution  of  gas.  The  reaction  is 
probably  CjoHnOs-NH,  +  Cl.COOEfc  =  HC1  +  C^Oa-NH.COOEt. 

Ethyl  dihydroxypropyldicarboxyldiphenylallophanate , 

rn  .N(C00Et).C6H3(C3H70).C00H 

^u^NH.C6H3(C3H70).C00H 

is  obtained  by  heating  the  body  just  described  with  ethyl  chloro- 
f  or  mate  in  sealed  tubes  at  120 — 130°  for  two  hours.  It  may  also  be 
prepared  directly  from  the  amido-acid  by  using  excess  of  chloro¬ 
formate.  It  crystallises  from  acetic  acid  in  plates,  which  melt  above 
300°  with  evolution  of  gas,  and  the  residue  resolidifies  on  cooling. 
This  latter  body  appears  to  be  identical  with  dihydroxyyropyldicarboxijU 
diphenylcarbamide ,  C0[RH.C6H3(C3H70).C00H]2,  obtained  as  follows: 
amidohydroxypropylbenzoic  acid  is  heated  with  excess  of  ethyl 
chloroformate  for  four  hours,  hydrochloric  acid  being  continuously 
evolved.  The  product  is  evaporated  to  dryness  several  times,  first  with 
water,  and  subsequently  with  alcohol ;  the  residue  is  then  washed  with 
ether,  and  boiled  with  fuming  hydrochloric  acid,  in  which  it  slowly 
dissolves  with  evolution  of  gas ;  finally  the  solution  is  evaporated  to 
dryness,  and  the  residue  boiled  with  water,  when  the  carbamide- 
derivative  remains  undissolved.  Crystallised  from  acetic  acid,  it 
forms  small  rhombic  prisms,  which  melt  at  a  very  high  temperature. 

Several  attempts  were  made  to  treat  amidohydroxypropylbenzoic 
acid  with  excess  of  ethyl  chloroformate  in  sealed  tubes  at  115 — 130° 
for  about  four  hours.  In  almost  all  cases,  however,  the  tubes  burst 
during  the  heating,  and  when  this  was  not  the  case  they  burst  with 
great  violence  when  the  author  attempted  to  open  them,  so  that  he 
was  not  able  to  obtain  any  of  the  product.  L.  T.  T. 

Ethyl  Malonanilidate,  Malonparatoluidic  Acid,  and  Methyl- 
triehloroquinoline.  By  L.  Rugheimer  and  R.  Hoffmann  ( Ber .,  17, 
739 — 741). — Potassium  ethyl  malonate  is  treated  with  phosphoric 
chloride  dissolved  in  benzene,  the  mixture  being  heated  to  complete 
the  reaction  ;  after  cooling,  excess  of  aniline  dissolved  in  benzene  is 
added,  and  the  whole  allowed  to  stand  24  hours ;  the  benzene  solution 
is  then  separated,  washed  with  hydrochloric  acid  and  water  to  remove 
aniline,  and  allowed  to  evaporate  spontaneously,  when  a  crystalline 
mass  of  impure  ethyl  malonanilidate,  NHPh.CO.CH2.COOEt,is  obtained. 
This  after  purification  melts  at  38 — 39°,  is  readily  soluble  in  alcohol, 
chloroform,  and  benzene,  insoluble  in  water  and  light  petroleum. 

Malonparatoluidic  acid ,  NH(C7H7).CO.CH2-COOH,  prepared  from 
paratoluidine  and  malonic  acid,  crystallises  in  small  colourless  needles  ; 
melts  with  decomposition  at  156°  ;  but  on  slowly  heating,  it  softens 
and  fuses  at  a  still  lower  temperature.  Heated  with  phosphorous 
pentachloride  (comp.  p.  1050)  it  yields  methyltrichloroquinoline , 
C3H3MeCl3N,  crystallising  in  long  needles,  and  melting  at  134°. 

A.  J.  G. 

Paranitrobenzoylaeetie  Acid.  By  W.  H.  Perkin,  Jun.,  and 
G.  Bellenot  (Ber.,  17,  326 — 328). — Baeyer  has  lately  shown  (Abstr., 
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1883,  337)  that  ethyl  phenyl propiolate  is  converted  into  ethyl  phenyl- 
acetate  by  simple  solution  in  cold  strong  sulphuric  acid.  The  authors 
find  that  a  similar  reaction  takes  place  with  ethyl  paranitropropiolate, 
but  the  sulphuric  acid  solution  requires  to  be  heated  to  35 — 40°.  The 
cooled  mixture  is  then  poured  on  powdered  ice,  when  paranitroben- 
zoylacetic  acid  separates  as  a  white  amorphous  mass. 

JParanitrobenzaylacetic  acid  crystallises  from  benzene  in  almost  colour¬ 
less  needles,  melting  at  135°,  and  giving  off  carbonic  anhydride  at  the 
same  time.  It  is  easily  soluble  in  alcohol,  ether,  benzene,  chloroform, 
and  carbon  bisulphide,  sparingly  so  in  light  petroleum.  Its  alcoholic 
solution  gives  a  violet  coloration  with  ferric  chloride,  the  shade  being 
redder  than  that  obtained  with  the  non-nitrated  acid.  It  forms 
unstable  salts.  The  ethyl  salt  is  obtained  by  saturating  a  solu¬ 
tion  of  the  acid  in  absolute  alcohol  with  hydrochloric  acid.  The 
temperature  must  not  be  allowed  to  rise  above  10°,  or  decomposition 
sets  in,  paranitracetophenone  being  formed.  The  ethereal  salt 
crystallises  in  almost  colourless  needles,  which  melt  at  49 — 50°,  and 
are  soluble  in  ether,  alcohol,  and  benzene. 

Ethyl  nitrosopavanitrobenzoylacetate  is  obtained  by  saturating  a  dry 
etheric  solution  of  the  nitro-acid  with  nitrous  acid.  It  crystallises  in 
needles  melting  at  220°,  and  soluble  in  alcohol,  ether,  and  acetone. 

L.  T.  T. 


Acetyl-derivatives  of  Aromatic  Amidosulphonic  Acids.  By 

R.  N ietzki  and  T.  Benckiser  ( Ber .,  17,  707 — 708). — Acetic  anhydride 
has  no  action  on  sulphanilic  acid,  even  when  boiled  with  it ;  it  reacts 
however  readily  with  sodium  sulphanilate  at  140°,  the  liquid  solidi¬ 
fying  on  cooling  to  a  viscid  colourless  mass,  from  which,  by  dissolving 
in  the  least  possible  quantity  of  water,  and  adding  alcohol  and  ether, 
small  colourless  prisms  of  sodium  acetyl  sulphanilate , 

C6H4(NHS5).S03Na1 

are  obtained.  This  salt  is  very  soluble  in  water,  moderately  soluble 
in  alcohol,  nearly  insoluble  in  ether.  By  heating  with  hydrochloric 
acid,  it  is  decomposed  into  acetic  and  sulphanilic  acids.  The  lead 
aud  barium  salts  were  also  prepared ;  on  addition  of  alcohol  to  a  solu¬ 
tion  of  the  latter,  it  is  precipitated  as  a  jelly  which  slowly  becomes 
crystalline.  The  free  acid  could  not  be  isolated. 

In  the  cases  of  metamidobenzenesulphonic  acid,  of  the  sulphonic 
acids  of  paratoluidine  and  a-naphthylamine,  the  free  acids  are  not 
converted  into  acetyl-derivatives  by  acetic  anhydride,  although  their 
salts  are  very  readily  acetylised  ;  orthotoluidine-parasulphonic  acid,  on 
the  contrary,  is  converted  into  an  acetyl-derivative  when  heated  with 
acetic  anhydride.  A.  J.  G. 


Constitution  of  Phthalyl  Chloride,  By  E.  Nolting  and  G.  v. 
Bechi  (Ber.,  17,  387 — 388). —  The  formation  of  phthalophenone  by  the 
action  of  phthalyl  chloride  on  mercury  phenyl  is  cited  in  support  of 

CO 

the  unsymmetrical  formula  >0  for  phthalyl  chloride. 


w.  c,  w. 
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Thiophthalie  Anhydride.  By  C.  Graebe  and  B.  Zschokke  ( Ber 
17,  1175 — 1177). — Thiophthalie  anhydride,  described  by  Schreder 
(Ber.,  7,  705),  may  he  more  conveniently  prepared  by  slowly  adding 
phthalic  chloride  to  a  cold  concentrated  solution  of  sodium  hydrogen 
sulphide.  On  acidifying  the  solution  with  hydrochloric  acid,  the 
thiophthalie  anhydride  is  precipitated.  This  substance  melts  at  114°, 
and  boils  at  284°.  It  is  converted  into  phthalimide  and  sulphuretted 
hydrogen  by  ammonia. 

Thiofluorescein  is  formed  by  warming  at  40°  a  mixture  of  the  anhy¬ 
dride  with  resorcinol  and  strong  sulphuric  acid.  The  product  is 
extracted  with  boiling  water,  dissolved  in  a  solution  of  sodium  car¬ 
bonate  and  precipitated  by  hydrochloric  acid.  The  precipitate  is 
extracted  with  chloroform  to  remove  thiophthalie  acid.  Thiofiuo- 
rescein  is  soluble  in  alcohol  and  in  wood  spirit.  It  dissolves  in  alkalis, 
forming  a  red  solution  which  exhibits  a  dark-green  fluorescence.  It 
can  be  distinguished  from  fluorescein  by  its  absorption-spectrum.  By 
treating  the  acetic  acid  solution  with  bromine,  a  thioeosin  is  obtained. 

w.  c.  w. 

Hemlock  Tannin.  By  C.  Bottinger  (Ber.,  17,  1041 — 1043). — 
The  author  has  prepared  this  acid  from  American  hemlock  tannin 
extract.  A  solution  of  hemlock  tannin  is  darker  in  colour  than 
a  solution  of  oak-bark  tannin  of  equal  strength.  With  alkalis, 
sulphuric  acid,  or  hydrochloric  acid,  it  behaves  like  oak-bark  tannin, 
but  the  “  hemlock-red  ”  precipitated  by  hydrochloric  acid  is  darker 
in  colour  than  the  corresponding  “oak-red.”  Bromine  precipitates 
from  an  aqueous  solution  of  hemlock  tannin  a  yellow  substance, 
soluble  in  alcohol,  ethyl  acetate,  acetone,  and  in  warm  acetic  an 
hydride.  It  is  insoluble  in  chloroform,  carbon  bisulphide,  and 
water,  but  soluble  in  alkalis.  The  results  of  analysis  lead  to  the 
formula  C2oHi4Br4010,  and  from  this  it  follows  that  the  original  sub¬ 
stance  has  the  formula  C2oH18Oi0j  and  that  hemlock  tannin  is  a 
homologue  of  oak-bark  tannin,  CigHigOjo.  In  presence  of  hydro¬ 
chloric  acid  tetrabromo-tannin  from  hemlock  behaves  like  dibromo- 
tannin  from  oak-bark.  It  forms  with  acetic  anhydride  a  penta-acetyl- 
derivative,  and  when  dissolved  in  chloroform  can  be  further 
brominated,  with  formation  of  a  hexabromide,  C2oH10Br601o.  The 
investigation  of  this  tannin  will  be  continued  by  the  author. 

A.  B. 

Bark  Tannins.  By  C.  Bottinger*  (Ber.,  17,  1123 — 1131). — The 
precipitate  which  is  produced  on  the  addition  of  bromine  to  the  cold 
aqueous  extracts  of  tannin  from  different  sources  varies  in  colour  and 
in  composition.  Tannin  from  oak-bark  gives  a  brownish-yellow  pre¬ 
cipitate,  containing  28‘4  per  cent.  Br.  The  hemlock  and  quebracho 
precipitates  are  reddish-yellow,  and  contain  from  42T  to  44'5  per  cent. 
Br,  whilst  the  mimosa,  chestnut,  and  terra  japonica  compounds  are 
pale  yellow,  and  contain  from  49*3  to  53*2  per  cent.  Br. 

A  red  compound,  C40H30O17,  is  formed  when  hemlock  tannin  is 
warmed  with  strong  hydrochloric  or  sulphuric  acid.  It  is  purified 
by  washing  with  water  and  extracting  the  dry  mass  with  ether  and 
with  hot  alcohol.  This  substance  dissolves  in  cold  soda- lye,  and  also 
in  a  warm  solution  of  sodium  carbonate.  It  is  decomposed  by  strong 
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hydrochloric  acid  at  180°,  yielding  water,  carbonic  anhydride,  methyl 
chloride,  and  a  black  compound.  Hemlock-red  forms  an  acetic  deriva¬ 
tive,  C4oH23^c7Oi7,  which  is  insoluble  in  water  and  ethyl  acetate,  but 
is  decomposed  by  alcohol.  By  the  action  of  bromine  on  hemlock-red 
suspended  in  chloroform,  two  crystalline  bromo-derivatives  are  ob¬ 
tained,  viz.,  C4oH2oBrioOi7,  and  C4oH2oBri4Oi7.  The  bromo-derivative 
of  pine  tannin,  C2iHi4Br6O10l  is  very  unstable.  It  is  soluble  in  alcohol, 
ethyl  acetate,  and  dilute  alkalis.  The  acetic  derivative,  C^iHsJc^BrsOio, 
is  a  yellow  powder,  soluble  in  acetone  and  ethyl  acetate.  The  red 
compound  produced  by  the  action  of  hydrochloric  acid  on  this  tannin 
yields  an  acetic  derivative  of  the  composition  C42H27Sc7Oi7,  and  a 
bromine-derivative,  C42H24Br10Oi7 ;  but  if  sulphuric  acid  is  used  instead 
of  hydrochloric,  the  acetic  derivative  has  the  composition  C42H26Ac6Oi6. 

Tannin  from  terra  japonica  yields  the  derivatives,  C2iHi45n409  and 
C2iH14Ac308.  Oak-bark  tannin  appears  to  be  a  methyl  salt  of  a 
condensation-product  of  tannin  and  acetoacetic  aldehyde. 

w.  c.  w. 

Formation  of  Indigo  from  Orthamidoacetophenone.  By  A. 

Baeyer  and  F.  Bloem  ( Ber .,  17,  963 — 970). — Formation  of  acetylorth - 
amidoacetojphenone.  The  starting  point  for  the  preparation  of  this  sub¬ 
stance  is  orthamidophenylaeetylene  (Abstr.,  1882,  623).  On  adding 
slowly  50  grams  of  the  latter  to  a  mixture  of  200  c.c.  of  water  and 
600  c.c.  concentrated  sulphuric  acid,  the  sulphate  of  the  original  base 
at  first  crystallises  out,  but  afterwards  dissolves,  and  the  solution  is 
then  left  until  no  phenylacetylene  is  to  be  found  on  testing  with  an 
ammoniacal  solution  of  cuprous  chloride.  The  solution  is  cooled  with 
ice,  neutralised  with  soda,  and  distilled  in  steam;  the  distillate  is 
saturated  with  sodium  chloride,  and  the  orthamidoacetophenone  ex¬ 
tracted  with  ether;  it  is  converted  into  the  acetyl -derivative  by 
boiling  it  with  acetic  anhydride. 

By  acting  on  acetylamidoacetophenone  with  bromine  in  aqueous  or 
glacial  acetic  acid  solution,  a  bromo-substitutiou-product  is  obtained, 
in  which  the  hydrogen  of  the  benzene-ring  is  replaced  by  bromine. 
If  the  action  of  bromine  is  direct,  or  in  presence  of  concentrated  sul¬ 
phuric  acid,  hydrogen,  chiefly  in  the  side  chain,  is  replaced ;  it  is  only 
from  the  latter  that  indigo  is  obtainable. 

Esobrornoacetylorthamido  acetophenone. — (For  the  new  nomenclature 
of  this  and  the  following  substances,  see  this  vol.,  p.  998).  This 
compound  is  formed  from  the  acetic  acid  solution  of  the  acetylortho- 
compound  by  the  action  of  bromine.  It  forms  slender  colourless 
needles,  melting  at  160°,  and  soluble  in  hot  alcohol,  but  nearly  insolu¬ 
ble  in  cold.  On  oxidation  by  means  of  a  warm  alkaline  solution  of 
permanganate,  it  yields  a  red  substance  crystallising  from  alcohol,  and 
melting  at  250°  ;  it  appears  to  be  a  monobromisatin.  The  bromine  is 
therefore  in  the  benzene-ring,  the  formula  is  COMe.C6H3Br.NHAc, 
and  it  is  the  parabro mo-compound  in  relation  to  the  amido- group.  It 
is  therefore  metabromorthacetyl-amidoacetophenone. 

oj-Dibromometabromorthacetyl-amidoacetophenone, 

CHBr2.CO.C6H3Br.NHAc. 
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By  the  action  of  bromine  on  acetylamidoacetophenone  in  a  solution  of 
chloroform,  sulphuric  acid,  or  carbon  bisulphide,  or  directly  on  the  dry 
substance,  bromo-substitution  compounds  are  formed,  in  which  bro¬ 
mine  replaces  hydrogen  both  in  the  benzene-ring  and  in  the  side  chain. 
In  the  case  of  chloroform,  little  in  the  side  chain  is  replaced,  and  by 
direct  action  on  the  dry  substance  the  side  chain  substitution  is  the 
greatest.  The  reaction  is  complete  when  two  hydrogen-atoms  in  the 
side  chain,  and  one  in  the  benzene-ring,  are  replaced.  If  the  reaction 
is  incomplete,  intermediate  products  are  formed  which  are  difficult 
to  separate.  The  above  tribromo-derivative  has  been  investigated  :  it 
is  best  formed  by  acting  on  the  acetyl-compound,  in  presence  of  a  little 
iodine,  with  bromine-vapour  for  five  days,  the  yield  being  a  quantitative 
one.  It  is  obtained  as  a  yellowish  powder,  soluble  in  chloroform,  but 
only  sparingly  in  alcohol.  It  becomes  brown  at  180°,  and  melts  at 
185°  with  decomposition.  By  oxidation  with  permanganate,  mono- 
bromisatin  is  obtained,  and  consequently  the  formula  of  the  above 
compound  may  be  established.  By  the  action  of  hydrobromic  acid, 
it  loses  the  acetyl-group,  giving  w-dibromometabromorthamidoaceto- 
phenone,  NH2.C6H3Br.CO.CHBr2,  as  orange-yellow  needles,  melting 
with  decomposition  at  140 — 145°,  readily  soluble  in  alcohol  and  ether, 
but  sparingly  in  water.  On  heating  it  with  acetic  anhydride,  the 
original  acetyl -compound  is  again  obtained. 

oj -Dichlorometabromorthamidoacetophenone,  NH2.C6H3Br.CO.CHCl2, 
is  obtained  by  boiling  the  tribromacetyl- compound  with  concentrated 
hydrochloric  acid,  until  it  is  dissolved.  From  this  solution  fine 
orange-yellow  needles  separate ;  they  are  soluble  in  alcohol,  melt  at 
110 — 120°,  and  sublime  with  little  decomposition  at  a  higher  tem¬ 
perature. 

Formation  of  Indigo  from  Fxobromo-  and  Fxochloro-orthamido - 
acetophenones  and  their  Derivatives.- — w-Dibromometabromorthacetyl 
amidoacetophenone  when  boiled  with  dilute  soda  solution  dissolves 
with  a  brownish-yellow  colour,  and  on  cooling  the  solution  and 
agitating  it  with  air  bromindigo  separates.  It  is  readily  distin¬ 
guished  from  indigo  by  its  solubility  in  chloroform.  By  similar 
treatment,  the  less  brominated  substitution-products  of  this  acetyl- 
compound  yield  either  indigo  or  a  mixture  of  indigo  and  bromindigo. 
The  corresponding  compounds  which  do  not  contain  the  acetyl- 
group  behave  in  the  same  way.  On  acidifying  the  solution  of  the 
tribromo-compound  in  soda,  after  the  separation  of  the  bromindigo, 
bromisatin  may  be  extracted  with  ether.  On  acidifying,  however, 
the  solution  of  the  tribromo-compound  previous  to  oxidation,  brom- 
indirubin  is  precipitated.  These  reactions  are  easily  explained  on  the 
assumption  that  by  boiling  the  tribromo-compound  with  soda, 
sodium  isatate  and  indoxyl  (or  at  any  rate  their  bromo- substitution- 
compounds)  are  formed  in  the  solution ;  bromindigo  is  then  produced 
from  the  bromindoxyl  by  the  action  of  air,  but  if  acid  be  previously 
added,  the  bromisatin  formed  (Abstr.,  1884,  76)  acts  on  the  brom¬ 
indoxyl,  yielding  bromindirubin.  The  simultaneous  formation  of 
bromisatin  and  bromindoxyl  is  easily  understood,  since,  owing  to  the 
presence  of  the  two  bromine-atoms  in  the  side  chain,  compounds  of  an 
aldehydic  nature  maybe  formed,  and  these  in  alkaline  solutions  allow 
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of  the  formation  of  an  acid  (isatic  acid)  and  an  alcohol  which  by  loss 
of  water  yields  indoxyl. 

w-Dichlorometabromo-orthamidoacetophenone  behaves  precisely 
similarly  to  the  corresponding  bromo-componnd.  A.  B. 

Chlorobenzaldehyde  and  Chlorindigo.  By  R.  Gnehm  (Her.,  17, 
752 — 755). — One  of  the  chief  obstacles  to  the  commercial  success  of 
the  manufacture  of  artificial  indigo  lies  in  the  small  yield  of  ortho- 
nitrobenzaldehyde  obtained  by  nitration  of  benzaldehyde,  the  main 
product  being  the  meta- compound.  It  seemed  probable  that  a  more 
favourable  yield  of  the  orthonitro-compound  might  be  obtained  by 
nitrating  some  chloro-substitution  derivative  of  benzaldehyde  in  which 
the  ortho-position  was  still  unoccupied,  and  that  the  chlorindigo 
finally  obtained  might  be  sufficiently  like  indigo  to  be  used  in  dyeing. 
Dichlorobenzaldehyde ,  C7H4CI2O  (the  method  of  preparation  is  not  given), 
crystallises  in  snow-white  crystals,  melts  at  57 — 58°  (uncorr.),  and 
boils  at  230 — 233°.  On  oxidation,  it  yields  a  dichlorbenzoic  acid 
melting  at  152°,  which  by  treatment  with  nitric  and  sulphuric  acids 
is  converted  into  orthonitro-dichlorobenzaldehyde ,  crystallising  in 
nacreous  plates  or  needles.  These  melt  at  136 — 138°,  and  are  con¬ 
verted  into  chlorindigo  by  treatment  with  acetone  and  caustic 
soda. 

Tetrachlor indigo,  CieHeCbNgOg,  closely  resembles  indigo  in  appear¬ 
ance  ;  when  heated  it  gives  oif  violet  vapours  and  condenses  in  blue 
needles  of  coppery  lustre.  Treated  with  reducing  agents,  it  yields  a 
tetrachlorindigo-white.  The  formation  of  an  indigo  vat  with  it  is, 
however,  attended  with  considerable  difficulties,  as  it  is  less  easily 
reduced  than  ordinary  indigo,  and  the  white  is  much  less  soluble  in 
alkaline  liquids  than  indigo- white.  The  difficulties  have  been  so  far 
overcome  however,  that  satisfactory  vat  dyeing  has  been  effected  with 
it.  The  preparation  of  carmine  from  it  is  not  satisfactory,  as  it 
requires  more  hTordhausen  sulphuric  acid  and  a  higher  temperature 
than  ordinary  indigo  ;  moreover,  the  colours  dyed  with  it  are  not  equal 
to  those  obtained  with  indigo.  A  mixed  di-  and  tetra-chlorindigo 
prepared  from  a  mixture  of  dichloro-  with  monom eta- chloro¬ 
benzaldehyde  showed  similar  properties. 

Amido- dichlorobenzaldehyde,  CiH-jGLO.hTHs,  prepared  by  reducing 
the  nitro-compound  with  ferrous  sulphate  and  ammonia,  crystallises 
in  yellow  needles,  which  melt  at  77 — 78°  :  it  is  sparingly  soluble  in 
water,  soluble  in  hydrogen  sodium  sulphite.  When  heated  with 
acetone  and  caustic  soda,  it  yields  dichloroquinaldine  as  a  yellowish 
solid  melting  at  46°,  boiling  at  300°,  soluble  in  mineral  acids;  the 
picrate  crystallises  in  fine  needles.  Amidodichlorobenzaldehyde  when 
heated  with  phenylhydrazine  yields  a  compound  which  crystallises 
in  yellow  needles,  melting  at  200°.  A.  J.  G. 

Indirubin.  By  C.  Forrer.  ( Ber .,  17,  975 — 982). — The  author  has 
continued  the  investigation  of  this  substance  which  was  first  obtained 
by  Baeyer  {Ber.,  14,  1745)  by  the  action  of  isatin  on  indoxyl. 
Indirubin  is  best  obtained  by  boiling  one  part  of  ethylic  indoxylate  in 
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100  parts  of  water  (to  convert  it  into  indoxyl),  filtering  off  any 
indigo  or  resinous  matters  which,  may  be  formed,  and  then  boiling 
this  solution  with  £  part  isatin  in  200  parts  of  wafer.  On  filtering 
and  adding  soda  solution,  indinibin  separates  out  as  a  flocculent  mass  ; 
when  dried  it  is  a  light  red-brown  powder,  with  a  green  metallic 
lustre.  It  is  somewhat  soluble  in  alcohol  and  similar  solvents  with  a 
purple -violet  colour  ;  in  acetic  acid  and  acetic  anhydride,  it  is  more 
soluble.  Sulphuric  acid  converts  it  into  a  sulphonic  acid. 

Indirubin  like  indigo  yields  isatin  on  oxidation.  On  reduction  with 
zinc  and  soda  solution,  it  also  behaves  like  iridigo  ( Ber .,  1,  17). 
On  reduction  with  zinc  and  acetic  acid,  hydroindirubin  is  at  first 
formed,  and  this  on  exposure  to  the  air  in  presence  of  alkalis  is  again 
converted  into  indirubin  ;  on  prolonging  the  reducing  reaction,  however, 
a  crystalline  product  is  obtained  which  remains  colourless  when 
exposed  to  air.  The  author  proposes  to  call  this  indilellcin ;  the  results 
of  analysis  are  between  the  formulae  Ci5Hi2N20  and  CifiH14N20,  but  from 
subsequent  reactions  the  former  seems  to  be  the  more  likely.  Indileucin 
crystallises  from  alcohol  in  colourless  needles  which  at  220°  become 
brown,  and  at  260°  are  completely  decomposed.  It  is  sparingly 
soluble  in  ether,  alcohol,  chloroform,  and  benzene,  but  easily  in 
acetone  and  glacial  acetic  acid.  It  forms  crystalline  compounds  with 
bromine  and  picric  acid.  A  methyl-compound,  CwHuMeNjO,  and  an 
acetyl-compound,  Ci6H9N2OAc3,  have  also  been  prepared.  A.  B. 


Quinisatin.  By  A.  Baeyetc  and  B.  Homolka  (Ber.,  17,  985 — 987). 
In  the  authors*  first  paper  (this  vol.,  78)  it  was  left  undecided 
whether  by  the  union  of  the  w  or  a  carbon-atoms  with  the  nitrogen  of 
quinisatinic  acid,  quinisatin  was  formed,  that  is,  whether  quinisatin 
is  a  lactam  or  a  lactim  (Abstr.,  1883,  202).  The  study  of  the  action 
of  hydroxylamine  on  quinisatin  shows  that  it  is  probably  the  w-lactim 
of  quinisatinic  acid.  (For  this  nomenclature  see  p.  998.) 

Quinisatoxim  is  easily  formed  by  the  action  of  hydroxylamine 
chloride  on  quinisatin,  it  crystallises  from  alcohol  in  orange  prisms 
melting  at  208°,  and  is  identical  with  the  previously  described  nitroso- 
7-hydroxycarbostyril  (Abstr.,  1883,  202). 

Quinisatoxim  stands  in  the  same  relation  to  Py-[l‘3]-dihydroxy- 
quinoline  (7-hydroxycarbostyril)  and  to  quinisatin  as  isatoxim  does 
to  oxindole  and  isatin. 


-CO- 


.  0(011)^^  *  ^-011 

Quinisatoxim. 

-C(OH)- 

c6h4<  >ch. 

:  C(OH)x 

Py  (1*3)  Dihydroxyquinoline. 

CN(OH)  CO 

c6h/  >c.oh  C6H4/  >c.oh 

\ - x~]sr 


CgH4<n  .  c(OH)>co 

Quinisatin. 


Isatoxim. 


Isatin. 


C«H4<KH>C0- 

Oxindole. 

A.  B. 
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Indole.  By  A.  Lip?  ( Ber .,  17,  1067 — 1073). — In  the  first  part  of 
this  paper  an  account  is  given  of  the  various  researches  on  indole  and 
on  the  means  used  to  obtain  proof  of  its  constitutional  formula. 


yNH\ 

Baeyer  has  given  it  the  constitutional  formula  C6H4<(  on 

XCH^ 


the  ground  that  it  contains  an  imide-group.  It  may  thus  be  considered 
as  an  internal  anhydride  derived  from  an  hypothetical  orthamido- 
phenyl  vinyl  alcohol  or  from  its  ether,  NH2.C6H4.CH  !  CH.OC2H5. 
This  substance  has  never  been  prepared,  owing  to  the  difficulty  of 
nitrating  phenyl  vinyl  ether  without  decomposition.  The  author  has 
however,  succeeded  in  preparing  orthonitrochlorostyrolene,  in  reducing 
it  to  the  amido-derivative,  and  from  the  latter  obtaining  indole, 
probably  by  the  intermediate  formation  of  orthonitrophenyl  vinyl 
ether. 

Orthonitrochlorostyrolene ,  hTCh.CeH^CH !  CHC1,  is  obtained  as  a 
bye-product  in  the  formation  of  orthonitrophenylchlorolactic  acid, 
(just  as  chlorostyrolene  is  obtained  in  the  formation  of  phenylchloro- 
lactic  acid)  by  the  action  of  hypochlorous  acid  on  sodium  ortho  nitro- 
cinnamate,  and  subsequent  treatment  with  soda  (Abstr.,  1882,  191). 
It  crystallises  from  alcohol  in  bright  yellow  needles  or  prisms, 
insoluble  in  cold  but  slightly  soluble  in  hot  water,  and  readily  soluble 
in  hot  alcohol  and  ether.  It  melts  at  58°,  but  decomposes  at  a  higher 
temperature.  Warm  concentrated  hydrochloric  acid  and  tin  reduce  it 
to  the  hydrochloride  of  orthamidochlorostyrolene,  from  which  the  free 
base  may  be  obtained  by  the  action  of  potash. 

Orthamidochlorostyrolene ,  NH2.C6H4.CH!  CHC1,  is  readily  soluble  in 
alcohol  and  ether,  very  sparingly  in  water,  and  crystallises  from  ether 
in  white  prisms.  On  heating  it  with  sodium  alcoholate  in  a  sealed 
tube  at  160 — 170°  for  three  or  four  hours,  sodium  chloride  is  formed, 
and,  on  opening  the  tube,  the  presence  of  indole  may  be  recognised  by 
its  powerful  odour,  and  by  its  reactions.  On  adding  water  to  the 
contents  of  the  tube,  indole  separates  out  as  an  oil,  and  may  be 
purified  by  distillation  in  steam,  and  crystallisation  from  hot  water. 
The  indole  thus  obtained  melts  at  52°,  and  agrees  in  all  its  properties 
with  that  prepared  from  indigo  or  albumin.  A.  B. 


Occurrence  of  Diphenyl  in  Coal-tar  Oil.  By  K.  E.  Schulze 
(Ber.,  17,  1203 — 1204)  .-—The  presence  of  diphenyl  in  tar  oil  may  be 
proved  by  removing  phenols  and  amines  from  the  portion  boiling 
between  200°  and  300°  ;  the  mono-  and  di-methylnaphthalenes  are 
then  converted  into  sulphonic  acids  by  treatment  with  warm  sulphuric 
acid,  and  on  cooling  the  undissolved  oil,  to  —  15°,  diphenyl  crystal¬ 
lises  out.  W.  C.  W. 


Reactions  of  Triphenylmethyl  Bromide.  By  K.  Elbs  (Ber., 
17,  700 — 701). — Triphenylmethyl  thiocyanate  prepared  by  mixing 
solutions  of  ammonium  thiocyanate  and  triphenylmethyl  bromide, 
crystallises  in  lustrous  reddish- white  prisms,  melts  at  137°,  can  be 
distilled,  is  sparingly  soluble  in  alcohol  and  ether,  readily  soluble  in 
chloroform. 
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By  acting  on  triphenylmethyl  bromide  with  potassium  sulphide,  a 
crystalline  sulphur-compound  is  obtained. 

By  the  action  of  potassium  cyanide,  the  bromide  is  converted  into 
the  triphenylacetonitrile  of  E.  and  0.  Fischer  (Abstr.,  1879,  385). 
This,  by  reduction  with  zinc  and  hydrochloric  acid,  is  converted  into 
tri phenyl ethylamine  hydrochloride ,  a  substance  crystallising  in  needles 
which  melt  at  247°,  and  are  very  readily  soluble  in  alcohol,  but  almost 
insoluble  in  water.  The  platinochloride  crystallises  from  alcohol  in 
large  orange-red  needles.  Triphenylethylamine  is  crystalline,  melts 
at  116°,  dissolves  sparingly  in  cold  alcohol,  readily  in  ether.  It  is 
very  much  more  stable  than  the  corresponding  triphenylmethylamine. 

Triphenylmethyl  bromide  when  dissolved  in  benzene  and  boiled 
with  sodium  is  only  very  slightly  attacked.  Fused  with  magnesium 
powder,  it  yields  phenylenediphenylmethane ;  with  powdered  copper 
a  mixture  of  crystalline  compounds  is  formed.  Aluminium  chloride, 
when  heated  with  a  solution  of  the  bromide  in  benzene  converts  it 
into  triphenyl  carbinol  and  a  yellow  resin.  A.  J.  G. 

Amido-derivatives  of  Triphenylmethane.  By  K.  Elbs  ( Ber ., 
17,  701 — 706). — A  continuation  of  the  author’s  researches  on  this 
subject  (comp.  Abstr.,  1883,  1000  ;  also  Nauen,  this  vol.,  849,  and 
Hemilian  and  Silberstein,  next  Abstract).  Triphemylamidomeihane 
platinochloride  is  very  unstable,  being  partly  decomposed  into  tri¬ 
phenyl  carbinol  and  ammonium  platinochloride  by  drying  or  by  treat¬ 
ment  with  excess  of  water.  The  hydrochloride  is  nearly  as  unstable, 
its  aqueous  solution  being  decomposed  by  boiling  into  ammonium 
chloride  and  triphenyl  carbinol.  The  oxalate  forms  hard  colourless 
granular  crystals,  melts  at  253°,  and  is  very  sparingly  soluble  in 
alcohol.  Triphenylamidomethane  is  most  conveniently  prepared  by 
treating  a  solution  of  triphenylmethyl  bromide  for  half  an  hour  with 
a  stream  of  dry  ammonia  gas  and  then  with  a  current  of  steam,  when 
the  benzene  distils,  ammonium  bromide  dissolves  in  the  water,  and  the 
free  amine  remains  behind  as  a  yellowish  oil,  which  solidifies  on  cooling, 
and  is  obtained  pure  by  a  single  crystallisation  from  ether.  Triphenyl 
carbinol  is  readily  obtained  from  triphenylamidomethane  hydrochloride 
by  treatment  with  potassium  nitrite,  or  from  the  free  amine  by  solution 
in  nitric  acid  (sp.  gr.  1*5),  or  concentrated  sulphuric  acid  and  sub¬ 
sequent  addition  of  water,  when  a  white  precipitate  of  the  pure  car¬ 
binol  is  obtained.  Triphenylmethyl-benzylamine  hydrochloride ,  obtained 
by  the  action  of  benzyl  chloride  on  triphenylamidomethane,  crystallises 
in  colourless  needles,  melts  at  249°,  is  sparingly  soluble  in  water, 
readily  in  alcohol.  The  free  base  crystallises  in  prisms,  melts  at  110°, 
and  is  readily  soluble  in  alcohol  and  ether. 

Triphenylmethyl- aniline,  NHPh.CPh3,  is  prepared  by  the  action  of 
an  excess  of  aniline  on  a  solution  of  triphenylmethyl  bromide  in 
benzene.  It  crystallises  in  colourless  prisms,  melts  at  146°,  is  spa¬ 
ringly  soluble  in  alcohol,  soluble  in  ether,  very  readily  soluble  in  ben¬ 
zene.  The  salts  of  this  base  are  still  more  unstable  than  those  of 
triphenylamidomethane ;  in  most  cases  only  aniline  salts  could  be 
isolated . 

Nitrosotriphenylmethyl-aniline ,  obtained  by  the  action  of  excess  of 
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amyl  nitrite  on  an  ethereal  solution  of  the  amine,  crystallises  in 
nearly  colourless  concentrically  grouped  prisms.  By  very  careful 
heating,  it  can  be  melted  at  about  156° ;  but  if  heated  more  quickly  it 
explodes  at  150°.  It  is  but  little  soluble  in  benzene,  carbon  bisul¬ 
phide,  or  alcohol,  insoluble  in  ether.  When  its  benzene  solution  is 
mixed  with  platinum  chloride,  it  yields  diazobenzene  platinochloride 
and  triphenyl  carbinol.  By  the  action  of  zinc  chloride  on  a  solution  of 
the  nitroso-compound,  and  subsequent  treatment  with  potash,  a  base 
is  obtained  in  the  form  of  a  dark  blue  powder;  its  hydrochloride 
crystallises  in  needles  having  a  metallic  green  lustre,  and  the  platino¬ 
chloride  forms  a  reddish-black  powder. 

Nordhausen  sulphuric  acid  converts  triphenylmethyl-aniline  into  a 
sulphonic  acid ;  the  barium  salt,  NH(C6H4.S03).C(C6H4.S03)3Ba2, 
forms  a  white  crystalline  precipitate,  the  copper  salt, 

NC24H17(S03)4Cu2, 

a  moss-green  cauliflower-like  mass.  By  treatment  with  sodium 
nitrite  and  acetic  acid,  the  barium  salt  is  converted  into  barium  sul¬ 
phate,  and  a  crystalline  sodium  salt,  which  is  very  readily  soluble  in 
water,  and  explodes  on  heating. 

Trtphentlmethyl-toluid72stes.  By  0.  Wittich.  TripTienylmethyl- 
orthotoluidine ,  NH(C6H4Me).CPh3,  prepared  in  a  similar  manner  to 
the  aniline  compound,  forms  lustrous  prisms,  and  melts  at  142°. 

Triphenylmethyl-paratoluidine ,  NH(C6H4Me).CPh3,  forms  fine  crystals 
having  numerous  faces,  and  melts  at  177°.  Nitrosotriphenylmethyl-para - 
toluidine ,  N(CftH4Me)(CPh3)NO,  obtained  by  the  action  of  an  excess  of 
amyl  nitrate  on  an  ethereal  solution  of  the  base,  crystallises  in  large 
yellowish  prisms,  melts  at  145 — 148°,  but  does  not  explode  on  heating, 
and  is  sparingly  soluble  or  insoluble  in  the  ordinary  solvents.  Great 
difficulty  was  found  in  preparing  salts  of  the  triphenylmethyl- 
toluidines,  on  account  of  their  ready  decomposition  into  triphenyl 
carbinol  and  toluidine  salts.  A.  J.  G. 

Triphenylamidomethane.  By  W.  Hemilian  and  H.  Silberstein 
(Per.,  17,741 — 752;  comp.  Elbs,  Abstr.,  1883,1000;  and  this  voL, 
p.-  1031). — Triphenylamidomethane ,  NH2.CPh3,  prepared  by  the  action 
of  dry  ammonia  gas  on  a  solution  of  triphenylmethyl  bromide 
in  benzene,  crystallises  in  colourless  needles,  melts  at  103°,  and 
cannot  be  distilled  without  decomposition.  It  is  insoluble  in  water, 
moderately  soluble  in  cold  alcohol,  readily  soluble  in  carbon  bisul¬ 
phide,  chloroform,  benzene,  and  ether.  All  the  salts  crystallise  with 
wrater  of  crystallisation,  have  a  bitter  taste,  are  readily  soluble  in 
alcohol,  very  sparingly  soluble  in  water,  and  are  precipitated  by 
addition  of  water  to  the  alcoholic  solutions.  They  are  all  readily  de¬ 
composed  by  water  on  gentle  heating,  being  converted  into  ammonium 
salts  and  triphenyl  carbinol.  Alcoholic  solutions  of  the  salts  are  not 
decomposed  by  nitrous  acid  in  the  cold  ;  but  if  heated  with  potassium 
nitrite,  they  readily  yield  triphenyl  carbinol.  The  hydrochloride , 
NlT2-CPh3,IICl  4-  a?aq.,  crystallises  in  colourless  prisms ;  the  platino¬ 
chloride ,  (NH2.CPh3)2,H2PtCl6  -f  7^H20,  forms  golden-yellow  plates  ; 
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it  slowly  loses  its  water  of  crystallisation  over  sulphuric  acid,  com¬ 
pletely  at  110°  (comp.  Elbs,  loc.  cit .).  The  nitrate  forms  satiny-white 
plates,  and  explodes  when  heated  ;  the  sulphate  crystallises  from 
alcohol  in  nodules.  A  carbamide  derivative  could  not  be  obtained. 

Acetotriphenylmethijlamine,  NHAc.CPh3,  prepared  by  heating  tri- 
phenylamidomethane  very  gently  on  the  water-bath  with  acetic  chlo¬ 
ride  or  anhydride,  forms  slender  colourless  needles,  melts  at  207 — 
208°,  is  readily  soluble  in  ether  and  chloroform,  less  soluble  in  alcohol. 
At  100°,  acetic  chloride  decomposes-  triphenylamidomethane  into  tri¬ 
phenyl  carbinol,  &c.  Attempts  to  prepare  the  secondary  amine, 
NH(CPh3)2,  were  unsuccessful.  By  the  action  of  methyl  iodide  on 
triphenylamidomethane,  an  indistinctly  crystalline  white  mass  is  ob¬ 
tained,  from  which  alkalis  liberate  a  mixture  of  bases,  whose  separa¬ 
tion  could  not  be  effected. 

Methyl- triphenylmethyl- amme,  NHMe.CPh3r  prepared  by  the  action  of 
dry  methylamine  gas  on  a  hot  solution  of  triphenylmethyl  bromide 
in  benzene,  crystallises  in  aggregates  of  colourless  prisms,  melts  at 
73°,  very  readily  exhibits  superfusion,  is  soluble  in  alcohol,  benzene, 
and  light  petroleum,  insoluble  in  water.  The  hydrochloride  is  obtained 
as  a  white  crystalline  precipitate  on  saturating  a  solution  of  the  base 
in  benzene  with  hydrochloric  acid.  It  is  readily  soluble  in  alcohol, 
very  sparingly  soluble  in  water.  When  boiled  with  water,  it  is  de¬ 
composed  into  triphenyl  carbinol  and  methylammonium  chloride. 
The  platinocldoride ,  (NHMe.CPh3)2,H>PtCl*  -f  6H20,  crystallises  in 
yellow  prisms  ;  the  water  of  crystallisation  is  only  partly  expelled  by 
continued  heating  at  11CP. 

Dimethyl-triphenylmetliyl-amine ,  NMe2.CPh3,  prepared  by  the  action 
of  di methylamine  on  triphenylmethyl  bromide  dissolved  in  benzene, 
crystallises  in  aggregates  of  colourless  crystals  resembling  those  of 
ammonium  chloride  ;  it  melts  at  97°,  and  is  readily  soluble  in  the 
ordinary  solvents  with  the  exception  of  water.  The  hydrochloride  is 
obtained  as  a  white  crystalline  precipitate.  The  platinochloride , 
(NMe2.CPh3)2,H2PtCl6,  is  obtained  as  an  anhydrous  crystalline  yellow 
precipitate. 

Triphenylmethyl- aniline ,  NHPh.CPh3  (comp.  K.  Elbs.,  loc.  cit.), 
prepared  by  the  action  of  triphenylmethyl  bromide  on  aniline,  both  in 
solution  in  benzene,  crystallises  in  slender  colourless  prisms,  melts  at 
14P50,  is  very  sparingly  soluble  in  alcohol,  more  soluble  in  ether  and 
light  petroleum,  readily  soluble  in  carbon  bisulphide  and  chloroform. 
Concentrated  acids  decompose  it,  even  in  the  cold,  into  triphen^l 
carbinol  and  an  aniline  salt. 

Action  of  the  Halogens  on  Triphenylamidomethane . — With  this  sub¬ 
stance  and  its  methyl-derivatives,  iodine  and,  although  less  readily, 
bromine,  give  additive  products,  whilst  chlorine  causes  their  decom¬ 
position  into  tri phenyl  carbinol  and  ammonium  chloride. 

By  the  action  of  iodine  on  triphenylamidomethane,  both  in  solution 
in  carbon  bisulphide,  a  brown  liquid  is  formed,  from  which,  after 
standing,  well-formed  crystals  of  two  additive  compounds  are  de¬ 
posited,  and  can  be  separated  mechanically.  The  compound 

NH2(CPh3)I2 
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forms  large  transparent  dark-red  prisms,  sparingly  soluble  in  chloro¬ 
form,  more  readily  in  carbon  bisulphide,  nearly  insoluble  in  light 
petroleum,  very  readily  soluble  with  decomposition  in  alcohol.  By 
agitation  with  mercury  or  silver,  all  iodine  is  removed,  and  the  free 
base  obtained.  These  red  crystals  are  formed  exclusively  if  chloroform 
is  used  in  place  of  carbon  bisulphide  as  the  solvent.  The  other  com¬ 
pound,  (NH2.CPh3)2I5,  forms  black  opaque  prisms  of  copper-red 
metallic  lustre ;  it  loses  iodine  on  exposure  to  air.  It  is  readily 
soluble  in  warm  carbon  bisulphide,  insoluble  in  light  petroleum,  and 
is  decomposed  by  alcohol. 

Only  a  single  bromine-compound  was  obtained.  It  forms  dark 
yellow  to  red  crystals,  of  the  formula  NH2(CPh3)Br2,  sparingly  soluble 
in  carbon  bisulphide,  insoluble  in  light  petroleum  ;  it  is  decomposed 
by  heating  with  alcohol  or  benzene. 

The  iodine-compound  of  methyl-triphenylmethyl- amine  crystal¬ 
lises  in  bluish-black  needles  of  metallic  lustre.  It  has  the  formula 
(NHMe.CPh3)2l7.  The  iodine-compound  of  dimethyl-triphenylmethyl- 
amine  forms  very  small  greyish-black  needles.  It  was  too  unstable  to 
obtain  satisfactory  analytical  results.  Bromine-compounds  of  these 
methylated  bases  and  of  the  corresponding  phenylated  base  could  not 
be  obtained.  A.  J.  Gr. 

Chrysaniline.  By  R.  Anschutz  (Ber,,  17,  433 — 437). — Biacetyl 
chrysaniline ,  Ci9H13N3Ac2,  is  prepared  by  heating  a  mixture  of  crude 
chrysaniline  and  acetic  anhydride  at  140°  in  sealed  tubes.  The  crude 
product  is  poured  into  water,  and  the  resinous  precipitate  is  extracted 
with  boiling  water.  On  adding  hydrochloric  acid  to  this  solution,  the 
hydrochloride  is  deposited.  If  this  salt  is  dissolved  in  soda-lye  and 
the  solution  poured  into  water,  diacetylchrysaniline  is  precipitated  ; 
it  dissolves  in  alcohol,  forming  a  blue  fluorescent  solution,  but  it  is 
insoluble  in  water.  The  hydrochloride ,  Ci9Hl3N3Ac2,HCl,  is  obtained 
in  yellow  needle-shaped  crystals  when  hydrochloric  acid  is  added  to  a 
solution  of  the  base  in  acetic  acid.  It  is  soluble  in  hot  water,  and 
the  solution  dyes  wool  and  silk  yellow.  When  silver  nitrate  is  added 
to  a  solution  of  this  salt,  a  mixture  of  silver  chloride  and  diacetyl¬ 
chrysaniline  nitrate  is  precipitated,  from  which  the  latter  is  extracted 
by  boiling  water.  Pure  chrysaniline  is  best  prepared  by  boiling  the 
acetyl- derivative  with  hydrochloric  acid  for  several  hours.  The  liquid 
is  evaporated  to  dryness,  and  the  residue  dissolved  in  water.  The 
addition  of  nitric  acid  precipitates  the  nitrate,  from  which  the  chrys¬ 
aniline  is  liberated  by  precipitation  with  soda  :  by  recrystallisation 
from  dilute  alcohol,  it  may  be  obtained  in  prismatic  needles. 

Chrysaniline  is  oxidised  by  chromic  mixture  with  formation  of 
acridine,  of  a  base  which  melts  at  148°,  and  a  third  base  which  is  pro¬ 
bably  amidoacridine.  W.  C.  W. 

Tetraphenylethane.  By  R.  Anschutz  and  J.  Klein  ( Ber .,  17, 
1039 — 1041). — In  a  previous  communication  (this  vol.,  326),  it  has 
been  stated  by  Anschutz  that  tetraphenylethane  obtained  from 
unsymmetrical  tetrabromethane  or  from  /3-benzopinacoline  is  unsym- 
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metrical,  and  tliat  tetraphenyle thane  obtained  from  stilbene  bromide, 
which  should  be  symmetrical  from  its  formation,  is  identical  with  the 
unsymmetrical  form,  and  that  probably  an  intermolecular  change 
takes  place  in  the  stilbene  bromide.  It  had  also  been  found  that 
whilst  acetylidene  tetrabromide  and  benzene  in  presence  of  aluminium 
chloride  yielded  tetraphenylethane,  acetylene  tetrabromide  yielded 
anthracene,  and  on  this  ground  the  unsymmetrical  character  of  tetra¬ 
phenylethane  was  based.  Anschutz  and  Eltzbacher  have,  however, 
since  found  that  tetraphenylethane  is  also  obtained  from  acetylene 
tetrabromide  along  with  anthracene.  This  has  caused  the  authors 
to  doubt  the  correctness  of  the  constitutional  formula  of  tetraphenyl¬ 
ethane.  They  have  found  that  the  tetraphenylethanes  prepared  in 
eleven  different  ways  seem  to  be  always  identical,  as  shown  by  the 
measurements  of  the  crystalline  compound  formed  with  benzene. 
They  are  therefore  inclined  to  consider  that  tetraphenylethane  pre¬ 
pared  in  these  eleven  ways  is  symmetrical,  since  out  of  the  eleven 
only  two  methods  point  directly  to  the  formation  of  the  unsym¬ 
metrical.  Its  formation  by  the  reduction  of  tetraphenylethylene, 
CPh2  !  CPh2,  which  can  only  have  a  symmetrical  formula,  also  points 
to  the  likelihood  of  the  compound  being  symmetrical.  A.  B. 

/3-Ethylnaphthalene.  By  0.  Brunel  (Ber.,  17,  1179 — 1180). — 
/3-Ethylnaphthalene  can  be  prepared  by  adding  the  requisite  amount 
of  ethyl  bromide  in  successive  portions  to  /3-bromonaphthalene  and 
sodium,  and  heating  the  mixture  at  60°.  /3-Ethylnaphthalene  boils  at 
250°  and  solidifies  at  — 19°,  at  which  temperature  a-ethylnaphthalene 
remains  liquid.  The  picric  acid  compound  melts  at  69°.  /3-Ethyl- 
naphthalene  is  also  formed  by  treating  ethyl  bromide  and  naphthalene 
with  aluminium  chloride.  /3-Methylnaphthalene  could  not  be  pre¬ 
pared  by  either  of  these  methods.  W.  C.  W. 

Action  of  Ammonia  on  Nitroso-£-naphthol.  By  M.  Iltnski 
(Per.,  17,  391 — 393). — Nitroso-/3-naphthol  is  converted  into  nitroso- 
amidonajphthalene ,  Ci0H6(NO).NH2,  by  the  action  of  ammonia  at  100°. 
This  base  is  much  more  soluble  in  hot  solvents  than  in  cold,  and  it  is 
decomposed  by  alkalis  and  reconverted  into  nitroso-naphthol.  It 
crystallises  in  dark  green  prismatic  needles,  which  melt  at  151°. 
/3-nitroso-a-naphthol  behaves  in  a  similar  manner. 

The  nitroso-naphthols  are  decomposed  by  alcoholic  potash  at  100°, 
with  formation  of  amorphous  salts  and  evolution  of  ammonia. 

w.  c.  w. 

Dinitro-/3-naphthol.  By  C.  Graebe  and  A.  Drew  (Ber.,  17, 
1170 — 1172). — The  dinitronaphthol  which  Wichelhaus  and  Wallach 
obtained  by  nitrating  (3-naphthol,  can  be  more  easily  prepared  from 
/^-naphthylamine.  100  grams  of  strong  sulphuric  acid  diluted  with 
a  litre  of  water  are  added  to  a  solution  of  50  grams  of  /3-naphthyl- 
amine  in  a  litre  of  water  containing  35  c.c.  of  hydrochloric  acid 
(sp  gr.  1*19).  The  mixture  is  then  diluted  until  it  occupies  3  litres. 
A  solution  containing  25  grams  of  sodium  nitrite  is  next  added  to 
the  cold  liquid,  which  soon  loses  its  turbidity.  On  boiling  the  mixture 
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with  400  c.c.  of  nitric  acid  (sp.  gr.  1*35),  nitrogen  escapes  and  dinitro- 
naphthol  melting  at  194°  separates  out.  The  potassium  and  sodium 
salts  crystallise  in  yellow  needles  containing  2  mols.  H>0.  They 
dye  wool  yellow.  The  silver  salt,  Ci0H5(NO2).OAg,  is  sparingly 
soluble. 

On  oxidation  with  nitric  acid  or  potassium  permanganate,  dinitro- 
/3-naphthol  yields  /3-nitrophthalic  acid  (1:2:4).  The  ethylic  salt  of 
/3-dinitronaphthol  forms  pale-yellow  needle-shaped  crystals  melting  at 
138°,  soluble  in  alcohol.  It  is  converted  into  dinitro-£-naphthyl- 
amine  melting  at  238°,  by  treatment  with  ammonia  at  140°.  Dinitro- 
naphthalene  can  be  obtained  from  this  compound  by  adding  sodium 
nitrite  to  its  solution  in  dilute  sulphuric  acid.  The  dinitronaphthalene 
crystallises  in  pale-yellow  needles  which  melt  at  161*5°,  and  are 
soluble  in  alcohol.  W.  C.  W. 

Action  of  Ammonia  on  the  Ethers  of  Nitronaphthol.  By 

L.  Wittkampf  ( Ber .,  17,  393 — 395). — The  ethylic  salt  of  mononitro- 
S-naphthol,  which  is  prepared  by  the  action  of  nitric  acid  (sp.  gr. 
1*43)  on  ethyL/3-naphthol  dissolved  in  glacial  acetic  acid,  crystallises 
in  pale-yellow  needles  which  melt  at  104° ;  it  is  soluble  in  hot 
alcohol  or  hot  acetic  acid.  The  compound  is  decomposed  by  alcoholic 
ammonia  at  170°,  yielding  nitronaphthylamine  melting  at  127°,  appa¬ 
rently  identical  with  the  substance  Jacobson  (Ber.,  14,  1791)  obtained 
from  nitro-iS-acetonaphthalide.  W.  C.  W. 

Azo-colours.  By  G.  Schultz  (Ber.,  17,  461 — 462).—  /3-Naphthol- 
a-monosulphonic  acid  will  only  unite  with  diazo-xylene  to  form  xylene- 
azo-/l-naphtholsulphonic  acid  when  very  concentrated  solutions  are 
employed. 

A  red  colouring  matter  is  formed  by  the  action  of  tetrazodiphenyl 
(1  mol.)  on  an  alkaline  solution  (1  mol.)  of  $-naphtholdisulphonic  acid  ; 
it  yields  a  sodium  salt  insoluble  in  alcohol.  At  the  ordinary  tempera¬ 
ture,  a  similar  result  is  obtained  even  if  2  mols.  of  the  naphtholsul- 
phonic  are  used,  but  if  the  mixture  is  warmed  a  blue  substance  is 
produced  which  is  precipitated  on  the  addition  of  common  salt.  The 
blue  substance  is  soluble  in  water,  and  is  turned  red  by  alkalis.  On 
adding  acids  to  the  alkaline  solution,  a  purple  precipitate  is  thrown 
down  which  turns  blue  when  heated.  W.  C.  W. 

Azo-colours.  By  R.  Nietzkt  (Ber.,  17,  1350 — 1352). — The  author 
a  short  time  ago  (this  vol.,  p.  1016)  described  a  blue  colouring  matter 
obtained  by  the  action  of  an  alkaline  solution  of  /3-dinaphtholdi- 
sulphonic  acid  on  the  diazo-eompound  of  his  red  azo-colouring  matter, 
^H2.C6H4.N2.Oi0H4(SO3H)2.OH,  and  ascribed  to  it  the  formula 
C6H4[N2.C10H4(SO3H)2.OH]2.  Liebermann  and  v.  Kostanecki  (Ber., 
17,  878)  dispute  the  existence  of  this  compound,  contending  that  it  is 
formed  if  alkali  alone  be  added  to  the  diazotised  red  azo-colouring 
matter  without  any  addition  of  |8-naphtholdisulphonic  acid.  The 
author  now  shows  that  the  blue  coloration  alluded  to  by  Liebermann 
and  Kostanecki  is  only  of  an  evanescent  character,  and  that  no  blue 
colouring  matter  can  be  obtained  from  it ;  but  that  after  the  action  of 
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naphtholdisulphonio  acid  the  blue  colouring*  matter  described  by  him 
may  be  easily  isolated.  He  further  disproves  Liebermann  and  Kos- 
tanecki’s  theory  by  substituting  resorcinol  and  phenol  for  the  naph- 
tholdisulphonic  acid.  With  resorcinol  a  reddish- violet,  with  phenol  a 
magenta-red  colouring  matter  is  obtained;  whereas  if  Liebermann 
and  Kostanecki’s  view  were  correct,  the  same  blue  coloration  must 
have  been  obtained  in  all  cases.  This  blue  colouring  matter,  in  an 
acid  bath,  dyes  wool  and  silk  indigo-blue,  but  the  colour  is  not  per¬ 
manent  when  exposed  to  the  light.  L.  T.  T. 


Bromine  Derivatives  from  Amidonaphthaquinonimide.  I. 

By  E.  Kronfeld  (Her.,  17,  715 — 721). — By  the  action  of  bromine  on 
amidonaphthaquinonimide,  a  mixture  of  substances  is  obtained  from 
which  the  two  principal  products  have  been  isolated  and  separated 
by  means  of  the  difference  of  their  solubilities  in  chloroform.  These 
stand,  however,  in  no  simple  relation  to  the  parent  substance. 

The  substance  insoluble  in  chloroform  has  the  formula  CioH6Br3N03, 
crystallises  from  alcohol  incompact  lustrous  crystals,  from  hot  toluene 
in  slender  white  lustrous  needles ;  it  melts  at  213°,  but  at  209°  the 
odour  of  bromine  is  marked.  It  has  acid  properties  ;  when  heated 
with  water  at  100°,  it  readily  decomposes  into  phthalimide  and  bromo- 
form,  and  at  higher  temperatures  yields  bromoform,  phthalic  acid, 
ammonia,  and  hvdrobromic  acid  ;  the  formation  of  formic  acid  was 
suspected  but  not  proved.  Alkalis  in  the  cold  decompose  it  into 
bromoform  and  phthalimide.  It  may  be  represented  by  the  constitu- 


CO  CBr 

tional  formula  C6H4<^q^j_^  COOH*  ^  Seating  the  tribromide 

for  some  time  at  the  melting  point,  or  better,  by  heating  it  with  sul¬ 
phuric  acid  at  140°,  a  substance  is  obtained  crystallising  in  long  slender 
pale-yellow  needles  of  the  formula  OigH^BrjNoO-;,  and  melting  at  237°, 
soluble  in  glacial  acetic  acid  and  hot  alcohol,  insoluble  in  water. 

The  substance  soluble  in  chloroform  crystallises  in  white  plates, 
melts  at  173°,  is  readily  soluble  in  benzene  and  chloroform,  and  has 
the  formula  C9H4Br202.  A.  J.  G. 


Hydroxynaphthaquinonimide  (Oximidonaphthol)  and  Ami¬ 
donaphthaquinonimide  (Diimidonaphthol).  By  E.  Kronfeld 
( Der .,  17,  713 — 714). — Of  the  two  formulae, 


°  ,NH 

NH2.C10H5<  |  and  OH.Ci0H5/  |  , 

xO  xO 


proposed  for  oximidouaphthol,  the  author  considers  the  second  to  best 
agree  with  the  similarity  of  its  behaviour  to  that  of  /2-naphthaqui- 
nonanilide,  OH.Ci0H5(KPh)O.  On  adding  an  equivalent  quantity 
of  sodium  ethylate  to  an  alcoholic  solution  of  oximidonaphthol,  the 
sodium  salt  separates  in  yellow  needles.  An  aqueous  solution  of  this 
salt  gives  red  indistinctly  crystalline  precipitates  with  calcium  and 
barium  chlorides,  and  with  silver  nitrate  a  voluminous  dark-red  pre¬ 
cipitate  of  the  silver  salt,  OAg.C10H5(NH)O.  Neither  an  ethyl  nor 
an  acetyl  derivative  could  be  obtained.  On  boiling  the  calcium  or 
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barium  salts  with  water,  ammonia  and  hydroxynaphthaquinone  are 
formed. 

When  amidonaphthaquinonimide  is  heated  in  glacial  acetic  acid 
solution  with  toluidine,  it  is  converted  into  the  compound 

C10H5O(NC7H7).NHC7H7. 

This  forms  red  crystals,  melts  at  178°,  is  readily  soluble  in  benzene 
and  toluene,  insoluble  in  ether.  It  readily  yields  salts  which  closely 
resemble  those  of  the  corresponding  aniline -derivative. 

A.  J.  G. 

Action  of  Aniline  and  Toluidine  on  Nitro./3-naphthaquinone. 

By  F.  Brauns  (Ber.,  17,  1133 — 1136)  .  — Nitro -f3-n  aphthaquinon  anilide , 
N02.CioH4(OH)(NPh)0,  is  deposited  as  a  reddish-green  crystalline 
mass  when  1  part  of  aniline  is  added  to  a  solution  of  1  part  of  nitro- 
/3-naphthaquinone  in  10  of  hot  alcohol.  The  mother-liquor  deposits 
yellow  crystals  of  the  composition  CielLrN^Ch.  Large  quantities  of 
this  substance  are  formed  when  an  excess  of  aniline  is  used  and  the 
mixture  boiled. 

Nitro naphthaquinonanilide,  melting  at  247°,  can  be  recrystallised 
from  acetic  anhydride.  It  acts  as  a  strong  acid,  forming  insoluble 
salts  of  calcium,  barium,  mercury,  copper,  and  silver.  It  dissolves  in 
solutions  of  alkalis  and  alkaline  carbonates.  The  yellow  aniline  com¬ 
pound  crystallises  in  needles  melting  at  186°,  soluble  in  alcohol, 
benzene,  and  potash,  but  not  in  ammonia.  It  is  also  formed  by  the 
action  of  aniline  on  the  red  anilide  suspended  in  benzene. 

The  bromine-derivative  produced  by  treating  nitro-/3-naphthaqui- 
none  with  parabromaniline  forms  red  crystals  which  melt  at  246°.  By 
boiling  with  alcohol  and  aniline,  it  is  converted  into  the  yellow 
bromine-free  compound  melting  at  186°. 

Ortho-  and  para-toluidine  also  act  on  nitro-/3-naphthaquinone, 
yielding  a  red  orthotoluidine-derivative  melting  at  240°,  and  a  yellow 
substance  melting  at  144°,  whilst  the  corresponding  para-compounds 
melt  at  241°  and  222°  respectively.  Aniline  converts  the  nitro-^3- 
naphtha-quinotoluidines  into  toluides.  The  orthotoluide  melts  at  154° 
and  the  paratoluide  at  155°.  W.  C.  W. 

Laubenheimer’s  Reaction.  By  E.  Odernhetmer  (Ber.,  17, 1338 
— 1341). — V.  Meyer  showed  (Abstr.,  1883,  1092)  that  Laubenheimer’s 
colour  reaction  for  phenanthraquinone  (Ber.,  8,  224)  was  due  to  the 
presence  of  thiotolene  (methylthiophene)  in  the  coal-tar  tol  nene  used. 
The  author  has  now  investigated  the  colouring  matter  formed.  1  gram 
phenanthraquinone  is  dissolved  in  160  grams  glacial  acetic  acid, 
3*5  grams  of  a  toluene  containing  15  per  cent,  of  thiotolene  (methyl¬ 
thiophene)  is  added,  and  70  c.c.  strong  sulphuric  acid  poured  in, 
the  whole  being  well  cooled.  The  product  is  allowed  to  stand  some 
time  and  then  poured  into  cold  water,  when  an  indigo-blue  floeculent 
precipitate  is  formed  ;  this  dissolves  in  ether  without  leaving  a  residue, 
and  may  be  purified  by  solution  in  ether  and  reprecipitation  by  light 
petroleum.  The  author  believes  its  formula  to  be  Ci9H12OS  and  the 
reaction  representing  its  formation  : — 

CuH802  +  C6H6S  =  C19H12OS  +  H20. 
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Sulphur  determinations  agree  with,  the  above  formula,  but  the 
carbon  has  up  to  the  present  always  come  out  1 — 2  per  cent,  too  low  ; 
the  substance  is  extremely  difficult  to  burn  completely.  The  colouring 
matter  is  a  deep-blue  powder,  having  a  coppery  lustre  when  com¬ 
pressed.  It  is  soluble  to  a  violet-blue  solution  in  alcohol,  benzene, 
carbon  bisulphide,  &e.,  insoluble  in  water.  It  is  very  indifferent  to 
most  reagents.  Fuming  nitric  acid  dissolves  it,  and  water  gives  a 
flocculent  brown  precipitate  with  this  solution.  When  it  is  mixed  with 
powdered  lead  chromate  and  heated  gradually  in  a  combustion-tube 
to  a  dull  red  heat,  anthraquinone  distils  over.  The  methyl-group 
appears  to  take  part  in  this  reaction,  as  the  green  colouring  matter 
obtained  by  V.  Meyer  ( Ber .,  16,  2972)  from  thiophene  and  phenanthra- 
quinone  yielded  no  anthraquinone  under  similar  treatment.  Both 
bodies  yielded  phenanthrene  when  distilled  with  zinc-dust. 

Furfuraldehyde  yields  similar  but  less  stable  compounds  with 
thiophene  and  methylthiophene ;  that  formed  with  the  latter  body  is 
ultramarine-blue  in  colour.  L.  T.  T. 

Replacement  of  Ketonic  Chlorine-atoms  by  Hydrogen.  By 

B.  Lachowicz  (Ber.,  17,  1161 — 1165). —  Dichlorophenanthrone  is  con¬ 
verted  into  monochlorophenan throne  by  reduction  with  acetic  acid 
and  finely  divided  iron  at  100°.  At  a  temperature  of  110°,  the  product 
of  the  reaction  is  phenanthrone.  Under  similar  treatment,  dichloro- 
benzil  yields  benzoin  chloride,  CuHuOCl,  and  deoxybenzoin.  At 
temperatures  above  90°,  tolane  tetrachloride  is  reduced  by  iron  powder 
and  acetic  acid  to  a  mixture  of  a  and  fi  tolane  dichlorides. 

w.  c.  w. 

A  New  Synthesis  of  Anthraquinone.  By  W.  Panaotovits  (Ber., 
17,  312 — 314). — The  author  has  obtained  anthraquinone  by  the  dry 
distillation  of  calcium  phthalate.  The  action  takes  place  according 
to  the  equation — 

2C6H4(COO)2Ca  =  CuHb02  +  2CaC03, 

and  lends  support  to  the  di-ketone  formula  for  anthraquinone.  The 
author  is  now  endeavouring  to  obtain  quinone  by  the  di'y  distillation 
of  calcium  fumarate.  L.  T.  T. 

Chlorinated  Anthraquinones.  Anthracene  from  Tetra- 
chlorophthalic  Acid.  By  G.  Kircher  ( Ber .,  17,  1167 — 1170). — 
When  tetrachlorobenzobenzoic  acid  is  treated  with  a  mixture  of 
equal  parts  of  strong  and  fuming  sulphuric  acid  at  100°,  tetrachlor- 
anthraquinone  and  the  disulphonic  acid  are  formed.  The  product  is 
exposed  to  the  air  in  a  flat  basin  to  allow  it  to  attract  moisture,  and 
the  disulphonic  acid  is  afterwards  removed  by  washing  with  water. 
The  residual  tetrachloranthraquinone,  C6C14 !  (CO)2  !  C6H4,  is  soluble  in 
chloroform,  benzene,  and  carbon  bisulphide.  It  is  precipitated  from 
these  solutions  by  alcohol.  It  crystallises  in  yellow-coloured  needles, 
melting  at  191°.  Fuming  nitric  acid  at  140°  converts  the  chlor- 
anthraquinone  into  a  mixture  of  tetrachlorophthalic  acid  and  a  nitro- 
product  crystallising  in  needles  which  melt  at  230°. 

Tetrachlor  anthracene  is  formed  by  the  action  of  hydriodic  acid  and 
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amorphous  phosphorus  on  tetrachlorobenzobenzoic  acid  at  200°.  It 
is  deposited  in  white  needles  melting  at  148°,  when  alcohol  is  added 
to  the  solution  in  chloroform  or  benzene.  On  oxidation  with  chromic 
acid,  tetrachloranthracene  yields  a  tetrachloranthraquinone  which 
melts  at  191°.  Tetrachloranthracene  is  converted  into  dicliloranthra- 
cene  by  the  action  of  zinc-dust  and  ammonia.  The  dichloro-com- 
pound,  melting  at  255°,  by  oxidation  yields  dichloranthraquinone, 
melting  at  261°. 

Octochloranthraquinone,  described  by  Panaotovits  (this  vol.,  p. 
1039)  is  formed  in  small  quantity  in  the  dry  distillation  of  calcium 
tetrachlorophthalate.  W.  C.  W. 

Oxidation  of  Purpurin.  By  C.  Dralle  ( Ber .,  17,  376). — 
Schunck  and  Roemer  (Ber.,  10,  175)  pointed  out  that  an  alkaline 
solution  of  purpurin  is  bleached  by  exposure  to  light.  By  extract¬ 
ing  the  colourless  solution  with  ether,  the  author  has  detected  the 
presence  of  phthalic  acid.  This  acid  is  also  formed  when  an  alkaline 
solution  of  purpurin  or  quinazarin  is  oxidised  by  potassium  ferri- 
cyanide.  Alizarin,  on  oxidation,  does  not  yield  any  crystalline  com¬ 
pound  soluble  in  ether.  W.  C.  W. 


a-Nitroanthraquinonesulphonic  Acid  and  its  Derivatives. 

By  A.  Claus  (Ber.,  17,  1276 — 1279). — In  reply  to  Lifschiitz  (Ber., 
17,  899)  the  author  maintains  the  correctness  of  his  previous  results, 
and  accuses  Lifschiitz  of  piracy. 

Strumper  has  now  prepared  the  hydroxy-acid  of  a-amidoanthra- 
quinonesulphonic  acid,  and  is  investigating  its  derivatives.  On  fusing 
it  with  potash,  it  yields  alizarin  just  as  the  nitro-derivative  does. 


L.  T.  T. 


Reply.  By  C.  Liebermann  (Ber.,  17,  1279 — 1280). — The  author 
justifies  his  having  set  his  students  to  work  on  this  subject  on  the 
ground — 1,  of  having  worked  on  it  previous  to  Claus’  reservation, 
and,  2,  that  several  of  the  results  obtained  by  Claus  and  his  students 
are  incorrect.  He  still  doubts  the  existence  of  Claus’  etheric  sulpho- 
acids,  and  the  formation  of  alizarin  by  the  fusion  of  the  nitro-acid 
with  potash.  L.  T.  T. 


Retene.  By  E.  Bamberger  (Ber.,  17,  453 — 456). — After  referring 
to  the  researches  of  Wahlforss  (Zeitsch.  f.  Chem.,  1869,  74)  and 
Ekstrand  (Annalen,  185  ,  75)  on  retene  and  dioxyretistene,  the  author 
points  out  that  the  latter  body  (which  he  prefers  to  call  retistene- 

co 


quinone )  has  the  composition  CuH^ 


/ 

\ 


and  forms  a  series  of  com- 


CO 


pounds  analogous  to  those  of  phenanthraquinone.  Retistene-quinone 
dissolves  in  hot  aqueous  solutions  of  the  alkalis,  taking  up  water  and 
yielding  a  salt  of  retistene-gly  collie  acid,  Ci4Hu  !  C(OH).COOH.  On 
oxidation,  the  acid  is  converted  into  retistene-ketone ,  C^Hn!  CO,  which 
yields  retistene-jluorene  alcohol,  CuHu !  CH.OH,  on  treatment  with 
zinc  and  hydrochloric  acid. 

Retistene-quinone  may  easily  be  recognised  by  the  blood-red  colora- 
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iion  which  is  produced  when  a  small  quantity  of  alcoholic  potash  is 
added  to  an  alcoholic  solution  of  the  quinone.  The  colour  disappears 
if  the  mixture  is  shaken  with  air,  but  reappears  again  on  warming,  in 
absence  of  air.  W.  C.  W. 

Dioxyretistene.  By  A.  G.  Ekstrand  ( Ber .,  17,  692 — 697). — 
Dioxyretistene  has  the  formula  C32H28O4  or  C3oH2604,  the  latter,  per¬ 
haps,  being  the  more  probable.  By  distillation  with  10  times  its 
weight  of  dry  barium  hydroxide,  dioxyretistene  yields  a  mix¬ 
ture  of  oil  and  crystals.  The  crystalline  substance,  C3oH2G02,  after 
purification,  is  obtained  in  broad  yellow  needles,  melts  at  90 — 91°,  is 
readily  soluble  in  ether,  alcohol,  glacial  acetic  acid,  benzene,  and  light 
petroleum,  yields  about  half  its  weight  of  retene  when  distilled  with 
zinc- dust,  does  not  unite  with  hydrogen  sodium  sulphite,  and  does  not 
appear  to  be  attacked  by  boiling  alcoholic  potash.  On  oxidation  with 
chromic  acid  in  glacial  acetic  acid  solution,  it  yields  a  substance  of 
the  formula  C30H22O4,  crystallising  in  long  yellow  needles,  melting  at 
151 — 152°,  and  insoluble  in  alkalis.  Heated  with  zinc,  this  product 
gives  a  substance  crystallising  in  small  white  plates,  and  melting  at 
65 — 66°,  but  the  quantity  was  too  small  for  further  investigation. 

By  the  action  of  sodium  amalgam  011  an  alcoholic  solution  of  the 
substance  C30H26O2,  a  substance  of  the  formula  C3nH3202  is  obtained 
(yield  95  per  cent,  of  theoretical).  This  crystallises  in  interlaced 
white  needles,  melts  at  134°,  and  by  heating  wdth  acetic  anhydride, 
yields  an  acetyl  compound,  crystallising  in  white  needles,  melting  at 
70°,  and  giving  numbers  on  analysis  best  agreeing  with  the  formula 
C3oH2,(03Lc)2.C3nH28OAc.OH.  By  oxidation  with  chromic  acid  or 
solution  in  alcoholic  potash,  the  compound  C3oH2602  is  again  formed. 
It  yields  retene  when  heated  with  zinc-dust. 

From  the  oil  obtained  by  distilling  dioxyretistene  with  baryta, 
there  were  isolated,  retene,  the  compound  C3oH2602  and  a  hydro¬ 
carbon  (or  mixture  of  hydrocarbons)  C27H30,  distilling  between  290 — 
310°  without  showing  a  constant  boiling  point. 

Dioxyretistene,  when  heated  with  acetic  anhydride  in  sealed  tubes 
for  24  hours  at  170°,  is  converted  into  a  mixture  of  two  substances: 
tetracetyldioxyretistene,  C32H22(OXc)4,  crystallising  in  large,  hard,  green 
rhombic  needles,  and  an  anhydride  of  dioxyretistene,  (C32H2503)20, 
crystallising  in  needles  having  a  red  metallic  lustre.  Both  compounds 
are  sparingly  soluble  in  glacial  acetic  acid,  benzene,  and  xylene. 

A.  J.  Gr. 

Isomeric  Chloronitro-camphors.  By  P.  Cazeneuve  ( Compt . 
rend.,  98,  306 — 307). — When  monochlorocamphor  is  treated  with 
four  times  its  weight  of  nitric  acid,  it  yields  a  chloronitro-camphor, 
C10HuCl(NOa)O,  which  after  purification  by  crystallisation  from  alcohol, 
melts  at  95°,  and  has  a  specific  rotatory  power  [a]y  =  —  6‘2°  (Abstr., 
1883,  667).  If  the  alcoholic  mother-liquors  from  this  are  strongly 
cooled,  they  become  semi  solid  from  the  deposition  of  crystals  of  an 
isomeric  chloronitro-camphor,  which  maybe  purified  by  repeated  crys¬ 
tallisation  from  alcoholic  ammonia.  It  is  indistinctly  crystalline, 
melts  at  83°,  and  has  a  specific  rotatory  power  [a]j  =  +  17°,  butother- 
wise  closely  resembles  its  isomeride,  except  that  it  is  soft  and  plastic, 
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and  is  very  soluble  in  cold  alcobol.  With  reducing  agents,  it  gives 
nitro-camphor,  like  its  isoraeride.  C.  E.  G. 

Asarone.  By  B.  Rizza  and  A.  Butlerow  ( Ber .,  17,  1159 — 1160). 
— Pure  asarone  crystallises  in  needles  or  plates  soluble  in  alcohol, 
ether,  carbon  tetrachloride,  acetic  acid,  and  in  hot  water.  It  melts  at 
59°,  and  boils  at  296°.  Its  sp.  gr.  at  18°  is  P165.  Asarone  unites 
with  2  atoms  of  bromine  to  form  the  addition-product  C12H16Br303. 

The  authors  state  that  Grager’s  asarite  does  not  exist. 

w.  c.  w. 

Daphnetin.  By  W.  Will  and  0.  Jung  (Ber.,  17,  1081 — 1091). — 
This  investigation  was  undertaken  for  the  purpose  of  determining 
the  constitutional  formula  of  daphnetin.  Stiinkel  (Ber.,  12,  109) 
has  already  shown  that  it  is  probably  a  dibydroxycoumarin,  and  with 
a  view  to  prove  this  and  show  it  to  be  isomeric  with  aesculetin,  the 
authors  prepared  its  ethyl-derivatives  and  the  products  resulting  from 
them  on  oxidation.  By  these  means,  they  show  that  daphnetin  stands 
in  the  same  relation  to  pyrogallol  as  coumarin  does  to  phenol,  and  as 
umbel! if e rone  to  resorcinol,  and  that  aesculetin  may  possibly  stand  in 
a  similar  relation  to  phloroglncol.  The  results  have  been  con¬ 
firmed  by  v.  Pechmann  (Ber.,  17,  929)  by  his  synthetical  formation 
of  daphnetin  by  the  action  of  malic  acid  on  pyrogallol. 

Ethyl-derivatives  of  Daphnetin. — These  are  formed  by  boiling  an 
alcoholic  solution  of  daphnetin  with  ethyl  iodide  and  caustic  potash. 
On  evaporating  the  liquid  with  water,  an  oil  separates  out,  which  can 
be  extracted  with  ether.  Monethyldaphnetin,  C9H503.0Et,  is  found  in 
the  aqueous  solution,  and  when  crystallised  from  dilute  alcohol,  forms 
colourless  plates,  melting  at  155°,  and  soluble  in  alcohol,  benzene,  and 
ether.  Diethyldaphnetin,  C6H402(0Et)2,  is  obtained  from  the  ethereal 
extract.  It  crystallises  from  alcohol  in  needles  melting  at  72°,  is 
soluble  in  alcohol,  ether,  and  benzene,  but  insoluble  in  water.  Dilute 
aqueous  soda  solution  dissolves  it  only  when  heated,  and  from  this 
solution  acids  reprecipitate  it — a  property  in  which  it  resembles 
coumarin.  Monohromodiethyldaphnetin ,  Ci3H1304Br,  is  obtained  from 
diethyldaphnetin  by  the  action  of  bromine  in  bisulphide  of  carbon 
solution,  and  forms  colourless  crystals  melting  at  115°,  and  soluble  in 
hot  alcohol,  in  ether,  and  in  benzene.  It  is  insoluble  in  cold  dilute 
soda  solution,  but  on  boiling  it  with  alcoholic  potash,  hydrobromic 
acid  is  eliminated,  and,  on  acidifying  the  solution,  a  new  acid,  diethyl- 
daphnetilic  acid,  crystallises  out.  Diethyldaphnetilic  acid,  Ci3Hu05, 
forms  fine  asbestos-like  crystals  melting  at  154°.  Like  coumarilic 
acid  and  the  analogous  compound  of  umbellifeione  and  aesculetin, 
when  treated  with  sodium  amalgam,  it  takes  up  two  atoms  of  hydrogen 
and  forms  a  hydrodaphnetilic  acid. 

By  evaporating  a  solution  of  diethyldaphnetin  in  caustic  soda  to 
dryness,  a  yellow  crystalline  mass  is  obtained,  which  is  probably  the 
sodium  salt  of  diethyloxycoumaric  acid.  On  heating  this  salt  with 
ethyl  iodide  and  alcohol  in  a  sealed  tube,  a  neutral  oil  was  extracted 
from  the  aqueous  solution,  which  was  found  to  consist  of  a  mixture  of 
unaltered  diethyldaphnetin  and  ethylic  triethyldaphnetate.  As  it 
was  found  difficult  to  obtain  the  ether  pure,  it  was  converted  into  the 
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potassium  salt,  and  from  the  latter  the  free  acid  was  obtained,  and 
purified  from  diethyldaphnetin  by  crystallisation  from  alcohol. 
Triethyldaphnetic  acid ,  C15H20O6,  is  a  white  crystalline  substance, 
melting  at  193°,  and  soluble  in  hot  alcohol,  ether,  and  benzene,  but 
insoluble  in  water  and  carbon  bisulphide.  It  is  formed  in  the  same 
way  as  is  triethylaesculetic  acid,  and,  like  the  latter  on  treatment 
with  sodium  amalgam,  readily  takes  up  two  atoms  of  hydrogen  to 
form  hydrotriethyldaphnetic  acid  or  triethyloxyphenylpropionic  acid 
(m.  p.  85°). 

On  oxidising  triethyldaphnetic  acid  with  potassium  permanganate, 
the  authors  obtained  a  substance  melting  at  70°,  and  giving  the  reac¬ 
tions  of  an  aldehyde  (triethoxy benzaldehyde),  and  also  by  further 
oxidation  triethyoxybenzoic  acid,  C13H18O5.  This  acid  is  insoluble  in 
water,  soluble  in  alcohol,  ether,  and  benzene,  and  melts  at  100*5°. 
On  heating  the  silver  salt  in  a  current  of  carbonic  acid,  a  distillate 
was  obtained,  which  quickly  solidified,  and  on  purification  was  found 
to  be  a  white  crystalline  compound  body,  melting  at  39°,  and  by  analysis 
and  properties  identical  with  triethylpyrogallol,  Ci2Hi803. 

A.  B. 

Hsematoxylin  and  Brazilin.  By  C.  Dralle  ( Ber .,  17,  372— 
378). — JScematoxylin . — No  definite  products  could  be  obtained  by  the 
action  of  hydrochloric,  hydrobromic,  or  hydriodic  acids,  or  of  chlorine, 
methyl  iodide,  or  nitrous  acid  on  hsematoxylin.  Dibromheematoxylin, 
Ci6H12Br206,  is  formed  by  the  action  of  bromine  on  a  solution  of 
hsematoxylin  in  hot  acetic  acid.  It  is  a  crystalline  substance,  soluble 
in  water  and  in  dilute  alkalis,  without  decomposition.  It  is  decomposed 
at  120°.  The  acetic  derivative  of  hsematoxylin  is  also  attacked  by 
bromine,  yielding  a  crystalline  compound  of  the  composition 

Ci6H5Br406Ac5. 

Brazilin  appears  to  yield  a  methyl-derivative,  which  has  not  yet 
been  isolated.  Negative  results  only  were  obtained  by  acting  on 
brazilin  with  chlorine,  bromine,  hydrochloric,  hydrobromic,  and  sul¬ 
phuric  acids.  W.  C.  W. 

Hsematoxylin  and  Brazilin.  By  K.  Buchka  (Ber.,  17,  683 — 
685). — Dralle  has  recently  prepared  dibromheematoxylin  and  tetra- 
bromopentacetylhsematoxylin,  but  states  that  he  could  not  obtain 
crystalline  compounds  by  the  action  of  bromine  on  brazilin  or  acetyl- 
brazilin  (preceding  Abstract). 

Monobromacetylhcematoxylin ,  Ci6H8Br06Ac5,  prepared  by  adding 
bromine  dissolved  in  glacial  acetic  acid,  drop  by  drop,  to  a  cold  solu¬ 
tion  of  acetylhsematoxylin  in  glacial  acetic  acid,  allowing  to  stand  for 
some  hours,  precipitating  with  aqueous  sulphurous  acid,  and  crystal¬ 
lising  from  alcohol,  forms  slender  colourless  needles  ;  it  melts  at  210°, 
and  is  soluble  in  chloroform,  glacial  acetic  acid,  and  benzene.  By 
heating  with  alkalis,  it  is  converted  into  brorahsematoxylin.  By  the 
action  of  bromine  on  a  boiling  solution  of  heematoxylin  in  glacial 
acetic  acid,  a  dark  red  crystalline  substance  is  obtained  ;  it  is  now 
under  investigation. 

Monohromacetylbrazilin ,  Ci6H9Br05Ac4,  prepared  in  a  manner  similar 
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to  tliat  above  described  for  the  corresponding  haamatoxylin  compound, 
crystallises  in  slender  silky  needles  ;  it  melts  at  203 — 204°,  is  converted 
into  bromobrazilin  by  aqueous  potash,  and  on  treatment  with  bromine 
at  100°  is  converted  into  a  red  crystalline  substance,  which  will  be 
further  examined.  A.  J.  G. 

Action  of  Acetic  Anhydride  and  Benzoic  Anhydride  on 
Pyrroline.  By  G.  L.  Ciamician  and  M.  Dennstedt  ( Ber .,  17,  432 — 
433). — In  a  previous  communication,  the  authors  pointed  out  that 
two  isomeric  compounds  are  formed  by  the  action  of  acetic  anhydride 
on  pyrroline.  Pseudacetopyrroline  contains  one  atom  of  hydrogen 
replaceable  by  silver.  By  boiling  a  methyl  alcohol  solution  of  pseud¬ 
acetopyrroline  with  hydroxylamine  hydrochloride  and  sodium  car¬ 
bonate,  a  substance  is  obtained  which  melts  at  145°,  and  has  the 
constitution  HOIST  !  CMe.C4H3  !  NH.  This  shows  that  the  formula 
for  pseudacetopyrroline  is  CH3.CO.C4H3  i  NH.  Acetic  anhydride 
at  250°  converts  pseudacetopyrroline  into  a  compound,  C4H2Ac2NH, 
which  contains  one  atom  of  hydrogen  replaceable  by  silver.  This 
body  melts  at  161°. 

Benzoic  anhydride  resembles  acetic  anhydride  in  its  action  on  pyrro¬ 
line.  It  yields  two  compounds,  one  liquid,  the  other  crystalline, 
melting  at  7 5°.  The  latter  forms  a  silver  compound.  The  constitu¬ 
tion  of  the  solid  isomeride  is  represented  by  the  formula 

c6h5.co.c4h3  :  NH.  w.  c.  w. 

a-Carbopyrrolic  Acid.  By  G.  L.  Ciamician  and  P.  Silber  (Ber.,  17, 
1150 — 1158). — a-Carbopyrrolic  acid  can  be  prepared  by  heating  pyrro¬ 
line  with  water  and  ammonium  carbonate  in  sealed  tubes  at  140°. 
The  product  is  gently  evaporated  to  expel  ammonium  carbonate  and 
pyrroline,  and  when  cold  is  acidified  with  dilute  sulphuric  acid  and 
extracted  with  ether.  The  acid  is  purified  by  recrystallisation  from 
alcohol.  If  the  temperature  rises  above  140°  in  the  preparation  of  the 
acid,  a  small  quantity  of  a  second  acid,  probably  /1-carbopyrrolic  acid,  is 
also  formed.  The  calcium  salt  of  the  a-acid,  Ca(CioH8N204)2,  forms 
white  scales.  The  silver  salt  is  sparingly  soluble.  The  methyl  salt, 
C5H4MeN02,  crystallises  in  needles  or  prisms,  melting  at  7 3°,  and 
soluble  in  ether  and  alcohol.  The  ethyl  salt  melts  at  39°,  and  boils  at 
231°.  It  dissolves  freely  in  alcohol,  ether,  and  benzene.  Methjl 
tribromocarbopyrrolate  is  formed  when  bromine  vapour  is  passed  into 
a  hot  aqueous  solution  of  methyl  a-carbopyrrolate.  It  forms  crystal¬ 
line  needles,  melting  at  210°,  and  soluble  in  ether  and  hot  alcohol. 
On  saponification,  it  yields  tribrom-a-carbopyrrolic  acid;  this  is  depo¬ 
sited  from  a  hot  aqueous  solution  in  needles  which  are  freely  soluble 
in  ether,  alcohol,  and  acetone.  The  acid  begins  to  decompose  at 

i4o°. 

A  crystalline  compound,  probably  NH  *.  C4H3.COO.COMe,  is 
obtained  by  the  action  of  acetic  chloride  on  silver  carbopyrrolate  sus¬ 
pended  in  light  petroleum.  It  is  decomposed  by  water  into  acetic 
and  carbopyrrolic  acids.  It  melts  at  75°,  and  at  a  higher  temperature 
splits  up  into  acetic  acid  and  pyrocoll. 
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The  methyl  salt  of  pseudacetyl-oL-carbopyrrolic  acid , 

COMe.C4H2(COOMe)NH5 

is  formed  when  methyl  carbo  pyrrol  ate  is  heated  in  sealed  tubes  at 
250°,  with  acetic  anhydride.  It  is  deposited  from  a  hot  aqueous  solu¬ 
tion  in  glistening  needles,  melting  at  113°,  soluble  in  alcohol  and 
ether.  It  contains  one  atom  of  hydrogen  replaceable  by  silver. 
The  free  acid  forms  vitreous  plates,  melting  at  186°  ;  it  dissolves  in 
water,  ether,  alcohol,  and  acetone.  The  silver  salt  is  sparingly 
soluble.  The  calcium  salt,  Ca(C7H6X03)2  -+■  7H20,  forms  triclinic 
crystals.  W.  C.  W. 

Pyrroline  Dyestuffs.  By  V.  Meyer  and  0.  Stabler  (Ber.,  17, 
1034 — 1036). — The  blue  dyestuff:  obtained  by  the  action  of  pyrroline 
on  isatin  (this  vol.,  587)  has  been  purified  as  much  as  possible 
and  analysed.  The  results  of  analysis  agree  with  those  of  Ciamician 
and  Silber  (this  vol.,  740)  as  far  as  concerns  the  carbon  and 
hydrogen.  The  quantity  of  nitrogen,  however,  found  is  smaller  by 
1*9  per  cent,  than  that  required  by  Ciamician  and  Silber’s  formula 
( C24H18N4O3) .  These  authors  have  given  no  results  of  the  nitrogen 
determinations.  It  is  therefore  doubtful  whether  the  reaction  is  as 
simple  as  that  expressed  by  their  equation. 

The  authors  also  find  that  reactions  with  formation  of  dyestuffs 
take  place  between  phenanthraquinone  and  pyrroline,  and  between 
benzoquinone  and  pyrroline.  A.  B. 

Decomposition-products  of  the  Pyrroline  Series.  Part  I. 
By  A.  Hantzsch  ( Ber .,  17,  1019 — 1032). — It  has  been  shown  by 
Hofmann  that  the  ammonium-compounds  of  bases  are  often  found  to 
be  capable  of  being  split  up  into  less  complicated  substances,  whilst 
the  bases  themselves  are  not.  Conine  and  piperidine  are  examples  of 
this.  The  decomposition  of  pyridine  ammonium-compounds  by 
potash  is,  however,  more  complicated,  and  the  compounds  obtained 
are  very  unstable.  In  the  hope  of  obtaining  more  stable  decompo¬ 
sition-products,  the  author  has  been  led  to  study  the  decomposition 
of  the  ammonium- derivatives  of  ethylic  collidinedicarboxylate  by 
potash  and  in  other  ways,  this  member  of  the  pyridine  series  being 
chosen  on  account  of  the  ease  with  which  it  can  be  synthetically  pre¬ 
pared  (Abstr.,  1883,  83). 

Methiodide  of  ethylic  collidinedicarboxylate ,  C5Me3(COOEt)2lSr,MeI, 
is  obtained  by  heating  the  ether  with  methyl  iodide  for  several  hours 
in  a  sealed  tube,  dissolving  the  resulting  ammonium-compound  in 
alcohol,  and  precipitating  with  ether.  It  is  readily  soluble  in  water 
and  alcohol,  is  not  hygroscopic,  melts  at  140°,  and  decomposes  at 
160°.  Silver  chloride  converts  it  into  the  corresponding  chloride, 
and  with  platinic  chloride  it  gives  a  platinochloride, 

(C15H2IN04)2,H2PtCl6, 

as  an  oil,  which  may  be  obtained  in  a  crystalline  form,  but  only  with 
difficulty.  The  salts  of  this  ammonium  base  have  an  acid  reaction,  are 
not  decomposed  by  ammonia,  as  are  the  salts  of  the  non- methylated 

VOL.  xlvi.  4  b 


1046 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


base,  but  the  salt  is  precipitated  unchanged  by  potassium  carbonate. 
The  hydroxide,  C5Me3(COOEt)2N,MeOH,  is  obtained  by  treating  the 
chloride  or  iodide  with  silver  oxide.  It  is  an  alkaline  liquid,  which 
rapidly  decomposes,  becoming  black,  and  forming  along  with  bye- 
products  a  crystalline  substance,  which,  however,  can  be  more  readily 
obtained  without  the  formation  of  bye-products,  by  decomposing  a  salt 
of  the  base  with  potash. 

Decomposition  of  the  Methyl  Ammonium  Salt  by  Potash. — When  the 
ammonium  salt  of  ethyl  coll  idinedi  car boxy  late  is  heated  with  con¬ 
centrated  potash  solution,  a  yellow  oil  is  precipitated,  which  rapidly 
solidifies,  and  may  be  purified  by  crystallisation  from  water  or  ether. 
This  substance  is  soluble  in  alcohol,  ether,  chloroform,  and  benzene, 
and  in  hot  water,  and  melts  at  81*5°.  It  has  no  odour,  distils 
above  360°  without  decomposition,  and  is  remarkable  for  its  chemical 
indifference.  Its  aqueous  solution  is  precipitated  by  alkalis,  but  it  is 
unchanged  by  boiling  with  potash.  It  has  a  neutral  reaction,  and  does 
not  form  salts  with  acids  or  bases.  It  is  also  unattacked  by  concen¬ 
trated  hydrochloric  acid,  or  by  acetic  anhydride.  Analysis  leads  to 
the  formula  CnHAChN.  Owing  to  the  indifference  of  this  substance,  a 
proof  of  the  constitutional  formula  is  difficult,  but  the  ether  seems  to 
be  saponified,  and  also  to  lose  a  molecule  of  water,  and  the  author 
calls  it  methyldicarbocollidylium  dihydride. 

Action  of  Acids  on  Methyldicarbocollidylium  Dihydride. — On  passing 
dry  hydrochloric  acid  over  this  dihydride,  a  molecule  of  HC1  is  taken 
up,  which,  however,  is  removed  by  treatment  with  water.  On  heating 
this  hydrochloride  in  a  current  of  dry  hydrochloric  acid  gas,  it  distils 
in  part,  and  the  distillate,  on  being  treated  with  water  and  evaporated 
to  dryness,  yields  on  further  treatment  with  potassium  carbonate  and 
extraction  with  ether,  a  new  crystalline  compound,  Ci0Hi3O2N,  soluble 
in  the  ordinary  solvents,  melting  at  102 — 103°,  and  distilling  at  about 
340°.  It  may  be  considered  as  methylmonocarbocollidylium  dihydride. 
Like  the  dicarbo-compound,  it  is  neutral  and  indifferent,  and  resists 
the  action  of  alkalis  and  other  reagents. 

On  acting  on  these  carbo-compounds  with  concentrated  sulphuric 
acid  at  160 — 180°,  acetic  acid  is  given  off,  and  a  new  substance  is 
obtained,  according  to  the  equations  CloH1302N  4-  H20  =  CH3.COOH 
+  C8H„ON  and  CnH1304N  +  H20  =  CH3.COOH  +  C02  +  C8HuON. 


These  reactions  are  quantitative,  and  the  author  names  this  compound 
in  accordance  with  Baeyer’s  nomenclature  of  the  isatin-compounds 

u  methylpseudolutidostyril ,”  MeC<^^^^^^>NMe. 


Methylpseudolutidostyril  crystallises  in  six-sided  plates,  is  very  solu¬ 
ble  in  water,  soluble  in  alcohol  and  benzene,  but  very  sparingly  in 
ether.  It  melts  at  about  70°,  and  distils  without  decomposition  at  292°. 
The  distillate  solidifies  to  a  white  spermaceti -like  mass,  which  is  very 
hygroscopic.  It  has  neither  taste  nor  smell,  and  is  not  volatile  in  steam. 
Concentrated  potash  solution  precipitates  it  from  its  aqueous  solution, 
but  does  not  attack  it  even  on  heating ;  on  prolonged  boiling,  however, 
it  is  decomposed  by  potash,  with  formation  of  methylamine  and  other 
decomposition-products.  As  a  tertiary  base  it  is  soluble  in  acetic 
anhydride,  without  evolution  of  heat,  but  is  unchanged,  and  it  forms 
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no  nitroso-compound.  Although  neutral,  it  forms  salts  with  mineral 
acids;  these  have  the  formula  (C8HuON)HX',  and  are  readily  con¬ 
verted  into  basic  salts,  (C8HuON)2HX',  in  presence  of  ammonia  :  in 
this  it  resembles  some  derivatives  of  cotarnine  (Abstr.,  82,  315).  The 
hydrochloride  of  methylpseudolutidostyril  crystallises  from  water  in 
long  needles,  of  the  formula  C8HnO]N\HCl  +  ^H20.  With  fuming 
hydriodic  acid,  it  forms  a  normal  hydriodide,  but  on  adding  water  a 
precipitate  of  fine  yellow  needles  of  the  basic  salt  (C8HuON)2,HI  is 
formed.  The  platinochlorides  are  characteristic.  On  treating  an 
alcoholic  solution  of  the  base  with  alcoholic  platinic  chloride,  a  crystal¬ 
line  precipitate  of  slender  yellow  needles  is  obtained,  consisting  of  a 
neutral  platinochloride  with  two  molecules  of  alcohol  of  crystallisation, 
(C8HuON)2,H2PtCl6  +  2C2HsO.  From  an  aqueous  solution  of  the 
base,  platinic  chloride  precipitates  the  same  platinochloride,  with 
2  mols.  H20,  along  with  some  basic  salt.  Chromic  acid  completely 
decomposes  the  base.  With  bromine,  it  forms  a  dibromo-compound, 
C8HgBr2OX,  melting  at  173°,  sparingly  soluble  in  water,  but  soluble 
in  alcohol  and  ether.  Phosphorus  pentachloride  does  not  eliminate 
the  oxygen  of  the  base,  but  yields  a  chlorine-derivative,  C8H9C120N, 
melting  at  187° ;  this  may  also  be  obtained  by  the  direct  action  of 
chlorine.  With  methyl  iodide  at  120 %  a  reaction  takes  place,  but  the 
ammonium-compound  seems  to  be  very  unstable,  readily  decomposing 
into  the  original  pseudostyril,  and  in  this  it  differs  from  the  corre¬ 
sponding  derivative  of  tropine  (Abstr.,  1882,  217).  It  is  not  reduced 
by  tin  and  hydrochloric  acid,  nor  by  sodium  amalgam  and  acetic  acid. 
Cold  fuming  nitric  acid  does  not  attack  it,  but  at  45°  a  violent  reaction 
takes  place,  and  the  pseudostyril  is  partly  decomposed,  with  forma¬ 
tion  of  oxalic  acid,  and  partly  converted  into  a  nitro-derivative,  which 
is  more  easily  formed  by  boiling  it  with  dilute  nitric  acid. 

The  action  of  hydrochloric  acid  and  of  potassium  permanganate  on 
methylpseudolutidostyril  will  form?  the  subject  of  a  future  paper. 

A.  B. 

Synthesis  of  Pyridic  Hydrides.  By  O.  de  Coninck  ( Compt . 
rend.,  98,  1438 — 1440). — When  /3-lutidine  and  /3-collidine  are  heated 
in  sealed  tubes  with  an  excess  of  concentrated  hydriodic  acid  at  220° 
for  several  hours,  they  yield  polyiodides  which  are  very  viscous  brown 
liquids  and  boil  at  a  high  temperature  with  partial  decomposition. 
They  are  either  triiodides  or  hydriodides  of  di-iodides. 

/3-Collidine  heated  in  sealed  tubes  at  130 — 140°  with  amorphous 
phosphorus  and  concentrated  hydriodic  acid,  yields  a  small  quantity 
of  dihydrocollidine.  This  base  yields  a  platinochloride  which  forms 
pale  orange-yellow  plates,  readily  altered  by  boiling  water. 

When  treated  with  sodium  and  alcohol  under  certain  conditions, 
(3-lutidine  yields  a  small  quantity  of  a  hexhydride,  C7Hi5N,  which 
boils  at  about  155 — 160°,  is  very  hygroscopic,  and  can  only  be  sepa¬ 
rated  from  the  original  lutidine  with  considerable  difficulty.  It  is  a 
colourless  mobile  refractive  liquid,  which  resembles  the  other  pyridines 
in  appearance,  and  has  a  peculiar  penetrating  odour  recalling  that  of 
piperidine.  It  combines  with  methyl  iodide  to  form  a  crystalline 
compound  which  yields  a  small  quantity  of  a  cicutine,  C8H17X,  when 
distilled  with  a  slight  excess  of  potash.  This  cicutine  probably  has 
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the  constitution  C5H9EtNMe,  and  is  isomeric  with  ordinary  cicutine 
or  orthopropylpyridine  hexhydride. 

Under  similar  conditions,  0-collidine  yields  a  hexhydride,  C8H17N, 
boiling  about  175 — 180°.  This  hydride  is  difficult  to  separate  from 
the  collidine,  and  is  very  hygroscopic.  The  behaviour  of  0-collidine 
on  oxidation  shows  that  it  is  methyl-ethyl  pyridine,  and  the  new 
hydride  has  the  constitution  C5H8MeEtNH,  and  is  therefore  another 
isomeride  of  cicutine.  C.  H.  B. 

Isopropylpyridines.  By  A.  Ladeneurg  and  L.  Schrader  ( Ber 
17,  1121 — 1123). — 7 -Isopropylpyridine  boils  at  158°,  and  has  the 
sp.  gr.  0’9408  at  0°.  It  is  slightly  soluble  in  water.  The  hydrochlo¬ 
ride  is  hygroscopic,  the  platinochloride  has  not  yet  been  obtained  in 
crystals.  The  aurochloride  is  deposited  from  hot  water  in  orange 
needles  which  melt  at  79°.  The  base  unites  with  methyl  iodide  to  form 
a  crystalline  hygroscopic  compound.  The  aurochloride  of  the  methyl 
base  forms  pale-yellow  plates  which  melt  at  128°.  7-Isopropylpyri- 
dine,  when  oxidised  with  potassium  permanganate,  yields  7-pyridine- 
carboxylic  acid  melting  at  303°. 

The  isomeric  isopropylpyridine  (probably  a)  boils  at  about  167°. 
The  platinochloride  forms  four-sided  plates  melting  at  206°,  which  are 
less  soluble  than  the  corresponding  7-salt.  The  base  appears  to  be 
identical  with  Hofmann’s  conyrine  from  conine  ( Ber .,  17,  825).  On 
reduction  with  sodium  and  aleohol,  it  yields  a  base  resembling  conine, 
hence  the  authors  consider  it  probable  that  oonine  is  a-isopropyl- 
piperidine.  W.  0.  W. 

Notes.  By  E.  Nolting  and  A.  Collin  ( Ber 17,  258 — 259). — 
I.  Pyridinedicarboxylic  acid ,  obtained  by  the  oxidation  of  quinoline  by 
potassium  permanganate,  has  the  two  carboxyl-groups  in  the  ortho - 
position,  and  may  therefore  be  regarded  as  phthalic  acid  in  which  one 
CH-group  has  been  replaced  by  N.  Like  phthalic  acid,  it  combines 
with  phenols.  VvThen  heated  at  120°  with  phenol  and  sulphuric  acid, 
it  forms  a  condensation-product  which  dissolves  in  alkalis  to  a  red 
solution.  By  the  action  of  resoreinol  at  200°,  it  yields  a  body  similar 
in  character  to  fluorescein,  and  this  on  bromination  gives  a  red  colour¬ 
ing  matter  resembling  eosin. 

II.  Blue  Colouring  Matters  from  Mosaniline. — It  is  well  known  that  a 
blue  colouring  matter  is  obtained  when  aniline,  or  ortho-  or  para-tolui- 
dine  is  heated  with  rosaniline  and  benzoic  acid.  Metatoluidine  yields 
a  similar  crystalline  blue  dye  soluble  in  alcohol,  insoluble  in  water,  and 
giving  a  sulphonic  acid.  0-Naphthylamine,  under  similar  conditions, 
also  yields  a  blue,  already  described  by  Meldola  (Abstr.,  1883,  807). 
The  authors  have  attempted  to  find  some  cheaper  substitute  for  the 
excess  of  aniline  at  present  used  in  preparing  these  colouring  matters 
on  a  commercial  scale.  Naphthalene  may  be  used  to  replace  aniline, 
but  this  change  has  not  proved  commercially  useful.  L.  T.  T. 

Derivatives  of  Quinoline  and  Pyridine.  By  O.  Fisher  and  E. 
Renoef  (Ber.,  17,  755 — 764). — A  continuation  of  the  authors’  re¬ 
searches  on  this  subject  (Abstr.,  1883,  923—1146). 
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Oxidation  of  Orthoquinolinesulphonic  Acid . — By  the  oxidation  of 
40  grams  of  this  substance  with  potassium  permanganate  in  aqueous 
solution  23  grams  of  quinolic  acid  were  obtained,  Orthhydroxy- 
quinoline  (40  grams)  also  yields  quinolic  acid  (20  grams)  on  oxida¬ 
tion  with  aqueous  potassium  permanganate. 

Orthhydroxyhydroethylquinoline. — The  preparation  of  this  substance 
has  been  already  described  ;  it  crystallises  in  colourless  monoclinic 
prisms  showing  the  combinations  go  Poo  ,  coPco  ,  — P  ,  coP  and  poo. 
Axial  ratios  a  :  b  :  c  =  0H711  :  1  :  1*3549.  j3  =  72°  54/.  It  melts  at 
76°,  can  be  distilled  unchanged  in  small  quantity  ;  the  vapour  has  a 
penetrating  odour  somewhat  recalling  that  of  ethylamine.  It  is 
rapidly  oxidised  when  its  alkaline  solution  is  exposed  to  air,  humus¬ 
like  substances  being  formed.  Its  alcoholic  solution  gives  a  dark-brown 
coloration  with  ferric  chloride,  and  a  dark  greenish- black  flocculent 
precipitate  with  ferrous  sulphate.  An  acid  solution  gives  a  volumin¬ 
ous  precipitate  with  potassium  ferrocyanide,  a  pale-yellow  precipitate 
with  phosphotungstic  acid,  whilst  with  sodium  nitrite  an  intense 
yellow  colouring  matter  is  formed.  Its  hydrochloride,  “kairin,” 
forms  colourless  rhombic  prisms  of  the  rhombic  system,^ a  :  b  :  c  = 
0*5945  :_1  :  0*9566,  and  shows  the  combination  coP  ,  coPco  ,  ooP2  , 
P12  ,  |Pco.  With  potassium  dichromate,  a  neutral  aqueous  solution 
of  kairin  gives  first  a  dark  coloration,  and  after  a  few  seconds  a  dark- 
violet  precipitate  soluble  in  alcohol  with  a  mauve-like  colour ;  with 
potassium  ferricyanide,  a  dark  yellowish-green  coloration  is  produced. 

Ethoxy  quinoline  has  been  already  in  part  described  (floe.  cit.).  It 
distils  in  a  current  of  steam  with  difficulty,  and  is  obtained  from  the 
distillate  in  long  colourless  needles.  The  sulphate,  oxalate,  and  hydro¬ 
chloride  are  readily  soluble  in  water  and  alcohol.  The  picrate  crys¬ 
tallises  in  sulphur-yellow  needles,  melts  at  180 — 181°,  and  is  sparingly 
soluble  in  water  and  alcohol. 

Ethoxy  hydroquinoline . — The  nitroso-derivative  crystallises  in  short 
prisms  and  melts  at  113°.  The  hydrochloride  crystallises  in  colour¬ 
less  prisms  ;  the  oxalate  forms  colourless  cubes  ;  the  sulphate  crystal¬ 
lises  in  long  needles,  readily  soluble  in  water;  the  picrate  forms 
orange-yellow  prisms  sparingly  soluble  in  water,  soluble  in  alcohol. 

Acetylethoxy hydroquinoline ,  CnHuNOAc,  prepared  by  the  action  of 
acetic  anhydride  on  ethoxyhydroquinoline,  forms  a  clear  yellow  oil 
boiling  at  307°.  It  has  a  neutral  reaction.  On  boiling  it  with  concen¬ 
trated  mineral  acids,  the  acetyl-group  is  eliminated. 

Ethoxy hydroethylquinoline,  Ci3H19NO,  is  prepared  by  heating  ethyl 
bromide  and  ethoxyhydroquinoline  for  some  hours  under  pressure  at 
120 — 130°.  It  crystallises  in  colourless  silky  plates,  melts  at  33Q, 
boils  at  266 — 268°  under  716  mm.  pressure,  and  is  readily  soluble  in 
the  ordinary  solvents  with  the  exception  of  water.  The  hydrochloride 
and  hydrobromide  form  colourless  plates,  the  sulphate  crystallises  in 
needles  ;  all  three  are  readily  soluble.  The  picrate  forms  orange- 
yellow  prisms  sparingly  soluble  in  alcohol  and  water. 

Bromethoxy hydroquinoline,  CnH14NOBr,  is  prepared  by  adding  the 
calculated  quantity  of  bromine  dissolved  in  chloroform  to  a  well-cooled 
solution  of  ethoxyhydroquinoline  in  chloroform.  It  forms  lustrous 
crystals  of  the  tricliuic  system  a  :  b  :  c  =  P  :  1  :  0*8101  a  =  107°  48/. 
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ft  =  110°  58' ;  7  =  85°  O'.  ^  Some  of  the  best  formed  crystals  stowed 
the  combination  coPco  ,  ooPoo  ,  OP,  'T^co.  It  melts  at  44*5°,  and  at 
150°  decomposes  with  almost  explosive  violence,  has  basic  properties, 
and  forms  crystalline  salts.  The  hydrochloride  and  hydrobromide 
crystallise  in  needles,  the  sulphate  in  plates  :  the  oxalate  in  prisms. 
The  picrate  forms  sulphur-yellow  needles,  melts  at  107 — 108°,  and  is 
sparingly  soluble  in  water  and  alcohol.  The  nitrosamine  crystallises 
in  lustrous  yellow  plates  and  melts  at  86°. 

Brometlioxyhydroethylquinoline ,  Ci3Hi8NOBr,  crystallises  in  prisms 
of  the  monoclinic  system  a  :  b  :  c  =  0*7902  :  1  :  0*5828,  ft  =  69°  55', 
and  shows  the  combination  coP  ,  coPoo  ,  poo,  -jPco.  The  hydrochlo¬ 
ride  and  hydrobromide  crystallise  in  needles  ;  the  picrate  in  yellow 
needles  melting  at  174°.  Towards  nitrous  acid,  the  bromo-derivative 
acts  as  a  tertiary  base,  giving  an  intensely  yellow  solution  from  which 
sodium  carbonate  throws  down  a  brownish-yellow  substance  melting 
at  85—86°. 

(3- Hydroxy  pyridine ,  C5H51^0,  is  prepared  from  pyridinesulphonic 
ncid  by  carefully  mixing  it  with  twice  its  weight  of  caustic  potash  and 
fusing  in  a  silver  crucible.  It  crystallises  in  very  pale-yellow  needles, 
melts  at  123*5°,  sublimes  unchanged,  and  is  readily  soluble  in  water 
and  alcohol.  Its  salts  are  very  soluble.  In  aqueous  solution,  it  gives 
a  red  coloration  with  ferric  chloride ;  if  boiled  with  excess  of  the 
reagent,  yellowish-brown  crystals  separate.  Sodium  amalgam  reduces 
it  to  piperidine,  and  it  yields  pyridine  when  distilled  with  zinc.  The 
foregoing  reactions  show  that  it  is  not  identical  with  the  hydroxy- 
pyridine  of  Lieben  and  Haitinger  (Abstr.,  1883,  870)  and  Ost,  or 
with  the  a-hydroxypyridine  of  Konigs  and  Geigy  (Ber.,  17,  589). 

By  treatment  with  bromine  in  aqueous  solution,  it  yields  a  bromo- 
derivative  crystallising  in  nodules  of  fine  colourless  needles ;  these 
melt  at  58°,  and  yield  a  violet  coloration  with  ferric  chloride. 

A.  J.  G. 

Method  for  the  Synthesis  of  Quinoline-derivatives.  By  L. 

Bugheimfr  ( Ber .,  17,  736 — 739). — Malonanilidic  acid  (1  part)  is  sus¬ 
pended  in  10  parts  of  anhydrous  benzene  and  4  parts  of  phosphorous 
pentachloride  slowly  added  with  constant  agitation  ;  the  mixture,  after 
remaining  some  time  in  the  cold,  is  heated  on  the  water-bath  in  a  vessel 
provided  with  a  reflux  condenser  until  the  evolution  of  hydrochloric 
acid  ceases.  The  benzene  is  first  distilled  off,  and  the  residue  is 
treated  with  water  and  sodium  carbonate  when  trichloroquinoline  distils 
over.  Trichloroquinoline ,  C9H4NC13,  crystallises  in  long  colourless 
needles,  melts  at  107*5°  (uncorr.),  is  readily  soluble  in  benzene,  light 
petroleum,  and  hot  alcohol,  less  soluble  in  cold  alcohol.  When  gently 
heated,  it  smells  distinctly  like  quinoline.  It  is  converted  into 
quinoline  by  heating  it  for  six  hours  at  240°  with  glacial  acetic  acid 
saturated  with  hydriodic  acid.  A.  J.  G. 

Bases  formed  by  the  Addition  of  Haloid  Ethereal  Salts  to 
Quinoline.  By  A.  Claus  and  P.  Stegelitz  (Ber.,  17,  1328 — 1333). 
— It  has  been  previously  shown  (Abstr.,  1883,  1008)  that  the  haloid 
salts  of  the  substituted  quinolines  are  identical  with  the  compound 
formed  by  the  addition  of  the  corresponding  haloid  ethereal  salts  to 
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quinoline.  With,  the  view  of  throwing  light  on  the  constitution  of 
these  bodies  the  authors  have  investigated  their  behaviour  towards 
nascent  hydrogen. 

Quinoline  ethobromide  was  subjected  to  the  action  of  sodium  amal¬ 
gam,  and  also  to  that  of  tin  and  hydrochloric  acid.  The  reaction  was 
the  same  in  both  cases,  but  better  results  were  obtained  with  the 
acid  than  with  the  alkaline  solution.  Two  bases  were  formed,  the  one 
volatile  with  steam,  the  other  not.  The  volatile  base  is  a  colourless 
oil,  boils  at  254 — 258°  with  partial  decomposition,  and  is  identical  with 
Wischnegradsky’s  ethyltetrahydroquinoline  ( Ber .,  13,  2400),  It  is 
easily  soluble  in  alcohol  and  ether,  almost  insoluble  in  water.  It  dis¬ 
solves  in  mineral  acids,  but  the  salts  are  exceedingly  hygroscopic  and 
could  not  be  obtained  in  a  crystalline  form.  The  hydrochloride  is 
dissociated  even  on  evaporation  in  a  desiccator  over  lime,  and  is  only 
stable  in  presence  of  excess  of  hydrochloric  acid.  The  platinochloride 
crystallises  in  golden-yellow  needles  having  the  formula 

(C9H10EtN)2,H2Pt€l6, 

and  melts  with  decomposition  at  160°.  A  cadmium  double  salt, 
(C9HioEtN)2,H2CdCl4,  melting  at  105°,  and  an  analogous  salt  with 
mercuric  chloride  which  melts  at  65°,  were  also  obtained.  The  base 
combines  readily  with  methyl  iodide  to  form  a  quaternary  iodide  of 
the  formula  C9Hl0EtN,MeI.  This  forms  colourless  crystals  melting 
at  179°  (uncorr.),  and  is  not  acted  on  by  alcoholic  potash.  Treated 
with  silver  oxide,  it  yields  an  easily  soluble  crystalline  hydroxide.  A 
platinochloride  of  the  last-named  base  was  obtained  which  crystallises 
in  small  yellow  needles,  melts  at  215°,  and  has  the  formula 

(C9H10EtN,MeCl)2,PtCl4. 

The  non-volatile  base  was  obtained  as  a  thick  and  almost  colourless 
oil.  It  dissolves  readily  in  dilute  acids,  and  the  solutions  rapidly 
change  to  red  or  blue,  but  no  crystalline  salts  could  be  obtained.  Dry 
hydrochloric  acid  gas  passed  into  an  ethereal  solution  of  the  base,  gives 
a  white  flocculent  precipitate,  which  was  obtained  as  an  amorphous 
powder  melting  at  140°.  It  was,  however,  so  hygroscopic  that  it  could 
not  be  analysed.  The  platinochloride,  which  forms  a  bright-red  powder, 
was  the  only  product  obtained  suitable  for  analysis.  The  analytical 
results  led  to  the  unexpected  formula  (C^HsEtN  )3,H2PtCl6.  The  authors 
therefore  consider  this  base  to  be  a  condensation-product  from  3  mols. 
of  ethylquinoline,  with  the  addition  of  6  atoms  of  H,  but  which  is 
only  a  divalent  base.  The  substance  known  as  hydrodiquinoline  is 
probably  also  a  dibasic  hydro  triquinoline.  Attempts  to  obtain  oxida¬ 
tion-products  from  the  non-volatile  base  have,  up  to  the  present,  proved 
fruitless,  oxalic  acid  alone  having  been  isolated.  L.  T.  T. 

Paraquinolinesulphonic  Acid  and  its  Homologues.  By 

O.  Fischeb  and  C.  A.  Willmack  (Ber.,  17,  440 — 442). — Paracyano - 
quinoline ,  prepared  by  the  action  of  potassium  cyanide  on  potassium 
paraquinolinesulphonate,  is  a  crystalline  body  which  melts  at  131°, 
and  sublimes  without  decomposition.  It  dissolves  in  hydrochloric 
acid,  forming  a  red  solution.  By  the  action  of  strong  hydrochloric 
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acid  at  140°  it  is  converted  into  paraquinolinecarboxylic  acid ;  this  is 
identical  with  Schlosser  and  Skraup’s  paraquinolinebenzocarboxylic 
acid  ( Monatsh .,  2,  526).  7-Methyl-a-quinolinesulphonic  acid  is  ob¬ 
tained  by  boiling  a  mixture  of  paramido-meta-sulphotoluic  acid, 
glycerol,  sulphuric  acid,  and  nitrobenzene.  The  crystalline  mass  de¬ 
posited  on  cooling  is  washed  with  water  and  re  crystallised  from  hot 
water.  It  crystallises  in  colourless  plates  sparingly  soluble  in  water. 
If  fused  with  sodium  hydroxide,  it  yields  a-hydroxy-7-methylquino- 
line.  This  compound  forms  colourless  plates,  soluble  in  alcohol  and 
in  ether.  It  melts  at  95°  and  sublimes  without  decomposition;  it  is 
also  volatile  in  a  current  of  steam.  The  hydrochloride  is  freely,  and 
the  platinochloride  sparingly  soluble  in  water. 

<z-IIydroxy-<y-methylquinoline  tetraliydride  crystallises  in  colourless 
needles  soluble  in  hot  benzene.  The  nitroso- derivative, 

CJInN(OH)^0, 

forms  small  yellow  needles.  W.  C.  W. 


Quinoxalines.  By  0.  Hinsberg  (Ber.,  17,  318 — 323). — In  a 
former  communication  (Abstr.,  1883,  323)  the  author  described  a 
substance  of  the  formula  C9H8N202,  which  he  obtained  by  the  conden¬ 
sation  of  [3:4]  diamido -toluene  and  oxalic  acid,  but  was  unable  to 
obtain  from  it  a  non-oxidised  base  by  reduction.  He  has  now  obtained 
the  base  of  this  substance  by  acting  on  an  aqueous  solution  of  glyoxal 
with  [3:4]  diamido-toluene.  He  has  also  obtained  its  lower  homo- 
logue  from  glyoxal  and  orthophenylenediamine,  and  he  finds  that  the 
reaction  is  quite  general,  any  ortho-diamine  appearing  to  react  with 
any  body  containing  the  di-ketone  group  — CO. CO —  to  form  deriva- 

J  N  *  C  H 

tives  of  the  simplest  base,  C6H4<^  *.  He  therefore  proposes 

to  call  this  series  of  compounds  qumoxalines.  The  formula  of 

1ST  *  CH 

quinoxaline  (the  lowest  homologue)  is  undoubtedly  C6H4<[i^I  CH^’ 
that  of  the  original  dihydroxy-derivative,  CsHghhjCb,  is 


C6H4Me< 


k:c(oh) 

n:C(OH) 


> 


Quinoxaline ,  C8HeN2,  is  obtained  by  treating  an  aqueous  solution  of 
glyoxal  with  orthophenylene  diamine,  or  by  adding  the  crystalline 
compound  of  glyoxal  and  hydrogen  sodium  sulphite  to  a  solution  of 
the  diamine  heated  to  50 — 60°.  The  crystals  dissolve  readily,  quin¬ 
oxaline  is  formed,  and  may  be  separated  by  adding  strong  potash. 
The  quinoxaline  is  dissolved  in  a  little  ether,  dried  over  caustic 
potash,  and  distilled.  It  boils  at  220 — 223°,  and  solidifies  to  a  white 
crystalline  mass  melting  at  27°.  It  is  soluble  in  all  proportions  in 
alcohol,  ether,  benzene,  and  cold  water,  but  is  deposited  from  its  con¬ 
centrated  aqueous  solution  when  heated  or  on  the  addition  of  a  caustic 
alkali.  In  odour  it  resembles  the  piperidine-  more  than  the  quinoline- 
derivatives.  Solutions  of  the  free  base  give  white  precipitates  with 
silver  nitrate  and  with  mercuric  chloride.  Its  salts  with  mineral  acids 
are  easily  soluble;  the  oxalate  crystallises  in  sparingly  soluble  white 
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needles,  and  the  platinochloride  forms  small  yellow  needles.  Nitrons 
acid  is  without  action,  showing  that  the  nitrogen- atoms  are  in  the 
tertiary  state.  It  is  very  stable  against  oxidising  agents,  but  appears 
to  form  a  nitro-derivative  with  strong  nitric  acid.  It  is  easily  reduced 
by  tin  and  zinc. 

Toluoquinoxaline ,  C6H3Me<^  !  [CH3  :  N  :  N  =  1  :  3  :  4],  ob¬ 

tained  from  [3  :  4]  diamido toluene  and  glyoxal,  is  a  pale-yellow  liquid, 
which  boils  at  243 — 244°,  and  does  not  solidify  at  —10°.  It  is  heavier 
than  water,  and  is  soluble  in  all  proportions  in  alcohol,  ether,  benzene, 
and  cold  water.  It  is  precipitated  from  its  aqueous  solutions  by  heat 
or  the  addition  of  a  caustic  alkali.  In  its  reactions,  it  resembles  quin- 
oxaline,  but  is  less  stable  towards  oxidising  agents.  Its  salts  with 
mineral  acids  are  easily  soluble.  The  oxalate,  CnHioNaO*,  is  sparingly 
soluble  in  cold  water,  and  crystallises  in  needles  which  melt  at  135 — 
136°,  but  undergo  slow  decomposition  if  kept  at  this  temperature. 

^ ;  (jMe _ 

Methylhydroxytoluoquinoxaline,  C6H3Me<^  *  Q^OH)^’  was  0^^ne(^ 

from  the  [3  :  4]  diamido- toluene  and  pyruvic  acid.  It  crystallises  from 
dilute  alcohol  in  small  bright  yellow  needles,  but  can  be  obtained 
colourless  by  careful  sublimation.  It  melts  at  about  200°  with  partial 
decomposition.  It  is  sparingly  soluble  in  water,  more  easily  so  in 
ether,  benzene,  and  chloroform,  very  soluble  in  alcohol.  It  has  both 
feebly  basic  and  acid  properties,  dissolving  in  both  mineral  acids  and 
in  alkalis,  and  it  gives  precipitates  with  ammonia  and  barium  chloride 
and  with  ammonia  and  silver  nitrate. 

Diphenyltoluoquinoxaline ,  C7H6 !  N2C2Ph2,  is  obtained  in  the  form 
of  brownish  silver-like  scales  when  a  mixture  of  [3  :  4]  diamido- 
toluene  and  benzil  is  heated  for  some  time  on  the  water-bath  and 
then  diluted  with  water.  It  distils  undecomposed,  and  melts  at 
111°,  is  almost  insoluble  in  water,  but  dissolves  easily  in  alcohol, 
ether,  chloroform,  and  benzene.  It  dissolves  in  concentrated  mineral 
acids,  but  the  salts  so  formed  are  again  decomposed  on  the  addi¬ 
tion  of  water. 

N  ;  c — C6H4 

Diphenylenetoluoquinoxaline ,  C7H6^  |  |  ,  is  prepared  by 

xn:c— c6h4 

pouring  an  alcoholic  solution  of  [3  :  4]  diamido-toluene  into  a  warm 
acetic  solution  of  phenanthraquinone.  It  forms  bright  yellow  needles, 
which  melt  at  212 — 213°.  It  is  insoluble  in  water,  sparingly  soluble 
in  alcohol,  easily  so  in  ether,  chloroform,  and  benzene.  Concen¬ 
trated  mineral  acids  yield  deep-red  salts,  which  are  decomposed  by 
water.  L  T.  T. 


Dimethylquinaldine.  By  L.  Berend  ( Ber .,  17,653). — Dimethyl- 
quinaldine  is  obtained  by  the  action  of  paraldehyde  on  xylidine 
from  orthoxylene.  It  melts  at  69 — 70°,  is  scarcely  soluble  in  water, 
readily  soluble  in  ether,  alcohol,  and  benzene.  A.  J.  G. 

Dimethylquinaldine.  By  W.  Merz  (Ber.,  17,  1158). — A  ques¬ 
tion  of  priority. 
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Aldehyde-collidine  Hexahydride.  By  E.  Durkopf  ( Ber .,  17, 
1131 — 1132). — Aldehyde-collidine  is  converted  into  the  hexahydride 
by  the  action  of  sodium  in  presence  of  absolute  alcohol.  The  pro¬ 
duct  is  distilled,  and  the  hydrochloric  acid  is  added  to  the  distil¬ 
late  in  order  to  separate  the  hydride  from  the  unaltered  collidine. 
When  the  hydrochloride  is  mixed  with  potash  and  distilled  in  a 
current  of  steam,  the  hydride  is  obtained  ao  an  oily  liquid  boiling 
at  165°.  W.  0.  W. 

Cystine.  By  J.  Mauthner  {Ber.,  17,  293 — 295). — By  the  action 
of  water  on  cystine  in  closed  tubes  at  140 — 150°,  the  author  has 
obtained  an  acid  containing  sulphur  but  no  nitrogen.  Analyses  of 
the  silver  salt  yielded  numbers  which  leave  it  doubtful  whether  the 
acid  has  the  formula  C6H10S2O4  or  C6H8S204.  Carbonic  anhydride, 
sulphuretted  hydrogen,  and  ammonia  were  formed  in  this  reaction, 
and  a  trace  of  mercaptan  was  also  detected  by  its  odour.  The  author 
will  continue  his  investigations  after  the  publication  of  Baumann’s 
promised  communication  on  cystine.  L.  T.  T. 

Synthesis  of  Piperidine  and  its  Homologues.  By  A.  Laden- 

burg  (Ber.,  17,  388 — 391). — Methjlpiperidine ,  C5H9MeNH,  isomeric 
with  Hofmann’s  methylpiperidine,  CaH^NMe,  is  formed  by  the  action 
of  sodium  on  an  alcoholic  solution  of  picoline  from  bone-oil.  After 
purification  by  conversion  into  the  nitroso-eompound,  methylpiperi- 
dine  is  an  oily  liquid  which  boils  at  121 — 124°.  It  is  soluble  in  water, 
forming  a  strongly  alkaline  solution.  The  aurochloride,  platinochlo- 
ride,  and  hydrochloride  of  this  base  are  crystalline  salts,  freely  soluble 
in  water.  The  hydrochloride  does  not  yield  precipitates  with  mer¬ 
curic  chloride  or  potassium  ferrocyanide.  This  reaction  distinguishes 
it  from  its  isomeride. 

y-Ethylpiperidine,  prepared  from  y-ethylpyridine,  is  sparingly 
soluble  in  water,  less  soluble  in  warm  than  in  cold  water.  The  hydro¬ 
chloride  crystallises  in  needles,  and  the  platinochloride  in  orange- 
coloured  plates.  W.  C.  W. 

Piperpropylalkine.  By  W.  Laun  (Ber.,  17,  680 — 683). — In  pre¬ 
paring  piperpropylalkine,  the  use  of  sealed  tubes  is  not  necessary,  it 
being  sufficient  to  heat  the  mixture  of  propylene  chlorhydrin  and 
piperidine  for  four  hours  on  the  water-bath  in  a  vessel  provided  with 
a  reflux  condenser.  It  boils  at  194°,  has  sp.  gr.  0*9456  at  0°  and 
0*9363  at  10°,  vapour- density  4*79. 

Biperpropylalkine  methiodide,  CaHnNO,MeI,  forms  a  colourless 
somewhat  hygroscopic  crystalline  mass,  and  melts  at  142°.  Treated 
with  silver  chloride,  it  yields  the  corresponding  chloride,  from  which 
the  platinochloride  and  aurochloride  can  be  prepared.  With  moist 
silver  oxide,  the  ammonium  base,  HH(C5H9)(C3H6.OH)Me.OH,  is 
formed ;  this  on  distillation  loses  the  elements  of  water,  and  is  con¬ 
verted  into  the  corresponding  methylated  piperpropylalkine,  whose 
platinochloride  gave  numbers  agreeing  with  the  formula 

[  NMe  (CaHy) .  C3H6.OH  ]2,H2PtCl6. 
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The  methylated  base  could  not  be  isolated,  as  by  the  action  of  pot¬ 
ash  it  is  resolved  into  methylpiperidine  and  propylene  glycol  ? 

Benzoylpipqrpropylalkeine ,  N(C5Hio)C3H6.OBz,  is  obtained  as  hydro¬ 
chloride  by  the  action  of  benzoic  chloride  on  piperpropylalkine  in 
solution  in  absolute  ether.  The  piorate  is  a  citron-yellow  powder. 
The  aurochloride,  N(C5Hio)C3H6.OBz,HAuC14,  forms  a  canary-yellow 
crystalline  powder. 

By  the  action  of  bromine  on  piperpropylalkine  or  its  hydrobro¬ 
mide,  there  was  obtained,  not  as  was  expected,  a  compound  of  the 
formula  C8Hj5NBr2,  but  a  substance,  C8H17NBr2,  crystallising  in  colour¬ 
less  rectangular  tables  and  needles.  As  this  compound  is  also  ob¬ 
tained  by  heating  piperpropylalkine  hydrobromide  with  concentrated 
hydrobromic  acid  in  sealed  tubes  at  120°,  it  most  probably  has  the 
constitution  N(C5H10)(C3H6Br),HBr.  By  shaking  with  silver  chlo¬ 
ride,  a  crystalline  chlorobromide  is  obtained,  from  which  a  crystalline 
aurochloride  and  platinochloride  were  prepared,  and  also  a  picrate 
crystallising  in  sparingly  soluble  needles.  A.  J.  G. 

Belladonine.  By  G.  Merling  (Ber.,  17,  381 — 385). — The  mixture 
of  belladonine  and  atropine,  of  which  commercial  belladonine  is  com¬ 
posed,  is  boiled  with  baryta- water  to  decompose  the  atropine,  when 
the  belladonine,  C17H21NO2,  remains  as  a  brown  resin.  The  auro-  and 
platino-clilorides  are  insoluble  in  cold  water.  Belladonine  is  decom¬ 
posed  by  boiling  with  baryta  dissolved  in  a  mixture  of  equal  parts  of 
alcohol  and  water,  yielding  tropine  and  an  acid  of  the  composition 
O10H.12O3,  or  probably  a  mixture  of  tropic,  atropic,  and  isatropic 
acids. 

The  base  oxytropine  which  Ladenburg  obtained  by  boiling  bella¬ 
donine  with  alkalis  exists  ready  formed  as  an  impurity  in  crude  bella¬ 
donine.  W.  C.  W. 

Crystallised  Colchicine.  By  A.  HoudIjs  ( Compt .  rend.,  98, 1442 
1444). — Three  kilos,  of  colchicine  seeds  were  exhausted  with  100  kilos, 
of  alcohol  of  96J,  the  liquid  filtered,  the  alcohol  distilled  off,  and  the 
residue  treated  repeatedly  with  a  5  per  cent,  solution  of  tartaric 
acid,  which  dissolves  out  the  colchicine,  but  leaves  fatty  and  resinous 
matters  undissolved.  The  filtered  solution  was  then  agitated  with 
chloroform,  the  chloroform  removed  by  evaporation,  and  the  crude 
product  purified  by  repeated  crystallisation  from  a  mixture  of  equal 
parts  of  chloroform,  alcohol,  and  benzene.  The  yield  from  the  seeds 
is  about  3  grams  per  kilo.,  whilst  that  from  the  bulbs  is  only  0*4  gram 
per  kilo. 

The  colchicine  thus  obtained  forms  nodular  groups  of  colourless 
prisms,  slightly  soluble  in  water,  glycerol,  and  ether,  but  soluble  in 
all  proportions  in  alcohol,  benzene,  and  chloroform.  It  has  a  very 
bitter  taste,  and  an  alkaline  reaction,  contains  nitrogen,  and  burns 
without  residue.  It  is  hydrated,  and  melts  at  93°,  but  after  drying  at 
100°,  the  melting  point  rises  to  163°.  A  solution  of  colchicine  does 
not  reduce  an  alkaline  copper  solution,  but  after  prolonged  boiling 
with  dilute  sulphuric  acid,  it  reduces  it  immediately,  and  in  this 
respect  resembles  solanine.  Colchicine  combines  with  certain 
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organic  acids,  but  is  decomposed  when  brought  in  contact  with 
strong  acids. 

Concentrated  or  dilute  inorganic  acids  dissolve  colchicine  and 
form  a  citron-yellow  solution  ;  nitric  acid  produces  a  transient  violet 
coloration.  Solutions  of  colchicine  are  precipitated  by  potash  and 
soda,  but  not  by  ammonia.  Tannin  produces  a  white  precipitate 
soluble  on  heating ;  platinum  tetrachloride,  an  orange-yellow  pre¬ 
cipitate  ;  an  aqueous  solution  of  iodine,  a  kermes-red  precipitate  ; 
mercuric  potassium  iodide,  a  yellow  precipitate  ;  iodine  in  potassium 
iodide,  a  maroon-yellow  precipitate. 

Colchicine  exerts  a  physiological  effect  only  in  relatively  large  doses. 
Respiration  and  the  functions  of  the  heart  are  considerably  modified, 
and  the  general  effect  is  a  state  of  collapse,  with  stupor,  but  without 
insensibility.  C.  H.  B. 

Muscarine.  By  J.  Berlinebblau  (Per.,  17,  1139 — 1145). — Mus¬ 
carine  can  be  prepared  synthetically  by  the  following  process.  Mono- 
chioracetal  obtained  by  Paterno  and  Mazzara's  process  ( Gazzetta ,  3, 
245)  is  heated  with  trimethylamine  in  sealed  tubes  at  130°  for  three  or 
four  days.  The  product  is  distilled  in  a  current  of  steam,  and  the 
aqueous  residue  is  digested  with  silver  oxide  to  remove  trimethyl¬ 
amine  hydrochloride  ;  the  filtrate  from  this  is  then  neutralised  with 
hydrochloric  acid,  and  the  platinochloride  is  prepared  by  fractional 
precipitation.  The  first  precipitate  consists  of  octahedra  and  the 
last  portion  of  rhombic  plates.  The  latter  have  the  composition 
(NMe3CLCH2.CH(OEt)2)2PtCl4,  i.e .,  the  platinochloride  of  the  ethvlic 
salt  of  muscarine.  The  octahedral  crystals  have  the  composition 
of  muscarine  platinochloride,  (NMe3Cl.CH2.COH)2,PtCl4.  The  base 
obtained  from  this  salt  was  identified  as  muscarine  by  its  physiolo¬ 
gical  action  on  the  heart.  W.  0.  W. 

Putrefaction  Alkaloids.  By  L.  Briegeie  (Per.,  17,  1137 — 1139). 
— In  the  putrefaction  of  flesh,  choline  is  converted  into  the  more 
poisonous  neurine.  A  subcutaneous  injection  of  0*04  gram  of 
neurine  hydrochloride  is  fatal  to  a  rabbit  weighing  1  kilo.,  but  at 
least  0’5  gram  of  choline  hydrochloride  is  required  to  produce  a 
similar  effect.  W.  C.  W. 

Putrefaction  Alkaloids.  By  Z.  Marino-Zucco  (Per.,  17,  1043 — 
1044). — The  author  has  shown  (Abstr.,  1884,  343)  that  Selmi’s 
ptomaine  is  neurine,  and  states  that  he  is  continuing  his  investigation 
of  the  physiological  action  of  neurine.  A.  B. 

Changes  which  Proteid  Matters  undergo  by  the  Action  of 
Pancreatic  Ferment.  By  J.  Gf.  Otto  (Zeit.  Physiol.  Ghem.,  8, 129 
— 148). — Well  washed  and  finely  mixed  fibrin  was  digested  with  a 
watery  solution  of  ox  pancreas  at  the  temperature  of  the  room,  any 
putrefactive  changes  being  prevented  by  the  addition  of  ether.  The 
first  decomposition-product,  globulin,  was  separated  by  saturating 
the  filtered  fluid  with  magnesium  sulphate.  The  coagulating  point 
of  the  purified  globulin  dissolved  in  weak  sodium  chloride  was  70 — 
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75  Dried  at  110°  C.  the  globulin  gave  the  following  percentage 
composition:  0*55— 073  ash;  5317  C;  7*29  H;  15*8  N ;  117  S. 
These  numbers  agree  so  closely  with  those  Hammarsten  found  for 
serum-globulin  that  the  two  bodies  may  be  considered  identical ;  the 
specific  rotatory  power  also  is  —487,  which  is  very  similar  to  the 
— 47*8  Fredericq  found  for  serum-globulin. 

After  removal  of  the  globulin,  the  propeptone  (hemialbumose)  can 
be  obtained  by  saturating  with  common  salt,  and  adding  hydro¬ 
chloric  acid  :  the  purified  pro  peptone  also  agrees  in  its  chemical  com¬ 
position  with  the  gastric  propeptone.  Both,  in  solution  or  when 
exposed  to  damp,  are  converted  partly  into  a  coagulable  albumin. 

In  order  to  obtain  the  peptone,  it  is  best  to  first  remove  the 
globulin  and  propeptone  by  boiling  with  sodium  acetate  and  ferric 
chloride  after  slightly  acidifying  with  acetic  acid,  filtering  off  the 
precipitate,  and  then  separating  the  peptone  with  phosphotungstic 
acid,  after  the  addition  of  4  ti lie  volume  of  strong  sulphuric  acid.  This 
precipitate  is  decomposed  with  caustic  baryta,  and  baryta- water  added 
until  the  whole  is  distinctly  albaline,  the  excess  afterwards  removed 
from  the  filtrate  by  passing  carbonic  anhydride  through  the  solution. 
The  percentage  composition  of  the  pure  peptone  is  as  follows  :  0*3— 
0*6  per  cent,  ash ;  50‘0  C;  6*81  H;  15*83  N;  1*06  S.  Kossel’s 
analysis  of  gastric  peptone  agrees  very  closely  with  this;  the  specific 
rotatory  power  is  65*2 — 66  ;  that  of  gastric  peptone,  according  to  Hoff- 
meister,  being  63*5. 

The  author  finds,  as  Kiihne  did,  that  a  large  proportion  of  the 
peptone  formed  by  tryptic  digestion  is  converted  into  antipeptone 
when  submitted  to  further  digestion.  J.  P.  L. 
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Respiration  of  Air  charged  with  Petroleum  Vapour.  By 

Poincare  (J.  Pharm .  [5],  7,  290  —  291). — The  author  has  kept 
animals  continuously  in  an  atmosphere  which  was  frequently 
charged  with  the  vapour  of  petroleum.  The  effects  observed  were 
principally  greater  frequency  and  amplitude  of  the  respiratory  move¬ 
ments,  a  diminution  of  the  cardiac  movements,  and  a  greater  intensity 
of  the  beating  of  the  heart.  This  was  accompanied  by  cutaneous 
irritation,  and  a  general  tendency  to  sleep  and  languor.  Guinea-pigs 
finally  succumbed  under  the  treatment.  The  autopsy  showed  general 
congestion.  Workmen  engaged  in  the  distillation  of  petroleum 
complain  of  heaviness  in  the  head  and  great  irritation  of  the  mucous 
membrane  of  the  nose.  W.  R.  D. 

Source  of  Hippuric  Acid  in  the  Urine.  By  C.  Schotten 
(Zeit.  Physiol.  Ghem 8,  60 — 69). — E.  and  H.  Salkowski,  after  they 
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obtained  phenylpropionic  acid  from  sepsis  of  proteid  matter,  showed 
that  in  the  living  organism  this  was  converted  into  benzoic  acid, 
which,  combining  with  glycocoll,  formed  hippuric  acid. 

The  author  supposes  a-amidophenylpropionic  acid  to  be  a  second 
source.  To  test  the  correctness  of  this  view  0‘ 7  gram  of  the  acid  was 
given  fco  a  dog  fed  for  some  time  previously  on  a  meat  diet ;  from  the 
urine  only  0*01  gram  hippuric  acid  was  obtained.  It  cannot  there¬ 
fore  be  considered  as  a  source. 

Amidopheny  lace  tic  acid  is  converted  into  mandelic  acid  under 
similar  conditions.  Mandelic  acid  is  not  converted  into  hippuric  acid 
as  asserted  in  many  text-books,  but  appears  unchanged  in  the  urine. 

J.  P.  L. 

Occurrence  of  Glycerolphosphoric  Acid  in  Urine.  By  L. 

Eymonnet  (J.  Pharm.  [5],  7,  134 — 138). — The  glycerolphosphoric 
acid  in  the  urine  was  estimated  by  taking  advantage  of  the 
fact  that  it  is  not  precipitated  by  the  ordinary  reagents  for  phos¬ 
phates  ;  the  latter  were  removed  from  200  c.c.  of  urine  by  magnesia 
mixture,  and  the  filtered  liquid  evaporated  to  dryness,  and  ignited 
with  potassium  nitrate.  The  residue  was  extracted  with  dilute  nitric 
acid,  and  the  solution,  after  concentration,  was  precipitated  by 
ammonium  molybdate  in  the  ordinary  way.  It  is  seen  from  the 
results  that  in  the  case  of  dogs  during  starvation  less  glycerolphos¬ 
phoric  acid  is  excreted  by  the  urine  than  during  the  normal  condition. 
When  injected  into  the  peritoneum  as  calcium  glycerolphosphate,  it  is 
nearly  all  oxidised  before  being  excreted  by  the  urine,  but  when  injected 
into  the  veins  an  appreciable  increase  in  the  quantity  of  glycerol¬ 
phosphoric  acid  excreted  by  the  urine  is  observed.  A  notable  increase 
in  the  quantity  of  glycerolphosphoric  acid  is  found  in  the  urine  of 
phthisical  patients  having  abnormally  fatty  livers,  while  the  liver 
contains  much  lecithin  ;  in  the  case  of  one  patient,  as  much  as  3*38  per 
cent,  was  isolated  from  the  fresh  liver.  W.  R.  D. 

Elimination  of  Hypophosphites  by  the  Urine.  By  L. 

Eymonnet  ( J .  Pharm.  [5],  7,  138 — 140). — By  injecting  sodium  hypo- 
phosphite  into  the  veins  of  dogs,  and  estimating  the  total  phos¬ 
phates  and  unaltered  hypophosphite  in  the  urine,  the  author  shows 
that  the  elimination  of  the  dose  is  complete  in  about  24  hours ;  part 
of  the  hypophosphite  is  found  in  the  urine  as  phosphate,  and  the 
remainder  as  unaltered  hypophosphite,  yet  the  quantity  oxidised 
appears  to  increase  in  proportion  to  the  quantity  of  hypophosphite 
administered.  W.  R.  D. 

Knowledge  of  Indigo-forming  Substances  in  the  Urine.  By 

J.  Hoppe-Seyler  ( Zeit .  Physiol.  Ghem .,  8,  79—84). — From  25  litres 
of  normal  dogs’  urine,  the  author  obtained  1  gram  of  crystallised 
indican,  and  about  0*5  gram  of  pure  phenylsulphate  of  potassium 
=  0*002  gram  per  cent.  Indican  exists  in  dogs’  urine  in  sufficient 
quantity  to  be  detected  by  Jaffe’s  reaction. 

In  order  to  determine  whether  indican  underwent  any  change 
in  the  organism,  2*7  grams  were  injected  into  an  animal ;  in  the  urine 
indican  only  was  found. 
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Neither  orthonitrocinnamic  acid,  orthoamidocinnamic,  or  ortho- 
nitrobenzaldehyde  alone  or  with  acetone  produced  any  increase  in  the 
quantity  of  indican.  J-  P*  R- 

Extraction  of  Indigotin  and  Indirubin  from  Urine. — By 

A.  C.  M^hu  (/.  Pharm.  [5],  7,  122 — 126). — The  author  has  pre¬ 
viously  shown  that  certain  colouring  matters  of  both  normal  and 
pathological  urine  may  be  extracted  by  rendering  the  urine  acid  with 
sulphuric  acid,  and  then  adding  ammonium  sulphate  to  saturation  : 
this  method  can  be  applied  to  the  isolation  of  the  indigotin  and 
indirubin  from  violet  or  blue  urine.  The  urine  is  rendered  strongly 
acid  with  sulphuric  acid,  about  1  gram  of  sulphuric  acid  being  added 
to  1  kilo,  of  urine,  and  then  saturated  with  anhydrous  ammonium 
sulphate.  In  this  way,  a  mixture  of  indigotin  and  indirubin,  the 
blue  and  red  colouring  matters  of  violet  urine,  is  precipitated.  These 
substances  may  be  separated,  as  the  author  has  previously  shown,  by 
50  per  cent,  alcohol,  which,  in  the  cold,  dissolves  tbe  indirubin 
almost  exclusively.  The  insoluble  indigotin  is  purified  by  washing 
with  water  and  spontaneously  drying.  Indigotin  is  very  readily 
soluble  in  hot  phenol,  and  as  the  liquid  cools  the  greater  part  of  the 
indigotin  is  deposited  in  well-defined  crystals.  An  approximate 
estimation  of  indigotin  may  be  made  by  a  colorimetric  process,  using 
a  standard  solution  of  indigotin  in  phenol  to  which  absolute  alcohol 
or  glycerol  has  been  added  to  prevent  solidification.  The  author  has 
determined  the  solubility  of  indigotin  from  indigo  in  various  liquids. 
Boiling  creosote  (from  beechwood)  is  a  good  solvent  of  indigotin; 
the  solution  deposits  the  substance  in  crystals  as  it  cools.  Oils  of 
bitter  almonds,  turpentine,  gaultheria,  rosemary  and  amyl  alcohol  are 
also  solvents  of  indigotin.  The  indigotin  from  violet  urine  is  likewise 
soluble  in  oils  of  anise,  bitter  almonds,  and  gaultheria,  forming  violet 
solutions,  but  the  indigotin  from  the  two  sources  appears  to  differ 
when  boiled  with  anise  or  oil  of  winter  green  ;  the  indigotin  from 
indigo  is  unaffected  to  any  appreciable  extent,  but  the  indigotin  from 
urine  is  decolorised.  W.  R.  D. 

A  Urinary  Pigment.  By  P.  Plosz  (Zeit  Physiol .  Ghent,,  8, 
85—94). — When  urine  is  boiled  for  some  time  with  hydrochloric 
acid,  a  complete  change  occurs  in  the  colour,  indigo  frequently 
separating  out  after  20  minutes.  On  shaking  the  coloured  urine  with 
ether,  a  red  colouring  matter  is  obtained  (mixed  with  small  quantities 
of  benzoic  acid  and  urobilin),  to  which  the  author  has  given  the  name 
of  urorubin.  To  purify  this  colouring  matter,  the  residue,  after 
distilling  off  the  ether,  is  washed  several  times  with  hot  water  to 
remove  benzoic  acid  and  some  yellow  colouring  substances  (urobilin, 
&c.).  The  residue  is  again  dissolved  in  ether,  and  shaken  with  weak 
soda-ley  to  remove  the  last  traces  of  urobilin.  By  very  careful 
evaporation  of  the  ethereal  or  alcoholic  solution,  urorubin  can  be 
obtained  in  crystalline  plates ;  it  is  insoluble  in  water,  soluble  in 
alcohol,  chloroform,  aud  especially  in  ether,  imparting  to  the  solutions 
a  garnet  colour. 

Strong  hydrochloric  and  sulphuric  acids  slowly  dissolve  and  de- 


1060 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


colorise  it,  nitric  acid  and  alkalis  more  rapidly.  Urorubin  probably 
owes  its  origin,  like  indican,  to  sepsis  in  the  intestine.  It  is  formed 
both  in  acid  and  alkaline  urine. 

The  urine  thoroughly  exhausted  with  ether  is  still  of  a  dark  colour ; 
this  can  be  completely  removed  by  exhausting  with  amylic  alcohol. 
The  colouring  matter  obtained  by  evaporating  this  alcoholic  solution 
is  identical  with  Heller’s  urrhodine  and  Thudichum’s  uromelanin. 
From  a  day’s  urine,  the  author  obtained  5 — 6  grams  uromelanin. 

J.  P.  L. 

Chemical  Constituents  of  the  Thyroid  Gland  of  Men  and 
Oxen.  By  N.  A.  Bubnow  (Zeit.  Physiol.  Ghem 8,  1 — 47). — The 
first  30  pages  contain  a  complete  resume  of  the  previous  literature 
on  the  subject. 

The  author  makes  extracts  of  the  fresh  gland  (freed  from  fat,  &c.), 
with  water,  10  per  cent.  NaCl  solution,  and  0T  per  cent.  KHO 
solution,  and  gives  in  full  their  general  reactions.  From  a  watery 
extract,  he  obtained  xanthine,  hypoxanthine,  and  lactic  acid,  but  no 
guanine.  He  has  also  analysed  the  soluble  proteids  which  he 
obtained  by  precipitating  with  acetic  acid  and  purified  by  washing 
with  distilled  water,  alcohol,  and  ether;  the  general  result  is  that 
whether  human  or  ox  gland  be  taken  the  composition  of  the  proteid 
is  identical :  the  proteid  obtained  from  the  10  per  cent.  NaCl  extract 
and  0T  per  cent.  KHO  extract  was  higher  in  carbon  but  lower  in 
nitrogen  than  that  obtained  from  an  extract  of  0T  per  cent.  KHO 
after  long  digestion.  J.  P.  L. 

Composition  of  a  Pathological  Liquid.  By  J.  Regnatjld  and 
Villejean  (/.  Pharm .  [5],  7,  201 — 209). — This  paper  contains 
a  physiological  and  chemical  description  of  a  liquid  obtained 
from  an  inguino-abdominal  tumour.  The  following  is  an  abstract  of 
the  more  important  chemical  features  of  the  liquid.  The  total 
quantity  obtained  was  about  260  grams ;  it  had  an  oily  consistence, 
an  amber  colour,  and  contained  suspended  particles.  By  filtration,  a 
perfectly  clear  alkaline  liquid  was  obtained  which  had  a  sp.  gr. 
of  1*038  at  13°.  When  this  liquid  was  merely  mixed  with  water 
coagulation  occurred,  and  the  mixture  became  nearly  solid.  By 
agitating  with  water  the  mixture  again  became  clear,  with  the 
exception  of  a  few  flocks  that  still  remained  insoluble.  When  micro¬ 
scopically  examined,  the  coagulum  appeared  to  be  identical  with  the 
fibrin  of  blood  and  of  lymph.  The  flocks  which  remained  after 
agitation  with  water,  when  similarly  examined,  appeared  to  be 
identical  with  the  fibrin  of  plasma.  The  following  table  represents 
the  results  of  a  chemical  analysis  of  the  liquid.  100  grams  contained  : 


Water  .  87*612 

Fibrin  . 1*860 

Metalbumin .  6*240 

Serin .  2*460 

Mucin  .  none 

Peptones,  &c .  0*993 

Chlorides  (K  and  Na) .  0*542 
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Carbonates,  sulphates,  and  phos-I 
phates  of  alkalis  and  alkaline  > 
eartbs  . J 


0*293 


W.  R.  D. 


Physiological  Action  of  Borax.  By  F.  Yigier  ( J .  Plwrm. 
[5],  7,  301 — 310). — From  experiments  on  dogs  and  men,  the  author 
concludes  that  borax  has  no  injurious  physiological  action  even 
when  given  in  large  doses.  Thus  3*5  grams  of  borax  were  taken  on 
an  empty  stomach ;  salivation  became  rather  more  copious,  and  the 
saliva  was  found  to  be  more  than  normally  alkaline,  the  appetite  was 
increased.  With  dogs,  a  solution  of  borax  was  injected  in  the  veins, 
doses  of  1*25  gram  in  5  c.c.  of  water  being  given  at  intervals  of  half 
an  hour  until  5  grams  had  been  given.  Borax  was  subsequently 
found  in  the  saliva  as  well  as  in  the  urine,  in  fact  it  appears  to  be 
slowly  eliminated  from  the  system  by  the  latter  excretion.  In  order 
to  detect  the  borax  in  these  cases,  large  quantities  of  the  urine  and 
saliva  were  evaporated,  and  after  acidifying  with  hydrochloric  acid 
the  flame  spectrum  of  the  liquid  was  examined.  The  ordinary  tests 
for  borates  are  not  sufficiently  delicate,  and  the  usual  flame  reaction  for 
boric  acid  is  masked  by  the  presence  of  organic  matter  and  sodium 
salts.  W.  R.  D. 


Transformation  of  Nitriles  in  the  Organism.  By  P.  Giacosa 
( Zeit .  Physiol.  Chem .,  8,  95 — 113). — Benzonitrile  enclosed  in 

gelatine  capsules  and  given  with  food  to  a  dog,  is  eliminated  partly 
by  the  lungs,  fasces,  and  urine.  The  odour  of  benzonitrile  in  the 
respired  air  was  very  persistent,  lasting  six  days  after  a  dose  of  2*4 
grams.  It  acts  as  a  poison,  producing  convulsions,  has  a  local  action 
on  the  mucous  membrane  of  the  stomach,  sometimes  producing  large 
ulcers.  In  large  doses,  it  paralyses  respiration  and  death  ensues. 
Neither  benzoic,  hippuric,  nor  any  hydroxy -acids  were  found  in  the 
urine.  The  ratio  between  the  mineral  and  combined  acids  is  consider¬ 
ably  altered ;  before  the  experiment,  the  ratio  was  nine  of  mineral  to 

one  of  combined,  after,  ~  = the  total  quantity  of 


B 


B 


sulphates  too  was  diminished  ;  before  the  experiment,  it  was  about 
0*390  gram  per  day,  after,  0*117  gram. 

Phenylacetonitrile  acts  as  a  very  violent  poison,  does  not  give 
rise  to  any  odour  either  in  the  expired  air  or  urine,  the  urine  is 
strongly  acid,  sometimes  contains  albumin,  and  so  rich  in  urates  and 
uric  acid  as  to  have  a  creamy  consistency.  Phenaceturic  acid  was 
obtained  from  the  urine,  which  differs  from  E.  and  H.  Salkowski’s 
acid  obtained  from  phenylacetic  acid  in  having  a  higher  melting 
point  (Salkowski’s  143°,  Giacosa’s  185 — 186°).  Acetonitrile  is  the 
least  poisonous ;  when  given  to  a  d5g,  part  is  excreted  as  acetic  acid  ; 
after  a  dose  of  4  grams,  0*25  gram  of  acetic  acid  was  found  in  the 
urine. 

Propionitrile  produces  violent  vomiting  and  is  very  poisonous  ;  part 
is  eliminated  unchanged  by  the  lungs,  and  about  one-tenth  as  pro¬ 
pionic  acid  in  the  urine. 

VOL.  xlvi.  4  c 
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During  the  whole  period  the  animals  were  under  the  influence  of 
the  nitriles,  the  author  observed  in  every  case  (even  when  the  urine 
wTas  very  acid)  crystals  of  ammonium  magnesium  phosphate  in  large 
quantities ;  as  they  appear  normally  only  in  alkaline  urine,  it  is 
probable  the  acid  in  the  urine  after  feeding  with  acetonitrile  is  not 
acetic.  The  author  intends  to  further  investigate  this. 

J.  P.  L. 

Fate  of  Iodoform  and  Chloroform  in  the  Organism.  By 

A.  Zeller  ( Zeit .  Physiol.  Ghem.y  8,  70 — 78). —  The  author  has  pre¬ 
viously  shown  that  iodoform,  when  applied  to  the  abdominal  cavity,  may 
produce  fatal  results;  as  excretion  is  much  slower  than  absorption, 
a  consequent  retention  of  iodine  occurs  in  the  blood  and  tissues. 
According  to  Hdgyes,  the  absorption  is  due  to  the  decomposition 
of  the  iodoform  and  formation  of  a  compound  of  iodine  and  albumin. 
The  author’s  experiments  support  this  view.  300  grams  of  an  albu¬ 
min  solution  containing  2*51  grams  of  iodine  were  given  to  a  dog; 
the  excretion  of  iodine  lasted  nine  days,  1*626  gram  being  accounted 
for;  only  a  very  small  part  passes  through  unchanged  in  the  faeces. 

When  chloroform  is  used  as  an  anaesthetic,  part  is  found  after  a 
few  hours  in  the  urine.  Nothnagel  found,  after  subcutaneous  injec¬ 
tion,  bile  pigments  present.  Kappeler,  on  the  other  hand,  could  not 
find  any  in  25  different  cases.  The  present  paper  chiefly  relates  to 
the  amount  of  chloroform  eliminated  as  chloride  in  the  urine.  A 
dog  fed  on  500  grams  meat  daily  was  given  in  the  first  experiment 
7  grams,  in  a  second  9  grams  chloroform,  enclosed  in  capsules.  The 
increase  of  chlorides  in  the  first  case  lasted  four  days ;  in  the  second 
eight  days.  In  the  second  experiment  the  increase  amounted  to 
5*71  grams  Cl,  corresponding  with  6*41  grams  chloroform;  con¬ 
sequently  about  one- third  is  exhaled  by  the  lungs.  J.  P.  L. 
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Chemistry  of  Vegetable  Physiology  and  Agriculture. 


Schizomyeetic  Fermentation.  Part  IX.  By  A.  Fitz  ( Ber 17, 
1189 — 1196). — In  addition  to  Pasteur’s  butyric  acid  ferment  and  the 
micrococcus  previously  described  by  the  author,  a  third  variety  of 
schizomycetes  exists,  which  ferments  calcium  lactate  to  butyric  acid. 
It  is  cylindrical  in  form,  its  dimensions  being  0 ‘7 — 1  micromm.  broad 
and  1*8 — 2  4  long ;  cultivation  in  a  vacuum  diminishes  the  length, 
whilst  the  presence  of  free  acid  increases  the  dimensions  to  1*5  micromm. 
in  breadth,  and  to  7 — 8  in  length;  Hot  only  the  developed  ferment 
but  also  its  germs  are  destroyed  by  exposure  to  a  temperature  of 
58°.  The  following  substances  undergo  fermentation  when  brought 
in  contact  with  this  variety  of  schizomycetes  ;  grape-sugar,  cane- 
sugar,  milk-sugar,  mannitol,  calcium  lactate,  malate,  tartrate,  and 
citrate,  and  also  glycerol  and  calcium  glycerate  with  difficulty.  Ery- 
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throl,  dulcitol,  and  quercitol  are  not  fermented  by  it.  In  tbe  fermenta¬ 
tion  of  calcium  lactate,  not  only  butyric  but  also  propionic  acid  are 
produced  ;  calcium  tartrate  on  the  other  hand  yields  succinic  and 
acetic  acids. 

The  author  denies  the  statement  made  by  Hueppe,  Koch,  Gaffky 
and  Loffler,  that  liquids  heated  in  a  steam  chamber  acquire  the 
temperature  of  the  surrounding  vapour  but  very  slowly.  He  also 
reiterates  his  statement  which  has  been  denied  by  Duclaux  that 
Mucor  racemosus  inverts  cane-sugar.  W.  C.  W. 

Butyric  Fermentation  excited  by  Garden-soil.  By  P.  P. 

Deh^rain  and  L.  Maquenne  {Ann.  Agronomiques ,  10,  5 — 9). — The 
authors  have  continued  their  inquiry  into  the  products  formed  during 
the  fermentation  of  solutions  of  sugar  by  soil  bacteria.  By  employing 
30  litres  of  water,  1  kilo,  each  of  sugar  and  chalk,  and  1  kilo,  of  soil, 
and  keeping  the  temperature  at  35°,  a  very  energetic  fermentation 
wa3  produced,  a  large  quantity  of  gas  evolved  (consisting  of  hydrogen 
with  a  little  carbonic  anhydride),  and  in  a  month  the  sugar  had 
entirely  disappeared,  and  the  liquid  was  acid.  The  organism  pro¬ 
ducing  these  changes  was  a  very  active  elongated  bacillus,  coloured 
blue  by  iodine,  and  resembling  Bacillus  amylobacter.  The  volatile 
products  obtained  by  distilling  20  litres  of  the  liquid  consisted  of 
about  10  c.c.  ethyl  alcohol,  4  or  5  c.c.  amyl  alcohol,  and  a  small  quan¬ 
tity  of  other  alcohols  boiling  above  140°.  The  lime  salts  produced  by 
the  fermentation  were  converted  into  ethyl  salts  by  distillation  with 
sulphuric  acid  and  alcohol,  and  furnished  about  100  c.c.  acetic  ether 
(distilling  70 — 79°),  25  c.c.  of  an  ether  boiling  95 — 102°,  and  fur¬ 
nishing  an  acid  which  was  probably  propionic  acid,  and  100  c.c.  of 
butyric  ether  distilling  over  between  115  and  122°.  The  total  acids  in 
the  fermented  liquid  were  estimated  as  equivalent  to  247  grams  sul¬ 
phuric  acid,  corresponding  with  450  grams  of  a  mixture  of  equal  parts 
of  acetic  and  butyric  acids.  About  half  the  sugar  employed  was  thus 
converted  into  these  acids.  It  is  possible  that  the  alcohols  formed  were 
due  to  the  coexistence  of  the  alcoholic  fermentation  with  the  butyric. 
The  butyric  bacillus  of  Fitz  {Bull.  Soc.  Ghim .,  38,  584)  furnishes  no 
acetic  acid,  and  the  author  considers  the  bacilli  acting  in  the  two  cases 
to  be  different.  J.  M.  H.  M. 

Development  of  Starch-transforming  Ferments  in  the  Cells 
of  the  Higher  Plants.  By  W.  Detmer  {Ann.  Agronomiques ,  10, 
45 — 46  ;  from  Botan.  Zeitung ,  1883,  601). — Ungerminated  grains  of 
wheat  contain  a  little  diastatic  ferment,  the  quantity  of  which  rapidly 
increases  when  the  grains  germinate  in  presence  of  oxygen.  When 
the  grain,  after  being  soaked  in  boiled  water,  is  placed  in  an  atmo¬ 
sphere  of  hydrogen,  germination  still  takes  place  to  a  small  extent 
by  means  of  intramolecular  respiration ;  but  in  this  case  diastase  is 
not  developed,  even  if  a  little  free  acid  (citric),  which  favours  the 
production  of  diastase,  is  added.  Oxygen,  therefore,  is  necessary  to 
the  formation  of  diastase  in  the  cells  of  the  higher  plants. 

J.  M.  H.  M. 
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Part  played  by  Vegetable  Acids  in  causing  the  Turgescence 
of  Cells.  By  H.  de  Vries  ( Ann .  Agronomiques ,  10,  139 — 141 ;  from 
Botan.  Zeitung ,  1883,  849). — The  turgescence  of  cells  is  to  a  large 
extent  caused  by  the  osmotic  action  between  the  crystallisable  sub¬ 
stances  contained  in  the  cell  sap  and  the  watery  liquid  by  which  the 
cells  are  surrounded.  The  outward  pressure  thus  produced  is  very 
considerable,  and  has  been  estimated  by  Pfeifer  to  amount  to  as  much 
as  7  atmospheres  in  the  articulation  of  a  bean  leaf  and  13  atmospheres 
in  the  pith  of  a  sunflower  stem.  If  increasing  quantities  of  crys¬ 
talloids  be  added  to  the  water  surrounding  a  living  cell,  the  tur¬ 
gescence  of  the  cell  is  progressively  diminished,  until  finally  the 
tension  of  the  enclosed  protoplasmic  sac  becomes  nil,  and  the  sac  con¬ 
tracts,  loses  water,  and  detaches  itself  from  the  cell-wall.  The  author 
applies  the  term  “  plasmolysis  ”  to  this  phenomenon,  and  has  deter¬ 
mined  the  strength  of  various  solutions  of  crystalloids  required  to 
bring  it  about  in  the  cells  of  different  plants.  With  the  red  beet, 
for  example,  solutions  of  the  following  strengths  are  necessary : — 
Cane-sugar,  27 — 28  per  cent. ;  magnesium  sulphate,  26 — 28  per  cent. ; 
sodium  sulphate,  17 — 18  per  cent. ;  sodium  or  potassium  nitrate, 
6 — 7  per  cent. ;  potassium  chloride,  4 — 5  per  cent. ;  sodium  chloride, 
3 — 4  per  cent.  The  author  believes  a  considerable  portion  of  the 
turgescence  to  be  produced  by  the  vegetable  acids  and  their  compounds 
with  mineral  and  organic  bases,  especially  in  the  cells  of  young  tissue. 
He  finds  that  the  salts  of  vegetable  acids  with  inorganic  bases  produce 
21 — 27  per  cent,  of  the  turgescence  in  the  cells  of  the  petioles  of 
Ileracleum  pubescens ,  30  per  cent,  in  the  summits  of  Garum  carui , 
35  per  cent,  in  the  cells  of  Delphinium  azureum .  Salts  of  vegetable 
acids  with  organic  bases  furnish  11  per  cent,  of  the  turgescence  in 
monkshood,  16  per  cent,  in  young  petioles  of  Rheum  hybridum ,  19  per 
cent,  in  the  epicotyledonous  internode  of  a  young  haricot.  The  effect 
of  free  oxalic  acid  is  shown  in  the  following  table  : — 


Per  cent,  of  total  turgescence. 

_ 

Rheum 

Rheum 

Begonia 

officinale. 

hybridum. 

rex. 

Free  oxalic  acid . 

16 

42 

29*2 

Potassium  hydrogen  oxalate  . . 

18 

177 

14-2 

Calcium  and  magnesium  oxalates 

35 

2-6 

4*2 

37-6 

62*3 

47-6 

A  molecule  of  glucose,  by  furnishing  3  mols.  of  oxalic  acid,  triples 
its  power  of  causing  turgescence;  when  converted  into  malic  acid, 
the  augmentation  is  a  half  less.  Glucose  is  the  commonest  and  most 
important  of  the  soluble  matters  causing  turgescence,  contributing 
for  example  50 — 60  per  cent,  of  the  total  effect  in  young  petioles  of 
Ileracleum  spondylium,  and  80  per  cent,  in  petioles  of  the  rose.  In¬ 
organic  salts  do  not  occur  in  large  quantities  in  young  tissues,  but 
certain  plants  accumulate  them,  e.g .,  in  the  summits  of  the  artichoke, 
potassium  nitrate  produces  40  per  cent,  of  the  turgescence,  and  in  the 
young  petioles  of  Gunnera  scabra  potassium  chloride  produces  52 — 
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56  per  cent.  Potassium,  on  combining  witb  an  acid,  increases  the 
force  of  turgescence,  whilst  lime  does  not.  A  molecule  of  potassium 
malate,  for  example,  has  twice  the  osmotic  force  of  malic  acid  or  of 
calcium  malate.  Hence  the  accumulation  of  potassium  .salts  in  young 
tissues  which  have  most  need  of  turgescence,  and  their  gradual  re¬ 
placement  by  calcium  salts  as  the  tissues  grow  older. 

J.  M.  H.  M. 


Attraction  between  Soluble  Substances  in  Dilute  Solu¬ 
tions  and  Water.  By  H.  de  Vries  (Ann.  Agronomiques ,  10,  141 — 
143). — The  author  measures  the  attraction  of  a  dissolved  substance 
for  water  by  the  power  which  its  solution  possesses  of  removing 
water  from  the  protoplasmic  contents  of  vegetable  cells.  The  degree 
of  concentration  necessary  to  produce  “  plasmolysis  ”  or  the  contrac¬ 
tion  and  separation  of  the  cell-contents  from  the  cell-wall  may  be 
observed,  or  the  following  method  may  be  adopted  : — When  the  apex 
of  a  growing  shoot  is  divided  by  longitudinal  cuts  into  four  fila¬ 
ments,  these  filaments  become  curved  outwards  by  the  tension  of 
their  component  cells.  If  the  curved  ends  be  immersed  in  pure 
water,  the  curvature  increases  ;  in  strong  solutions  of  soluble  sub¬ 
stances  it  is  lessened  ;  and  in  solutions  of  a  certain  strength  no  alte¬ 
ration  of  the  curve  is  produced.  Solutions  of  various  substances  of 
such  strength  as  to  behave  in  the  manner  last  mentioned  are  called 
isotonic ,  and  the  strength  of  the  solution  is  inversely  proportional  to 
the  attraction  of  the  dissolved  substances  for  water.  Isotonic  coeffi¬ 
cients  express  the  affinity  for  water  of  L  mol.  of  various  substances, 
that  of  a  ^  mol.  of  oxalic  acid  being  taken  as  unity  : — 


Cane-sugar  .  1*9 

Inverted  sugar .  1*9 

Malic  acid .  2*0 

Tartaric  acid .  2*0 

Citric  acid .  2*0 


Tripotassium  citrate .  5*0 


Potassium  or  sodium  nitrate, 
potassium,  sodium,  or  am¬ 
monium  chloride,  potas¬ 
sium  acetate,  monopotas¬ 


sium  citrate .  3*9 

Magnesium  malate .  1*9 

„  sulphate  .  2*0 


Potassium  oxalate  or  sulphate .  3*0 

,,  phosphate  or  tartrate .  4*0 


malate  or  dipotassium  nitrate.  4*1 


Magnesium  citrate .  3*9 

„  chloride .  4*3 

Calcium  chloride .  4*3 


Organic  substances  have  thus  a  coefficient  of  2;  alkaline  salts  with 
1  atom  of  metal,  3  ;  with  2  atoms  of  metal,  4 ;  with  3  atoms  of 
metal,  5  ;  salts  of  the  alkaline  earths  derived  from  1  mol.  of  acid,  2  ; 
from  2  mols.  of  acid,  4.  The  isotonic  coefficient  of  a  salt  is  the  sum 
of  the  coefficients  of  its  acid  and  base,  these  being — acids,  2  ;  alkali 
metals,  1 ;  metals  of  the  alkaline  earths,  0.  J.  M.  H.  M. 
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Methods  of  Studying  the  Influence  of  Light  on  the  Respira¬ 
tion  of  Plants.  By  G.  Bornier  and  L.  Mangin  (Ann.  Agronomiques , 
10,  40 — 41 ;  from  Bull.  Soc.  Bot.  de  France ,  30,  235). — The  authors 
have  verified  the  conclusion  arrived  at  by  a  different  method,  that 
light  retards  respiration,  by  actually  measuring  by  means  of 
standard  baryta-water  the  carbonic  anhydride  produced  in  a  given 
time  by  plants  destitute  of  chlorophyll.  J.  M.  H.  M. 

Influence  of  Light  on  the  Disengagement  of  Oxygen  by 
Plants.  By  J.  Reinke  (Ann.  Agronomiques ,  10,  38 — 40,  and  136 — 
137 ;  from  Botan .  Zeitung ,  1883,  Nos.  42,  43,  44). — The  author 
describes  the  means  adopted  by  him  to  measure  the  oxygen  disengaged 
by  leaves  in  presence  of  light  of  varying  intensity,  by  counting  the 
bubbles  of  gas  which  escape  from  a  given  leaf  surface  of  an  aquatic 
plant  in  measured  intervals  of  time.  Flodea ,  having  very  thin  leaves, 
is  especially  suitable.  The  light  of  the  sun  is  reflected  from  a  helio- 
stat  through  a  convex  lens  into  a  darkened  chamber.  The  intensity 
of  light  to  which  the  leaf  is  subjected  then  varies  according  to  its 
position  in  the  double  cone  of  rays  formed  by  the  lens.  Working  in 
this  way  the  author  finds  that  the  disengagement  of  oxygen  attains 
its  maximum  with  light  of  normal  intensity  ( i.e .,  at  twice  the  focal 
distance  of  the  lens,  where  the  diameter  of  the  cone  of  rays  is  the 
same  as  that  of  the  lens),  that  it  diminishes  rapidly,  with  intensities 
of  ;  but  on  the  other  hand  remains  almost  constant  when  the 

intensity  is  2,  4,  and  8  times  the  normal. 

The  author  has  adopted  his  method  of  counting  the  number  of 
bubbles  of  gas-  escaping  from  a  given  leaf  surface  of  an  aquatic 
plant  (Flodea)  in  a  given  time  to  the  study  of  the  influence  of 
light  of  different  colours  on  the  disengagement  of  oxygen  by 
plants.  The  same  apparatus  was  employed  as  that  previously 
described  with  the  interposition  of  a  prism  of  known  dispersive 
power  adjusted  for  the  minimum  angle  of  deviation,  in  the  path  of 
the  conical  beam.  The  spectrum  was  received  on  a  screen,  composed 
of  two  vertical  plates  of  wood,  adjustable  at  any  distance  from  each 
other.  The  band  of  coloured  light  passing  between  the  wooden 
uprights  was  concentrated  on  the  leaf  by  a  lens,  the  distance 
between  the  uprights  being  so  adjusted  for  each  colour  as  to  obtain 
an  equal  luminous  concentration  (i.e.,  an  equal  number  of  wave¬ 
lengths)  in  all  cases.  The  maximum  disengagement  of  oxygen  corre¬ 
sponds  with  the  maximum  absorption  of  chlorophyll,  and  is  situated 
in  the  red,  not  far  from  the  line  B  ;  the  curve  descends  rapidly  towards 
the  ultra-red,  more  slowly  towards  the  ultra-violet,  but,  contrary  to 
the  experiments  of  Engelmann,  there  is  no  augmentation  in  the  dis- 
engagement  of  oxygen,  corresponding,  with  the  absorption -band  com¬ 
mencing  between  the  lines  b  and  F,  and  extending  over  the  whole 
of  the  right  side  of  the  spectrum.  J.  M.  H.  M. 

Structure  and  Functions  of  the  Epidermic  System  of  Plants. 

By  Westermayer  (Ann.  Agronomiques ,  10,  37 — 38). — In  this  paper, 
the  author  insists  on  the  importance  of  the  epidermic  layers  of  ceils 
as  reservoirs  of  water.  Sometimes  these  cells  contain  more  water  than 
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all  the  other  tissues  of  the  plant  together,  and  in  some  cases  the  cell- 
walls  are  arranged  in  folds  like  a  Venetian  blind,  so  that  the  volume 
is  subject  to  much  variation.  The  same  role  is  played  by  the  cells  of 
the  hypodermis,  also  destitute  of  chlorophyll,  but,  unlike  the  epider¬ 
mic  cells,  originating  from  the  periblem.  When  a  leaf  fades,  these 
expansible  cells  of  the  epidermis  and  hypodermis  are  the  first  to  give 
up  their  water,  at  the  same  time  contracting  in  volume.  The  water 
of  the  epidermic  cells  absorbs  the  obscure  heat  of  the  sun’s  rays,  and 
in  Deherain’s  experiments  on  the  action  of  the  electric  light  on  vege¬ 
tation  these  cells  were  the  only  ones  injuriously  affected  (blackened). 

J.  M.  H.  M. 

Contributions  to  the  Doctrine  of  Thermic  Constants  in 
Plants.  By  Staub  (Ann.  Agronomiques,  10,  42 — 43;  from  Botan. 
Jahrb.,  3,  131). — The  thermal  constant  of  a  plantr  according  to 
Oettinger,  is  the  sum  of  the  mean  temperatures  of  the  days  of  active 
vegetation  from  the  commencement  of  growth  to  some  definite  phase 
in  the  plant’s  life,  minus  a  certain  initial  temperature  ( seuil ),  different 
for  different  species,  and  determined  by  comparing  the  observations 
of  successive  years.  The  author  objects  to  this,  that  the  development 
of  a  plant  depends  not  only  on  the  aggregate  quantity  of  heat  which 
it  receives,  but  above  all  on  the  temperature  during  growth,  which 
cannot  be  expressed  by  adding  together  thermometric  measurements. 

J.  M.  H.  M. 


Means  of  Protecting  Plants  against  Frost.  By  H.  R.  Goppert 
(Ann.  Agronomiqves ,  10,  41 — 42). — Sachs  maintains  that  plants,  bulbs, 
and  roots  are  killed,  not  by  being  frozen,  but  by  too  sudden  and  rapid 
thawing.  The  author,  on  the  other  hand,  by  submitting  narcissus, 
tulip,  and  hyacinth  bulbs  and  potatoes  to  a  temperature  of  1*4°  below 
zero,  and  then  dividing  them  into  two  lots,  one  being  suddenly  cooled 
to  — 8°,  and  the  other  plunged  in  water  of  1°,  found  that  the  tem¬ 
perature  of  —8°  killed  all  the  bulbs,  whether  the  subsequent  thaw¬ 
ing  was  slow  or  rapid,  but  that  none  of  the  bulbs  cooled  to  — 1*4° 
suffered  any  damage,  the  potatoes  only  being  frozen.  By  experiment¬ 
ing  with  the  flowers  of  the  exotic  orchids  Pajus  and  Calanthe , 
which  become  blue  by  development  of  indigo  as  soon  as  they  die,  he 
also  shows  that  death  occurs  when  the  flowers  are  frozen,  and  conse¬ 
quently  that  no  amount  of  care  bestowed  on  the  thawing  of  frozen 
plants  is  of  any  avail  if  the  frost  has  been  sufficiently  severe.  The 
buds  of  some  ligneous  plants  were  found  to  stand  freezing  at  — 16°  to 
—  20°,  and  subsequent  thawing  at  25°  without  damage. 

J.  M.  H.  M. 

Contents  of  the  Cribriform  Vessels  of  “  Cucurbita  Pepo.” 

By  E.  Zacharias  (Ann.  Agronomiques ,  10,  138 — 139 ;  from  Botan. 
Zeitung ,  1884,  65 — 73). — When  a  pumpkin  is  cut  across,  there  exudes 
from  each  bundle  of  vessels  a  drop  of  liquid  having  an  alkaline 
reaction  ;  after  a  few  hours  the  drop  solidifies  into  an  elastic  mass. 
The  author  has  collected  a  sufficient  number  of  drops  in  a  watch- 
glass  to  recognise  the  presence  of  an  albuminoid  similar  to  fibrin, 
dextrin,  potassium  phosphate,  magnesium  salts,  nitrites,  and  nitrates. 
The  alkaline  reaction  is  ascribed  to  potassium  phosphate.  The 
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albuminoid  is  deposited,  on  standing,  in  the  form  of  mucilaginous 
threads,  the  separation  of  which  is  prevented  by  0*2  per  cent,  hydro¬ 
chloric  acid,  and  by  very  dilute  potash,  but  not  by  10  per  cent,  sodium 
sulphate  solution.  Strong  potash  causes  an  immediate  precipitate  of 
white  flocks,  soluble  in  excess  of  water.  Alcohol  transforms  the 
mucilage  into  a  hard  white  opaque  mass,  coloured  yellow  by  nitric 
acid.  Copper  sulphate  and  potash  give  a  violet  solution  ;  ferrocyanide 
of  potassium  and  ferric  chloride  both  colour  the  mucilage  deep  blue. 
The  mucilage  is  soluble  in  gastric  juice  and  very  dilute  potash  ;  strong 
potash  hardens  it  and  renders  it  opaque  ;  0*2  per  cent,  hydrochloric 
acid  and  10  per  cent,  soda  cause  it  to  swell  without  dissolving; 
sodium  chloride  is  without  action.  J.  M.  H.  M. 

Mascate  Pea.  By  A.  Riche  and  A.  R^mont  (J.  Pharm .  Chim. 
[5],  7,  29—32). — The  seed  commonly  known  as  the  mascate  pea  is 
yielded  by  a  plant  largely  found  in  Brazil,  belonging  to  the  genus 
Ganavalia ,  of  the  natural  order  Papilioiiacece.  It  was  believed  that 
the  seeds,  which  are  about  the  size  of  small  kidney  beans,  could  be 
used  as  a  substitute  for  coffee.  A  chemical  examination  by  the  author 
negatived  the  supposition,  for  they  were  found  to  contain  no  caffeine. 
Experiments  were  then  made  with  the  roasted  seeds  to  discover 
whether  they  could  be  used  in  the  place  of  chicory  or  other  roasted 
beans,  for  mixing  with  coffee.  These  experiments  indicated  that  the 
canavalia  seeds  after  roasting  contain  less  matter  soluble  in  water 
than  chicory,  roasted  acorns,  or  barley,  and  that  the  aqueous  solution 
has  much  less  colouring  power,  but  contains  more  nitrogenous  matter, 
than  the  aqueous  solutions  of  the  other  substances.  The  authors 
consider  that  as  these  seeds  are  comparatively  rich  in  albuminoids 
(5 — 6  per  cent.),  their  use  for  mixing  with  coffee  should  be  encou¬ 
raged.  W.  R.  D. 

Results  obtained  from  Experimental  Plots  at  Grignon  in 

1883.  By  P.  P.  Deh^haih,  Boreau,  and  Marchal  {Ann.  Agronomiques , 
10,  97 — 112). — The  season  of  1883  was  characterised  by  great  equality 
of  temperature  and  a  large  and  pretty  equally  distributed  rainfall. 
The  hot  weather  of  June  was  favourable  to  the  ripening  of  wheat,  and 
the  crop  would  have  been  generally  good  but  for  the  extremely  wet 
autumn  of  1882,  which  hindered  sowing.  Oats  everywhere  yielded 
unusually  large  crops,  and  the  grass  and  forage  crops  were  extremely 
abundant,  being  favoured  by  a  warm  moist  summer.  The  hot  and 
dry  August  exercised  a  favourable  influence  on  the  quality  of  the 
sugar-beet  crop  and  its  richness  in  sugar,  but  the  warm  and  mild 
September  which  followed  produced  some  amount  of  deterioration. 
The  disposition  of  the  plots  in  the  ninth  year  of  experiment  (1883) 
was  altered,  so  as  to  include  experiments  on  rotations,  on  applications 
of  the  manures  which  the  eight  preceding  years  have  shown  to  be 
most  suitable  to  the  soil,  and  on  laying  down  land  with  permanent 
pasture. 

Wheat. — The  same  plots  carried  this  crop  for  the  fourth  successive 
year  (1883),  and  none  of  them  had  received  any  manure  since  1881 
at  latest,  the  purpose  being  to  ascertain  the  unexhausted  effect  of 
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manures  previously  applied.  In  May,  1883,  however,  the  plant 
appeared  so  poor  over  all  the  plots  that  it  was  considered  advisable 
to  top-dress  half  of  them  with  nitrate  of  soda,  but  this  application, 
made  so  late  in  the  season,  produced  no  beneficial  result.  The  influ¬ 
ence  of  the  manures  applied  in  previous  years,  although  much  lessened, 
is  still  sensible,  the  continuously  unmanured  plot  producing  only 
14*6  hectolitres  of  grain  per  hectare,  whilst  the  average  yield  of  all 
the  plots  was  17*5  hectolitres.  Farmyard  manure  ploughed  in  (1875 — 
1879)  continues  to  show  much  better  results  than  when  spread  on  the 
surface.  Nitrate  of  soda,  four  years  after  application,  still  exerts  an 
appreciable  influence  on  the  yield.  Sulphate  of  ammonia  still  re¬ 
mains  inferior  to  nitrate  of  soda,  and  Plot  32,  which  received  a  very 
heavy  dressing  (1200  kilos.)  of  sulphate  of  ammonia  for  three  years 
(1875 — 1878)  has  not  yet  recovered  the  injury  it  received,  and  gives 
the  worst  yield  of  any  plot  save  continuously  unmanured  ones.  The 
decreasing  effect  of  the  residues  of  previous  manuring  is  shown  in 
the  following  table,  which  gives  the  yield  of  grain  in  quintals  per 
hectare  for  each  year  since  the  application  of  manure  was  discon¬ 
tinued. 


1880. 

1881. 

1882. 

1883. 

Mean. 

1880-83. 

Unmanured  . 

25  *00 

16  '40 

21-90 

18  -75 

Farmyard  manure  ploughed  in  . . 

34  '06 

23 '92 

23  *44 

17  '42 

24-71 

„  „  spread . 

27*00 

16  *00 

20  *00 

19*50 

Nitrate  of  soda . 

27-75 

21*00 

21  50 

21*06 

Sulphate  of  ammonia  . 

23  *30 

18  *60 

20'00 

13-50 

19*95 

Blood  manure  (Souff rice’s) . 

34*00 

21*60 

23  '00 

14*00 

23-15 

Leather  manure  (Coignet’s)  .... 

26*00 

23*20 

20  '00 

13-00 

20  5 

Mean  of  all  the  plots . 

28*53 

21  '00 

21  -07 

14-07 

21*1 

The  percentage  of  nitrogen  found  in  1883  in  three  plots  was  0T69, 
identical  with  the  figure  obtained  in  1881 ;  the  authors  attribute  this 
conservation  of  nitrogen  to  the  free  growth  of  weeds,  which  are  very 
difficult  to  keep  down  when  so  many  corn  crops  are  taken  in  suc¬ 
cession. 

Oats ,  after  having  been  grown  for  eight  successive  years  on  the 
same  plots,  were  in  1883  transferred  to  plots  some  of  which  had  grown 
green  maize  for  the  seven  preceding  years,  and  the  rest  for  six  years 
with  beet  in  1882.  On  all  these  plots,  very  fine  crops  of  oats  were  ob¬ 
tained,  the  continuously  unmanured  plot  yielding  51*2  hectolitres  of 
grain  per  hectare,  the  highest  yield  being  80  hectolitres  from  a  plot 
which  received  heavy  dressings  of  farmyard  manure  in  1875 — 1882 
but  nothing  in  1883.  On  the  soil  of  Grignon,  no  mixture  of  artificial 
manures  gives  such  heavy  crops  as  farmyard  manure.  Comparing 
the  heavy  crop  of  oats  obtained  in  1883  (even  on  the  unmanuree 
plot)  with  the  poor  yield  of  1882,  and  with  the  wretched  crops  of 
wheat  of  1883,  the  authors  conclude  that  the  chief  reason  for  the 
striking  improvement  in  the  yield  of  oats  is  the  fact  that  they  have 


1070 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


this  time  followed  the  maize  crop  instead  of  being  grown  again  con¬ 
secutively,  thus  allowing  of  a  thorough  cleaning  of  the  land. 

Beet  in  1883  was  grown  upon  the  plots  which  carried  oats  since 
1875.  The  best  results  were  obtained  by  farmyard  manure  with  the 
addition  of  nitrate  of  soda.  Flesh  manure  (Souff rice’s)  gave  a  slightly 
heavier  crop,  but  the  increase  was  not  equal  to  the  increased  cost  of 
the  manure.  The  greatest  percentage  of  sugar  in  the  roots  was  ob¬ 
tained  on  the  continuously  unmanured  plot,  but  the  greatest  total 
weight  of  sugar  per  acre  was  on  the  plot  dressed  with  farmyard  manure 
and  nitrate  of  soda. 

Maize  cut  for  fodder  was  also  transferred  to  the  plots  which  had 
been  in  oats  since  1875.  The  unmanured  plot  yielded  the  very  fair 
crop  of  64,000  kilos,  per  hectare,  whilst  the  plot  which  received  the 
heaviest  dressing  of  farmyard  manure  yielded  92,000  kilos.  The 
effect  of  previous  dressings  of  farmyard  manure  was  very  marked. 
Chloride  of  potassium  produced  a  considerable  increase,  although 
potash  salts  do  not  usually  benefit  other  crops  grown  on  the  soil  of 
Grignon. 

Sainfoin . — The  sainfoin  sown  in  1882  on  the  plots  which  had 
already  carried  it  for  three  years,  yielded  in  1882  a  medium  crop,  in 
which  sainfoin  predominated ;  in  1883,  however,  the  sainfoin  was  in 
great  part  replaced  by  adventitious  grasses,  so  that  the  original 
intention  of  keeping  the  plots  under  this  crop  has  been  abandoned, 
and  they  will  go  into  mixed  seeds.  The  heaviest  crops  in  1883  were 
obtained  on  the  plots  which  had  received  sulphate  of  ammonia  or 
nitrate  of  soda  in  previous  years.  J.  M.  H.  M. 

Farmyard  Manure.  By  A.  B.  Griffiths  (Ghent.  News,  49,  279— 
280). — The  author  has  observed  that  the  watery  extract  of  farmyard 
manure  is  a  very  favourable  medium  for  the  production,  multiplica¬ 
tion,  and  sustenance  of  bacteria,  bacilli,  vibrios,  &c.  These  orga¬ 
nisms,  along  with  their  germs,  may  be  completely  destroyed  by  a 
solution  either  of  ferrous  sulphate,  containing  at  least  0*0269  gram 
per  100  grams  of  water,  or  copper  sulphate  (0*0073  per  100),  or  of 
sodium  chloride  (5  per  100).  Moreover,  it  is  shown  that  the  potato 
parasite,  P  eronospora  inf es  tans,  can  thrive  in  farmyard  manure,  at 
least  as  regards  the  unlimited  production  of  hyphae  without  any 
further  development.  This,  as  well  as  the  presence  of  seeds  of  weeds 
in  this  manure,  is  urged  as  evidence  against  its  use  on  arable  land. 

D.  A.  L. 

Loss  of  Nitrogen  during  the  Fermentation  of  Manures. 

By  H.  Joulie  (Gompt.  rend.,  98,  1444 — 1445). — During  the  pro¬ 
longed  fermentation  of  manure,  there  is  a  loss  of  nitrogen  which  may 
amount  to  more  than  20  per  cent.,  this  loss  being  due  entirely  to  the 
decomposition  of  the  ammonia  contained  in  the  drainage  from  the 
manure.  A  certain  proportion  of  the  ammonia  combines  with  the  organic 
matter  during  fermentation,  the  amount  thus  fixed  depending  on  the 
relative  proportions  of  organic  matter  and  ammoniacal  nitrogen.  The 
loss  of  ammonia  is  not  affected  by  the  addition  of  calcium  phosphate, 
but  is  largely  increased  by  the  addition  of  calcium  carbonate  or 
sulphate.  G.  H.  B. 
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Action  of  Superphosphates,  By  P.  Wagner  (Dingl.  polyi.  J 
252,  303). — The  author  states  that  the  degree  of  fineness  of  a  manure 
is  of  great  importance  in  regard  to  its  action  on  the  soil,  but  the 
assumption  that  the  activity  increases  with  the  degree  of  fineness  is 
erroneous.  With  an  increase  in  the  amount  of  lime  contained  in  the 
soil,  it  is  best  to  use  finely-divided  superphosphates,  whilst  in  the  case 
of  soils  poor  in  lime  it  is  preferable  to  employ  a  coarser  powder. 

D.  B. 
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Nickel  Alkali-proof  Vessels.  By  W.  Dittmar  ( Chem .  News , 
50,  3 — 6). — The  production  of  nickel  is  referred  to  (comp,  this 
vol.,  129),  and  its  use  recommended  for  operations  with  caustic 
alkali-leys.  In  its  resistance  to  the  action  of  alkali-leys,  it  is 
equal  to  platinum,  whilst  for  its  cheapness,  hardness,  density,  and 
lower  conductivity  of  heat,  it  surpasses  silver.  The  latter  quality 
allows  the  operator  to  lay  hold  of  a  dish  containing*  boiling  caustic 
potash -ley  with  his  bare  fingers.  Its  density  prevents  the  retention 
of  potash,  as  is  the  case  with  silver,  and  its  hardness  gives  it  perma¬ 
nence  of  form.  Solutions  of  caustic  alkalis  are,  however,  not  abso¬ 
lutely  without  action  on  nickel,  for  the  metal  is  attacked  when  the 
strength  of  the  solutions  reaches  about  60  per  cent,  of  potash  (or 
soda).  The  porosity  of  silver  may  be  diminished  by  alloying  it,  and  a 
very  durable  and  useful  alloy  for  fusions  with  alkalis  has  the  compo¬ 
sition  silver  91,  gold  7,  and  nickel  2  per  cent.  The  author  then  pro¬ 
ceeds  to  show  that  the  action  of  fused  alkalis  on  metals  is  due  to  the 
formation  of  peroxides,  which  then  constitute  the  destructive  reagent ; 
since  experiments  prove  that  silver,  the  above  alloy,  platinum,  and 
nickel  are  not  acted  on  in  the  absence  of  air,  and  fusions  with  alkalis 
may  be  conveniently  and  safely  conducted  in  platinum  vessels  in  an 
atmosphere  of  hydrogen  or  nitrogen,  for  which  purpose  an  arrange¬ 
ment  is  described  in  the  paper  :  the  alkalis  then  fuse  quite  steadily,  and 
do  not  boil  up  as  they  do  when  fused  in  air.  All  these  metals  are 
attacked  by  fused  alkalis  in  the  presence  of  air,  silver  least.  Potash 
and  baryta  are  more  energetic  than  soda.  Some  experiments  with 
carefully  prepared  lithium  compounds  show  that  the  carbonate  when 
ignited  in  a  platinum  vessel  in  the  air  attacks  the  metal,  and  is  itself 
in  greater  part  converted  into  peroxide.  When  heated  in  hydrogen 
or  nitrogen,  it  does  not  attack  the  metal,  but  gradually  loses  carbonic 
anhydride,  and  with  the  former  gas  nearly  pure  lithium  oxide  (Li20) 
remains  as  an  almost  infusible  solid,  which  does  not  readily  combine 
with  water;  with  nitrogen,  part  only  of  the  carbonic  anhydride 
is  driven  off.  A  blowpipe  flame  was  employed  to  finish  the  lithium 
experiments.  D.  A.  L. 


1072 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Dumas’  Nitrogen  Apparatus.  By  M.  Ilinski  ( Ber 17,  1347 — 
1349). — The  author  describes  a  modification  of  Dumas’  apparatus,  for 
which  he  claims  the  following  advantages  : — 1.  Ease  of  construction 
with  ordinary  apparatus  of  a  laboratory,  and  easy  replacement  of 
damaged  parts.  2.  Absence  of  all  fragile  glass  parts,  and  of  india- 
rubber  tubing  in  contact  with  the  caustic  soda  solution.  3.  Working 
under  a  constant  and  very  small  pressure. 

The  apparatus  needed  consists  of  an  ordinary  burette,  a  large  stop¬ 
pered  bottle,  some  glass  tubing  and  a  few  corks ;  but  the  arrange¬ 
ment  of  the  apparatus  cannot  be  clearly  explained  without  the 
drawing.  L.  T.  T. 

Detection  of  Nitrogen  in  Organic  Compounds.  By  C.  Graebe 
(Ber.,  17,  1178). — The  nitrogen  in  diazo-compounds  cannot  be 
detected  by  heating  them  with  metallic  potassium,  as  the  nitrogen 
escapes  before  any  cyanide  is  formed.  W.  C.  W. 

Coloured  Tubes  for  Nesslerising.  By  A.  A.  Breneman  ( Chem . 
News,  49,  281 — 282). — From  numerous  observations,  the  author 
concludes  that  to  obtain  a  satisfactory  standard  of  comparison  for 
Nesslerising,  the  coloured  medium,  best  of  glass,  must  be  placed  at  or 
near  the  bottom  of  the  testing  tube,  which  is  otherwise  made  of 
colourless  glass.  When  used,  it  must  be  filled  up  to  the  mark  with 
clear  water.  Such  tubes  are  made  by  fusing  a  short  piece  of  amber- 
glass  tubing  to  a  longer  piece  of  the  ordinary  colourless  tubing 
used  for  Nessler  tubes ;  and  when  the  required  tint  has  been  secured 
by  blowing  the  amber  glass,  the  tube  is  closed  and  flattened  at  the 
bottom.  D.  A.  L. 

Standard  Soap  Solution.  By  L.  Garnier  (J.  PKarm.  [5], 
7,  482 — 483). — -As  standard  soap  solution  is  liable  to  deposit  a 
precipitate  which  is  not  redissolved  by  heat,  it  is  necessary  to  restan¬ 
dardise  the  solution  after  filtering.  For  this  purpose,  the  author 
uses  a  standard  solution  of  calcium  chloride  containing  0*25  gram  of 
CaCl2  in  one  litre  of  water  or  a  solution  of  barium  nitrate  containing 
0‘5878  gram  in  one  litre.  The  strength  of  the  solution  having  been 
ascertained,  the  degrees  of  hardness  of  a  water  can  be  found  by  cal¬ 
culation  in  the  ordinary  way.  W.  R.  D. 

Phenolphthalein  as  Indicator  in  the  Estimation  of  Carbonic 
Anhydride  in  Mixtures  of  Gases.  By  R.  Blockmann  (Ber.,  17, 
1017 — 1019). — This  method  of  estimating  the  carbonic  anhydride  in 
air  or  in  mixtures  of  gases  containing  no  other  acids,  depends  on  the 
property  of  free  carbonic  anhydride  to  decolorise  a  solution  of  phe¬ 
nol  phthale'in.  The  estimation  of  carbonic  anhydride  in  air  may  be 
made  in  a  500  c.c  flask  by  means  of  a  dilute  lime-water  containing  two 
or  three  drops  of  a  solution  of  1  part  of  phenolphthalein  in  1000  parts 
alcohol  (60  per  cent.)  The  test  can  be  made  either  by  adding  this 
solution  slowly  and  agitating  until  decolorisation  takes  place,  or  by 
using  a  fixed  quantity  of  the  alkaline  solution,  and  refilling  the  flask 
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with  air  and  agitating  as  often  as  is  necessary  to  decolorise  the 
indicator.  The  second  method  has  been  found  the  better. 

A.  B. 

Separation  of  Iodine  and  Chlorine  in  the  Dry  Way.  By 

J.  Krutwig  (Ber.,  17,  341 — 343).  —  If  an  intimate  mixture  of 
potassium  iodide  with  excess  of  potassium  dichromate  be  rather 
strongly  heated  in  a  crucible,  the  whole  of  the  iodine  is  given  off,  a 
corresponding  amount  of  potassium  chromate  and  chromic  oxide 
being  left  in  the  crucible.  The  estimation  may  be  made  by  weighing 
the  crucible  before  and  after  heating,  when  the  loss  is  iodine, 
or  by  treating  the  residue  with  water.  In  the  latter  case  chromic 
oxide  remains  undissolved  and  may  be  filtered  off  and  weighed. 
Sodium  chloride  is  not  attacked  by  potassium  dichromate,  so  that 
this  method  may  be  used  as  a  means  of  separating  chlorine  and 
iodine  in  a  mixture.  L.  T.  T. 

Liquid  Paraffin  as  a  Reagent  for  the  Presence  of  Water  in 
Alcohol,  Ether,  and  Chloroform ;  and  its  Employment  in  the 
Preparation  of  Hydrobromic  and  Hydriodic  Acids  and  of  the 
Alkyl  Iodides.  By  L.  Crismer  ( Ber .,  17,  649 — 652). — The  “liquid 
paraffin  ”  of  the  German  Pharmacopoeia,  is  an  oily  liquid  consisting 
of  a  mixture  of  hydrocarbons  of  the  methane  series  ;  it  distils  between 
215°  and  240°  under  6  mm.  pressure.  It  mixes  in  all  proportions 
with  anhydrous  ether  or  chloroform,  and  is  slightly  soluble  in 
absolute  alcohol.  The  liquids  so  obtained  are  perfectly  clear,  pro¬ 
vided  the  solvents  are  really  anhydrous,  but  if  water  is  present  even  in 
very  minute  quantity  the  liquids  are  turbid.  Liquid  paraffin  dissolves 
phosphorus  in  small  quantity;  it  is  a  good  solvent  for  chlorine, 
bromine,  iodine,  the  chlorides  and  bromides  of  phosphorus  and  the 
alkyl  iodides,  chlorides,  and  bromides. 

As  the  halogens  unite  with  ordinary  phosphorus  placed  under 
liquid  paraffin  without  danger  of  explosion,  if  the  liquid  is  well 
cooled,  the  trihaloid-compounds  of  phosphorus  can  be  conveniently 
prepared  by  aid  of  this  substance,  and  further  by  slowly  dropping 
the  calculated  amount  of  water  into  the  solution  of  phosphorous  tri¬ 
bromide  or  iodide  so  obtained,  pure  and  anhydrous  hydrobromic  or 
hydriodic  acid  are  readily  formed.  Finally,  ethyl  iodide  can  be 
readily  prepared  by  the  action  of  anhydrous  alcohol  on  a  solution 
of  phosphorous  triodide  in  liquid  paraffin.  A.  J.  G. 

Test  for  Hydrogen  Peroxide.  By  M.  Tratjbe  (Ber.,  17,  1062 — 
1064). — The  characteristic  reaction  for  hydrogen  peroxide  as  given 
by  Schoenbein,  with  potassium  iodide,  starch  solution,  and  ferrous 
sulphate,  requires  that  the  liquid  to  be  tested  should  be  neutral.  The 
author  finds  that  the  presence  of  very  minute  quantities  of  hydrogen 
peroxide  may'  be  detected  in  acid  solution  if  a  very  minute  quantity  of 
cupric  sulphate  be  added  to  the  iodised  starch  solution,  and  then  ferrous 
sulphate.  This  reaction  depends  on  the  fact  that  cupric  iodide  may 
exist  in  very  dilute  solution  without  any  separation  of  iodine  or 
formation  of  cuprous  iodide  (this  vol.,  p.  962).  Iodine  is  only 


1074 


ABSTRACTS  OP  CHEMICAL  PAPERS. 


separated  on  addition  of  ferrous  sulphate  in  presence  of  hydrogen 
peroxide.  A.  B. 

Rapid  Estimation  of  Nitrates.  By  E.  FaliIires  (Ann.  Agrono - 
miques ,  10,  125 — 131). — The  method  proposed  by  the  author  is  a 
combination  of  a  modification  of  Pelouze’s  process  with  Bruel’s 
recently  described  volumetric  method  of  estimating  ferric  chloride. 

0*500  gram  of  iron  in  impalpable  powder  (iron  reduced  by  hydrogen 
or  very  finely  powdered)  is  placed  in  a  flask  holding  about  50  c.c.  and 
treated  with  10 — 12  grams  pure  fuming  hydrochloric  acid.  The  iron 
dissolves  almost  instantaneously,  especially  if  the  flask  be  very  slightly 
warmed,  and  the  solution  is  free  from  traces  of  ferric  salt.  0*200  gram 
pure  sodium  nitrate  dissolved  in  10 — 12  c.c.  water  is  added  to  the 
solution  of  ferrous  chloride,  and  the  mixture  boiled  until  all  nitrous 
vapours  are  expelled  and  the  liquid  has  cleared.  It  is  then  imme¬ 
diately  diluted  to  200  c.c.  with  recently  boiled  distilled  water.  For 
the  titration  10  c.c.  of  this  liquid  are  taken  (=  0*010  gram  NaN03), 
transferred  to  a  flask  of  150  c.c.  capacity,  diluted  to  50  or  60  c.c.  with 
boiled  distilled  water,  and  coloured  deep  violet  by  the  addition  of  about 
0*100  gram  sodium  salicylate.  The  liquid  is  now  boiled,  and  sodium 
hyposulphite  solution  (4  grams  per  litre)  is  added  gradually  from  a 
burette  graduated  to  0*1  c.c.,  the  liquid  being  boiled  between  each 
addition  of  hyposulphite.  The  following  reaction  takes  place  : — 

Fe2Cl6  "b  2Na2S203  =  2FeCl2  *4-  2NaCl  *4-  Na^S^C^ 

and  the  liquid  is  gradually  decolorised.  The  end  point  is  marked  by 
the  faintest  rose-tint  perceptible  to  the  eye  ;  and  the  process  is 
sensitive  to  1  drop  of  hyposulphite.  When  this  point  is  reached,  a 
second  10  c.c.  of  the  NaN03  is  added  to  the  decolorised  liquid,  and 
the  titration  repeated,  the  mean  of  the  two  results  being  taken.  The 
value  of  the  standard  hyposulphite  having  thus  been  ascertained  in 
terms  of  pure  sodium  nitrate,  the  determination  of  nitric  nitrogen  in 
crude  nitrate  of  soda  and  potash,  or  mixed  manures,  is  made  in  pre¬ 
cisely  the  same  manner  as  above  described.  Organic  matter  is  with¬ 
out  influence  on  the  result.  A  mixture  containing  10  per  cent, 
nitrate  of  soda  with  arachida  cake,  sulphate  of  ammonia,  potassium 
chloride,  superphosphate,  gypsum,  and  sand,  gave  perfectly  correct 
results.  Dried  blood  and  guano  substituted  for  arachida  cake  did 
not  affect  the  correctness.  J.  M.  H.  M. 

Testing  for  Nitric  Acid  and  Nitrates  in  Vegetable  Tissues. 

By  A.  Arnaud  and  L.  Pade  (Compt.  rend.,  98,  1488 — 1490). — Cin¬ 
chonamine  nitrate  (this  vol,,  87)  is  almost  absolutely  insoluble  in 
dilute  acids,  and  when  an  acid  solution  of  a  salt  of  cinchonamine, 
preferably  the  hydrochloride,  is  mixed  with  a  solution  containing  even 
a  very  small  quantity  of  nitric  acid  or  a  nitrate,  cinchonamine  nitrate 
forms  in  small  distinct  crystals,  easily  recognisable  under  a  microscope. 
This  reaction  may  therefore  be  used  for  the  detection  and  possibly 
estimation  of  minute  quantities  of  nitrates. 

This  method  may  be  successfully  applied  to  detect  nitrates  in  the 
juices  of  plants  and  also  in  the  tissues.  A  section  of  the  stalk  or 
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other  organ  is  immersed  in  a  dilute  acid  solution  of  cinchonamine 
hydrochloride  (0'4  per  cent.)  for  some  time  and  then  examined  under 
the  microscope,  when  crystals  of  cinchonamine  nitrate  are  seen 
encrusting  the  tissues  and  enclosed  in  the  cells,  and  their  relative 
abundance  shows  the  relative  distribution  of  nitrates  in  the  organ 
examined. 

Cinchonamine  is  at  present  a  rare  product,  but  Bemigia  purdiana , 
from  which  it  is  prepared,  grows  abundantly  in  America. 

C.  H.  B. 

Commercial  Assay  of  Native  Phosphates.  By  Dugast  (Ann. 
Agronomiques ,  10,  10 — 14). — The  author  points  out  that  the  results 
obtained  by  the  “  commercial  ”  method,  viz.,  treating  the  mineral 
with  nitric  or  hydrochloric  acid,  adding  ammonia,  and  weighing  the 
ammonia  precipitate,  are  liable  to  great  variation  not  only  with  the 
different  phosphates  employed,  but  also  with  the  same  phosphate 
under  different  conditions  of  treatment.  The  ammonia  precipitate 
filtered  off  immediately  after  precipitation  gives  results  more  than 
1  per  cent,  lower  than  when  allowed  to  stand  three  hours  before 
filtration.  Precipitation  in  a  hot  solution  and  the  use  of  boiling 
water  for  washing  give  over  1  per  cent,  less  than  when  these  opera¬ 
tions  are  conducted  in  the  cold.  The  use  of  nitric  acid  in  dissolving 
the  mineral  may  be  made  to  give  higher  or  lower  results  than  hydro¬ 
chloric  acid,  according  to  the  subsequent  treatment. 

Preliminary  calcination  of  the  mineral  generally  lowers  the  result. 
A  determination  made  on  1  gram  may  be  lower  than  one  made  on 
5  grams  by  as  much  as  2  per  cent.  Besides  the  two  oxides  of  iron, 
alumina,  and  lime,  in  combination  with  phosphoric  acid,  the  precipi¬ 
tate  carries  down  an  excess  of  lime  and  some  magnesia.  The  oxides 
of  iron  and  alumina  are  not  always  wholly  combined  with  phos¬ 
phoric  acid,  hence  the  quantity  of  lime  in  the  precipitate  varies,  and 
with  it  the  total  weight  of  the  precipitate.  J.  M.  H.  M. 

Reverted  Phosphoric  Acid.  By  T.  S.  Gladding  (Ghem.  News , 
50,  1—3).  — The  present  communication  contains  an  account  of  ex¬ 
periments  on  the  application  of  ammonium  citrate  for  the  determina¬ 
tion  of  reverted  phosphoric  acid  in  natural  phosphates,  artificial  soils, 
and  natural  soils.  Similar  experiments  with  artificial  mixtures  have 
already  been  described  (Abstr.,  1882,  1319 — 1320). 

Of  natural  phosphates,  25  varieties  were  examined,  and  five  experi¬ 
ments  were  tried  with  each  ;  in  each  case  a  gram  of  finely- powdered 
phosphate  and  50  c.c.  of  a  neutral  solution  of  ammonium  citrate, 
sp.  gr.  1*09,  were  corked  up  in  a  flask  and  digested  for  30  minutes. 
Experiment  (1),  at  40°;  (2),  at  65°;  (3),  at  65°  \  c.c.  20  per 
cent,  ammonia  being  added  for  each  50  c.c.  of  citrate;  (4),  at 
65°,  with  1  c.c.  20  per  cent,  ammonia;  (5),  at  65°,  with  0753  gram 
citric  acid  to  every  50  c.c.  of  citrate  solution.  The  results  are  tabu¬ 
lated,  showing  the  percentage  of  phosphoric  acid  dissolved  in  each 
experiment,  and  the  following  conclusions  are  deduced  with  regard  to 
the  condition  of  the  ammonium  citrate  solution.  Slight  acidity  largely 
increases  the  solvent  action  on  the  crude  phosphates  ;  slight  alkalinity, 
on  the  other  hand,  decreases  the  solvent  action  on  all  calcium  phos- 
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phates,  and  this  decrease  is  intensified  with  stronger  alkalinity;  the 
converse,  however,  is  the  case  with  iron  and  aluminium  phosphates, 
for  alkalinity  increases  the  quantity  dissolved  by  the  ammonium  citrate 
solution.  From  these  conclusions,  it  is  evident  that  neutral  citrate 
solution  is  preferable  to  either  acid  or  ammoniacal  (comp,  this  vol., 
639).  The  change  of  temperature  from  40°  to  65°  is  unimportant  with 
natural  phosphates.  Artificial  soils  were  prepared  for  the  experiments, 
5  grams  of  sand  were  mixed  with  0*25  or  5  grams  calcium  carbonate, 
or  1  gram  iron  oxide,  or  1  gram  aluminium  hydroxide,  all  freshly 
precipitated,  or  30  grams  of  sand  were  mixed  with  3  grams  of  brown 
hematite  or  bauxite  ;  with  the  last  two,  a  solution  of  0*75  gram  sodium 
ammonium  phosphate  was  employed  ;  in  the  other  cases  the  quantity 
used  was  0*5  gram,  with  the  exception  of  the  first,  with  which  only 
0*2  gram  was  taken.  These  mixtures  were  exposed  in  open  vessels 
either  in  shade  or  in  the  sun  for  72  hours ;  they  were  then  divided  into 
two  equal  parts  and  digested  with  ammonium  citrate  solution  for  30 
minutes,  one  portion  at  40°,  the  other  at  65° ;  with  the  hematite  and 
bauxite,  however,  three  equal  parts  were  taken,  one  being  treated  with 
cold  water,  in  addition  to  the  above  digestion.  The  results  are  thus 
summarised: — Ammonium  citrate  solution  dissolves  all  the  reverted 
calcium  phosphate  at  40°,  whereas  in  the  other  experiments  all  the 
reverted  iron  and  aluminium  phosphates  were  dissolved  at  65°,  but  not 
completely  at  40°.  D.  A.  L. 

Estimation  of  Carbonic  Anhydride  in  Air.  By  M.  Ballo 
(Ber.,  17,  1097 — 1101). — This  method  is  based  on  the  property  of 
carbonic  anhydride  to  decolorise  a  solution  of  phenolphthale’in.  The 
author,  however,  finds  that  lime-water  absorbs  carbonic  anhydride 
from  the  air  too  slowly  for  practical  purposes,  and  in  place  of  it  he 
uses  a  solution  containing  caustic  potash  and  barium  chloride.  This 
solution  when  shaken  with  atmospheric  air  absorbs  carbonic  anhydride 
with  much  greater  rapidity,  and  has  also  the  advantage  of  preventing 
the  formation  of  a  bicarbonate,  as  the  carbonic  anhydride  absorbed  is 
at  once  precipitated  as  barium  carbonate.  The  solution  is  made  of 
such  a  strength  that  1  c.c.  =  1  c.c.  C02  in  10,000  c.c.  of  air.  The 
estimation  is  made  in  a  flat-sided  flask  (this  form  being  used  for  con¬ 
venience  in  shaking)  of  about  500  c.c.  capacity,  in  the  following  way 
The  flask  is  filled  with  the  air  to  be  tested  and  closed  with  an  india- 
rubber  stopper.  A  quantity  of  the  alkaline  solution  slightly  coloured 
with  phenolphthalein,  sufficient  for  the  observation  of  the  normal 
quantity  of  carbonic  anhydride  in  air,  is  run  in  and  briskly  shaken. 
If  the  quantity  of  carbonic  anhydride  is  greater  than  the  normal, 
decolonisation  takes  place  in  one  or  two  minutes.  A  second  quantity 
is  then  run  in  and  again  shaken,  and  the  addition  of  these  quantities 
of  solution  continued  until  the  solution  remains  coloured  after  at  least 
three  minutes’  shaking.  The  quantity  of  solution  required  may  be 
more  exactly  measured  in  a  second  determination.  In  this  way,  in  10 
or  15  minutes,  the  carbonic  anhydride  in  air  can  be  estimated  with 
fair  exactness,  and  the  author’s  results  differ  but  slightly  from  those 
obtained  by  Pettenkofer’s  method.  For  example,  in  a  schoolroom, 
42*6  vols.  C02  per  10,000  of  air  were  found  using  a  flask  of 
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580  c.c.  capacity,  and  37*6  vols.  C02  with  a  flask  of  800  c.c.  capacity, 
whilst  by  Pettenkofer’s  method  42*1  vols.  C02  were  found.  As  a  rule, 
however,  the  results  of  other  examples  given  by  the  author  are  some¬ 
what  lower  than  those  by  Pettenkofer’s  method.  By  using  a  flat¬ 
sided  flask,  the  labour  of  shaking  is  diminished,  and  the  absorption  is 
quicker  in  a  flask  of  500  c.c.  than  in  a  larger  one.  The  solution  of 
potash  and  barium  chloride  should  not  be  coloured  until  the  experi¬ 
ment  is  about  to  be  made,  as  it  has  been  observed  that  the  coloured 
solution  becomes  decolorised  after  a  time.  A.  B. 

Volumetric  Estimation  of  Carbon  Bisulphide  in  Thiocarbo- 
nates.  By  E.  Fali^res  {Ann.  Ghim.  Phys.  [6],  2,  134 — 144). — The 
application  of  potassium  thiocarbonate  on  a  large  scale  for  the  de¬ 
struction  of  the  phylloxera  necessitates  the  introduction  of  some 
simple  method  for  their  analysis,  with  especial  regard  to  the  coloration 
of  the  carbon  bisulphide  contained.  Gelis  has  proposed  to  add  sul¬ 
phurous  acid  to  a  given  volume  of  the  solution ;  this  precipitates  the 
carbon  bisulphide,  the  volume  of  which  is  measured.  But  this  method 
is  inexact,  owing  to  the  incomplete  separation  of  the  carbon  bisul¬ 
phide  and  the  difficulty  of  exactly  estimating  the  true  volume.  It  is 
here  proposed  so  to  modify  the  process  that  exact  results  can  be 
obtained;  the  method  adopted  is  as  follows: — The  density  of  the 
solution  is  first  taken,  and  then  a  volume  of  it  corresponding  to 
10  grams  by  weight  is  measured  off  ;  this  is  mixed  with  its  own  volume 
of  water  placed  in  a  partly  closed  measuring  vessel,  together  with  a 
few  cubic  centimetres  of  benzene,  and  a  solution  of  sulphurous  acid  is 
then  added  gradually  so  as  to  precipitate  the  carbon  bisulphide  ;  this 
is  dissolved  by  the  benzene,  the  solution  being  facilitated  by  agitation. 
The  increase  in  the  volume  of  the  benzene  due  to  the  carbon  bisul¬ 
phide  is  then  noted,  and  the  mass  corresponding  with  this  volume  cal¬ 
culated  and  referred  to  the  mass  of  the  solution  of  sulphocarbonate 
originally  taken.  The  method  presents  the  advantages  of  simplicity, 
rapidity,  and  a  sufficient  degree  of  accuracy  for  practical  purposes. 
In  the  original  paper,  tables  are  given  of  the  values  of  thiocarbonate 
solution  of  different  densities  corresponding  with  a  mass  of  10  grams, 
and  of  the  percentage  of  carbon  bisulphide  corresponding  with  a 
definite  increase  of  volume  of  the  benzene.  V.  H.  V. 

Separation  of  Strontium  from  Calcium.  By  I.  Bogomoletz 
(Ber.,  17,  1058 — 1061). — The  separation  of  these  metals  by  means  of 
a  solution  containing  20  per  cent,  of  ammonium  sulphate  and  3  per 
cent,  of  ammonium  oxalate  as  given  by  Sidersky  (Abstr.,  1883,  509), 
has  been  repeated  and  investigated.  The  method,  in  the  author’s 
opinion,  is  about  the  same,  as  far  as  simplicity  goes,  as  Rose’s  ordinary 
method.  The  use  of  it  depends  on  the  conditions  (quantity  of  sub¬ 
stances,  time,  and  temperature)  which  influence  the  reaction. 

A.  B. 

Estimation  of  Alum  in  Wine.  By  P.  Cables  (/.  Pharm.  [5], 
7,  373 — 376). — The  author  finds  that  the  methods  usually  adopted 
for  estimating  the  amount  of  alum  in  wine  are  defective,  the  phos¬ 
phates  of  the  alkaline  earths  being  precipitated  with  the  alumina.  The 
following  process  is  recommended  : — 'Half  a  litre  of  wine  is  evaporated 
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to  dryness  and  the  residue  carbonised  by  ignition.  The  carbonaceous 
mass  is  powdered  and  boiled  with  dilute  hydrochloric  acid,  and  excess 
of  solution  of  soda  is  added  to  the  filtered  liquid  while  still  hot ;  the 
phosphates  are  thus  precipitated  and  the  alumina  dissolved.  The 
filtered  liquid  is  treated  with  ammonium  chloride,  and  after  it  has 
been  boiled  for  a  few  minutes  the  alumina  is  filtered  off.  To  free 
the  precipitate  from  potassium  salt,  which  it  obstinately  retains  even 
after  prolonged  washing,  it  is  redissolved  in  hydrochloric  acid  and 
the  solution  precipitated  by  ammonia ;  after  being  washed,  the 
precipitate  is  calcined  and  weighed.  The  results  are  sufficiently 
accurate  for  ordinary  purposes,  but  a  part  of  the  alumina  remains  as 
phosphate,  thus  instead  of  0T08  gram  of  alumina,  0124  and  0T31 
gram  were  obtained.  W.  It.  D. 

Estimation  of  Lead  in  Tinplate.  By  P.  Cables  (/.  Pharm. 
[5],  7,  285 — 287). — It  is  often  necessary  to  detect  and  estimate  lead 
in  the  tinplate  which  is  used  in  making  cases  for  preserved  fruit, 
foods,  &c.  When  tin  and  lead  are  alone  present,  the  two  metals  can 
be  treated  with  nitric  acid,  when  the  tin  remains  as  stannic  acid,  and 
the  lead  can  be  precipitated  from  the  filtrate  as  sulphate.  This 
process  is  not  accurate  when  iron  is  present,  as  the  greater  part  of 
the  tin  is  converted  into  ferric  stannate,  which  remains  in  the  filtrate, 
and  is  precipitated  with  the  lead  sulphate  when  sulphuric  acid  is 
added.  The  author  recommends  dissolving  the  tinplate  in  hydro¬ 
chloric  acid  with  a  little  nitric  acid,  and  after  expelling  all  the  nitric 
acid  by  ebullition,  to  dilute  the  liquid  and  precipitate  with  hydrogen 
sulphide.  The  mixed  tin  and  lead  sulphides  are  separated  by  digestion 
with  ammonium  hydrosulphide.  The  tin  is  subsequently  converted 
into  stannic  acid,  and  the  lead  into  sulphate.  W.  R.  D. 

Reaction  to  Detect  the  Presence  of  Metallic  Iron.  By 

A.  v.  Lasaulx  ( Jahrb .  /.  Min.,  1884,  2,  Ref.,  33). — The  magnetic 
portion  of  the  powdered  substance  is  treated  with  a  solution  of 
tungstic  acid,  and  placed  under  the  microscope.  The  smallest 
particles  of  iron  are  surrounded  with  a  blue  edge.  Organic  matter, 
zinc,  and  copper  must  be  absent,  B.  H.  B. 

Estimation  of  Iron  and  Stannous  Salts  by  Potassium 
Chromate.  By  L.  Crismer  (Ber.,  17,  646 — 649). — A  modification 
of  Lowenthal  and  Stromeyer’s  method  ( Annalen ,  171,  261),  the  final 
titration  being  effected  by  decinormal  potassium  chromate,  with 
potassium  iodide  and  starch  as  an  indicator,  instead  of  by  potassium 
permanganate.  A.  J.  G. 

New  Reaction  for  Pyrogallol,  By  0.  Nasse  (Ber.,  17,  1166). — 
Iodine  gives  a  transient  purple  coloration  with  aqueous  or  alcoholic 
solutions  of  tannin,  gallic  acid,  and  pyrogallol,  in  presence  of  minute 
quantities  of  neutral  or  acid  salts.  This  reaction  is  not  exhibited  by 
phoroglucinol,  querciglucinol,  or  ellagic  acid.  The  presence  of  salts  in 
water  may  be  demonstrated  by  the  formation  of  the  purple  coloration 
on  the  addition  of  a  mixture  of  gallic  acid  and  iodine.  W.  C.  W. 

Behaviour  of  some  Pats  and  Lubricating  Oils  with  Glacial 
Acetic  Acid.  By  E.  Valenta  ( JDingl .  polyt.  J .,  252,  296). — From 
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a  series  of  experiments,  the  author  infers  that  most  animal  and 
vegetable  fats  are  more  or  less  soluble  in  glacial  acetic  acid.  Equal 
parts  of  oil  and  glacial  acetic  acid  were  intimately  mixed  in  a  test- 
tube  and  subjected  to  various  temperatures.  Olive  oil  and  castor  oil 
are  completely  soluble  at  the  ordinary  temperature  (15 — 20°) ;  palm 
oil,  laurel  oil,  cocoanut  oil,  palm-nut  oil,  illipe  oil,  olive  oil,  cacao 
butter,  sesame  oil,  peach-kernel  oil,  almond  oil,  cotton  oil,  earth-nut  oil, 
apricot-kernel  oil,  beef  tallow,  American  bone  fat,  cod-liver  oil,  and 
pressed  tallow  are  completely,  or  almost  completely  soluble  at  tem¬ 
peratures  varying  between  23°  and  the  boiling  point  of  glacial  acetic 
acid,  whilst  rape  oil  and  mustard  oil  (cruciferous  oils)  are  imperfectly 
soluble  in  boiling  glacial  acetic  acid.  The  subjoined  table  gives  the 
results  of  experiments  made  with  a  view  to  distinguish  various  fats  by 
warming  equal  volumes  of  fat  and  glacial  acetic  acid  in  a  test-tube 


Name  of  fat. 

Sp.  gr. 
at  15°. 

The  solution 
in  equal  parts 
glacial  acetic 
acid  (sp.  gr.  — 
1*0562)  is 
rendered 
turbid  at 

Remarks. 

Vegetable  fats . 

Palm  oil . 

— 

23° 

Fresh  fat  procured  from  the 
Briinn  candle  works. 

Laurel  oil  . 

— 

26—27° 

Old  rancid  fat  from  a  collection 
in  the  laboratory. 

Cocoanut  oil . 

— 

40° 

From  the  laboratory  collection. 

Illipe  oil ....  . . 

0-9175 

64*5° 

Extracted  from  the  seeds  of 
Bassia  longifolia. 

Palm-nut  oil . 

“ — 

48° 

Old  rancid  fat  from  the  English 
market. 

Green  olive  oil  . 

0*9173 

85° 

Oil  from  second  pressing,  con¬ 
tains  presumably  large  quan¬ 
tities  of  olive-kernel  oil. 

Cacao  butter . 

— 

105° 

Obtained  from  J.  Stettner. 

Sesame  oil . 

0  *9213 

107° 

Ditto. 

Peach-kernel  oil . . . . 

0*9241 

108° 

Crude  oil.  Hungarian  source. 

Almond  oil . 

0  *9186 

110° 

Obtained  from  J.  Stettner  from 
sweet  almonds. 

Cotton  oil . 

0*9228 

110° 

Obtained  from  J.  Stettner. 

Olive  oil  (yellow)  **  . . , . 

0*9149 

111° 

Oil  from  first  pressing,  obtained 
from  J.  Stettner. 

Eartli-nut  oil . 

0  *9193 

112° 

Obtained  from  J.  Stettner. 

Apricot-kernel  oil . 

0*9191 

Ani 

114° 

mat  fats. 

Ditto. 

Reef  tallow. ........... 

95° 

Hard  tallow  from  Italy. 

American  bone  fat . 

90—95° 

101° 

114° 

Cod -liver  oil  . . 

Obtained  from  Vienna. 

Melting  point  55*8°.  Very  hard 
and  pure. 

Pressed  tallow  . 

1080 
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until  a  clear  solution  is  obtained,  allowing  to  cool,  and  observing  the 
temperature  at  which  the  clear  solution  is  rendered  turbid. 

In  conclusion,  the  author  mentions  that,  by  the  aid  of  glacial  acetic 
acid  at  50 — 60°,  it  is  possible  to  detect  adulterations  of  mineral  oils 
with  resin  oils,  the  latter  being  readily  soluble  in  acetic  acid,  whilst 
mineral  oils  are  almost  insoluble  in  that  solvent.  D.  B. 

Assay  of  Quinine  Sulphate.  By  H.  Byasson  (/.  Pharm,  [5], 
7,  291 — 294). — The  author  proposes  the  two  following  methods  for 
the  assay  of  quinine  sulphate  ■: — 

Method  I. — This  is  a  modification  of  the  method  of  the  French 
Codex.  An  ordinary  test-tube  of  about  15  mm.  diameter  is  graduated 
with  one  mark  (a)  to  hold  6  c.c. ;  a  second  mark  ( h )  is  then  made 
above  this  to  indicate  2  c.c.  from  the  first  mark.  05  gram  of  the 
quinine  sulphate  is  introduced  into  the  tube,  and  then  washed  ether 
added  to  the  mark  (a)  ;  sufficient  solution  of  ammonia  (0*9 — 0950)  is 
finally  added  to  exactly  reach  ( b ).  The  tube  is  then  fitted  with  an 
air-tight  cork  and  well  shaken.  If  the  quinine  sulphate  be  pure, 
no  trace  of  a  flock  or  crystal  will  be  visible  between  the  layers  after 
the  liquids  have  separated.  This  method  is  capable  of  detecting  from 
3 — 4  per  cent,  of  cinchonine  sulphate,  4 — 5  per  cent,  of  quinidine 
sulphate,  and  from  5 — 6  per  cent,  of  cinchonidine  sulphate. 

Method  II. — In  this  method,  Laurent’s  polarimeter  is  used.  05  gram 
of  quinine  sulphate  is  placed  in  a  flask  graduated  to  50  c.c.,  and  dis¬ 
solved  by  the  addition  of  dilute  sulphuric  acid  (2  per  cent,  by  volume). 
In  this  way  a  1  per  cent,  (by  volume)  solution  of  quinine  sulphate  in 
dilute  sulphuric  acid  is  obtained.  The  22  cm.  polarimeter  tube  is 
filled  with  the  solution,  and  the  rotatory  power  of  the  liquid  deter¬ 
mined.  Commercial  quinine  sulphate  should  possess,  at  15°,  a  rota¬ 
tory  power  of  not  less  than  — 22°  on  the  saccharimetrical  scale. 
When  the  deviation  is  less  than  — 21*8°,  the  quinine  sulphate  should 
be  chemically  examined  by  the  first  method.  The  following  are  the 
rotatory  powers  in  saccharimetrical  degrees  of  1  per  cent,  (by  volume) 
solutions  of  the  pure  sulphates  of  the  cinchona  alkaloids.  The  obser¬ 
vations  were  made  in  the  22  cm.  tube  of  Laurent’s  polarimeter  : — 


Quinine  sulphate ........  =  —  23  3° 

Cinchonidine  sulphate. ...  =  —  16*5° 

Quinidine  sulphate  ......  =  4-  26’4° 

Cinchonine  sulphate .  =  +  22'2° 


Commercial  quinine  sulphate  usually  shows  a  deviation  of  — 22°. 
A  deviation  of  — 21*8°  indicates  the  presence  of  about  5  per  cent,  of 
cinchonidine  sulphate,  and  a  deviation  of  —20°  about  10  per  cent,  of 
cinchonidine  sulphate.  W.  R.  D. 

Analysis  of  Flour.  By  A.  R.  Leeds  ( Client .  News,  49,  269 — 
273;  280 — 281). — The  present  communication  contains  an  exposition 
of  the  inconsistencies  and  fallacies  of  certain  erroneous  reports,  pub¬ 
lished  in  America,  wherein  various  samples  of  flour  and  farinaceous 
preparations  are  condemned,  mostly  on  evidence  obtained  by  micro¬ 
scopical  examinations,  from  which  are  drawn  quantitative  analytical 
conclusions.  The  defects  of  these  observations  and  inferences  are 
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explained  in  detail,  as  also  are  those  of  a  process  for  the  deter¬ 
mination  of  gluten,  starch,  &c.,  in  flour,  described  in  the  same  reports. 
In  this  process,  the  weighed  quantity  of  flour  is  moistened,  and  the 
dough  put  into  a  piece  of  muslin  and  kneaded  with  a  fixed  quantity 
of  water,  the  ultimate  residue  in  the  muslin  being  regarded  as  gluten. 
The  latter  part  of  the  communication  consists  of  comprehensive 
comments  on  the  imperfections  of  the  analytical  process,  Cairn’s 
method,  frequently  employed  for  the  complete  examination  of  flour. 

D.  A.  L. 
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Expedients  for  rendering  Photographic  Films  sensitive 
to  Green,  Yellow,  and  Red  Rays,  By  H.  W.  Vogel  (. Ber .,  17, 
1196 — 1203).— Silver  tetrabromofluorescem  is  not  decomposed  by 
dilute  acetic  acid.  It  is  remarkably  sensitive  to  greenish-yellow  rays. 
If  a  cadmium  bromide  collodion  plate  containing  eosin  is  immersed 
in  a  silver  solution,  its  sensitiveness  to  blue  rays  is  very  much  dimi¬ 
nished  and  the  action  of  the  yellow  rays  is  greatly  increased.  The 
addition  of  eosin  to  collodion  silver  bromide  containing  a  small  quan¬ 
tity  of  silver  iodide  produces  a  film  which  is  sensitive  to  yellow  and 
to  blue  rays. 

In  photographing  coloured  objects,  a  yellow  glass  is  introduced 
between  the  object  and  the  apparatus  in  order  to  diminish  the  action 
of  the  blue  rays.  With  such  an  arrangement,  Schweinfurt  green 
and  yellow  appear  light.  The  action  of  orange  and  red  rays  may  be 
increased  by  adding  methyl-violet  or  aldehyde-green  respectively  to 
the  silver  bromide  collodion. 

Wet  gelatine  plates  containing  eosin  are  much  more  sensitive  to 
yellow  rays  than  the  dry  plates.  W.  C.  W. 

Transmission  of  Cholera  by  Drinking  Water.  ( Dingl .  polyt. 
/.,  252,  261.) — Koch  has  succeeded  in  detecting  certain  bacilli  in 
the  intestines  of  persons  who  have  died  of  cho'era  in  Egypt  and  Cal¬ 
cutta.  He  isolated  and  cultivated  these  bacilli,  and  on  subjecting 
them  to  minute  examination,  made  a  number  of  characteristic  obser¬ 
vations  in  regard  to  their  form  and  their  development  in  nutritive 
gelatin,  by  means  of  which  they  can  be  distinguished  with  certainty 
from  other  bacilli.  With  this,  it  was  possible  to  definitely  decide 
the  question,  whether  these  bacilli  are  contained  in  the  intestines  of 
all  bodies,  or  whether  they  occur  only  in  the  intestines  of  cholera 
patients.  By  the  aid  of  gelatin  cultivations,  the  presence  of  these 
organisms  in  the  evacuations  of  cholera  patients,  as  well  as  in  the 
intestines  of  cholera  corpses,  was  clearly  demonstrated,  whilst  on 
investigating  the  intestines  of  other  corpses,  cholera  bacilla  could  not 
be  detected. 

It  has  been  shown  that  since  1870  a  considerable  reduction  has 
taken  place  in  the  spread  of  cholera  in  Calcutta.  Before  1870,  the 
cholera  carried  oft  annually  10T  persons  out  of  every  thousand,  whilst 
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since  1870  the  death-rate  has  fallen  to  three  persons  per  1000.  It  is 
thought  that  this  circumstance  should  receive  due  consideration,  as  it 
points  to  the  means  of  effectually  keeping  off  this  disease.  It  is  the 
unanimous  opinion  of  the  medical  profession  that  this  decrease  has 
been  effected  in  consequence  of  the  introduction  of  waterworks  in 
Calcutta.  Koch  has  shown  that  the  cholera  often  settles  in  a  par¬ 
ticular  locality,  and  displays  its  greatest  virulence  in  certain  quarters. 
Such  epidemics  are  frequently  observed  in  the  surroundings  of  the 
so-called  “  tanks, ”  which  are  small  ponds  or  wells  enclosed  within 
huts.  The  neighbours  obtain  their  water  supply  from  these  tanks, 
and  simultaneously  utilise  them  for  various  purposes,  such  as  bathing, 
washing  clothing,  cleaning  domestic  utensils,  &c.  It  is  worthy  of 
note  that  in  order  to  prevent  the  destruction  of  cholera  bacilli,  it  is 
necessary  to  preserve  them  in  a  moist  place.  In  liquids,  their  develop¬ 
ment  is  maintained  for  a  long  time,  a  circumstance  which  indicates 
that  these  germs  are  carried  from  place  to  place,  and  transmitted 
from  person  to  person  in  a  moist  state  only.  D.  B. 

Hydrogen  Peroxide  in  Medicine.  By  E.  Sonnerat  ( J .  Pharm. 
[5],  7,  488 — 496). — The  author  finds  that  solutions  of  hydrogen 
peroxide  are  most  stable  when  dilute  and  slightly  acid  with  sulphuric 
acid,  and  hence  recommends  the  use  of  such  solutions  in  medicine. 
Thus  a  1-volume  solution,  which  was  slightly  acid  with  sulphuric 
acid,  did  not  alter  in  strength  for  one  month  when  kept  in  a  stoppered 
bottle.  The  hydrogen  peroxide  of  commerce  is  very  acid  in  reaction, 
and  often  contains  15  grams  of  sulphuric  acid  per  litre ;  some  samples 
contain  hydrochloric  acid  and  barium  chloride.  The  sulphuric  acid 
in  commercial  specimens  may  be  estimated  and  removed  by  means  of 
a  standard  solution  of  baryta- water.  The  author  estimates  the  oxygen 
valueof  these  solutions  by  first  making  them  alkaline  with  soda,  and  then 
adding  manganese  dioxide,  The  operation  is  conducted  in  an  Esbach’s 
ureometer  tube,  and  the  volume  of  free  oxygen  measured  in  the  usual 
way.  Full  details  of  the  method  are  given  in  the  original  paper. 

W.  R.  D. 

Manufacture  of  Sulphuric  Acid  from  Pyrites  in  America. 

By  Gr.  Lunge  (Dingl.  polyt.  252,  293 — 295). — Referring  to  a  pre¬ 
vious  communication  ( ibid .,  248,  35),  the  author  mentions  that 
although  American  pyrites  mostly  contains  arsenic,  the  Sulphur 
Mines  Company  of  Virginia  and  the  mines  of  the  Davis  Company  and 
others  yield  a  pyrites  which  is  perfectly  free  from  arsenic,  so  that  the 
manufacture  of  pyrites  acid,  as  compared  with  sulphur  acid,  must 
be  more  remunerative  in  America  than  in  Europe.  According  to 
Voelcker,  pyrites  from  the  Sulphur  Mines  Company  has  the  fol¬ 
lowing  composition : — 

S.  Fe.  Fe203.  H2804.  Si02.  Cu.  As. 

48*02  42*01  1‘93  0:44  7*60  —  — 

The  author  is  of  opinion  that  with  the  large  quantities  of  pyrites 
found  in  America,  and  the  fact  that  a  number  of  companies  have  been 
formed  with  the  object  of  working  the  pyrites  mines,  the  price  of 
pyrites  acid  will  have  to  suffer  considerable  reduction.  D.  B. 
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Separation  of  Arsenic  from  Saline  Solutions.  ( Dingl .  polyt. 

252,  304.) — According  to  Glaser,  of  Berlin  (Ger.  Pat.,  26,632, 
March,  1883),  saline  solutions  contaminated  with  arsenic  or  arsenious 
acid  are  concentrated,  neutralised,  and  treated  with  stannic  acid, 
antimonic  or  antimonious  acid  or  peroxide  of  lead,  until  the  filtrate 
is  free  from  arsenic.  The  precipitate  is  separated  from  the  saline 
solution,  washed  with  water,  and  treated  with  dilute  sulphuric  or 
nitric  acid,  the  arsenic  being  dissolved,  whilst  the  residue,  after 
washing  with  water,  may  be  used  for  the  purification  of  fresh  quan¬ 
tities  of  saline  solutions.  D.  B. 

Novelties  in  the  Iron  Industry.  (Dingl.  polyt.  25  2,  243 — 

253.) — It  is  generally  assumed  that  the  Bessemer  process  can  be 
worked  with  advantage  only  by  operating  on  large  quantities  of  iron. 
Tanner,  however,  draws  attention  to  three  modes  of  conducting  this 
process  on  a  small  scale.  The  most  important  process  is  that  which 
has  been  worked  since  1877,  with  great  success,  at  Avesta  in  Sweden. 
The  works  belonging  to  the  Jern-Contor  Company  contain  two  blast 
furnaces,  two  Bessemer  converters  (with  two  spare  converters),  and  a 
rolling  mill  for  the  production  of  plates.  The  total  working  power 
amounting  to  from  800  to  900  e.,is  obtained  from  the  River  Dalelfoen. 
The  process  is  described  in  detail  in  the  original  paper.  Contrary  to 
the  generally  accepted  opinion  that  the  success  of  the  Bessemer 
process  depends  on  its  magnitude,  Ehrensverth  infers  that  the  pro¬ 
cess  in  work  at  Avesta  proves,  (1)  that  it  is  possible  to  obtain  the 
temperature  necessary  to  complete  the  Bessemer  process  with  small 
charges  and  to  produce  a  very  soft  metal  from  pig-iron,  containing 
only  a  small  amount  of  manganese  and  less  silicon  than  is  contained  in 
the  iron  worked  in  the  alpine  districts  (charcoal- Bessemer  process)  ; 

(2)  the  consumption  of  ferromanganese  and  the  amount  of  manganese 
contained  in  the  metal  is  less  than  is  the  case  in  the  production  of 
similar  qualities  of  iron  by  the  processes  employed  in  Styria ; 

(3)  the  Bessemer  process  may  be  applied  to  the  continuous  produc¬ 
tion  of  soft,  fibrous  iron,  and  is  the  best  process  for  obtaining  a  uniform 
product. 

The  second  process  referred  to  by  Tunner  originates  with  a  French 
firm,  and  is  worked  in  France,  and  by  Vogel  and  Nuth  in  Austria 
in  the  Murz  Valley.  Converters  resembling  the  stationary  ovens 
formerly  worked  in  Sweden  are  used.  The  third  process  is  the 
so-called  pneumatic  process  of  making  wrought  iron  introduced  by 
Chapin  of  Chicago,  which  consists  in  combining  the  Bessemer 
process  with  a  puddling  process  conducted  in  rotary  furnaces.  The 
advantage  of  this  process  is  the  production  of  iron  in  the  form  of 
balls. 

In  order  to  regulate  the  temperature  in  acid  converters  during 
the  blowing,  Jones  (Am.  Pat.,  287,687,  Oct.,  1883)  recommends  the 
introduction  of  steam  into  the  metallic  bath. 

According  to  the  Societe  John  Cockerill  of  Seraing  (Ger.  Pat., 
24,971,  April,  1883),  it  is  proposed  to  utilise  the  heating  furnaces  of 
steel  works  for  the  “  soaking  ”  of  steel  ingots. 

Cooper  of  Linthorpe  (Ger.  Pat.,  25,486,  Dec.,  1882)  effects  the 
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soaking  of  steel  castings  in  an  underground  tunnel  extending  from 
the  casting  pit  to  the  rolling  mill. 

Gjer’s  so-called  “soaking  pits”  are  used  at  the  works  of  the  Scranton 
Steel  Co.  From  80  to  85  per  cent,  of  the  steel  ingots  produced  are 
brought  to  a  uniform  temperature  in  these  pits,  after  which  they  are 
rolled  into  rails  without  farther  heating.  D.  B. 

Novelties  in  Metallurgy.  (Dingl.  polyt.  /.,  252,  211 — 217.)— 
For  the  examination  of  commercially  pure  copper,  Pufahl  tried  the 
galvanic  deposition  in  a  platinum  dish  of  about  30  grams  copper  by 
two  small  Grove’s  elements.  The  copper  was  contained  as  sulphate 
in  600  c.c.  of  solution  to  which  40  c.c.  nitric  acid  of  1*2  sp.  gr. 
had  been  added.  After  twelve  hours  only  0*5  gram  copper  remained 
in  the  solution,  which  was  removed  by  the  introduction  of  a  current 
from  four  large  Meidinger’s  elements  without  carrying  down  arsenic 
or  antimony.  For  the  estimation  of  oxygen  in  copper,  10—20  grams 
of  bright  copper  turnings  not  exceeding  1  mm.  in  thickness  were 
weighed  into  a  porcelain  boat  placed  in  a  glass  or  porcelain  tube  and 
heated  to  500°  in  a  current  of  pure  hydrogen  gas,  the  turnings  having 
been  previously  treated  with  ether  in  order  to  remove  all  fatty 
particles.  The  loss  in  weight  was  calculated  as  oxygen.  If  the  copper 
contains  much  arsenic,  the  percentage  of  oxygen  should  be  determined 
from  the  weight  of  water  collected  in  a  calcium  chloride  tube. 
Analyses  of  the  following  brands  are  given :  — 


Wallaroo. 

CALM. Co. 

Mansfield  R. 

Bede. 

Grange. 

Copper  .... 

99*795 

99-864 

99-491 

99*148 

98-961 

Oxygen  . . , 

0-127 

0*120 

0-145 

0-090 

0-160 

Lead . 

0-004 

— 

0-038 

0-023 

0*005 

Iron . 

o-ooi 

traces 

o-ooi 

o-ooi 

0-004 

Nickel  .... 

0-039 

0-002 

0-201 

0-081 

0-066 

Silver  .... 

0-015 

0-028 

0-031 

0*058 

0*010 

Gold . 

— 

traces 

— 

traces 

— 

Sulphur  . . 

— 

— 

— 

0-005 

traces 

Arsenic .... 

■ — . 

traces 

0-072 

0*600 

0-766 

Antimony. . 

— 

— 

traces 

0-002 

0-011 

99-981 

100-014 

99079 

100*008 

99-983 

According  to  Egleston,  the  extraction  of  gold  and  silver  from  ores 
by  means  of  sodium  thiosulphate1  has  been  adopted  by  the  Old  Tele¬ 
graph  and  Lexington  Mills,  the  works  at  Triumfo  and  of  the  Geddes 
and  Bertrand  Mine  at  Eureka  in  Nevada,  where  an  impure  ore  of  the 
following  composition  is  worked  up. 


Si02.  Fe. 

50-25  8-06 


Zn.  Pb. 

7-62  464 

MgO.  S. 

2-40  0*96 


As.  Sb. 

0-73  1-35 

C02.  Cu.  Bi. 

8 '30  traces. 


Ag.  CaO. 

0-17  4-92 


The  ore  is  crushed  between  rollers,  dried  in  cylinders  and  passed 
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through  a  pipe  lined  with  magnets  whereby  particles  of  iron  are 
removed.  It  is  then  disintegrated  thoroughly,  mixed  with  8  per 
cent,  of  salt  and  roasted.  At  the  Bertrand  works,  the  roasting  is 
effected  in  four  Bruckner’s  rotary  cylinders  (ibid.,  219,  57),  which 
are  2*1  m.  wide,  5*8  m.  long,  and  hold  a  charge  of  5  tons.  The  roasting 
is  completed  in  from  eight  to  eleven  hours,  after  which  the  ore  is 
dropped  into  pits  where  it  remains  for  nine  hours.  It  is  then  trans¬ 
ferred  to  the  lixiviating  apparatus,  which  consists  of  a  series  of  vats 
1*82  m.  in  diameter,  and  091  m.  deep,  the  bottom  being  covered  with 
crossed  wooden  gratings  and  jute  cloth  between  so  as  to  form  a  filter. 
The  ore  is  washed  repeatedly  with  hot  or  cold  water,  and  is  then  treated 
in  the  cold  with  a  solution  of  sodium  thiosulphate  containing  from  18  to 
75  grams  of  salt  per  litre..  If  the  ore  contains  gold  it  is  preferable  to 
use  calcium  thiosulphate,  which  is  prepared  by  boiling  lime  with 
sulphur  (3CaO  +  12S  ^  2CaS5  +  CaS203),  allowing  the  mixture  to 
settle,  and  passing  in  sulphurous  anhydride  until  the  clear  solution 
ceases  to  give  a  precipitate  with  a  dilute  solution  of  silver  chloride. 
The  action  of  sodium  thiosulphate  on  silver  chloride  is  explained  by 
the  following  equation : — 2AgCl  +  2Ha2S203  =  2NaCl  +  2NaAgS203, 
the  latter  is  extremely  soluble  in  water.  If  the  ore  contains  from  30 
to  50  ounces  of  silver  (0*093  to  0*155  per  cent.),  the  amount  of  silver  in 
the  residue  should  not  exceed  4  ounces  (0*0124  per  cent.).  The 
argentiferous  solution  of  sodium  thiosulphate  is  then  transferred  to 
precipitating  tanks  and  treated  with  a  solution  of  calcium  sulphide, 
when  the  following  change  takes  place  : — -2NaAgS203  +  2NaCl  + 
CaS  =  Ag2S  4-  2Na2S203  +  CaCl2.  The  silver  sulphide  is  collected  on 
a  series  of  linen  filters,  washed  with  water  and  dried.  It  is  then 
roasted  in  reverberatory  furnaces  or  heated  in  retorts  for  the  recovery 
of  the  sulphur. 

Aaron  proposes  to  agitate  the  precipitate  of  silver  sulphide  with 
lime  and  boil  the  mixture,,  calcium  polysulphide  being  formed,  which 
may  be  used  for  precipitating  fresh  quantities  of  silver  chloride, 
whilst  the  residual  grey  mass  consists  mainly  of  metallic  silver. 

According  to  Groddeck  and  Brookmann,  basic  slag  often  exhibits  a 
crystalline  appearance.  Some  specimens  contain  thin,  brown,  rect¬ 
angular,  transparent  plates  having  a  hardness  of  3*5°,  and  belonging 
to  the  rhombic  system,  whilst  in  others  blue  crystals  are  found. 
Analysis  gave  numbers  agreeing  with  the  formula  for  tetrabasic 
calcium  phosphate  : — 

CaO.  MgO.  MnO,  FeO.  P205. 

Brown  crystals.  58*01  0*88  —  2*93  38*75 

Blue  crystals  .  56*00  —  3*00  6*00  35*00 

D.  B. 

Purification  of  Methylated  Spirit.  By  P.  Cazeneuve  and 
Chapuis  (J.  Pharm,  [5],  7,  126 — 130). — The  authors  have  made 
experiments  to  discover  to  what  extent  the  French  methylated 
spirit,  which  is  prepared  by  mixing  wood  spirit,  containing  about 
25  per  cent,  of  acetone,  with  ethyl  alcohol,  can  be  freed  from  its 
objectionable  odour.  By  the  action  of  nascent  hydrogen  from  a  zinc 
and  copper  couple  placed  in  the  spirit  at  a  temperature  of  about  70°, 
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the  disagreeable  odour  is  completely  removed  after  the  reaction  has 
gone  on  for  five  or  six  days.  The  same  result  can  be  obtained  by 
using  a  zinc  and  copper  couple  in  the  cold,  but  the  process  takes 
about  four  times  as  long.  By  distilling  the  mixture  from  a  water- 
bath  nearly  odourless  spirit  is  obtained.  The  result  is  obviously  due 
to  the  conversion  of  the  acetone  into  secondary  propyl  alcohol  by  the 
action  of  the  nascent  hydrogen.  Methylated  spirit  purified  in  this 
way  could  no  doubt  be  used  in  the  preparation  of  liqueurs  and  other 
substances  intended  for  human  consumption,  and  hence  the  authors 
consider  that  some  substance  other  than  impure  wood  spirit  must  be 
found  for  admixing  with  ethyl  alcohol.  W.  R.  D. 

Analyses  of  the  Wines  of  M6d6ah.  By  Ballaud  ( J .  Pharm . 
[5],  7,  485 — 487). — The  wines  of  Medeah  (Algeria)  possess  all  the 
characters  of  good  red  wines.  The  sp.  gr.  varies  from  O’ 985 — 0*995,  the 
alcoholic  strength  from  11 — 13  per  cent.,  the  total  acidity  calculated 
as  sulphuric  acid  is  from  3 — 4  grams  per  litre.  These  wines  yield 
more  extract  (27 — 33  per  cent.)  than  French  wines,  and  an  ash  which 
contains  much  silica  (0*84  per  cent.)  and  potassium  salts.  The 
other  constituents  determined  were  glucose  (2 — 3  per  cent.),  cream 
of  tartar  (1 — 2*6  per  cent.),  glycerol  (6  per  cent.).  W.  R.  D. 

Wines  from  Sugar.  By  P.  Carles  (/.  Pharm .  [5],  7,  14—24). 
— These  wines  (vins  de  sucre)  are  produced  by  refermenting  the  grape 
marc  with  a  solution  of  sugar.  The  process  consists  in  pouring 
off  the  natural  wine  from  the  marc  and  adding  to  the  latter  a 
lukewarm  solution  of  sugar,  this  mixture  is  then  allowed  to  undergo 
natural  fermentation.  The  resulting  wine  is  known  as  secondary 
wine  {vin  second),  wine  of  the  second  press  (< goutte ),  wine  of  the 
second  vat  ( cuvee ),  wine  of  the  marc  or  sugar-wine  ( vin  de  sucre) ; 
the  last  name  is  that  most  commonly  used  in  the  south-west  of 
France.  In  some  cases  crude  solution  of  cane-sugar  or  raw  crys¬ 
tallised  sugar  is  employed  in  the  process,  in  others  starch-sugar  in 
one  or  other  of  its  different  forms.  The  author  has  examined  a  great 
number  of  samples  of  these  secondary  wines  and  also  of  the  natural 
wines,  the  results  of  the  analyses  being  tabulated  in  the  original 
paper.  The  wines  analysed  were  of  the  1880  vintage,  and  were  pro¬ 
duced  in  the  provinces  of  Gironde,  Dordogne,  and  Lot.  The  im¬ 
portant  inferences  from  the  analytical  results  may  be  thus  sum¬ 
marised  :  Crystallised  sugar  is  to  be  preferred  in  the  process,  both  for 
chemical  and  hygienic  reasons,  to  starch-sugar ;  secondary  wines  are 
normally  weaker  in  alcohol  than  natural  wines,  and  contain  less  ex¬ 
tractive  matter,  glycerol,  hydrogen  potassium  tartrate,  and  substances 
which  reduce  cupric  oxide  (principally  dextrose),  as  well  as  less  in¬ 
organic  matter ;  they  are  especially  deficient  in  tannin  and  colouring 
matter.  Secondary  wines  also  greatly  lack  those  volatile  constituents 
which  give  bouquet  ( vinosite )  to  natural  wines.  W.  R.  D. 

Kephir.  By  H.  Struve  {Per.,  17,  314—316). — The  author  gives 
a  short  historical  sketch  of  the  literature  of  kephir,  showing  that 
although  this  beverage  has  long  been  used  in  the  Caucasus,  and 
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was  the  subject  of  a  scientific  paper  just  a  century  ago,  it  is  only 
since  Kern’s  work  on  the  subject  (Abstr.,  1883,  229)  that  attention 
has  been  given  to  it  by  the  scientific  world.  The  author  is  now  in¬ 
vestigating  the  whole  subject  of  kephir-fer mentation.  L.  T.  T. 

Germinated  Wheat.  By  Ballaud  (J.  Pharm .  [3],  7,  295 — 
301). — Owing  to  persistent  rain  in  the  north  of  France  during 
harvest  time,  a  quantity  of  wheat  appeared  in  the  market  which  had 
been  much  wetted,  and  in  consequence  had  partially  germinated.  The 
author  made  a  chemical  examination  of  this  wheat  to  see  how  far  it 
differed  from  ordinary  wrheat.  The  constituents  determined  were 
moisture,  acidity,  lignin,  gluten,  fat,  glucose,  fixed  salts,  and  sub¬ 
stances  soluble  in  cold  water  and  in  dilute  acetic  acid.  It  is  seen 
from  the  tables  of  results  which  are  given  in  the  original  paper  that 
although  there  is  no  loss  or  variation  in  the  quantity  of  total  nitro¬ 
genous  matter,  yet  the  gluten  has  been  profoundly  affected,  having 
"become  black,  viscous,  disintegrated,  and  partially  converted  into 
soluble  albuminoids.  An  increase  is  observable  in  the  quantity  of 
glucose  and  lignin  as  well  as  of  acid,  and  a  decrease  in  the  quantity 
of  fat.  The  methods  employed  for  estimating  the  constituents  are 
fully  described  in  the  original  paper.  W.  R.  D. 

Secret  Anti-inerustators.  By  H.  Bellmer  ( Dingl .  polyt.  J .,  251, 
537 — 540). — “  Lapidolyd  ”  manufactured  by  Kolker  Brothers  in 
Breslau  contained  in  1  litre  : — 


Specimen  I. 

Specimen  II. 

Specimen  III. 

Specimen  I V. 

grams. 

grams. 

grams. 

grams. 

Total  residue  ...... 

85-67 

68-23 

92-73 

64-42 

Sodium  carbonate  . . 

37-77 

9*64 

34-48 

11-58 

Sodium  hydroxide  . . 
Sodium  hydroxide 

10-60 

9-60 

11-66 

13-60 

combined . 

Organic  matter  (cate- 

0-85 

8-75 

* 

chu) . 

28-84 

31-10 

35*98 

31-44 

Besides  these  substances,  sodium  chloride  and  the  impurities  usually 
present  in  caustic  soda  were  found.  One  litre  of  lapidolyd  is  sold  at 
20  pfennigs,  value  about  4  pf. 


u  German  incrustation  solution”  prepared  by  Patrosio  in  Bochum 
(I  and  II),  and  lapidolyd  made  by  Neuerburg  in  Cologne  (III)  con- 


tained 

in  one  litre 

Na2C03. 

NaHO. 

NaCl. 

Na2S04. 

Organic.  grams. 

I. 

71-164 

6-080 

28-952 

7-850 

72-084  =  185-860 

II. 

84-300 

15-200 

8-120 

5-000 

27-168  =  139-788 

III. 

11-572 

13*600 

7*796 

— 

31-440  =  64-415 

Albert  in  Berlin 

prepares 

an  incrustation  powder  resembling  “  Para 

lithicon  minerale  ”  in  chemical  composition  : — 

Fe203  and 


CaCOj.  NaCl.  CaH202.  NaHO.  Na2S04.  SiOs.  A1203.  H20.  Glue. 

26*14  21*04  24-13  817  8*28  1*22  0*74  334  6*94 
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Marckmann’s  solution  contains  in  1  litre — 

BaC03.  CaC03.  Sand.  Organic.  Na2C03.  JSTH4C1.  !NaCl.  grams. 

16-2  6*6  0-6  20*1  41*3  6*7  24*6  =  116*1 

The  powder  introduced  by  Schwieger  in  Dessau,  of  which  100  kilos, 
cost  40s.,  consists  of — 

NaCl  and  Fe.203  and 

Na^COs.  TfasSiOa.  Na2S04.  Organic.  Al203.  Sand.  H20. 

14*36  12*50  0*92  14*60  0*75  12*49  44*23 

<k  Desincrustant  Ragosine  ”  consists  essentially  of  petroleum  resi¬ 
dues,  and  is  used  as  a  substitute  for  tar  for  painting  the  sides  of 
boilers. 

The  anti-incrustating  composition  manufactured  by  Petrik  and  Co. 
in  Bodenbach  is  a  concentrated  solution  of  impure  sodium  carbonate 
coloured  blue  with  archil  and  treated  with  organic  substances  con¬ 
taining  tannic  acid.  It  also  contains  caustic  soda  and  ammonia  in 
small  quantities.  Its  cost  is  40  Austrian  florins  per  100  kilos, 

“  Disincrustant  Marseillais  ”  is  brought  into  commerce  from  Man¬ 
chester  at  2’20s.  per  100  kilos.,  and  consists  of  an  extract  of  tannin 
and  catechu. 

An  extract  of  chestnuts  is  brought  into  commerce  from  Esseg  in 
Hungary  as  a  preventative  of  boiler  incrustations. 

The  powder  prepared  by  Zopfke  and  Rudel  in  Berlin  (100  kilos,  at 
96.9.)  has  the  following  composition  : — 

Na2S04.  NaCl.  Ka20.  CaO.  C02.  H20.  Glue. 

15*46  14*88  12*62  28*32  8*51  14*32  5*89 

The  composition  made  by  Hein  in  Halle  is  a  vegetable  extract  con¬ 
taining  tannin. 

HaufE’s  solution  contains  mainly  impure  soda-ley  coloured  reddish- 
brown. 

Engel  recommends  anti-incrustating  solutions  containing  soda 
mixed  with  catechu  ;  his  “  salt  mixture  ”  is  composed  of  soda  treated 
with  salt. 

The  fluid  known  as  Renz’s  “  Soda  caustique,”  is  impure  caustic 
soda. 

Ulmann  of  Zurich  sells  100  kilos,  of  ordinary  sea-weed  ( Fucus  vesi- 
culosus )  at  150s.  under  the  name  of  “  Vegetaline.” 

Kohn  and  Co.’s  “  Corrosiv  ”  is  mainly  a  mixture  of  soda  and  lime, 
and  has  the  following  composition  : — 

Fe203  and  Insoluble  Loss  by 

Na20.  CaO.  NaCl.  CaC03.  Al2Oa.  in  HC1.  H20.  ignition. 

16*53  3*33  4*71  38*84  1*95  2*71  17*89  14*04 

Harris  Hewitt’s  “  patent  block  composition”  is  a  mixture  of  catechu 
and  tannin  wastes.  D.  B. 
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Electrochemical  Equivalents  of  Silver  and  Copper.  By  F. 

and  W.  Kohlrausch  ( Dingl .  polyt.  253,  32). — Comprehensive 
experiments  show  that  a  current  of  one  ampere  deposits  per  second 
1*1183  mgrm.  of  silver,  0‘3281  mgrm.  of  copper,  or  decomposes 
0‘ 09 328  mgrm.  of  water.  J.  T. 

Change  in  Volume  on  Melting.  By  R.  Schiff  ( Gazzetta ,  14, 
181 — 199,  and  Annalen,  223,  247 — 268). — By  means  of  a  specially 
constructed  dilatometer,  the  author  has  determined  the  specific 
gravities  of  several  organic  compounds  at  temperatures  near  their 
melting  points.  The  following  table  shows  the  sp.  gr.  at  the  melting 
point,  and  the  molecular  volume  of  these  bodies : — 


M.p. 

Sp.  gr. 

Molecular 
volume  at  the 
melting  point. 

Binitrobenzene  . 

89  T° 

1  *369 

167  *66 

Thymol  . 

49  *3 

0  *9499 

157  *55 

125  *08 

Alphatoluic  acid  . . 

76  *4 

1 *0847 

1 *1231 

Nitrotoluene . . . 

54 

121 *72 

Anethol . . . 

21  *3 

0  -9887 

1 -0423 

149  *34 

Bibenzyl . 

52  3 

174*21 

130  *61 

Naphthalene . 

80 

0  *9777 

0  *9961 

Biphenyl  . 

70*5 

154  *25 

Stilbene . . . 

119*2 

0  *9707 

1  *063 

184  *99 

Phenanthrene . 

100  *5 

167  *05 
197*97 
149*16 

Bitolyl . . . 

120*8 

0  *9172 

1  *03 

Acenaphthane . . . 

103 

Bibromobenzene . 

89*2 

1 *8408 

127  *83 
117*37 

Bichlorobenzene . 

55 

1 *2499 

Nitrophenol  (ortho)  . . 

45  *2 

1  *2945 

107  *64 

108  *28 

( para') . . . 

114 

1 *2809 

Benzoic  acid . 

121  *4 

1  *08 

112*69 

Stearic  acid . 

69*5 

0*8521 

332*56 

Binitrotoluene . 

70  5 

1 *3208 

137*51 

Resorcinol  . 

110 

1*1795 

1 *2226 

93*94 

Nitronaphthalene  . 

61  *5 

141  *19 

Benzene  .  ....... 

4*4 

0  *8945 

86  *99 

Phenol  (Liebermann) . . 

41 

1 *0606 

88  *42 

Nitrobenzene  (Kopp)  . . 

3 

1 *2029 

102  *03 

Bibromobenzene  (Korner) . 

-1 

2*0 

117-63 

A  close  examination  of  these  results  shows  that  a  constant  altera¬ 
tion  in  composition  does  not  produce  a  constant  change  of  molecular 
volume  at  the  melting  point.  This  conclusion  is  directly  opposed  to 
that  which  Krafft  (Abstr.,  1882,  1272,  Ber.\  15,  1171)  arrived  at  from 
his  research  on  the  higher  paraffins.  W.  C.  W. 
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Solubility  of  Solid  Substances  in  Water  at  various  Tem¬ 
peratures.  By  J.  L.  Andre  e  (J.  pr.  Ghem.  [2]  29,  456 — 477). — 
The  author  has  repeated  the  estimations  of  the  solubility  of  sodium 
chloride,  potassium  chloride,  potassium  nitrate,  and  potassium  sul¬ 
phate,  as  there  are  differences  in  the  values  obtained  by  various  authors. 
He  details  the  errors  which  may  be  made  in  the  estimations,  and 
describes,  with  the  aid  of  drawings,  the  apparatus  he  has  had  con¬ 
structed  and  has  used.  Three  methods  were  employed  in  order  to 
obtain  saturated  solutions  : — 1st.  By  using  an  excess  of  the  salt  and 
agitating  with  water  at  a  constant  temperature  :  regular  and  constant 
agitation  was  obtained  by  means  of  a  hot  air  motor,  and  continued 
for  1^  hours,  the  salt  falling  through  the  water  twice  in  a  second. 
2nd.  By  making  a  supersaturated  solution,  and  agitating  as  before 
for  1J  hours.  3rd.  By  observing  the  temperature  at  which  a  known 
weight  of  salt  dissolved  in  a  known  quantity  of  water.  The  first 
two  methods  were  employed  in  a  large  number  of  estimations  at 
different  temperatures,  and  the  third  was  employed  to  determine 
whether  an  excess  of  salt  had  any  influence  on  the  solubility :  it  was 
found  to  have  none. 

From  the  results  obtained  the  author  has  obtained  the  following 
formulae : — 

NaCl  (from  4°  to  80°) 

S  =  35*63  +  0*007889  (t  -  4)  -f  0*0003113  (t  -  4)2. 

The  solubility  from  0 — 4°  is  constant. 

KC1  (from  4°  to  60°) 

S  =  29*33  +  0*3206  (t  -  4)  -  0*000577  (t  -  4 )2. 

K2S04  (from  10°  to  70°) 

S  =  9*219  +  0*19404  (t  -  10)  -  0*0003083  (t  -  10)2. 

KN03  (from  4°  to  60°) 

log  S  =  1*20412  +  0*01987 7  (t  -  4)  -  0*0000882  (*  -  4)2, 
by  the  first  method. 

KN03  (from  4°  to  60°) 

log  S  =  1*20385  +  0-0L9896  (t  -  4)  -  0*0000883  (t  -  4)2, 
by  the  second  method. 

The  difference  in  the  two  formulae  only  affects  the  numbers  in  the 
second  decimal.  A.  B. 

Influence  of  Dilution  on  the  Rate  of  Chemical  Reactions. 

By  W.  de  la  Croix  (/.  pr.  Ghem .  [2],  28,  478 — 489). 

Combustion  of  Diamonds.  By  C.  Friedel  (Bull.  Soc .  GUm .,  41, 
100 — 104). — The  author  has  submitted  to  combustion  some  parti¬ 
cularly  pure  specimens  of  diamond.  These  diamonds  were  nearly 
colourless,  and  when  ignited  yielded  very  little  ash.  The  combustion 
was  conducted  in  a  porcelain  tube  in  a  current  of  oxygen  ;  this  was 
prepared  by  heating  a  mixture  of  potassium  chlorate  and  copper 
oxide,  and  was  purified  by  passing  it  over  heated  copper  oxide 
and  through  tubes  containing  potash,  sulphuric  acid,  and  phosphoric 
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anhydride.  The  combustion  tube  was  connected  with  tubes  containing 
sulphuric  acid,  phosphoric  anhydride,  and  potash  to  collect  the  pro¬ 
ducts  of  combustion,  and  was  heated  by  a  Wiesnegg  grating,  the 
diamonds  being  contained  in  a  platinum  boat.  Full  details  of  the 
construction  of  the  apparatus,  and  the  precautions  which  were 
observed  are  given  in  the  original  paper.  Blank  experiments  were 
first  made  with  the  apparatus,  which  showed  that  there  were  no 
errors  of  importance.  In  the  first  experiment,  0*4705  gram  of  white 
Cape  diamonds  in  small  crystals  was  submitted  to  combustion.  This 
quantity  yielded  0*0007  gram  of  ash,  which  was  deducted  from  the 
original  weight  of  the  diamonds.  Calculating  from  the  quantity 
of  carbonic  anhydride  obtained,  the  atomic  weight  of  carbon  is 
12*017  (O  =  16).  Assuming  the  diamond  to  be  pure  carbon,  and 
taking  12  as  the  atomic  weight  of  carbon,  the  result  represents  a  loss 
of  0*0021  gram  of  C02.  In  the  second  experiment,  0*8621  gram  of 
perfectly  colourless  Cape  diamond  in  25  or  30  fragmentary  crystals 
was  burnt ;  this  yielded  0*0005  gram  of  white  flaky  ash.  With  this 
correction,  12*007  is  obtained  as  the  atomic  weight  of  carbon  (O  =  16). 
The  quantity  of  C02  obtained  represents  a  loss  of  0*0015  on  the 
theoretical  amount  (C  =  12). 

In  preliminary  experiments,  the  combustion  tube  was  of  Bohemian 
glass,  which  was  found  to  be  unfitted  for  the  purpose  on  account  of 
its  fusibility  at  the  necessary  temperature.  In  these  experiments  it 
was  noticed  that  the  partially  burnt  diamond  was  not,  as  is  usually 
stated,  transformed  into  coke,  but  presented  a  roughened  and  some¬ 
what  furrowed  surface,  much  resembling  in  appearance  a  substance 
which  had  been  immersed  for  a  short  time  in  an  acid  capable  of 
attacking  it.  The  ash  obtained  consisted  of  small  white  flakes, 
yellow  in  places  and  containing  little  black  specks.  Some  of  these 
flakes  were  attracted  by  the  magnet,  many  were  transparent,  and 
among  these  were  some  which  acted  on  polarised  light,  and  therefore 
had  retained  their  crystalline  structure.  Some  of  the  Brazilian 
diamonds  which  were  examined  contained  near  the  surface  dark 
specks,  which  turned  brown  when  heated  without  access  of  air  to 
about  the  temperature  of  boiling  cadmium.  These  diamonds,  there¬ 
fore,  had  probably  been  formed  at  a  temperature  lower  than  this. 
Dark  specks  were  observed  in  other  specimens  which  after  exposure 
by  fracture  entirely  disappeared  before  the  blowpipe  flame,  and  were 
probably  carbonaceous.  W.  B.  D. 
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Inorganic  Chemistry. 


Preparation  of  Hydrobromic  Acid.  By  A.  Sommer  (Dingl. 
polyt.  «/.,  253,  215,  from  Jour.  Soc.  Ghem.  Industry ,  1884,  20 — 
23) . — Hydrobromic  acid  may  be  prepared  by  four  methods : — 
(1)  Direct  combination  of  bromine  and  hydrogen;  (2)  Decomposi¬ 
tion  of  hydrogen- compounds,  such  as  H2S,  HI,  NH3,  and  oils,  by 
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bromine  ;  (3)  Decomposition  of  bromine  compounds  with  fixed  metal¬ 
loids  (especially  PBr5)  ;  (4)  Decomposition  of  metallic  bromides  by 
means  of  acids.  Of  the  methods  (1)  to  (3),  only  that  with  phospho¬ 
rus  pentabromide  yields  good  results.  The  author  proposes  to  decom¬ 
pose  zinc  bromide  by  sulphuric  acid.  The  zinc  bromide  is  easily 
prepared  by  acting  on  metallic  zinc  with  bromine-water  containing 
undissolved  bromine.  The  solution  is  rapidly  evaporated.  To  obtain 
the  concentrated  solution  of  hydrobromic  acid  (HBr,5H*0,  boiling  at 
123°),  225  parts  of  zinc  bromide  are  distilled  with  180  parts  of  water 
and  196  parts  of  sulphuric  acid,  reckoned  as  monohydrate.  To  free 
the  product  from  sulphuric  acid,  barium  carbonate  is  added  and  the 
solution  again  distilled. 

Sulphides  are  easily  converted  into  sulphates  by  first  warming  them 
with  nitric  acid  and  then  slowly  adding  concentrated  hydrobromic 
acid.  J.  T. 

Supposed  Recombination  of  Oxyhydrogen  Mixture  in  the 
Dark.  By  L.  Ricciardi  ( Gazzetta ,  14,  20 — 23). — Rosetti,  Zino,  and 
Silvestri,  in  opposition  to  the  universally  received  opinion,  have  stated 
that  the  gases  composing  oxyhydrogen  mixture  recombine  slowly  in 
the  dark,  if  water  is  present.  The  author  has  carefully  repeated 
Silvestri’s  experiments,  and  finds  that  no  recombination  takes  place, 
even  after  the  lapse  of  a  year.  C.  E.  G, 

Oxidation  of  Carbonic  Oxide  by  Air  and  Moist  Phosphorus. 

By  E.  Baumann  ( Ber .,  17,  283 — 286). — In  reply  to  the  communication 
of  Remsen  and  Reiser  (this  vol.,  149),  the  author  upholds  the  cor¬ 
rectness  of  his  former  statements  (Abstr.,  1882,  691,  and  this  vol.,  14), 
that  carbonic  oxide  is  oxidised  to  carbonic  anhydride  by  air  in  the 
presence  of  moist  phosphorus.  He  describes  careful  and  elaborate 
blank  experiments  in  which  a  stream  of  air  was  passed  over  moist 
phosphorus ;  but  although  the  current  was  in  some  cases  maintained 
for  96  hours,  no  trace  of  carbonic  acid  was  obtained.  Immediately 
pure  carbonic  oxide  was  mixed  with  the  air,  formation  of  carbonic 
anhydride  took  place.  The  author  adds  that  every  experiment  was 
preceded  by  such  a  blank  experiment,  no  disconnection  or  rearrange¬ 
ment  of  the  apparatus  being  made  between  the  two.  L.  T.  T. 

Crystalline  Form  of  Beryllium.  By  W.  C.  Brogger  and  G. 
Elink  (Ber.,  17,  849 — 850). — System  hexagonal  and  holohedral  a  :  c 
=  1  :  1-5801.  Observed  forms,  ooP,  coP2,  OP,  P,  and  sometimes 
-|P.  The  habitus  is  either  prismatic  or  tabular.  These  forms  were 
observed  on  preparations  made  by  Nilson  and  Pettersson,  and  also  by 
Humpidge.  Zinc  also  crystallises  in  holohedral  hexagonal  forms. 

H.  B. 

Bismuth  Subnitrate.  By  M.  Grossman  (Arch.  Bharm.  [3],  22, 
297 — 307). — The  only  satisfactory  method  of  testing  bismuth  sub¬ 
nitrate  for  arsenic  is  to  heat  it  so  as  to  drive  off  the  nitric  acid,  and 
then  treat  it  with  zinc  and  hydrochloric  acid  ;  the  evolved  gases  are 
tested  with  acidified  silver  nitrate  solution  (E.  Reichardt,  Abstr., 
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1881,  195).  Crude  bismuth  was  converted  into  the  sulphide  by 
fusion  with  sulphur,  and  digested  with  caustic  potash  solution ;  the 
insoluble  sulphide  yielded  a  pure  subnitrate.  The  method  is,  how¬ 
ever,  not  suitable  for  manufacturing  purposes,  owing  to  the  fusion  of 
the  separated  sulphur  during  the  action  of  nitric  acid  on  the  sulphide. 
The  Hager- Deschamps  process  is  the  best :  crude  bismuth  is  dissolved 
in  nitric  acid,  the  solution  poured  into  dilute  ammonia,  and  the  pre¬ 
cipitated  bismuth  hydroxide  washed  with  boiling  water;  zinc  and  lead 
present  can  be  removed  by  boiling  with  caustic  soda  solution ;  the 
bismuth  subnitrate  obtained  from  the  hydroxide  is  perfectly  pure. 
The  method  of  the  German  Pharmacopoeia,  2nd  edition — fusion  with 
nitre  and  extraction  with  caustic  soda — gives  good  results ;  whilst 
the  method  described  in  the  1st  edition  is  uncertain.  A  modifica¬ 
tion  by  C.  Schneider  (Abstr.,  1882,  18)  yields  better  results,  but  is  not 
sufficiently  simple.  H.  B. 

Titanium.  By  0.  F.  v.  d.  Pfordten  (Per.,  17,  727 — 730). — By 
heating  titanium  sulphide,  TiS2,  in  a  stream  of  dry  hydrogen  free 
from  every  trace  of  oxygen,  titanium  monosulphide  is  obtained  as  a 
black  substance  insoluble  in  alkalis,  soluble  only  with  great  difficulty 
in  nitric  acid  and  aqua  regia,  oxidised  by  fusion  with  soda  and  potas¬ 
sium  nitrate. 

Attempts  to  prepare  a  corresponding  monoxide  by  reducing  titanic 
oxide  in  a  stream  of  hydrogen  were  unsuccessful,  the  reduction  not 
proceeding  beyond  the  deep  indigo-blue  oxide,  Ti305.  This  oxide  has 
been  prepared  in  the  crystalline  form  by  Deville  ( Compt .  rend.,  53, 
163).  Ebelmen  (Ann.  Chim.  Phys.  [3],  30,  349)  obtained  a  black 
powder  approximating  in  composition  to  a  sesquioxide. 

Gelatinous  Modification  of  Titanic  Acid.- — This  modification  can  be 
prepared  by  fusing  titanic  acid  with  potassium  carbonate,  washing  the 
fused  mass  with  water  until  the  alkaline  reaction  has  disappeared,  and 
then  treating  the  mass  with  hydrochloric  acid  (of  about  35  per  cent.) 
without  heating.  The  liquid  is  filtered,  and  the  filtrate  on  being 
allowed  to  stand  for  a  time  gelatinises.  This  fact  was  observed  by 
H.  Rose  (Gilb.  Annal.,  1823,  73 — 76),  but  appears  to  have  been  over¬ 
looked,  as  it  is  not  mentioned  in  the  text-books.  A.  J.  G. 

Note. — Gelatinous  titanic  acid  was  described  by  Graham  (Ghem. 
Soc.  15,  256,  and  17,  325).— A.  J.  G. 

Relation  between  Lnteo-  and  Roseo-salts.  By  S.  M.  Jor¬ 
gensen  (J.  pr.  Ghem.  [2],  29,  409 — 422). — In  former  researches,  the 
author  has  shown  that  the  luteo-chromium  and  luteo-cobalt  salts  are 
analogous.  In  this  paper  he  shows  that  the  luteo-salts  of  cobalt  and 
chromium  correspond  completely  with  the  roseo-salts  of  cobalt,  chro¬ 
mium,  and  rhodium,  only  that  the  former  contain  2NH3,  where  the 
latter  have  j20H2.  In  a  table  of  the  numerous  luteo-  and  roseo-salts 
and  double  salts  which  the  author  has  examined,  it  is  seen  that  out  of 
45  luteo-salts  only  5  contain  more  OH2  than  is  expressed  by  the  above 
ratio,  and  that  in  44  roseo-salts  none  contain  less. 

The  following  are  a  few  out  of  the  numerous  examples  given  : — 
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Lnteo-salt — 

Co212NH3,  (NO3)  6.  Cr212NH3>(N03),.  — 

Roseo-salt — 

Co210N  H3i  (8 03)6i20H2.  Cr,10NH3>  (N03)6,20H2.  Rh210NH3,  (N03)6,20H,. 

Luteo-salt — 

Co212NH3,6HgCI2)20H2.  Cr212NH3,6HgCl2^OH2.  — 

Roseo-salt — 

Co210NH3)6HgCl2,40H2.  Cr210NH3)6HgCl2,4OH2.  — 

Luteo-salt — 

Co212NH3){I|0<.  Cr212NH3){|0r 

Roseo-salt — 

Co2I0NH3,|^go<)2OH2.  —  Rh210NH3,{£  20H2. 

Luteo-salt — 

Co212NH3,Co2Cy12.  Cr212NH3,Co2C  y12. 

Roseo-salt — 

Co210N  H3,Co2Cy12,20H2.  Cr210NH3,Co2Cy12,20H2.  Rh210NH3,Cc2Cyi2,20H2. 

The  following*  are  two  of  the  five  exceptions  : — 

Luteo-salt — 

Co^NH^SO^OHa.  Cr212NH3,3S04,50H2.  — 

Roseo-salt — 

CoglONH^SO^OHs.  Cr210NH3,3SO4,5OH2.  Rh210NH3,3SO4,5OH2. 

The  analogy  thus  shown  to  exist  between  the  luteo-  and  roseo-salts 
of  cobalt,  chromium,  and  rhodium  is  not  confined  to  their  composition, 
but  holds  as  regards  their  solubilities,  crystalline  properties,  and  their 
appearance,  formation,  and  changes.  It  is  only  therefore  by  their 
colour  and  nitrogen-estimations  that  the  corresponding  salts  can  be 
distinguished.  As  2NH3  =  34,  and  20H3  =  36,  the  percentage  of 
metal  is  almost  the  same  in  the  two  series.  In  many  cases  the  roseo- 
salts  do  not  lose  the  2  mols.  OH2  which  are  part  of  their  constitu¬ 
tion,  without  a  deeper  decomposition,  but  if  they  do,  purpureo- salts 
are  formed.  These  properties  enabled  the  author  to  confirm  the  re¬ 
sults  of  other  authors. 

The  author  describes  the  crystalline  forms  of  the  various  salts, 
showing  that  the  corresponding  salts  of  each  series  have  the  same 
form.  Thus  the  nitrato- sulphates,  bromo-sulphates,  and  iodo-sul- 
phates  of  luteo-chromium  and  luteo-cobalt,  and  roseo-chromium  and 
roseo-cobalt,  all  crystallise  in  regular  octohedrons,  and  the  sodium 
pyrophosphate  and  sulphato-platinochloride  double  salts  crystallise 
alike  in  bright  regular  six-sided  plates.  The  platinobromides 
(3PtBr4)  of  luteo-chromium  and  roseo-cobalt  form  copper-coloured 
precipitates  of  quadratic  or  eight-sided  plates.  The  platinobromides 
(2PtBr4)  of  luteo-cobalt  and  roseo-cobalt  are  indistinguishable,  both 
forming  long  bright  four-  or  six-sided  needles,  having  the  appearance 
of  crystals  of  chromic  anhydride.  The  mercurio-chlorides  (6HgCl2) 
in  all  cases  form  long  narrow  four-  or  six-sided  needles.  The  ferri- 
cyanides  and  cobalticyanides  of  roseo-cobalt,  roseo-chromium,  and 
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roseo-rhodium  cannot  be  distinguished  under  the  microscope  from 
the  corresponding  luteo-cobalt  and  luteo-chromium  salts.  The  auro- 
bromo-sulphates  of  roseo-cobalt,  roseo-chromium,  roseo-rhodium, 
luteo-cobalt,  and  luteo-chromium  show  dichroism,  the  colours  being 
deep  violet-blue  and  bright  olive-green.  The  auro-chloro-sulphates  of 
luteo-cobalt  and  roseo-cobalt  are  also,  but  in  a  much  smaller  degree, 
dichro'ic.  If  the  nitrates  of  luteo-chromium  or  luteo-cobalt  in  dilute 
solution  are  precipitated  by  concentrated  nitric  acid,  they  crystallise 
in  long  narrow  needles  ;  if  in  concentrated  solution  by  dilute  nitric 
acid,  they  crystallise  in  quadratic  plates  or  pyramids.  The  roseo- 
salts  behave  in  a  precisely  similar  way,  only  that  in  the  roseo- 
chromium  and  roseo-cobalt  salts  the  prism  form  predominates ;  in 
the  roseo-rhodium  salts,  the  plate  form. 

The  luteo-  and  roseo-salts  also  resemble  each  other  in  their  forma¬ 
tion,  and  the  author  has  already  shown  this  ( J .  pr.  Chem .,  23,  229). 
The  most  convenient  way  to  prepare  roseo-salts  is  to  treat  the 
purpureo-salt  with  alkalis,  such  as  silver  oxide  and  water,  or  soda,  or 
dilute  ammonia.  By  using  concentrated  ammonia  and  taking  pre¬ 
cautions  to  prevent  evaporation,  luteo-salts  are  formed,  as  Mills  has 
shown  (Phil.  Mag.  [4],  35,  245). 

On  treating  roseo-haloid  salts  with  the  haloid  acids,  the  corre¬ 
sponding  purpureo- salts  are  formed.  This  property  does  not  belong 
to  the  luteo-cobalt  haloid  salts,  but  is  possessed  by  the  luteo-chro¬ 
mium  salts.  Luteo-chromic  chloride,  even  with  cold  concentrated 
hydrochloric  acid,  forms  chloropurpureo-chromic  chloride.  The 
bromide  changes  in  the  same  way,  more  slowly  with  hydrobromic 
acid,  but  the  action  of  hydriodic  acid  on  the  iodide  is  very  slight. 
The  author  enumerates  numerous  other  points  in  which  the  two 
series  of  salts  agree.  For  example,  many  luteo-  and  roseo-salts  are 
precipitated  by  acids  with  complete  double  decomposition  (in  contra¬ 
distinction  to  the  purpureo-salts)  ;  both  luteo-  and  roseo-sulphates  are 
capable  of  forming  double  salts,  in  which  ISO*  is  replaced  by  2N03, 
2C1,  2Br,  lPtCl6,  lPtBr6,  2AuC14,  or  2AuBr4 ;  both  luteo-  and  roseo- 
nitrates  form  double  salts,  in  which  4N03  are  replaced  by  2PtCl6; 
both  luteo-  and  roseo-chlorides  form  double  salts  with  2HgCl2  and 
GHgCl2 ;  and  both  form  three  double  salts  with  platinic  chloride  con¬ 
taining  1,  2,  or  3  PtCl4. 

The  chief  difference  in  properties  between  roseo-  and  luteo-salts  is 
that  roseo-salts  (when  not  combined  with  mercuric  chloride,  platinic 
chloride,  &c.)  are  dissolved  by  ammonia  with  formation  of  basic  salts. 
Luteo-salts  are  not  decomposed  by  ammonia,  and  are  less  soluble  in  it 
than  in  water. 

The  author  proposes  the  following  structural  formulae  for  these 
salts : — 


fH20,X 

|  h3n,h3n,x 
t,  J  H3N,H3N,H3N,X 

h3n,  h3n,h3n,x 
h3n,h3n,x 

^HoO,X 

Roseo-salts. 


fH3X,X 

h3n,h3x,x 
t,  J  h3n,h3n,h3x,x 

}  H3N,H3N,H3N,X 

I  h3n,h3n,x 

IH,N,X 

Luteo-salts. 
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In  these  formulas  H2Oiv  has  the  same  function  as  H3NV.  The  luteo- 
salts  are  therefore  primary  amines,  the  purpureo- salts  partly  primary 
amines  and  partly  metallic  salts,  and  the  roseo-salts  partly  primary 
amines  and  partly  primary  oxines ,  that  is,  compounds  containing 
tetrad  oxygen,  corresponding  to  the  sulphur  in  the  sulphines.  The 
author  states  the  grounds  on  which  he  bases  this.  A.  B. 
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Mineralogical  Chemistry. 


Elasticity  of  Crystals  of  the  Regular  System.  By  K.  R.  Koch 
( Jahrb .  f.  Min .,  1884,  2,  Ref.,  156). — The  author  has  already  deter¬ 
mined  the  coefficients  of  elasticity  of  rock  salt ;  he  has  now  extended 
his  observations  to  sylvine  and  sodium  chlorate.  The  final  results 
are — 


E,. 

Eg. 

Ei 

E2* 

KCl 

.  4010 

2088 

1*92 

NaCl . 

.  4030 

3395 

1*19 

HaC103 . . . . 

i . • . •  4047 

3190 

1*27 

The  coefficients  Ei  and  E2  are  expressed  in  - .  Ei  was  de¬ 

square  mm. 

termined  from  the  deflection  of  rods,  the  longitudinal  axis  of  which 
was  perpendicular  to  the  face  of  the  cube,  E2  from  rods  perpendicular 
to  the  face  of  the  dodecahedron.  The  results  in  the  case  of  NaC10s 
are  only  provisional ;  those  for  sylvine,  on  the  other  hand,  are  exact  to 
0*5  per  cent.,  from  numerous  observations  on  15  rods  from  three  crys¬ 
tals,  so  that  the  author  concludes  that  the  coefficient  of  elasticity  of 
sylvine  for  a  given  direction  is  always  the  same.  B.  H.  B. 

Dilatation  of  Crystals  on  Change  of  Temperature.  By  L. 

Fletcher  {Jahrb.  f.  Min.,  1884,  2,  Ref.,  153 — 154). — With  the  view 
of  testing  the  author's  theory  of  the  possible  want  of  permanency  of 
the  thermic  axes,  Beckenkamp  made  measurements  of  the  angles  of 
anorthite,  axinite,  and  orthoclase  at  temperatures  of  20°,  80u,  140°, 
and  200°.  From  these  measurements  he  deduced  the  positions  of  the 
thermic  axes.  He  found  that,  whilst  the  variation  in  the  case  of 
axinite  and  orthoclase  is  within  the  limit  of  experimental  errors,  in 
the  case  of  anorthite,  the  axis  of  minimum  expansion  for  20 — 80° 
forms  an  angle  of  26-^°  with  the  corresponding  axis  for  20 — 200°. 
An  examination  undertaken  by  the  author  to  test  this  remarkable 
result  shows  it  to  be  due  to  experimental  error.  B.  H.  B. 

Isomorphous  Minerals  which  are  not  Chemically  Analogous. 

By  C.  Rammelsberg  {Jahrb.  f.  Min.,  1884,  2,  Mem.,  67 — 74). — Among 
minerals,  especially  among  silicates,  groups  occur,  the  members  of 
which  have  the  same  or  nearly  the  same  crystalline  form,  or,  in  other 
words,  are  isomorphous.  Their  constitution  in  some  instances  is  per¬ 
fectly  analogous,  whilst  in  others  this  is  not  the  case.  The  latter  are 
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of  special  interest,  as  it  is  usually  thought  that  isomorphous  bodies 
must  have  an  analogous  constitution,  or,  in  fact,  that  analogous 
constitution  is  the  basis  of  isomorphism.  To  the  silicate  groups,  the 
members  of  which  have  an  analogous  constitution,  belong  the  olivine 
group;  the  augite  group,  the  garnet  group,  the  tourmaline  group,  and 
the  group  comprising  epidote  and  vesuvian.  Silicate  groups,  how¬ 
ever,  exist  in  which,  notwithstanding  the  similar  form,  the  constitu¬ 
tion  is  not  analogous.  In  the  felspar  group  the  difference  extends 
from  the  mono-  to  the  tri- silicates.  By  Tschermak’s  law,  the  nature 
of  the  lime-soda  felspars  is  rendered  clear.  From  the  ratio  -Ad  :  Si 
may  be  deduced  that  of  Na  :  Ca.  The  two  members  are  known  from 
the  molecular  mixture  of  which  each  intermediate  member  is  pro¬ 
duced.  It  is  thus  shown  that  silicates,  the  constitution  of  which  is 
not  analogous,  can  be  isomorphous.  In  the  mica  group,  the  members 
of  which  have  certainly  one  and  the  same  form,  the  constitution 
varies  to  a  small  extent.  They  are  partly  dibasic  silicates,  and  partly 
combinations  of  the  latter  with  normal  silicates.  The  preceding  re¬ 
marks  are  supported  by  examinations  of  the  groups  of  scapolite, 
chabasite  and  phillipsite,  and  they  tend  at  the  same  time  to  show  how 
certain  chemical  ideas  are  entirely  misunderstood  by  many  mineral¬ 
ogists. 

Sjogren  has  recently  described  a  manganese  arsenate  from  Nord- 
marken,  which  he  calls  allactite,  and  which  has  the  form  of  vivianite 
and  cobalt-bloom,  but  contains  4  mols.  less  H2G  and  4  MnO  more. 


Instead  of  writing  {  }  > 

ing  4H20,  in  order  to  explain 
should  properly  have  written — 


he  represents  the  4MnO  as  replac- 
the  isomorphism  by  analogy.  He 


Vivianite  =  H16Fe3P2016 
Allactite  =  (H8Mn4)Mn3As2016, 


Forty  years  ago  Hermann  enunciated  the  law  that  among  iso¬ 
morphous  compounds  not  of  analogous  constitution  there  are  always 
two  terminal  members,  from  the  mixture  of  which,  in  various  propor¬ 
tions,  all  the  others  are  produced.  This  theory  has  never  been  largely 
adopted,  as  it  is  based  on  hypotheses  which  cannot  be  proved  by  experi¬ 
ment.  Tschermak’s  law,  however,  is  of  great  scientific  value,  and  it 
would  not  be  less  important  to  prove  similar  laws  for  other  groups  in 
which  similar  form  is  accompanied  by  dissimilar  constitution.  For 
this  purpose,  it  would,  however,  be  necessary  for  the  two  terminal 
members  to  be  actually  known.  Unfortunately  Tschermak  himself,  in 
a  memoir  recently  published,  regards  the  minerals  belonging  to  the 
scapolite  series  as  mixtures  of  two  terminal  members — a  lime-alumina 
silicate  and  a  soda-alumina  silicate.  The  former  he  calls  meionite- 
silicate,  Ca4Al3Si6025,  and  regards  it  as  a  combination  of  5  mols. 
dibasic  with  1  mol.  tribasic  silicate.  This  compound  has  not  yet  been 
discovered,  as  meionite  itself  contains  a  certain  amount  of  the  second 
terminal  member,  which  he  calls  marialite-silicate,  and  regards  as  a 
compound  of  2NaCl  4-  3(Na2AlSi60i6),  in  which  the  second  member 
has  the  formula  of  albite.  As  he  adopts  the  formula  NasAbjSbsCbgCb, 
he  assumes  that  the  O  is  replaced  by  Cb.  If  the  silicate  and  chloride 
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compounds  are  regarded  in  this  way,  the  following  results  are  obtained 
for  sodalite : — 

A'{3Na!ilSi208}  =  Nae^Si60«Cl2. 

B'  {  2N^,41Si208 }  =  Na10Al4Si9Os,CI,. 

Iq  other  words,  the  sodalites  A  (Greenland,  Ischia,  Salem,  Litchfield, 
Vesuvius)  consist,  like  the  meionite-silicate,  of  5  mols.  bibasic  and 
1  mol.  tribasic  silicate,  whilst  the  sodalites  B  (Ditro,  Bolivia)  must 
contain  7  and  1  mol.  respectively.  Tbe  formula  of  apatite  trans¬ 
posed  in  the  same  way  would  no  longer  represent  a  phosphate.  All 
scapolites  too  must  contain  chlorine,  which  is  not  the  case.  The 
marialite  mixture  containing  4*2  per  cent,  chlorine  is,  however,  up  to 
the  present  time  merely  hypothetical.  In  just  the  same  way,  Fre- 
senius  traced  the  members  of  the  phillipsite  group  from  two  terminal 
members,  one  of  which  is  desmine  and  the  other  an  hypothetical 
hydrate  of  the  anorthite  mixture.  Still  more  arbitrary  is  his  theory 
of  two  such  terminal  members  in  the  chabasite  group,  as  neither  of 
them  have,  up  to  the  present  time,  been  shown  to  exist. 

B.  H.  B. 

Mineralogical  Notes.  By  V.  v.  Zepharovich  ( Jahrb .  /.  Min., 
1884,  2,  Ref.,  157 — 159). — The  author  gives  an  account  of  several 
new  and  interesting  occurrences  of  minerals  at  localities  in  the  Tyrol, 
formerly  unknown  in  this  respect.  The  minerals  from  the  Ziller- 
grund  described  are :  harmotome,  scolezite  and  adularia,  desmine, 
and  calcite.  The  minerals  from  the  Stillupp  Valley  are  :  apatite, 
pericline,  titanite,  rutile,  and  laumontite.  B.  H.  B. 

Sulphur  from  the  Pumaroles  of  Montecito  in  the  Island  of 
Ischia.  By  A.  Oglioloro  ( Gazetta ,  14,  30 — 31). — During  the  obser¬ 
vations  which  the  author  made  on  the  gaseous  emanations  of  Ischia, 
he  noticed  in  the  fumarole  of  Montecito,  near  Casamicciolo,  some 
prismatic  crystals  of  sulphur,  apparently  monoclinic,  amongst  those 
of  the  ordinary  trimetric  form.  On  making  careful  search  in  the 
same  neighbourhood,  he  found  some  magnificent  prismatic  crystals  of 
sulphur  but  little  coloured  and  quite  transparent ;  some  of  them 
5  mm.  long.  He  has  submitted  them  to  Scacchi  for  crystallographic 
measurement.  C.  E.  G. 

Cobalt-,  Nickel-,  and  Iron-Pyrites.  By  L.  W.  McCay  (Jahrb.  f. 
Min.,  1884,  2,  Ref.,  161 — 163). — Safflorite  from  Schneeberg  gave  on 
analysis  the  following  results  : — 

As.  S.  Ni.  Co.  Fe.  Bi.  Total. 

66*33  0*16  27*76  0*64  trace  5*11  100*00 

The  radiated  fibrous  safflorite  from  Wolfgang  Maasen,  near  Schnee¬ 
berg,  gave  the  following  analytical  results  : — 

As.  S.  Co.  Fe.  Ni.  Cu.  Bi.  Quartz.  Total.  Sp.  gr. 

65*02  0*49  16*00  11*20  trace  0*65  0*37  5*82  99*55  7*28 
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The  safflorite  from  Bieber,  the  spathiopyrite  of  Sandberger  (Abstr., 
1884,  405)  gave  : — 

As.  S.  Co.  Fe.  Ni.  Bi.  Cu.  Total.  Sp.  gr. 

68-27  1-30  13-12  14-38  1*88  1*24  0-26  100*45  7*26 

From  the  author’s  investigations,  it  is  clear  that  there  is  a  rhombic 
modification  of  smaltine  which  only  approaches  to  the  formula  RAs2. 
The  compact  grey  ferruginous  and  heavy  varieties  must  also  be 
regarded  as  rhombic  modifications  of  smaltine.  This  rhombic  modifi¬ 
cation  was  discovered  by  Breithaupt,  whose  name  “  safflorite  ”  should 
consequently  be  retained. 

Cheleutite. — This  name  was  given  by  Breithaupt  to  bismuth-cobalt 
ore.  The  analyses  of  two  specimens  from  Schneeberg  gave  : — 


As. 

S. 

Co. 

Fe. 

Ni. 

Cu. 

Bi. 

I. 

75-09 

1-30 

12*46 

5T6 

3*01 

1*58 

0-78 

II. 

45-30 

1T0 

8*42 

3*08 

2*18 

0*72 

trace 

Quartz. 

Total. 

Sp.  gr. 

I. 

0*42 

9y*80 

6*30 

II. 

39*00 

99*80 

6*35 

The  author  is  of  opinion  that  the  mineral,  which  in  composition 
and  properties  resembles  skutterudite,  does  not  belong  to  this  species 
but  to  smaltine,  as  its  specific  gravity  is  so  low.  Under  all  circum¬ 
stances,  the  name  bismuth-cobalt  ore  must  be  dropped.  If  it  is  to 
have  a  special  name,  Breithaupt’ s  name,  cheleutite,  is  to  be  preferred. 

Chloanthite  from  Schneeberg. — A  specimen  of  ore  described  in  the 
Freiberg  collection  as  safflorite  proved  to  be  chloanthite,  with  the 
following  composition : — 

As.  S.  Ni.  Co.  Fe.  Bi.  Total. 

68-40  1*06  24*95  4*20  0*69  0*21  99-51 

The  analysis  of  chloanthite  from  Schneeberg  gave  : — 

As.  S.  Ni.  Co.  Fe.  Cu.  Total.  Sp.  gr. 

75-40  0-73  11-90  3*42  7*50  0*39  99*34  6*54 

Formula  R2S6. 

Radiated  mispickel ,  from  Orawitza,  formerly  regarded  by  Breithaupt 
as  glaucodote,  and  by  Tschermak  as  alloclase,  has  the  following 
composition  : — 

As.  S.  Fe.  Co  +  Ni.  Total.  Sp.  gr. 

45-19  19-80  33*60  1*40  99*99  6’05 

Cobaltine  from  Schladming. — 

As.  S.  Co.  Fe.  Ni.  Au.  Total. 

43-12  18-73  29-20  530  3*20  trace  99*55 

Arsenical  pyrites  from  Hiittenberg  (Hiittenbergite). — After  the 
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removal  of  1*70  per  cent,  of  bismuth,  the  following  analytical  results 
were  obtained  :  — 

As.  S.  Fe.  Total.  Sp.  gr. 

6887  1*09  29*20  99*16  6*75 

Smaltine  from  Schneeberg, — 

As.  S.  Co.  Fe.  Ni.  Cu.  Total.  Sp.  gr. 

71*53  1*38  18-07  7*31  1*02  0*01  99*32  5*466 

Geierite  from  Breitenbrunn  ( 7FeS2  -h  6Fe6As9). 

As.  S.  Fe.  Sp.  gr. 

61*40  6*73  31*20  3120 

Mispickel  from  Queropulca  in  Peru . — 

As.  S.  Fe.  Cu.  Total.  Sp.  gr. 

42*54  20*96  35*03  0*47  99-00  6069 

B.  H.  B. 

Mispickel  from  Auerbach.  By  Gr.  Magel  (Jahrb.f.  Min.,  1884, 
2,  Ref.,  166 — 168). — In  the  granular  limestone  of  Auerbach,  three 
different  types  of  mispickel  occur.  The  crystals  belonging  to  type  I 
are  of  rather  frequent  occurrence.  They  attain  a  size  of  1 — 4  mm., 
sometimes  5j — 9  mm.,  and  exhibit  the  usual  simple  forms  of  mispickel  : 
ooP,  £Poo,  Pco.  Of  these  £Poo  predominates.  The  analysis  gave 
the  following  percentage  composition  : — 

S„  Fe. 

20*639  35*812 

Cleavage  ooP. 

The  crystals  belonging  to  type  II  are  extremely  rare.  They  attain 
a  size  of  3 — 5  mm.,  sometimes  6 — 9  mm.,  and  are  columnar.  The 
faces  observed  were  the  following:  oo  P,  ttPoo,  Pco,  P2,  Poo,  2?  co, 
and  the  new  face  fPco.  Cleavage  along  coP  could  not  be  observed  ; 
distinct  basal  cleavage.  The  mean  of  two  analyses  gave : — 

S.  As.  Fe.  Total. 

19*911  44*106  35*041  99058 

The  mispickel  of  types  I  and  II  agree  very  well  with  the  series  of 
Arzruni  and  Baerwald  (Abstr.,  1884,  404)  : — 

Axis  a.  S  found.  S  calculated. 

Mispickel  from  Ehrenfriedersdorf.  .  . .  0*67811  19*761  19*748 

,,  Auerbach  (type  II) . .  0*67830  19*911  19*794 

Plianian  .  0*67960  20*080  20*099 

Mispickel  from  Sala . 0*68066  20*410  20*351 

„  Auerbach  (type  I). .  . .  0*68185  20*639  20*530 

,,  Joachimsthal .  0*68215  20*520  20*701 

Type  III  is,  unfortunately,  only  represented  by  a  single  specim  en . 
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To  two  crystals  crossing  along  Poo,  a  third  is  added  according  to  the 
same  law,  forming  a  drilling.  The  crystals  exhibit  the  faces  ^Poo,  Poo, 
ooP.  B.  H.  B. 

Crystallised  Voltzine.  By  G.  Cesaro  ( Jahrb .  /.  Min.,  1884,  2, 
Ref.,  166). — On  the  surface  of  a  mixture  of  blende  and  galena,  the 
author  found  crystals  resembling  radiated  antimony  glance  needles. 
They  are  flat,  compressed,  rectangular  needles,  bounded  above  by 
rhombic  octahedra,  translucent,  of  a  pale  orange  colour,  and  with 
waxy  lustre.  The  physical  and  chemical  properties  are  those  of 
blende,  except  that  the  crystals  contain  rather  less  sulphur.  The 
author  supposes  that  the  mineral  is  either  a  pseudomorph  of  blende 
after  antimony  glance,  or,  as  is  more  probable,  crystallised  voltzine. 

B.  H.  B. 

Occurrence  of  Iron  in  Mexico.  ( Dingl.  polyt. «/.,  252,  527.) — 
In  the  province  of  Durango,  the  so-called  Cerro  de  Mercado  iron 
mountain  occurs,  which  is  1100  m.  long,  335  m.  wide,  and  195  m. 
high,  and  represents  a  mass  of  about  200  million  tons  of  ore.  The 
ore  which  exists  under  this  mountain  is  said  to  contain  more  iron 
than  the  quantity  obtained  in  England  during  350  years.  The 
following  analysis  gives  the  average  composition  of  this  ore  : — 

Fe304.  EeO.  MnO.  Ti02.  CaO.  MgO.  S03. 

2-071  77*571  0*113  0*710  5*050  6*364  0*212 

Loss  on  Other 

P206.  Si05.  ignition.  ingredients. 

3*041  7*760  1*984  1*124 

The  pig  iron  produced  from  this  ore  contained  0*771  per  cent, 
silicon,  0*428  per  cent,  sulphur ;  the  bar  iron  showed  0*105  per  cent, 
silicon  and  0*193  per  cent,  phosphorus.  D.  B. 

Pitchblende  and  Xenotime  from  Norway.  By  W.  C.  Brog- 
ger  (Jahrb.  f.  Min.,  1884,  2,  Ref.,  170—171)  . — Pitchblende  from 
Moss. — The  forms  observed  were :  O,  and  ooO.  Colour  black ;  streak 
greenish-black.  H.  =  6.  Sp.  gr.  9*03.  The  analysis  gave  the  follow¬ 
ing  results  : — 

Si02.  U03.  U02.  PbO.  EeO.  CaO.  H20.  Total. 

0*31  38*23  50*42  9*72  0*25  0  21  0*70  99*84 

corresponding  with  the  formula  R5Oi2  =  3R02  -f-  2R03. 

Xenotime  occurs  frequently  in  many  pegmatite  veins  in  various 
parts  of  Norway.  The  occurrence  at  Naresto,  near  Arendal,  is 
especially  remarkable.  It  there  forms  aggregates  on  cbloritic  mag¬ 
nesia  mica.  The  dark  brown  crystals  exhibit  the  forms  P,  coP,  3P3. 
Xenotime  may  easily  be  distinguished  from  monazite,  which  accom¬ 
panies  it,  by  its  prismatic  cleavage.  The  character  of  the  double 
refraction  of  xenotime  is  positive.  B.  H.  B. 
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A  Uranium  Mineral  from  Moss,  and  on  the  Occurrence  of 
Uranates  Generally.  By  C.  W.  Blomstrand  (J.  pr .  Chem.  [2]  29, 

o 

191 — 228). — The  mineral,  which  was  found  at  Annerod,  in  the 
vicinity  of  Moss  in  Norway,  is  iron- black  in  colour,  sp.  gr.  8' 73, 
hardness  5 — 6.  Fracture,  splintery.  The  following  results  were 
obtained  on  analysis : — 

U308.  Si02.  PbO.  ThO.  CeO.  YO.  FeO.  CaO.  H20. 

80*97  0*81  8*41  5*64  0*38  2*42  1*26  0*30  0*83  =  101*02 

The  mineral,  which  has  been  named  broggerite  by  the  author,  is 
closely  related  to  cleveite.  The  author  points  out  that,  according  to 
our  present  knowledge,  the  natural  uranates,  of  which  pitchblende 
may  be  taken  as  the  type,  are  built  up  according  to  the  formula 
3R0,U03,  in  which  the  uranic  oxide  uniformly  appears  as  an  ortho¬ 
acid,  whilst  the  basic  portion  of  the  molecule  is  principally  composed 
of  uranous  oxide,  the  latter  being,  however,  always  partially  replaced 
by  lead  or  some  kindred  metal.  For  true  pitchblende  or  uranine  the 
most  probable  formula  is  shown  to  be  7U02,Pb0,5U02  =  U7Pb(UO)5 
or  UPb06TJ  -f  2U3(06U)3.  Of  the  thoruranines  there  are  two  forms 
known — (1)  broggerite,  for  which  the  formulae  U02,R0,U03  = 
UR06U,  or  6UR06U  +  U3(06U)2  are  suggested;  and  (2)  cleveite, 
U024R0,2U03  +  4aq  =  UR4(06U)2  +  4aq.  P.  F.  F. 

Herderite.  By  A.  Weisbach  ( Jahrb .  /.  Min.,  1884,  2,  Mem.,  134 
— 136). — The  analysis  of  a  specimen  of  herderite  from  Ehrenfrieders- 
dorf,  in  the  collection  of  the  Freiberg  School  of  Mines,  gave  the 
following  results: — (I.)  The  results  obtained  by  Hidden  in  the 
analysis  of  herderite  from  Stoneham,  Oxford  Co.,  Maine  (Abstr., 
1884,  827),  are  added  (II.) — 


CaO. 

Be2Oj. 

A1203. 

F6203. 

p205. 

Loss. 

I. 

34*06 

8*61 

6*58 

1*77 

42*44 

6*54 

II. 

33*21 

15*76 

— 

— 

44*31 

6*72 

The  herderite  from  Stoneham  has  also  been  analysed  for  the  author 
by  Winkler,  who  found  in  101*7  mgrms. — 

CaO.  Be303.  A1203.  Fe203.  P205.  H20.  Total. 

33*67  14*84  2*26  1*18  41*51  6*59  100*05 

For  the  substance  free  from  aluminium  and  iron  the  formula  would 
be  :  Ca6Be4P6027  +  4H20,  demanding — 

CaO.  Be203.  P205.  HsO. 

34*13  15*34  43*23  7*30 

B.  H.  B. 

Richellite.  a  New  Mineral  Species.  By  G.  Cesaro  and  G. 
Despret  (Jahrb.  f.  Min.,  1884,  2,  Ref.,  179). — At  Richelle,  near  Vise, 
a  mineral  occurs  which  has  the  following  composition : — 
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P205.  Fe2Os.  Alo03.  CaO.  H20.  HF.  Total. 

28-78  28-71  1-81  576  29*43  6-11  100-60 

On  heating  it,  the  substance  suddenly  gave  off  fumes  of  hydrofluoric 
acid,  changing  from  its  original  bright  yellow  colour  to  a  brownish- 
red,  and  no  longer  contained  any  fluorine.  The  authors,  therefore,  con¬ 
clude  that  fluorine  was  not  present  as  CaF2.  The  mineral,  formerly 
regarded  as  a  variety  of  delvauxite,  is,  therefore,  new.  It  forms 
bright  yellow  masses,  with  resinous  lustre.  H.  =  2 — 3.  Sp.  gr.  2. 
Its  tenacity  is  very  weak.  The  water  given  up  at  100°  (23’33  per 
cent.)  is  free  from  hydrofluoric  acid.  Before  the  blowpipe,  it  fuses 
easily  to  a  black,  slightly  magnetic  enamel.  It  is  easily  soluble  in 
acids,  and  gives  a  distinct  fluorine  reaction.  The  mineral  is  associated 
with  halloisite,  allophane,  and  a  greenish  iron  phosphate.  The 
authors  calculate  from  their  analyses  that  richellite  contains  2  mols. 
P206,  2  mols.  R203,  1  mol.  CaO,  3  mols.  HF,  and  16*6  mols.  H20,  and 
they  are  of  opinion  that  the  fluorine  is  combined  with  iron. 

B.  H.  B. 

Natural  Hydrous  Double  Sulphates.  By  J.  Blaas  (Jahrb.  f. 
Min.,  1884,  2,  Ref.,  163 — 165). — In  the  neighbourhood  of  Madeni 
Zakh,  in  Persia,  the  hydrous  double  sulphates,  voltaite,  metavoltine, 
and  botryogen  occur  as  decomposition-products  of  a  trachytic  rock 
containing  iron  pyrites. 

Voltaite. — The  crystals  appear  to  be  regular,  with  the  combination 
O,  00O00,  00O,  mOra.  Colour  greenish-black.  Streak  greyish-green. 
Fracture  concho idal.  Greasy  lustre.  Brittle.  H.  =  2 — 3.  Sp.  gr.  2*6. 
Soluble  with  difficulty  in  cold  water.  The  analysis  gave  the  following 
results  : — 

S03.  Fe203.  A1203.  FeO.  MgO.  KoO.  Na20.  H20.  Total. 

49-12  13-85  3*72  5*24  7*35  2;37  1*62  16*60  9987 

Formula  3Al203,7Fe203.  This  analysis  does  not  exactly  agree  with 
the  analyses  of  voltaite  by  Abich  and  Tschermak. 

Metavoltine. — System  hexagonal.  Colour  sulphur- yellow.  H.  =  2*5. 
Sp.  gr.  2*53.  The  analysis  gave  the  following  results : — 

S03.  Fe203.  FeO.  K20.  Na20.  E20.  Total. 

46-90  21-20  2-92  9*87  4*65  14*58  100*12 

Molecular  proportion  of  S03  :  Fe203  :  RO  :  H20  =  13  :  3  :  5  :  18; 
RO  being  3Fe0,7K20,5Na20.  From  this  the  formula 

5R0.3R203.12S03  +  18H20 

is  deduced. 

Botryogen  forms  compact,  crystalline  masses  of  brownish -violet 
colour  and  glassy  lustre.  Streak  violet- white,  brittle,  transparent  in 
thin  plates.  H.  =  2*5.  Sp.  gr.  2*138.  Soluble  in  cold  water  to  a 
brownish-violet  solution.  On  the  addition  of  sulphuric  acid  the 
colour  disappears.  The  analysis  gave  : — 

S03.  Fe203.  FeO.  MgO.  H20.  Total. 

40-95  20-50  4*12  3*59  30:82  99*98 

Formula  RSO4  +  Fe2(S04)3  -j-  13H20,  in  which  R  =  5Fe,7Mg. 
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This  analysis  agrees  with  the  composition  of  roemerite,  except  that  in 
the  latter  R  is  replaced  by  2Zn,7Fe,  and  that  the  percentage  of  H20  is 
also  rather  smaller.  The  author  consequently  regards  botryogen  and 
roemerite  as  identical.  B.  H.  B. 

Conversion  of  Rutile  into  Ilmenite.  By  A.  v.  Lasatjlx  ( Jdhrb . 
/.  Min.,  1884,  2,  Ref.,  165 — 166). — The  author  describes  the  pseudo- 
morphs  of  titanic  iron  after  rutile  from  Vannes.  The  alteration  begins 
by  the  addition  of  FeO,  and  the  separation  of  FeTi03,  more  FeO  sub¬ 
sequently  enters  the  isomorphous  mixture  with  the  FeTi03,  and 
titanic  iron  is  finally  formed  containing  more  Fe203  than  FeO.  The 
author  supposes  that  FeTi03  is  replaced  by  Fe203,  and  that  every 
variety  of  titanic  iron  could  be  formed  in  this  way.  He  therefore 
regards  all  titanic  iron  produced  in  the  same  way  from  rutile  as 
isomorphic  mixtures  of  m(FeTi03)  and  w(Fe203),  and  not  as  mixtures 
of  Fe203,Ti203.  Probably,  two  varieties  of  titanic  iron  must  be  dis¬ 
tinguished  :  (1)  original  (FeTi)203;  and  (2)  FeTi03,  of  undetermined 
crystalline  form,  originating  from  rutile.  B.  H.  B. 

Melanophlogite.  By  G-.  Spezia  ( Jahrb .  /.  Min.,  1884,  2,  Ref., 
177 — 178). — Minute  cubes  and  crystalline  aggregates  of  melano¬ 
phlogite  occur  implanted  on  a  thin  coating  of  opal  covering  sulphur 
crystals  from  Sicily.  The  cubes  become  black  on  the  surface  when 
heated.  This  black  colour  is  due  to  carbon.  Melanophlogite  also 
occurs,  like  the  opal,  covering  sulphur  crystals,  or  in  the  form  of 
small  stalactites  ;  an  analysis  of  the  latter  form  was  made  with 
OT196  gram,  the  results  being  as  follows  : — 

Toss  on 

Si02.  S03.  C.  Fe203.  ignition. 

89*46  5*60  1*33  0*25  2*42 

B.  H.  B. 

The  Felspars  of  Pantelleria.  By  H.  Foestner  (Jahrb.  f.  Min., 
1884,  2,  Ref.,  171 — 176). — The  volcanic  island  of  Pantelleria  consists 
of  (1)  phonolites  and  liparites  in  beds  ;  (2)  rocks  of  the  oldest  crater, 
consisting  of  older  and  more  recent  augite- andesites  ;  (3)  rock  of  the 
most  active  period  of  eruption  ;  pantellerite,  a  dacite-like  rock  with 
triclinic  felspar.  Most  of  the  felspars  described  are  from  this  rock. 
(4)  Rock  of  the  most  recent  craters,  felspar-basalt.  The  trachytic 
rocks  of  the  island  are  very  rich  in  felspar.  The  felspar  crystals 
frequently  separate  out  by  weathering.  Among  these,  orthoclase 
crystals  are  rare  ;  they  all  have  a  larger  percentage  of  sodium  than 
usual,  whilst  a  larger  percentage  of  potassium  is  met  with  in  the 
plagioclase.  The  paper  gives  elaborate  details  of  the  crystallographic 
and  optical  characters  of  the  following  felspars :  (1)  monoclinic 

felspar  (soda  orthoclase)  from  the  white  liparite  of  the  Lake  Bagno 
dell’  Aqua,  and  from  Gala  Porticello ;  (2)  triclinic  felspars  (micro- 
cline  albite  series).  These  occur  in  the  rocks  which  are  more  recent 
than  liparite,  and  which  contain  no  orthoclase.  The  felspars 
described  in  detail  are  plagioclase  from  the  older  augite-andesite, 
plagioclase  from  the  augite-andesite  lava,  and  plagioclase  from  the 
pantellerite  lava.  B.  H.  B. 
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Rubellan.  By  M.  W.  Holleung  {Jahrb.  /.  Min.,  1884,  2,  Ref., 
168 — 170). — The  crystals  of  rubellan  from  the  basalt-lava  of  the 
Laacher  See  are  of  a  reddish-brown  colour,  and  variable  in  their 
physical  properties.  Sp.  gr.  2*50 — 2*86.  They  cleave  easily  in  one 
direction,  and  all  are  optically  biaxial.  The  microscopic  examina¬ 
tion  shows  that  rubellan  is  not  a  purely  homogeneous  substance,  but 
contains  inclusions  of  various  kinds.  The  chemical  analysis  of  three 
specimens  gave  the  following  results  : — 

Si02.  Ti02.  A1203.  Fe203.  FeO.  MgO.  K20.  Na20.  H20.  Total. 

I.  85*90  0*65  15*34  27  69  3*24  11*31  1*59  1*38  3*31  100*41 

II  36*97  0*80  17*94  22*81  1*50  11*97  1*60  1*42  3*61  98*62 

III.  37*09  1*24  17  02  25*96  1*19  11*53  2*01  0*38  4*66  101*08 

Hot  hydrochloric  acid,  after  15  hours’  action,  dissolved  : — 


I.  III. 

A1203 .  14*83  per  cent.  17*74  per  cent. 

Fe,03  .  30*18  „  22*31 

MgO .  12*13  „  11*61 


The  mica  substance  always  contained  a  quantity  of  iron-ochre. 
A  constitutional  formula  cannot  be  calculated  for  rubellan,  as  it  is 
not  homogeneous,  but  merely  an  alteration-product  of  mica  or  augite. 

B.  H.  B. 

Synthesis  of  Pyroxene.  By  C.  Doeltee  {Jahrb.  f.  Min ,  1884,  2, 
Mem.,  51 — 66). — The  assumption  by  silicates  of  the  form  R^R'^SiOe 
explains  very  satisfactorily  the  complicated  constitution  of  the 
pyroxenes,  and  has,  on  that  account,  been  largely  adopted.  hTo  exact 
evidence  for  it,  however,  exists.  It  is  of  interest,  therefore,  to  inves¬ 
tigate  experimentally  the  question  whether,  by  fusing  together  diop- 
side  and  A1203  or  Fe203,  pyroxenes  may  be  obtained,  the  constitution 
of  which  cannot  be  explained  by  the  assumption  of  the  silicate 
R"0,R'"203,Si02,  and,  secondly,  to  find  out  whether  these  silicates 
crystallise,  and  whether  they  agree  writh  pyroxene.  All  the  experi¬ 
ments  were  effected  in  a  Leclerq-Forquignon  furnace  in  platinum 
crucibles  with  4 — 6  grams  of  the  substance.  The  result  of  the  expe- 
ments  was  that  the  silicates  R'O,  R'^Ch,  Si02,  which  have,  up  to 
the  present  time,  been  regarded  as  purely  hypothetical  compounds, 
crystallise  and  exactly  resemble  in  their  properties  the  augites  pro¬ 
duced  by  the  fusion  of  natural  augites.  With  the  exception  of  the 
solubility,  which  is  generally  greater  than  that  of  the  augites  pro¬ 
duced  in  nature,  these  artificial  products  perfectly  coincide  with  the 
natural  augites,  and  consequently  the  theory,  according  to  which 
such  silicates  are  actually  present  in  these  natural  aug’ites,  receives 
renewed  support.  B.  H.  B. 

Hydrated  Double  Silicate  of  Zinc  and  Aluminium.  By  Cf. 

Cesaeo  {Jahrb. /.  Min.,  1884,  2,  Ref.,  177). — The  author  found  a  new 
mineral  on  smithsonite  of  unknown  locality.  It  formed  fibrous 
lamellar  masses  of  yellowish- white  colour,  which  could  be  scratched 
with  the  finger  nail,  and  could  be  separated  into  fibres  like  asbestos. 
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The  mineral  has  a  silky  lustre,  is  fusible  to  a  white  enamel,  and  gela¬ 
tinises  with  nitric  acid.  The  analysis  gave  the  following  results  : — 

Si02.  A1203.  ZnO.  CuO.  H20.  CaO.  C0.2. 

201  13-9  47-0  trace  132  2*0  3*8 

B.  H.  B. 

Analysis  of  the  Water  of  a  Thermal  Spring  in  the  Island  of 
Pantellaria.  By  G.  Bbignone  ( Gazzetta ,  14,  42 — 54). 
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Hydrocarbons  from  American  Petroleum  and  their  Deriva¬ 
tives.  By  G.  Lemoine  (Bull.  Sue.  Chim.y  41,  161 — 166). — Schor- 
lemmer  having  isolated  two  isomeric  octanes  from  American  petroleum, 
the  author  has  investigated  the  higher  homologues  in  order  to 
discover  whether  corresponding  isomerides  were  present.  The 
petroleum  used  in  the  investigation  was  a  fraction  obtained  by  dis¬ 
tillation  on  the  large  scale,  and  having  the  mean  density  of  the  nonane 
studied  by  Pelouze  and  Cahours  (0‘74  at  15°).  This  liquid  was  sub¬ 
mitted  to  a  series  of  fractional  distillations  in  Le  Bel  and  Henninger’s 
apparatus.  The  fractions  were  purified  from  olefines  by  treatment 
with  bromine  and  subsequent  distillation  in  a  vacuum.  The  propor¬ 
tion  of  olefines  present  was  about  30  per  cent.  The  octane,  nonane, 
and  decane  obtained  in  this  way  were  substantially  the  liquids  described 
by  Pelouze  and  Cahours.  Chlorine-derivatives  of  these  hydrocarbons 
were  obtained  by  the  action  of  chlorine  below  65°.  The  derivatives, 
after  purification,  were  converted  into  the  alcohols  by  heating  them 
with  alcoholic  potassium  acetate  in  sealed  tubes  at  156°.  The  acetate 
thus  obtained  was  saponified  with  potash  in  the  usual  "way,  and  the 
alcohol  separated  from  the  corresponding  olefine  by  fractional  distil¬ 
lation.  The  constants  determined  were  boiling  point,  density,  and 
vapour-density. 

Octane. — This  hydrocarbon  and  its  derivatives  have  already  been 
described  by  other  investigators.  In  the  present  instance,  the  octane 
was  isolated  merely  for  the  purposes  of  comparison.  It  was  obtained 
by  four  distillations,  and  was  not  treated  with  bromine.  B.  p.  121°  at 
779  mm.,  82°  at  212  mm.;  63°  at  110  mm.,  31°  at  27  mm.  Pelouze 
and  Cahours  give  116 — 118°  as  the  boiling  point  at  ordinary  pressures. 
The  two  octanes  examined  by  Schorlemmer  boiled  at  119 — 122°  and 
122 — 125°.  The  density  of  the  liquid  was  0'732  at  12T°  (0*725  at 
15°,  Cahours).  Vapour-density  4*03,  determined  at  179°.  An  analysis 
of  the  hydrocarbon  showed  that  it  contained  84*6  per  cent,  of  carbon, 
15*1  of  hydrogen. 

Nonane. — Prepared  by  seven  distillations  of  the  original  petroleum 
and  subsequent  treatment  with  bromine,  followed  by  five  distillations 
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in  a  vacuum.  B.  p.  135 — 137°;  sp.  gr.  0*742  at  12*4°  (0*741  at  15°, 
Cahours)  ;  vapour-density  4*59,  determined  at  180°.  An  isomeride 
was  obtained  by  ten  fractional  distillations,  followed  by  two  successive 
treatments  with  bromine  and  five  fractional  distillations  in  a  vacuum. 
B.  p.  129*5—131*5°;  sp.  gr.  0*743  at  0°,  0*734  at  12*7°,  0*731  at  16°, 
0*725  at  24*7°  (0*741  at  15°,  Cahours)  ;  vapour-density  4*47,  deter¬ 
mined  at  190°. 

Monochloro nonane. — This  was  prepared  from  the  second  isomeride 
(b.  p.  about  132°  at  759  mm. ;  sp.  gr.  0*730  at  23*8).  B.  p.  180 — 184° 
(196°  with  partial  decomposition,  Cahours) ;  sp.  gr.  0*911  at  23*3°,  0*908 
at  25*8  (0*899  at  15°,  Cahours)  ;  vapour- density  taken  at  231*6°  with 
partial  decomposition,  5*94. 

Nonylic  Alcohol. — This  was  prepared  from  a  nonane  boiling  between 
130— 135°.  B.  p.  186—189°.  (The  alcohol— b.  p.  200°— examined  by 
Pelouze  and  Cahours  was  prepared  from  nonane  boiling  at  136 — 138°). 
Sp.  gr.  0*855  at  18*5°.  An  ultimate  analysis  gave  C  75*7  per  cent., 
H  13*3  per  cent. 

Nonylene . — This  body  was  separated  from  the  alcohol  by  fractional 
distillation.  B.  p.  133 — 136°  (140°  Wurtz) ;  sp.  gr.  0*853  at  18*4°. 
This  olefine  is  isomeric  with  that  obtained  from  metaoleic  acid 
(b.  p.  110°)  by  Fremy. 

Decane. — Obtained  by  15  fractional  distillations  of  the  petro¬ 
leum,  and  purification  of  the  liquid  by  bromine,  followed  by  two  dis¬ 
tillations  in  a  vacuum.  B.  p.  151 — 160°  at  757  mm.,  67*5*  at  36  mm. 
(at  the  ordinary  pressure  160°,  Pelouze  and  Cahours  ;  155 — 157°, 
Wurtz;  155 — 160°,  Cloez) ;  sp.  gr.  0*764  at  0°,  0*753  at  15*6,  0*751  at 
17°,  0*739  at  about  35*5  (0*757  at  15°,  Cahours  ;  0*760  at  15°,  Cloez)  ; 
vapour-density  4*95,  determined  at  200*7°. 

Monochlorodecane. —  This  was  prepared  from  the  decane  just 
described  (b.  p.  155°).  B.  p.  201 — 203°  (200 — 204°,  Pelouze  and 
Cahours)  ;  sp.  gr.  0*908  at  19°. 

Decylene. — Monochlorodecane,  purified  by  three  fractionations,  was 
heated  for  17  hours  at  about  110°  with  an  excess  of  alcoholic  potash. 
The  product  was  treated  with  water,  the  hydrocarbon  dried  by  calcium 
chloride,  and  rectified  by  distillation.  B.  p.  159 — 174°  (158 — 160°, 
Pelouze  and  Cahours)  ;  sp.  gr.  0*855  at  14°. 

Decylic  Alcohol. — This  was  prepared  by  the  general  method  from 
monochlorodecane,  and  was  separated  from  decylene  by  fractional 
distillation.  After  two  rectifications,  it  boiled  at  about  200°.  Sp.  gr. 
0*858  at  18*5°.  A  combustion  gave  C  76*1,  H  14*2. 

The  author  intends  to  verify  and  complete  these  results,  using 
another  specimen  of  petroleum.  The  hydrocarbons  described  abnve 
appear  to  be  isomeric  with  those  obtained  by  Krafft  from  the  fatty 
acids.  W.  R.  D. 

Chlorine-derivatives  of  Dibromodinitromethane.  By  S.  K 

Losanitsch  (Ber.,  17,  848 — 849). — It  has  been  shown  previously  that 
dibromodinitromethane  reacts  with  alkaline  hydroxides  to  form  salts  ; 
thus  CBrK(N02)2  is  formed  with  potassium  hydroxide  (Abstr.,  1883, 
564).  Chlorine  passed  through  an  aqueous  solution  of  this  compound 
causes  the  separation  of  chlorobromodinitromethane ,  CBrCPR02)2,  as 
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an  oil.  By  the  action  of  potash  on  this  in  alcoholic  solution,  the  crys¬ 
talline  compound  CC1K(N02)2  is  formed  :  by  passing  chlorine  into 
its  aqueous  solution,  it  is  converted  into  cliclilorodinitromtthane , 
CCL)(N02)2,  an  oily  body,  first  described  by  Marignac.  H.  B. 

Higher  Homologues  of  Acetylene.  By  F.  Krafft  ( Ber .,  17, 

1371 — 1377). — The  author  has  previously  described  a  number  of 
higher  members  of  the  paraffin  series  (Abstr.,  1882,  1271),  and  of 
the  olefine  series  (this  vol.,  572),  prepared  in  a  state  of  purity  by 
synthetical  methods.  From  the  higher  olefines  he  now  obtains  the 
corresponding  members  of  the  acetylene-group  as  follows  : — The  olefine 
is  dissolved  in  several  times  its  weight  of  carbon  bisulphide,  cooled  by 
a  freezing  mixture,  and  one  molecular  proportion  of  bromine  diluted 
with  carbon  bisulphide  added  slowly  and  with  constant  shaking.  The 
resulting  dibromide,  after  evaporation  of  the  carbon  bisulphide,  is 
heated  with  alcoholic  potash  in  open  vessels,  precipitated  by  water, 
and  again  heated  with  alcoholic  potash  in  closed  vessels  for  four  to  five 
hours  at  150°.  The  acetylenes  prepared  in  this  way  may  be  purified 
by  two  to  three  distillations  under  reduced  pressure.  They  combine 
eagerly  with  bromine. 

Dodecylene  dibromide,  Ci2H24Br2,  is  a  colourless  liquid  of  faint  odour, 
it  can  be  solidified  by  means  of  liquid  sulphurous  anhydride,  and  then 
melts  at  —  15°.  Bodecylidene ,  Ci2H22,  is  a  colourless  liquid,  boils  at 
105°  under  15  mm.  pressure,  and  can  be  solidified  by  strong  cooling, 
and  then  melts  at  —  9°.  Its  sp.  gr.,  compared  with  water  at  4°,  is 
0-8030  at  0°,  0-7917  at  15°,  and  0-7788  at  82*5°. 

Tetradecylene  bromide ,  CuhLgBr^  melts  at  0°.  Tetradecylidene , 
CuH2fi,  forms  a  crystalline  mass,  melts  at  -f  6*5°,  and  boils  at  134° 
under  15  mm.  pressure.  Sp.  gr.  =  0’8064  at  6*5°,  0-8000  at  15*2°, 
and  0-7892  at  30°. 

Getene  bromide ,  Ci6H32Br2,  is  a  crystalline  substance  melting  at  13"5°. 
Hexadecylidene ,  C16H30,  crystallises  in  hard  lustrous  tables,  melts  at 
20°  and  boils  at  160°  under  15  mm.  pressure.  Sp.  gr.  =  0*8039  at 
20°,  0-7969  at  30°. 

Odadecylene  bromide ,  Ci8H36Br2,  crystallises  in  silvery  tables,  melts 
at  24°,  and  is  sparingly  soluble  in  alcohol.  Octadecylidene ,  Ci8H34, 
crystallises  in  large  plates,  melts  at  30°,  and  boils  at  184°  under  15  mm. 
pressure.  Sp.  gr.  =  0*8016  at  30°. 

The  physical  properties  of  these  members  of  the  acetylene  series 
are  compared  in  the  following  table  : — 


Dodecylidene  . . 

C12U22 

Melting 

point. 

-  9° 

Sp.  gr.  at  the 
melting  point. 

d  9  ---  0-8097 

Boiling  at 
15  mm. 

105° 

Tetrad  ecyl  id  ine. 

c„h20 

+  6-5° 

de.s  =  0-8064 

134° 

Hexadecylidine. 

C16H30 

20° 

d2Q  —  0*8039 

160° 

Octadecylidene. 

C,6H31 

30° 

d30  =  0*8016 

184° 

From  this  table  it  will  be  seen  that  the  law  put  forward  by  the 
author  as  to  the  density  of  the  normal  paraffins  and  olefines  imme¬ 
diately  above  the  point  of  fusion  (Abstr.,  1882,  1272;  this  vol.,  572), 
also  holds  good  for  the  higher  members  of  the  acetylene  series. 
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“  Equal  volumes  of  fused  acetylenes  have  (very  nearly)  equal 
•weights.”  In  all  three  series  a  difference  in  composition  of  C2H4  is 
equal  to  a  difference  of  about  35*7  in  the  molecular  volume  of  the 
liquid  immediately  above  its  fusing  point.  A.  J.  G. 

The  so-called  Rubeanhydric  Acid  (Cyanogen  Bisulphy- 
drate).  By  R.  Wollner  ( J .  pr.  Ghetn.  [2j,  29,  129 — 131). — The 
author  has  prepared  this  compound,  C.JLH4S2,  by  passing  dry 
cyanogen  gas  into  an  alcoholic  solution  of  sodium  sulphydrate ;  on 
adding  hydrochloric  acid,  the  cyanogen  bisulphydrate  is  precipitated. 
If  the  solution,  after  treating  it  with  cyanogen,  is  allowed  to  stand 
for  some  hours,  decomposition  takes  place,  and  on  adding  hydro¬ 
chloric  acid  no  precipitate  is  obtained.  The  author  considers  the 
free  acid  to  be  an  imido-derivative,  [C(HH).SH]2>  of  the  as  yet 
unknown  thioxalic  acid,  (CO.SH)2.  J.  I.  W. 

Action  of  Iodine  on  Potassium  Seleniocyanate.  By  A.  Ver- 
nettil  (Bull.  Soc.  Chim.  41,  18 — 20).  Chlorine,  bromine,  and  iodine 
act  on  an  aqueous  solution  of  potassium  seleniocyanate  forming  red 
crystalline  precipitates.  The  compounds  are  not  easily  isolated  unless 
precautions  be  taken  to  avoid  excess  of  the  halogen.  In  studying  the 
action  of  iodine  on  potassium  seleniocyanate,  the  author  uses  a  liquid 
containing  93  parts  of  iodine  and  120  of  potassium  iodide  dissolved  in 
100  parts  of  water.  15  c.c.  of  this  liquid  suffice  to  completely  react 
wdth  10  grains  of  potassium  seleniocyanate  dissolved  in  100  c.c.  of 
water.  As  the  iodine  solution  is  gradually  added,  a  red  crystalline 
precipitate  is  thrown  down ;  this  is  filtered  off  and  the  liquid  allowed 
to  stand  without  access  of  air  when  more  crystals  are  deposited.  The 
total  yield  is  about  50  per  cent,  of  the  potassium  seleniocyanate 
operated  on.  The  crystals  dried  by  pressure  or  over  sulphuric  acid 
contain  selenium,  cyanogen,  potassium,  water,  and  iodine.  The  latter, 
which  is  present  to  the  extent  of  about  4  per  cent.,  the  author  regards 
as  an  impurity  from  adhering  cyanogen  iodide.  Leaving  this  out 
of  consideration,  the  results  lead  to  the  formula  K(CH);iSe4,H20. 
The  other  products  of  the  reaction  are  potassium  iodide  and  cyanogen 
iodide,  both  of  which  remain  dissolved  in  the  aqueous  liquid.  The 
decomposition  is  probably  expressed  by  the  equation  4KCNSe  +  2L-j- 
H20  =  K(CN)3Se4,II20  +3K1  +  CNI.  The  new  compound  forms  ruby- 
red  crystals  having  an  odour  of  hydrocyanic  acid  and  hydrogen 
selenide.  The  crystals,  when  treated  with  water  or  exposed  to  moist 
air,  are  at  once  decomposed,  producing  principally  potassium  selenio¬ 
cyanate  and  free  selenium.  When  heated  to  120°,  they  are  decomposed, 
yielding  potassium  seleniocyanate,  selenium,  and  cyanogen.  The  com¬ 
pound  is  insoluble  in  ether,  chloroform,  and  carbon  bisulphide. 
Admixture  with  absolute  alcohol  causes  the  deposition  of  selenium 
and  the  formation  of  a  new  body  which  remains  in  solution,  but  can 
be  obtained  in  brown  crystals  by  evaporating  the  liquid  in  a  vacuum. 
This  compound  is  potassium  per-seleniocyanate,  K(CN)3Se3.  It  is  at 
once  decomposed  by  water,  but  is  dissolved  by  absolute  alcohol.  When 
this  compound  is  heated,  it  yields  potassium  seleniocyanate,  selenium, 
and  cyanogen.  W.  R.  D. 
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Preparation  of  Ethereal  Salts  by  Double  Decomposition. 

By  G\  Bert oni  and  F.  Truffi  ( Gazzetta ,  14,  23 — 29).  Bertoni  had 
previously  found  ( Gazzetta ,  1882)  that  when  amyl  nitrite  is  digested 
with  ethyl  or  methyl  alcohol  double  decomposition  takes  place  with 
formation  of  ethyl  or  methyl  nitrite  and  regeneration  of  amyl  alcohol. 
The  authors  in  this  paper  give  the  results  obtained  with  normal 
propyl  alcohol  (b.  p.  97°)  and  isobutyl  alcohol  (b.  p.  107°).  The  amyl 
nitrite  employed  was  prepared  from  fermentation  amyl  alcohol  boiling 
between  128°  and  132u. 

Propylic  nitrite. — Amyl  nitrite  and  propyl  alcohol  in  molecular 
proportions  were  placed  in  a  flask  furnished  with  a  four-bulb  frac¬ 
tioning  tube,  and  gradually  heated,  collecting  the  portion  which  came 
over  below  64° ;  this,  after  being  dried  with  fused  calcium  nitrate  and 
submitted  to  fractional  distillation,  gave  pure  propyl  nitrite  (b.  p.  57°), 
which  was  subsequently  completely  reconverted  into  propyl  alcohol  by 
digestion  with  methyl  alcohol.  It  was  found  that  51 '6  per  cent,  of 
the  propyl  alcohol  was  converted  into  the  nitrite. 

Isobutyl  nitrite. — On  heating  a  mixture  of  amyl  nitrite  and  isobutyl 
alcohol  m  the  manner  described  above,  isobutyl  nitrite  was  obtained 
foiling  at  66 — 70°,  the  pro]  ortion  of  the  alcohol  converted,  however, 
being  only  37*8  per  cent,  in  this  instance.  Several  repetitions  of 
these  experiments  were  made,  and  from  the  results  and  those  obtained 
in  the  former  research,  he  deduces  the  following : — 

Limit  of  the  Formation  of  Nitrites  by  Double  Decomposition . 
Methyl  alcohol  =  100  per  cent. 

Ethyl  „  =  85 

Propyl  „  —  52  „ 

Isobutyl  ,,  =  37  „ 

The  limit  of  etherification  decreases  with  the  molecular  weight,  and 
moreover  this  decrease  is  regular,  for  if  we  consider  the  difficulty  of 
separating  the  whole  of  the  propyl  and  isobutyl  nitrites  formed,  it  is 
more  than  probable  that  the  numbers  found  are  somewhat  too  low : 
if  w'e  make  that  for  propyl  alcohol  55  and  for  isobutyJ  alcohol  40,  the 
limits  become  100,  85  ;  55  and  40  per  cent,  respectively,  and  the 
differences  100  —  85  =  15 ;  85  —  55  =  30  =  2  x  15 ;  and  55  —  40 
=  15.  The  author  also  draws  attention  to  the  fact  that  the  differences 
between  the  boiling  points  A  of  the  alcohols,  and  of  the  corre¬ 
sponding  nitrites  B,  is  in  almost  every  case  40°. 


Alcohol. 

Amyl  primary 
normal. 

Fermentation 

amyl. 

Butyl  primary 
normal. 

•43 

rO 

O 

00 
i— l 

Normal 

propyl. 

Isopropyl. 

l 

-M 

K 

Methyl. 

A . 

137° 

132° 

116° 

107° 

97° 

84*6C 

78° 

67° 

B  . . 

97 

92 

76 

67 

57 

44-5 

18 

13 

Difference. . 

40 

40 

40 

40 

40 

40T 

60 

80 

C.  E.  G. 
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Second  Anhydride  of  Mannitol.  By  A.  Fauconnier  {Bull.  Soc . 
Chim.  41,  18 — 20).  In  addition  to  the  reactions  described  in  a  former 
Abstract  (Abstr.,  1883,  p.  305),  the  following  have  been  investigated. 
The  body  appears  to  be  isomeric  with  the  mannide  of  Berthelot,  and 
for  this  reason  is  called  by  the  author  isomannide.  It  is  dextrorotatory, 
a  solution  in  ethyl  alcohol  is  more  dextrorotatory  than  an  aqueous 
solution,  and  the  solution  in  methyl  alcohol  has  a  still  greater  rotatory 
action.  Gaseous  hydrochloric  acid  does  not  act  on  isomannide  either 
in  the  cold  or  at  100°,  even  in  presence  of  zinc  chloride,  but  when  an 
aqueous  solution  of  the  substance  is  saturated  with  the  gas  at  0°,  and 
the  liquid  heated  in  a  sealed  tube  for  some  days  at  100°  mannitol 
dichlor hydrin ,  CeH^CbCb,  is  formed.  In  addition  to  the  diacetyl-deri- 
vative  previously  described,  a  mono-derivative,  C6Hg03.Ac0,  has  been 
produced  by  the  action  of  acetic  chloride :  it  is  a  colourless  liquid 
boiling  at  185 — 187°  under  a  pressure  of  25  mm.,  insoluble  in  water, 
soluble  in  ether.  When  isomannide  is  heated  with  methyl  iodide  and 
concentrated  potash  solution,  a  monomethyl-derivative,  C6H903.0Me, 
is  formed  in  crystals  which  melt  at  44 — 45°.  A  diformic-derivative, 
C6H802(CH02)2,  was  obtained  by  the  action  of  formic  acid  on  iso¬ 
mannide.  It  forms  crystals  which  melt  at  115°,  and  are  very  soluble 
in  warm  alcohol,  slightly  in  cold  water,  more  so  in  ether.  It  is 
decomposed  when  distilled  under  the  ordinary  pressure,  carbonic 
oxide  being  evolved  and  isomannide  formed. 

From  the  reactions  of  isomannide,  the  author  concludes  that  it  is  a 
saturated  body  the  molecule  of  which  contains  no  doubly  linked 
carbon- atoms.  The  two  alcoholic  hydroxyl -groups  are  not  in  the 
vicinity  of  one  another.  The  other  two  atoms  of  oxygen  are  each 
united  to  two  different  carbon-atoms  constituting  two  !  C - C  !  groups. 

If  it  be  admitted  that  the  constitution  of  mannitol  is  symbolised  by  a 
symmetrical  open  chain,  the  following  formula  represents  the  reactions 
of  isomannide — 


oh.ch2.ch— CH  :  CH — CH.CH2.OH. 

No/  No/ 

This  formula  however  needs  further  confirmation  by  a  study  of  the 
oxidation-products  of  isomannide  of  which  so  far  only  oxalic  acid 
has  been  obtained.  W.  R.  D. 

Action  of  Cupric  Hydroxide  on  Sugars.  Part  II.  By  J. 

Habermann  and  M.  Honig  (. Monatsh .  Cheni .,  5,  208 — 216).  (See 
Abstr.,  1883,  38). — Galactose . — -This  sugar  was  prepared  according  to 
Soxhlet’s  method  (J.  pr.  Ghem.  [2],  21,  269)  from  milk-sugar;  clear 
proof  was  obtained  that  the  second  sugar  formed  at  the  same  time 
was  dextrose.  In  this,  as  in  all  other  cases  of  oxidation  with  cupric 
hydroxide,  the  products  were  the  same  whether  the  oxidation  was 
effected  in  neutral  or  alkaline  solution,  the  presence  of  alkali  merely 
accelerating  the  reaction.  The  products  of  the  oxidation  of  galactose 
are  carbonic  anhydride,  formic  acid,  a  very  small  quantity  of  glycollic 
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acid,  a  relatively  larger  quantity  of  lactic  acid,  and  a  non-volatile 
acid  (or  mixture  of  acids)  insoluble  in  ether,  whose  calcium  salt  is 
amorphous  and  insoluble  in  alcohol. 

With  regard  to  the  course  of  the  reaction,  the  cupric  hydroxide 
begins  to  be  decolorised  soon  after  the  commencement  of  boiling ; 
it  had  changed  to  yellowish-green  in  half  an  hour  and  in  one  hour  to 
nearly  pure  reddish-yellow.  Evolution  of  carbonic  anhydride  com¬ 
mences  with  the  beginning  of  change  of  colour  in  the  copper  oxide, 
but  at  first  there  is  not  much  evolved.  With  the  portions  of  cupric 
hydroxide  added  later  reduction  is  more  quickly  effected,  and  carbonic 
anhydride  is  copiously  evolved. 

With  milk-sugar ,  the  course  of  the  reaction  is  similar  to  that 
observed  with  cane-sugar,  inversion  apparently  preceding  oxidation. 
The  products  are  identical  with  those  observed  in  the  case  of  galactose, 
but  the  amount  of  glycollic  acid  formed  exceeds  that  of  the  lactic  acid. 

With  maltose ,  the  reduction  of  the  cupric  oxide  proceeds  very 
quickly.  Three  stages  can  be  observed  in  the  reaction,  the  first 
evidently  during  inversion,  the  second  and  third  similar  to  those  seen 
in  the  case  of  grape-sugar.  The  products  both  in  their  qualitative 
and  quantitative  relations  are  identical  with  those  from  dextrose. 

The  oxidation  of  Sorbin  occurs  more  quickly  and  energetically  than 
that  of  any  other  sugar.  The  products  are:  1,  Carbonic  anhydride 
in  large  quantity;  2,  Formic  acid  iu  relatively  large  amount;  3,  a 
very  small  quantity  of  a  brown  substance  soluble  in  ether,  and  con¬ 
sisting  of  a  mixture  of  an  indifferent  resinous  substance  with  an  acid 
whose  barium  salt  forms  a  brown  amorphous  mass;  and  4,  an  acid 
of  the  empirical  formula  C3H406.  This  acid  may  possibly  be  glyceric 
acid,  but  the  authors  have  not  yet  sufficient  evidence  to  speak  posi¬ 
tively. 

Mannitol  and  dulcite  have  no  action  on  cupric  hydroxide  either  in 
neutral  or  alkaline  solution.  A.  J.  Gr. 

Rate  of  Reduction  of  Fehling’s  Solution  by  Sugars.  By  F. 

Urech  (Z?er.,  17,  1539 — 1543). — With  a  view  to  determine  the 
composition  of  invert  milk-sugar,  the  author  has  experimented  on 
the  rate  of  reduction  of  Fehling’s  solution  by  dextrose,  levulose, 
invert  sugar  from  saccharose,  milk-sugar,  invert  milk-sugar,  and 
various  mixtures  of  the  same.  He  concludes  that  invert  milk-sugar 
must  consist  either  of  dextrose  and  galactose,  or  of  lactoglucose  and 
galactose.  Which  of  these  views  is  correct  must  be  decided  by 
determining  the  rate  of  reduction  by  galactose  and  by  mixtures  of 
dextrose  with  galactose.  L.  T.  T. 

Action  of  Alkalis  on  Invert-sugar,  Dextrose,  and  Milk- 
sugar.  By  F.  Urech  (Her.,  17,  1543 — 1547). — The  action  of  alkalis 
tends  to  diminish  the  reducing  power  of  these  sugars. 

L.  T.  T. 

Birotation  of  Glucose  and  Milk-sugar.  By  F.  Urech  (Ber., 
17,  1547 — 1549). — The  sparing  solubility  of  milk-sugar  in  water 
makes  the  rapid  determination  of  its  birotary  power  difficult.  The 
highest  ratio  the  author  has  obtained  is  1  :  1*62.  With  glucose  at 
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low  temperatures,  the  author  has  obtained  ratios  up  to  1  :  2T9.  From 
a  comparison  of  the  results  obtained  with  glucose  and  milk-sugar,  he 
believes  the  birotation-ratio  with  milk-sugar  would  certainly  be  as 
much  as  1  :  2,  if  it  could  be  determined  correctly.  The  rotation 
diminishes  from  the  moment  of  solution,  and  the  rate  of  diminution 
increases  with  rise  of  temperature.  L.  T.  T. 

Inversion  of  Cane-sugar.  By  W.  Ostwald  (J.  pr.  Chem.  [2], 
29,  385 — 408). — The  author  has  determined  the  velocity  with  which 
cane-sugar  is  inverted  by  various  acids.  The  method  of  experiment 
was  to  take  10  c.c.  of  a  solution  of  sugar  (40 — 50  per  cent.),  and 
dilute  it  with  10  c.c.  of  a  normal  acid  solution  (1  equiv.  per  litre). 
The  liquid  was  then  heated  at  25°,  and  at  the  end  of  each  hour  the 
amount  of  sugar  inverted  was  estimated  by  the  polariscope.  The 
experiments  were  carried  out  with  32  acids,  and  the  velocity  of  the 
reaction  was  found  to  vary  with  the  different  acids.  The  formula 
representing  the  progress  of  the  reaction  is  the  same  as  that  found 
for  the  action  of  acids  on  methyl  acetate  (this  vol.,  581)  :  log  b  — 
log  (b  —  x)  —  a  .  c  .t ;  where  a  represents  the  amount  of  the  acid  and 


Hydrochloric  acid  . 

Hydrobromic  acid . 

Nitric  acid . . .  . 

Chloric  acid . 

Sulphuric  acid . 

Ethyl  hydrogen  sulphate 
Isethionic  acid. ....  ... 
Ethylsulphoric  acid  .... 
Benzenesulphonic  acid  . 

Formic  acid . . . 

Acetic  acid  . 

Isobutyric  acid . 

Monochloracetio  acid  . .  . 

Dichloracetic  acid  . 

Trichloracetic  acid . 

Glycollic  acid . 

Lactic  acid  . .  ■  . 

M  ethylglycollie  acid  . .  . 

Ethylglycollic  acid . 

Methyl-lactic  acid  . 

Diglycollic  acid  . 

Pyroracemic  acid . 

Glyceric  acid  . 

Hydroxybutyric  acid  . .  . 

Oxalic  acid  . 

Malonic  acid . 

Succinic  acid . 

Pyrotartaric  acid . 

Malic  acid . . 

Citric  acid . 

Phosphoric  acid  ....... 

Arsenic  acid . . 


I. 

II. 

III. 

100-0 

100-0 

100  -o 

111*4 

105*5 

99-1 

100  0 

ioo-o 

95-7 

103*5 

101*8 

97*2 

53*60 

73-2 

73-9 

100  -oo 

100  -o 

99-3 

91*8 

95  *9 

98-9 

91*2 

95*4 

98*9 

104*4 

102*2 

95  5 

1*53 

124 

11  -5 

0-400 

6*32 

5*87 

0  335 

5*79 

5-18 

4  84 

22*0 

20  8 

27-1 

52  1 

48-0 

75  *4 

86-8 

82  6 

1-308 

11  -4 

— 

1*066 

10  3 

9-49 

1  *815 

J  3  *5 

— 

1  *372 

11  -7 

— 

1-390 

11*8 

— 

2-67 

16-3 

— 

6-49 

25*5 

25  9 

1-715 

13  1 

— 

1  *062 

10*3 

9  60 

18-57 

43  0 

43  0 

3-<  8 

17-5 

16  9 

0*545 

7*38 

7-04 

1  -070 

10*3 

— 

1  271 

11*3 

10*9 

1  -725 

13  1 

12  -8 

6*21 

24*9 

— 

4*81 

21  *9 
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is  constant,  b  the  amount  of  sugar  used,  and  x  the  amount  of  sugar 
inverted  in  the  time  t.  The  results  found  for  the  constant  a  .  c  are  in 
the  case  of  each  acid  and  each  observation  very  close. 

The  relation  between  the  constants  of  inversion  and  the  affinities  of 
the  acids  is  well  marked.  In  the  table  (p.  1113)  is  given,  in  the  first 
column,  the  value  for  c  in  the  case  of  each  acid,  referred  to  HC1  = 
100  ;  in  the  second  the  square  root  of  the  number  is  given  referred 
again  to  HC1  =  100  ;  and  for  comparison  in  the  third  column  the 
square  root  of  the  velocity  in  the  decomposition  of  methyl  acetate. 

T 

The  author  also  gives  a  table  of  the  values  of  log  - -  for  all 

b  —  x 


x 


values  of  ^  between  0*001  and  0*999  for  the  use  of  those  who  may 


wish  to  pursue  similar  investigations. 


A.  B. 


Action  of  Bromine  in  Alkaline  Solution  on  Amines.  Part  Y. 
By  A.  W.  Hofmann  (. Ber .,  17,  1406 — 1412). — A  continuation  of  the 
author’s  work  on  this  subject  (Abstr.,  1882,  822,  950,  and  1052).  In 
the  last  paper,  the  formation  of  nitriles  in  this  reaction  was  mentioned, 
the  author  being  then  of  opinion  that  this  was  due  simply  to  the 
elimination  of  water  from  the  amide,  hut  on  examination  of  the 
nitrile  it  was  found  that  it  contained  1  carbon-atom  less  than  the 
amide,  that  is,  it  corresponded  to  the  amine  formed  in  the  reaction, 
and  doubtless  is  derived  from  it  by  the  removal  of  4  hydrogen-atoms. 
The  reaction  was  worked  out  most  fully  with  the  amide  of  nonylic 
acid ;  this,  on  treatment  with  bromine  and  alkali,  yielded  octyl- 
amine,  octylnonoxylcarbamide,  and  octonitrile,  the  yield  of  the  latter 
being  from  25 — 30  per  cent.  On  heating  octonitrile  with  sulphuric 
acid  it  is  converted  into  an  octylamide  (caprylamide),  identical  with 
that  obtained  from  caprylic  acid,  or  the  acids  derived  from  heracleum 
oil  and  from  cocoanut  oil  ;  the  identity  of  the  two  acids  last  named 
with  caprylic  acid  being  thus  established.  By  treatment  with  alkali 
and  bromine,  octylamine  can  be  converted,  in  part  into  heptylnitrile, 
and  further  by  successive  conversions  into  amide  and  nitrile,  the 
successive  amides  and  nitriles  down  to  normal  valeramide  were  pre¬ 
pared  ;  scarcity  of  material  then  prevented  the  reaction  being  carried 
further.  A.  J.  G. 


Some  New  Alkines.  By  L.  Berend  (Ber.,  17,  510 — 512). — 
Tetramethylcdlylalkine ,  C3H5(OH)Me4N2,  is  obtained  by  heating  sym¬ 
metrical  dichl or o hydrin  with  dimethylaniine  ;  the  product  is  treated 
with  potassium  hydroxide,  and  then  extracted  with  chloroform.  It 
is  a  liquid  boiling  between  170°  and  185°.  Its  platinochloride  crys¬ 
tallises  in  yellow,  silvery  leaflets,  sparingly  soluble  in  water.  Its 
benzoylalke'ine  forms  a  platinochloride  crystallising  in  orange-red 
tables,  very  little  soluble  in  water. 

Te  tre  thy  lolly  lallcine,  C3H5(OH)Et4N'2,  obtained  from  diethylamine 
and  symmetrical  dichlorhydrin,  is  a  colourless,  highly  refractive 
liquid  boiling  at  234*5°.  It  has  a  sp.  gr.  of  0*9002  (H20  at  4°  —  1),  and 
is  identical  with  that  obtained  by  Reboul  (Abstr.,  1884,  578)  from 
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epichlorhydrin.  Its  platinochloride  crystallises  in  prisms,  soluble  in 
water.  The  platinockloride  of  the  benzoyl  alke'ine  is  obtained,  as  an 
orange-coloured  powder. 

The  tetrethylalhjlalhine  obtained  from  un symmetrical  dichlorhydrin 
is  a  liquid  ;  its  aurochloride  crystallises  in  leaflets,  and  is  sparingly 
soluble  in  water.  Its  benzoyl-derivative  forms  a  platinochloride 
crystallising  in  orange-red  needles,  and  is  more  soluble  in  water  than 
its  isomeride. 

Trimethylenediethylalkine ,  C7H17NO,  obtained  from  trimethyl  ene- 
chlorhydrin  and  dimethylamine,  is  a  colourless,  strongly  refractive 
liquid,  having  a  sp.  gr.  0*9199  at  4°  and  boiling  at  189*5°.  The 
author  has  prepared  its  platino-  and  auro- chlorides,  also  the  platino¬ 
chloride  of  the  benzoylalke’ine.  P.  P.  B. 

Acetoximes  of  the  Fatty  Series.  By  E.  Spiegler  ( Monatsh . 
Chem .,  5,  241 — 243;  and  Ber .,  17,  1574). — These  experiments  were 
made  to  ascertain  if  ketones  of  high  molecular  weight  behaved  with 
hydroxylamine  in  a  manner  similar  to  those  of  low  molecular  weight. 
The  result  showed  the  nature  of  the  reaction  to  be  identical,  although 
as  was  to  be  expected  it.  proceeded  more  slowly.  The  ketones  were 
dissolved  in  alcohol,  mixed  with  an  excess  of  hydroxylamine,  and 
heated  for  some  days  on  the  water-bath. 

Methylnonylacet oxime,  CnH23NO  =  C$>H19.CMe  I NOH,  prepared  as 
above  from  methyl  nonyl  ketone,  forms  snow-white  minute  prisms  or 
long  slender  needles,  and  melts  at  42°. 

My  rist  oxime,  C27H55NO  =  C(Ci3H27)2NOH,  prepared  from  myristone 
(dimyristyl  ketone),  is  a  white  amorphous  substance  melting  at  51°. 

Stearoxime ,  C35H71NO  —  C(C17H35)2NOH,  prepared  from  stearone 
(distearyl  ketone),  forms  an  amorphous  substance  similar  in  appear¬ 
ance  to  stearin,  and  melts  at  62 — 63°.  A.  J.  G. 

Optical  Rotatory  Power  of  Leucine.  By  J.  Lewkowitsch  ( Ber., 
17,  1439 — 1440). — The  author  has  found  leucine  in  aqueous  solu¬ 
tion  to  be  kevorotary,  whilst  in  a  recent  paper  Mauthner  ( Zeits . 
Thy  si  oh  Chem.,  7,  22)  states  that  leucine  from  casein  is  dextrorotary. 
In  a  private  communication,  Mauthner  has  since  admitted  that 
leucine  is  lsevorotary  in  aqueous  solution,  whilst  in  acid  or  alkaline 
solution,  on  the  contrary,  it  is  dextrorotary.  A.  J.  G. 

Derivatives  of  Succinimide.  By  G.  L.  Ciamician  and  P.  Silber 
(Gazzetta,  14,  31 — 38;  and  Ber.,  17,  553 — 559). — Dichloromaleimi.de 
may  be  prepared  by  acting  on  succinimide  with  chlorine  ( Gazzetta ,  13, 
413,  and  this  vol.,  292),  but  not  more  than  25  grains  of  the  imide 
should  be  employed  in  each  operation ;  the  yield  is  52  per  cent,  of  the 
theoretical.  When  an  alcoholic  solution  of  dichloromaleimide  is 
allowed  to  evaporate  spontaneously  it  is  deposited  in  well-defined 
crystals  belonging  to  the  trimetric  system;  these  have  been  measured 
by  La  Yalle  with  the  following  results  - 


a:b:c  =  0*99224  :  1  :  1*59336. 
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Observed  forms  001,  010,  100,  334,  111.  Combinations  the  same. 
Cleavage  easy,  parallel  to  001. 

When  dichloromaleimide  is  heated  with  phosphorus  pentachloride 
for  24  hours  at  200°,  and  the  liquid  product  poured  into  water  and 
distilled  in  a  current  of  steam,  a  compound,  C4C17N,  passes  over  along 
with  some  unaltered  dichloromaleimide,  whilst  resinous  matters, 
dichloromaleimide  and  dichloromaleic  acid,  remain  in  the  retort.  In 
order  to  separate  the  new  substance  from  the  imide  which  accom¬ 
panies  it,  the  oil  is  separated  from  the  aqueous  portion  of  the  distil¬ 
late  and  boiled  two  or  three  times  with  fresh  quantities  of  water, 
using  a  reflux  condenser ;  in  this  way  most  of  the  imide  is  dissolved 
out,  and  after  a  final  distillation  in  a  current  of  steam,  the  oil  is 


allowed  to  solidify  over  sulphuric  acid,  pressed  between  paper  and 
distilled  under  diminished  pressure.  It  then  forms  a  white  opaline 
waxy  mass,  which  melts  at  70 — 73°,  and  distils  without  decomposi¬ 
tion  at  143 — 144°  under  a  pressure  of  20  mm.,  and  at  261°  at  754  mm. 
with  partial  decomposition.  It  is  exceedingly  soluble  in  alcohol, 
ether,  and  glacial  acetic  acid,  but  almost  insoluble  in  boiling  water. 
It  is  converted  into  tetrachloropyrroline,  C4CLtNH,  by  the  action  of 
zinc  and  hydrochloric  acid.  The  authors  assign  to  the  new  chloride 


CCh.CCL 

C4H7N  the  constitution  |  NN,  and  remark  that  it  closely  re- 

CCk.CCl  # 


sembles  the  perchloride  of  perchloropyrocoll  (this  vol.,  292)  both  in 
chemical  and  in  physical  properties.  The  authors  endeavoured  to 
displace  the  chlorine  in  tetrachloropyrroline  by  hydrogen,  but  the 
results  were  not  very  satisfactory ;  sodium  amalgam  and  acetic 
acid  had  no  action,  neither  was  any  change  produced  by  boiling  it 
with  zinc-dust  and  potash  solution,  unless  the  latter  was  very  con¬ 
centrated,  and  the  action  very  prolonged;  under  these  circumstances, 
however,  an  oil  was  obtained  on  distilling  the  product  with  steam, 
but  of  so  unstable  a  character  that  it  could  not  be  distilled  alone. 


When  the  compound  C4C17N  is  heated  with  hydriodic  acid  and  phos¬ 
phorus,  it  is  converted  into  a  reddish-brown  resinous  matter,  probably 
“  pyrrol-red.” 

JJibromomaleimide ,  C4Br202  !  NH. — By  acting  on  succinimide  with 
bromine,  Kisielinski  obtained  monobromofumarimide,  and  a  com¬ 
pound  melting  at  225°  which  he  regarded  as  dibromosuccinimide. 
The  authors  have  repeated  Kisielinski’s  experiments,  and  find  that 
the  substance  melting  at  225°  is  really  dibromaleimide,  as  might  be 
expected  from  the  results  obtained  by  the  action  of  chlorine  on 
succinimide.  The  most  convenient  way  of  preparing  it  is  to  allow 
bromine  (25  grams)  to  drop  slowly  on  the  succinimide  (10  grams) 
heated  at  about  160°  in  a  retort ;  hydrobromic  acid  is  evolved,  and  the 
residue,  after  being  pulverised,  is  washed  with  water  to  remove  mono¬ 
bromofumarimide,  and  crystallised  two  or  three  times  from  boiling 
alcohol  with  the  aid  of  animal  charcoal.  It  then  yields  the  dibromo- 
maleimide  in  a  state  of  purity  :  this  is  insoluble  in  water,  but  easily 
in  ether  and  in  boiling  alcohol.  Well  developed  crystals  belonging 
to  the  monoclinic  system  are  obtained  by  allowing  an  alcoholic, 
or  still  better  an  acetone  solution  of  the  substance  to  evapo- 
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rate  spontaneously.  These  have  been  measured  by  La  Valle,  who 
finds  : — 

a  :  b  :  c  =  1*434208  :  1  :  0*964913 

=  119*59° 

Observed  forms,  100,  101,  110,  111. 

Combinations,  100,  001,  110,  111;  100,  110,  ill. 

Cleavage  perfect  and  easy  parallel  to  001. 

Plane  of  the  optic  axes  010. 

The  dibromomaleimide,  when  boiled  with  potash  until  ammonia 
ceases  to  be  evolved,  is  decomposed  with  formation  of  dibromomaltic 
acid ,  C4Br203,  which  may  be  isolated  by  acidifying  the  aqueous  solu¬ 
tion  with  sulphuric  acid  and  extracting  with  ether.  It  melts  at 
123 — 125°,  and  has  all  the  properties  of  the  acid  obtained  from 
succinic  acid  by  Kekule,  and  from  pyromucic  acid  by  Hill.  When 
distilled  in  a  current  of  carbonic  anhydride,  it  yields  the  corresponding 
anhydride  ;  this  melts  at  114 — -115°,  and  is  reconverted  into  the  acid 
by  boiling  with  water.  The  barium  salt ,  C4Br2Ba04,2H20,  and  the 
silver  salt  were  prepared.  C.  E.  Gr. 

Action  of  Zinc  Propyl  and  Zinc  Isobutyl  on  Butyl  Chloral. 

By  K.  Gtarzarolli-Thurnlackh  and  A.  Popper  (. Annalen ,  223,  166 — 
169).— Trichlorobutyl  alcohol  and  propylene  are  formed  by  the  action 
of  zinc  propyl  on  butyl  chloral. 

Trichlorobutyl  alcohol  is  also  formed  when  butyl  chloral  is  acted  on 
by  zinc  isobutyl.  Zinc  propyl  and  isobutyl  resemble  zinc  ethyl  in 
their  action  on  butyl  chloral.  Zinc  isobutyl  boils  at  166°,  not  at  186° 
as  stated  by  Cahours.  W.  C.  W. 

Preparation  of  Chloral.  ( Dingl .  polyt.  J.,  252,  343). — According 
to  Page,  a  larger  yield  is  obtained  when  the  alcohol  used  for  the 
preparation  of  chloral  is  treated  with  5  per  cent,  ferric  chloride  or 
thallium  chloride  previous  to  the  introduction  of  chlorine.  The 
resulting  liquid,  consisting  of  a  mixture  of  chloral,  hydrate  of 
chloral,  and  chlorinated  ethanes,  which  can  be  separated  by  fractional 
distillation,  is  subjected  to  distillation,  ferric  chloride  or  thallium 
chloride  remaining  in  the  residue.  The  chlorinated  ethanes  which 
come  over  at  a  temperature  above  100°  are  purified  by  fractional 
distillation,  the  mixture  of  chloral  and  hydrate  of  chloral  is  distilled 
over  calcium  carbonate,  treated  with  the  requisite  quantity  of  water, 
and  the  resulting  hydrate  of  chloral  recrystallised  from  the  chlori¬ 
nated  ethanes  previously  obtained.  D.  B. 

Action  of  Acid  Chlorides  on  Chloral  Allylate.  By  V.  Oliveri 
(< Gazzetta ,  14, 13 — 14). — Oglioloro  ( ibid .,  4,  463)  regards  chloral  allylate 
— prepared  by  the  action  of  allyl  alcohol  on  chloral — as  containing 
alcoholic  hydroxyl,  its  constitution  being  expressed  by  the  formula 
CCl3.CH(OH).O.CH2.CH  !  CHa;  other  chloral  alcoholates  having  ana¬ 
logous  formulas.  In  order  to  obtain  evidence  on  this  subject,  the  author 
submitted  the  allylate  to  the  action  of  acetic  and  benzoic  chlorides. 

Acetic  chloride  acts  on  chloral  allylate  in  the  cold,  but  it  is  neces- 
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sary  to  heat  the  mixture  for  a  short  time  at  100°  in  order  to  complete 
the  reaction.  The  product,  after  being  washed  with  water,  dried  over 
calcium  chloride,  and  purified  by  fractional  distillation  is  a  colour¬ 
less,  oily,  highly  refractive  liquid,  which  boils  at  105°  to  107°.  The 
results  of  the  analysis  correspond  with  the  formula 

OC13.CH(OIc).O0»H5, 

The  action  of  benzoic  chloride  is  less  energetic,  and  it  is  necessary 
to  heat  the  mixture ;  the  product  is  shaken  with  sodium  carbonate 
solution  to  remove  benzoic  acid,  rapidly  separated,  washed  with 
water,  dried,  and  distilled.  The  distillate  is  an  oily  liquid  boiling  at 
225—227°,  and  h  as  all  the  properties  of  allyl  benzoate.  In  the  case 
of  benzoic  chloride,  therefore,  it  would  seem  that  the  reaction  is 

CCl3.CH(OH).OCJH5  +  BzCl  =  BzO.C3H5  +  CCI3.CHO  4*  HC1. 

C.  E.  G. 

Action  of  Zinc  Ethyl  and  Zinc  Methyl  on  Chlorinated 
Aldehydes.  Part  III.  By  K.  Garzarolli-Thurnlackh  ( Annalen , 
223,  149  — 165).  —  Methyl  tricMoropropyl  carbinol ,  C5H3CI3O  = 
CHMeCl.CCh.CHMe.OH,  prepared  by  the  action  of  zinc  methyl  on 
butyl  chloral  diluted  with  ether,  crystallises  in  silky  needles  which 
melt  at  50*5°,  and  under  a  pressure  of  41  mm.,  boils  at  128°.  It  is 
soluble  in  alcohol  and  ether. 

The  acetate  is  a  colourless  liquid  boiling  at  227°.  Its  sp.  gr.  at  11’5 
is  1‘3048.  The  alcohol  is  oxidised  by  treatment  with  nitric  acid, 
yielding  carbonic  anhydride  and  t  rich  loro  butyric  acid.  On  oxidation 
with  chromic  mixture,  methyl  trichloropropyl  ketone  boiling  at 
192°  is  formed.  On  further  oxidation,  the  ketone  splits  up  into 
acetic  and  hydrochloric  acids  and  carbonic  anhydride. 

If  the  alcohol  is  treated  with  zinc  and  hydrochloric  acid,  or  with  iron 
powder  and  acetic  acid,  it  is  converted  into  methyl  monochloral lyl 
carbinol,  C5H9C10  =  CHMe  !  CCl.CHMe.OH ;  this  is  a  colourless 
liquid  boiling  at  158°,  sp.  gr.  1*08821  at  14  1°.  It  yields  acetic  acid 
and  carbonic  anhydride  on  oxidation.  The  acetate  boils  at  172°  and 
the  chloride  at  148°.  The  chloride  unites  with  bromine,  forming 
methyl-monochlorodihromopropyl-carbinyl  chloride ,  a  heavy  liquid  boiling 
between  140°  and  145°  under  31  mm.  pressure. 

w.  c.  w. 

Occurrence  of  Valerolactone  in  Pyroligneous  Acid.  By  M. 

Grodzki  ( Ber .,  17,  1369). — The  author  has  isolated  from  the  higher 
boiling  fractions  of  crude  pyroligneous  acid  a  substance  agreeing 
in  all  respects  with  the  description  of  valerolactone  given  by  Fittig 
and  Messerschmidt  (Abstr.,  1882,  35).  A.  J.  G. 

Phosphine-derivatives  of  the  Aldehydes.  By  A.  de  Girard 
(Ann.  Chim.  Phys.  [6],  2,  1 — 66). — The  close  analogy  between  the 
hydrogen- derivatives  of  nitrogen  and  phosphorus,  rendered  closer  by 
the  recent  discovery  of  phosphonium  chloride  and  hydroxyl,  points  to 
the  possible  isolation  of  organic  derivatives  of  phosphorus  hitherto 
unknown. 
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With  a  view  of  preparing  phosphorus  analogues  of  the  aldehyde- 
ammonias,  the  author  has  particularly  studied  the  action  of  phospho- 
nium  iodide  on  the  aldehydes.  The  products  of  the  reaction  are 
combinations  of  4  mols.  of  the  aldehyde  with  1  mol.  of  phosphonium 
iodide,  of  which  those  of  ethylic,  propionic,  valeric,  and  cenanthylic 
aldehydes  are  well-defined  crystalline  substances.  These  are  desig¬ 
nated  by  the  names  of  tetrahydroxethylidene-,  propylidene-,  amylidene-> 
and  oenanthylidene-phosphonium  iodides. 

Tetrahydroxethylidene-phosphonium  iodide ,  (CHMe.OH)4PI,  obtained 
from  parethaldehyde  and  phosphonium  iodide,  crystallises  in  white 
prisms,  which  gradually  lose  hydriodic  acid.  It  is  soluble  in  water 
and  alcohol,  insoluble  in  ether  and  chloroform.  Its  solutions  give  a 
maroon-coloured  precipitate  with  copper  sulphate,  and  a  yellow  pre¬ 
cipitate  with  silver  nitrate.  It  is  converted  by  a  concentrated  solu¬ 
tion  of  potash  into  the  corresponding  hydroxyl- derivative, 

(CHMe.OH)4P.OH, 

crystallising  in  rhombohedric  laminae  ;  this  readily  loses  a  molecule  of 
water,  being  converted  into  a  substance  of  the  composition 

(CHMe.OH^PIMe.COH, 

an  oily  liquid,  which  on  evaporation  forms  a  confusedly  crystalline 
mass.  The  liquid  is  soluble  in  water  and  alcohol,  sparingly  soluble  in 
ether.  It  readily  reduces  potassium  permanganate  and  solutions  of 
silver  salts,  with  formation  of  silver  phosphate  and  acetate. 

The  corresponding  derivatives  of  propaldehyde  resemble  those  of 
ethaldehyde  in  their  chemical  and  physical  properties. 

Tetraliydroxamylidene-phosphonium  iodide ,  (C5H10.OH)4PI,  prepared 
from  phosphonium  iodide  and  valeraldehyde,  crystallises  in  rhombo¬ 
hedric  laminaB  melting  at  119°.  It  is  converted  by  potash  into  the 
corresponding  hydroxyl- derivative  of  the  formula  (^hhoO^PHi.OH, 
which  crystallises  in  white  prisms  melting  at  125 — 126°,  insoluble 
in  water.  The  derivatives  of  oenanth aldehyde  resemble  those  of 
valeraldehyde.  Similarly  chloral  hydrate  forms  dihydroxy -chloral- 
phosphine,  (CC13.CH0)2PH3,  crystallising  in  small  hard  prisms, 
which  melt  at  143°.  It  is  soluble  in  water  and  alcohol.  It  reduces 
salts  of  silver,  and  is  decomposed  by  potash  into  hydrogen,  hydro¬ 
chloric,  formic,  and  hypopliosphorous  acids.  The  corresponding 
butyl- derivative,  C4CI3H5O.PH3,  crystallises  in  white  prisms,  which 
melt  at  96°.  It  is  soluble  in  alcohol  and  ether,  and  readily  reduces 
salts  of  silver. 

The  products  of  the  reaction  of  phosphonium  iodide  on  isobutylic, 
benzoic,  and  salicylic  aldehydes  and  acetone  were  also  examined,  but 
were  not  obtained  in  a  sufficiently  definite  form.  V.  H.  Y. 

Vapour-density  of  Tertiary  Amyl  Compounds.  By  N.  Men- 
schutkin  and  D.  Konowaloff  (Ber.,  17,  1361 — 1364). — In  some 
experiments  made  by  the  authors  on  the  decomposition  and  dis¬ 
sociation  of  the  tertiary  amyl  compounds  by  heat,  it  was  found  that 
the  nature  of  the  substances  in  contact  with  the  liquid  or  vapour 
exercised  a  very  great  influence  on  its  dissociation.  It  was  found,  for 
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instance,  that  amyl  acetate  gave  the  normal  vapour-density  in  Hof¬ 
mann’s  apparatus  at  158°,  whilst  at  the  same  temperature  in  a  Victor 
Meyer’s  air-displacing  apparatus,  on  the  bottom  of  which  was  placed 
some  asbestos  to  break  the  fall  of  the  bottle  containing  the  substance, 
the  density  was  but  little  above  half  the  normal,  whilst  on  replacing 
the  asbestos  by  mercury,  or  by  using  an  empty  apparatus,  numbers 
only  slightly  below  the  normal  were  obtained.  It  was  found  that 
bottles  with  ground  glass  stoppers  exerted  a  similar  decomposing 
influence ;  even  the  difference  in  the  amount  of  ground  surface  in  two 
bottles  having  different  sized  stoppers  caused  a  most  marked  difference 
in  the  vapour-densities  determined  by  their  aid  under  conditions 
otherwise  identical.  A.  J.  G. 

Methyl-propyl-acetie  Acid.  By  C.  Liebermann  and  S.  Klee- 
mann  ( Ber 17,  918 — 921). — The  methyl- propyl-acetic  acid  from  sac¬ 
charose  (Abstr.,  1888,  1078),  although  believed  to  be  identical  with 
Saytzeff’s  methyl-propyl-acetic  acid  {ibid.,  408),  shows  some  points  of 
difference.  To  confirm  the  identity,  methyl-normal-propyl-acetic 
acid  was  prepared.  Ethylic  methyl-acetoacetate  is  heated  with 
normal  propyl  iodide  and  sodium  alcoholate,  and  on  removing  the 
alcohol  and  adding  water  an  oil  separates,  boiling  at  214°.  This  is  the 
ethylic  salt  of  metbyl-normal-propyl-acetoacetic  acid;  its  sp.  gr.  is 
0*9585  at  15°.  When  heated  with  alkalis,  it  yields  methyl-normal- 
propyl-acetic  acid,  an  oily  liquid  boiling  at  193 — 194°,  and  having 
a  sp.  gr.  of  0*9217  at  25°  (the  acid  from  saccharose  0*9231,  Saytzeff’s 
0*9227).  Neither  the  free  acid  nor  its  derivatives  act  on  polarised 
light,  although  they  contain  an  asymmetrical  carbon-atom.  The  lead 
salt  is  a  heavy  oil ;  only  twice  was  it  obtained  crystalline,  once  in  the 
form  described  by  Saytzeff,  and  once  as  described  by  Liebermann  and 
Scheibler  (Abstr.,  1883,  1078);  the  crystals  melt  at  43°.  The  zinc 
salt  melts  at  72°,  as  described  by  Kelbe  and  Warth,  who  prepared 
their  acid  from  resin  oil  (vol.  42,  711),  and  the  calcium  salt  has  also 
the  properties  mentioned  by  them. 

Methyl-normal-propyl-acetic  acid  is  therefore  identical  with  the 
acids  previously  prepared  by  Liebermann  and  Schiebler,  by  Saytzeff, 
and  by  Kelbe  and  Warth.  H.  B. 

a-/3-Diisonitrosobutvric  Acid.  By  M.  Ceresole  and  G.  Koeckert 
(B  er.,  17,  819 — 825). — The  action  of  reducing  agents  on  the  various 
isonitroso-compounds  may  be  classified  as  follows  : — (1.)  All  isonitroso- 
compounds  that  are  reduced  to  amides  are  acids,  and  the  isonitroso- 
group  stands  in  the  a-position  to  the  carboxyl-group.  It  is  also 
possible  that  bodies  containing  isonitroso-  and  hydroxyl-groups 
attached  to  adjacent  carbon-atoms  undergo  reduction  in  a  similar 
manner.  (2.)  Those  isonitroso-compounds  which  yield  a  ketine  on 
reduction  contain  the  isonitroso -group  attached  to  a  carbon-atom, 
that  is,  united  to  a  ketone- carbonyl-group.  (3.)  Those  isonitroso- 
compounds  which  do  not  contain  carboxyl-  or  carbonyl-groups,  or 
do  not  contain  them  in  the  a-position  to  the  isonitroso-group  are  in¬ 
capable  of  easy  reduction,  a-^-diisonitrobutyric  acid  is 

CMe  (N  OH)  .C  (NOH)  .COOEt, 
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and  according  to  the  above  rnles  hut  one  of  its  isonitroso- groups  should 
be  capable  of  reduction.  The  authors  have  made  experiments  to 
prove  this,  and  communicate  the  results  obtained  thus  far. 

Ethyl  cc-8-diisonitrosobutyrate  is  prepared  by  the  action  of  hydroxyl- 
amine  on  an  aqueous  or  alcoholic  solution  of  ethyl  isonitroso-aceto- 
acetate.  It  melts  at  140°  with  decomposition,  and  may  be  crystal¬ 
lised  from  water  or  ether,  Ac.  By  saponification  with  soda  and 
treatment  with  sulphuric  acid,  cc-8-diisonitrosobutync  acid  is  obtained  ; 
it  is  crystalline.  The  barium  salt,  [CMe(NOH).C(HOH).COO]2Ba  + 
2^H20,  is  soluble  in  water,  whilst  the  silver  salt,  C2Me(NOH)2.COOAg, 
is  almost  insoluble. 

During  the  action  of  hydroxylamine  on  ethyl  isonitrosoaceto- 
acetate,  another  body  is  also  formed.  It  is  soluble  in  ether,  but 
having  a  strongly  acid  reaction  is  dissolved  by  shaking  with  barium 
carbonate  and  water.  It  may  be  isolated  by  acidifying  and  extracting 
with  ether.  It  is  colourless,  melts  with  decomposition  at  132 — 133°, 
and  is  an  external  anhydride  of  OL-fi-diisonitrosobutyric  acid ,  C8HioN407. 
The  barium  salt,  BaC8H8N407  +  4H20,  is  deep  red  in  colour,  and 
soluble  in  water  and  alcohol.  The  silver  salt  forms  a  red-brown  pre¬ 
cipitate,  C8H8N407Ag2,  insoluble  in  water.  Hence  it  follows  that  this 
anhydride  is  a  dibasic  acid,  and  the  union  of  the  two  molecules 
must  have  taken  place  through  two  of  the  isonitroso-groups.  Three 
constitutional  formulse  are  possible.  H.  B. 

Dehydracetie  Acid.  By  W.  H.  Perkin,  jun.,  and  C.  Bernhart 
(JJer.,  17,  1522 — 1527). — When  hydroxylamine  in  excess  acts  on  a 
concentrated  solution  of  potassium  dehydracetate,  dehydracetoxime, 
C7H803 !  CNOH,  is  formed.  It  is  a  colourless  crystalline  substance, 
soluble  in  alcohol ;  and  this  solution  gives  an  intense  purple  colora¬ 
tion  with  ferric  chloride.  With  phenylhydrazine,  dehydracetie  acid 
yields  dehydracetophenylJiydrazine ,  C8H803N.NHPh,  which  crystallises 
in  lustrous  yellow  tables,  softening  at  200°,  and  melting  with  decom¬ 
position  at  207°.  It  is  soluble  in  alkaline  carbonates,  and  is  repre¬ 
cipitated  by  acids.  A  small  quantity  of  a  second  compound  was  also 
obtained,  which  melts  at  160°,  but  has  not  yet  been  investigated. 
Monobromodehydracetic  acid  wTas  obtained  by  dissolving  the  acid  in 
chloroform,  adding  a  little  iodine  and  then  excess  of  bromine,  and 
heating  for  half  an  hour  at  about  50 — 60°.  It  is  thus  prepared  in 
a  purer  state  than  by  Oppenheim  and  Precht’s  method  (this  Journal, 
1876,  ii,  506).  It  forms-  colourless  prisms  melting  at  136 — 137°.  When 
allowed  to  remain  for  14  days  at  35 — 40°  with  excess  of  alcoholic 
potash,  it  yields  hydroxy  dehydracetie  acid ,  C8H704.0H.  This  forms 
a  colourless  microcrystalline  mass  melting  at  250 — 255°  with  total 
decomposition.  Ferric  chloride  gives  an  intense  reddish- violet  colora¬ 
tion.  It  is  readily  soluble  in  ammonia,  and  gives  a  pale-yeilow  amor¬ 
phous  silver  salt  of  the  formula  CgH605Ag2.  Hydroxy  dehydracetie 
acid  therefore  seems  to  be  bibasic.  When  heated  with  acetic  anhy¬ 
dride,  it  yields  an  acetate  wThieh  is  crystalline,  and  melts  at  16*5 — 167u. 
With  ferric  chloride  it  gives  a  pale-yellow  coloration. 

By  very  careful  treatment  with  cold  moderately  concentrated 
potash,  the  authors  succeeded  in  obtaining  a  small  quantity  of  a 
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thick  oil  easily  soluble  in  water.  When  distilled  with  steam,  this 
yielded  acetone,  and  was  probably  acetoacetic  acid,  which  had  been 
formed  according  to  the  equation — 

C8H804  4-  2H20  =  2(COMe.CH2.COOH).  L.  T.  T. 

Trichlorophenomalonie  Acid.  The  Constitution  of  Ben. 
zene.  By  A.  Kekul^  and  0.  Strecker  ( Annalen ,  223,  170 — 197). — 
In  a  research  on  the  action  of  sulphuric  acid  and  potassium  chlorate 
on  benzene  {Annalen,  140,  317 ;  142,  129  ;  143,  315  ;  149,  257  ;  and 
155,  217),  Carius  discovered  trichlorophenomalonie  acid ,  an  unstable 
compound  which  is  decomposed  by  warm  baryta- water,  yielding  phen- 
aconic  acid.  Carius  afterwards  stated  ( Ber .,  4,  928)  that  phenaconic 
acid  and  fumaric  acid  are  identical.  Krafft  {Ber.,  10,  797)  repeated 
these  experiments,  and  arrived  at  the  conclusion  that  trichloropheno- 
malonic  acid  was  nothing  else  than  trichloroquinol.  The  authors, 
however,  find  that  trichlorophenomalonie  acid  is  obtained  when  the 
directions  given  by  Carius  are  closely  followed,  as  a  slight  variation  in 
the  process  has  a  great  influence  on  the  results.  For  instance,  if  the 
flask  containing  the  mixture  of  potassium  chlorate,  sulphuric  acid, 
and  benzene  is  briskly  agitated  so  as  to  thoroughly  mix  its  contents 
instead  of  merely  keeping  the  liquid  in  a  state  of  rotation,  trichloro¬ 
quinol  is  produced  instead  of  trichlorophenomalonie  acid.  Trichloro- 
phenomalonic  or  /3-trichloracetoacrylic  acid,  CC13.C0.CH  !  CH.COOH, 
agrees  in  its  properties  with  the  acid  described  by  Carius,  but  differs 
from  it  in  composition.  It  is  decomposed  by  warm  baryta-water, 
with  the  formation  of  chloroform  and  maleic  not  fumaric  acid, 

C5H3CI3O3  +  HoO  =  CHCh  +  C4H404. 

Trichlorophenomalonie  acid  unites  with  bromine,  forming  the  com¬ 
pound  C5H3Cl3Br203,  which  crystallises  in  the  triclinic  system.  It  is 
soluble  in  alcohol,  ether,  and  chloroform,  and  melts  at  97*5°.  On  boiling 
it  with  milk  of  lime,  (inactive)  calcium  tartrate  is  formed. 

Trichlorophenomalonie  acid  is  also  formed  by  the  action  of  sulphuric 
acid  and  potassium  chlorate  on  quinone.  If  monochloroquinone  is 
represented  by  the  formula  C6H3C102  (O  :  Cl  :  0  =  1  :  4  :  5),  the  for- 

(5)  (4)  (3)  ^  (2)  (I) 

mation  of  trichlorophenomalonie  acid,  CC13.C0.CH  !  CH.COOH,  can 

easily  be  represented  by  the  following  equation  : — C6H3C102  4- 

1  (5>  (4)  (3)  (2)  (1) 

2HC102  =  C5H3CI3O3  4-  H2C03,  as  CC1.CO.CH  !  CH.CO  is  common 
to  both  the  formulae.  As  this  reaction  can  be  much  more  easily 
explained  by  means  of  the  “ring  ”  than  by  the  u  prism”  formula  for 
benzene,  the  authors  regard  this  as  further  evidence  in  support  of 
Kekule’s  hypothesis  of  the  constitution  of  benzene.  W.  C.  W. 

Normal  Hydroxyvaleric  Acid.  By  A.  Menozzi  (Gazzetta,  14, 

16 — 19). — The  acid  was  prepared  from  butaldehyde  by  first  heating  it 
with  the  necessary  quantity  of  hydrocyanic  acid  of  40  per  cent,  in  sealed 
tubes  ;  the  reaction  takes  place  with  slight  development  of  heat,  and 
is  completed  by  heating  the  mixture  first  at  50 — 60°  and  finally  at  100°. 
The  product,  which  is  the  nitrile  of  normal  hydroxyvaleric  acid,  is 
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saponified  by  tbe  cautious  addition  of  hydrochloric  acid,  and  the 
action  completed  by  diluting  with  water  and  boiling  the  mixture  for 
two  hours  ;  the  hydroxy-acid  is  then  extracted  by  shaking  the  solution 
with  ether.  In  order  to  purify  the  crude  acid,  it  is  neutralised  with 
potash  or  soda,  and  the  hot  solution  precipitated  with  zinc  sulphate, 
when  zinc  hydroxy  valerate,  (C5H903)Zn,2H20,  is  deposited  in  an 
amorphous  form,  but  becomes  crystalline  after  a  time ;  the  zinc  salt 
is  but  sparingly  soluble  even  in  boiling  water,  and  is  deposited  from 
the  solution  as  it  cools  in  long  lustrous  needles  which  lose  their  water 
of  crystallisation  at  100°.  The  free  acid  may  be  obtained  by  decom¬ 
posing  the  zinc  salt  with  hydrog*en  sulphide,  and  concentrating  the 
solution  at  first  at  a  gentle  heat,  and  then  in  a  vacuum  over  sulphuric 
acid,  when  it  solidifies  to  a  crystalline  mass  consisting  of  thin  trans¬ 
parent  plates;  these  melt  at  31°  and  sublime  at  about  70°. 

The  calcium  salt ,  (CsHgO.^Ca,  obtained  by  neutralising  the  acid 
with  calcium  carbonate,  crystallises  in  tufts  of  small  needles  which 
are  moderately  soluble  in  water,  less  so  in  alcohol.  The  cadmium 
salt ,  (CsHgCh^Cd,  obtained  by  treating  cadmium  carbonate  with  the 
acid  or  by  precipitation,  is  nearly  as  insoluble  as  the  zinc  salt.  The 
silver  salt  is  easily  soluble  in  hot  water,  sparingly  in  cold,  and 
crystallises  in  lustrous,  colourless  prims.  The  ethyl  salt  obtained  by 
the  action  of  ethyl  iodide  on  the  silver  salt  is  a  limpid  liquid  of 
agreeable  odour,  and  boils  at  190°.  C.  E.  G. 

A  New  Method  of  Formation  of  Pyrotartaric  Acid.  F.  Beil- 
stein  and  E.  Wiegand  ( Ber .,  17,  840 — 842). —Lactic  acid  and  pyro¬ 
tartaric  acid  stand  to  each  other  as  secondary  alcohol  and  ketone — 
CHMe(OH).COOH  and  COMe.COOH.  By  the  action  of  bromine, 
lactic  acid  is  converted  into  tribromopyrotartaric  acid,  and  it  is  now 
shown  that  lacta/te  of  lime  treated  in  dilute  solution  with  potassium 
permanganate  is  converted  into  calcium  pyrotartarate — the  free  acid 
was  isolated,  and  the  barium  salt  analysed.  A  new  reaction  for  pyro¬ 
tartaric  acid  is  that  when  heated  with  ammoniacal  silver  solution  it  is 
oxidised  with  formation  of  a  mirror,  with  silver  oxide  it  is  converted 
almost  quantitatively  into  silver  acetate  and  carbonic  anhydride.  Pyro¬ 
tartaric  acid  heated  with  dilute  sulphuric  acid  at  150°  is  converted 
into  acetaldehyde  and  formic  acid,  lactic  acid  yields  acetaldehyde  and 
carbonic  anhydride.  Probably,  this  last  reaction  may  explain  the 
ease  with  which  pyrotartaric  acid  undergoes  polymerisation. 

PL  B. 

Malonic  and  Tartronie  Acids.  By  M.  Freund  (Ber.,  17,  780— 
786).— The  author  refers  to  a  previous  paper  (this  vol.,  p.  728). 

Potassium  ethyl malonate,  COOEt.CPL. COOK,  cannot  be  prepared  by 
Van’t  Hoff’s  method,  but  by  proceeding  in  the  manner  described  by 
the  author  it  can  be  obtained  quite  pure.  Bromine  acts  on  an  aqueous 
solution  of  this  salt  in  the  same  manner  as  on  malonic  acid  itself,  carbonic 
anhydride  and  an  ethereal  salt  of  brominated  acetic  acid  being  formed. 
By  the  slow  addition  of  bromine  to  an  acetic  acid  solution  of  malon- 
anilide,  a  white  crystalline  substance  is  formed  which  is  symmetrical 
malontrihromanilide ,  CH2(CO.NH.C6H2Br3)2 ;  it  melts  at  145 — 146°, 
and  when  heated  with  nitric  acid  at  200°  vields  symmetrical  tribrom- 
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aniline.  Using  an  aqueous  solution  of  malonamide  and  the  calculated 
amount  of  bromine,  dibromomalonamide ,  CBr2(CONH2)2,  separates  as 
a  heavy  white  powder;  it  is  scarcely  soluble  in  cold  water  or  alcohol. 
By  boiling  it  with  silver  oxide  and  water,  it  is  not  converted  into 
mesoxalamide,  but  into  ammonium  mesoxalate ;  milk  of  lime  cannot 
be  used  instead  of  silver  oxide,  and  caustic  potash  gives  but  a  very 
poor  yield.  On  adding  calcium  chloride  to  the  aqueous  solution  a 
crystalline  precipitate  of  hydrated  calcium  mesoxalate  falls, 

C(OH)2(COO)2Ca  +  3H20. 

If  mercuric  oxide  be  used  in  place  of  silver  oxide,  the  compound 
C3lSr2H202Br2Hg  is  formed ;  this  is  a  heavy  white  powder  quite 
insoluble  in  alcohol  and  water.  When  dimethylmalonamide  is  treated 
with  bromine  in  aqueous  solution,  it  also  yields  a  dibromide, 
CBr2(CO.NHMe)2,  dibromodimethylmalonamide ,  crystallising  well  and 
melting  at  162°. 

Conrad  and  Bischoff,  by  acting  on  ethyl  malonate  with  chlorine, 
and  on  the  ethyl  monochloromalonate  with  potash,  prepared  the 
potassium  and  from  that  the  calcium  salt  of  tartronic  acid.  By  acting 
on  this  salt  with  absolute  alcohol  and  hydrochloric  acid  gas,  the 
author  has  prepared  ethyl  tartronate ,  CH(COOEt)2.OH,  a  liquid  boiling 
at  218 — 219°  and  soluble  in  ether.  When  shaken  with  aqueous 
ammonia,  tartronamide ,  CH(CONH2)2  OH,  is  formed  and  crystallises 
out;  it  melts  at  198°.  H.  B. 


A  Condensation-product  of  Malic  Acid.  By  H.  v.  Pechmann 
(Per.,  17,  936 — 938). — In  the  Abstract  (p.  1174)  reference  is  made  to 
a  condensation-product  of  the  half-aldehyde  of  malonic  acid.  Experi¬ 
ments  made  to  isolate  this  aldehyde  failed,  but  the  condensation- 
product  referred  to  was  obtained.  It  is  formed  thus  : 

2(CHO.CH2.COOH)  =  2H20  +  C6H404, 


and  may  be  called  coumaUnic  acid.  Its  constitution  is  probably 

ch:ch 

COOHC^  /CO..  Malic  acid  is  heated  with  sulphuric  acid 

a)H — O' 


or  zinc  chloride  until  the  evolution  of  gas  has  ceased,  and  on  adding 
water  to  the  product  the  new  acid  separates  for  the  most  part.  It  is 
isomeric  with  an  acid  recently  prepared  by  Ost.  It  forms  prisms 
melting  at  205 — 207°  with  decomposition,  and  only  sparingly  soluble 
in  cold  water ;  when  treated  with  alkalis  it  is  converted  into  an  acid 
with  absorption  of  w^ater,  if  warmed  a  body  smelling  like  croton- 
aldehyde  is  obtained  and  finally  fumaric  acid.  Methyl  coumalinate, 
C5H302.C00Me,  crystallises  from  ether,  melts  at  74°,  and  boils  at 
about  260° ;  its  vapour-density  is  normal,  and  it  volatilises  with 
steam.  H.  B. 


Salts  of  Mesotartaric  Acid.  By  S.  Przybttek  (Per.,  17,  1412 — 
1415). — Some  doubt  having  been  thrown  on  the  identity  of  mesotar¬ 
taric  acid  and  the  acid  C4H606,  prepared  by  the  author  from  erythrol, 
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it  being  in  particular  stated  that  the  salts  of  the  two  acids  differ,  the 
author  has  carefully  examined  both  the  acids  and  their  salts,  and  com¬ 
pletely  confirms  his  first  statement  as  to  the  identity  of  the  two 
acids. 

Calcium  mesotartrate,  C4H4Ca06  +  3H20,  forms  characteristic 
lance-shaped  crystals.  It  is  somewhat  soluble  in  glacial  acetic  acid, 
100  parts  of  acid  dissolving  0  028  part  of  the  salt  at  18°,  and  0*085 
at  100°.  Hydrogen  potassium  mesotartrate,  C4H5KOP,  can  be 
obtained  in  needles  or  lance-shaped  crystals  by  evaporating  the 
aqueous  solution  very  slowly  and  gradually  precipitating  by  addition 
of  alcohol.  The  descriptions  given  of  the  other  salts  agree  with 
those  already  published. 

Unsuccessful  attempts  were  made  to  convert  the  inactive  acid  into 
dextro-  and  laevo-rotary  modifications.  A.  J.  Gr. 

Constitution  of  Fatty  Acids.  By  C.  Schmidt  and  A.  Cobenzl 
( Ber .,  17,  599 — 603). — With  a  view  of  obtaining  an  insight  into  the 
constitution  of  the  fatty  acids,  the  authors  propose  to  submit  to  care¬ 
ful  investigation  the  dry  distillation  of  their  different  salts.  Potas¬ 
sium  hydrogen  mucate  and  normal  potassium  mucate  have  already 
been  investigated ;  the  former  yields  pyromucic  acid,  whilst  the 
latter  yields  dehydromucic  acid.  P.  P.  B. 

Higher  Homologues  of  Acetic  Chloride.  By  F.  Krafft  and 
J.  Burger  (Ber.,  17,  1378  —  1380). — These  compounds  were  prepared 
from  the  corresponding  pure  fatty  acids  by  heating  equal  molecular 
weights  of  the  acid  and  of  phosphorous  pentachloride  in  the  water- 
bath  ;  the  phosphorous  oxychloride  formed  was  removed  by  heating  at 
150°  under  15  mm.  pressure,  when  the  acid  chloride  was  left  in  a 
nearly  pure  state. 

Lauryl  chloride ,  Ci2H23OC1,  is  a  colourless  liquid  distilling  at 
142*5°  under  15  mm.  pressure;  it  solidifies  to  a  crystalline  mass 
when  cooled  with  liquid  sulphurous  anhydride,  and  again  melts  at 
—  17°.  It  has  the  characteristic  odour  of  the  acid  chlorides,  and  is 
readily  decomposed  on  exposure  to  moist  air.  By  heating  it  with 
phenol  and  paracresol  respectively,  it  yield  phenyl  laurate ,  C^H^Ch, 
crystallising  from  alcohol  in  nacreous  plates,  melting  at  24*5°,  and 
boiling  at  210°  under  15  mm.  pressure,  and  paracresyl  laurate , 
(J,9H30O2,  of  similar  appearance,  but  melting  at  28°,  and  boiling  at 
219*5°  under  15  mm.  pressure. 

Myristyl  chloride ,  ClJEUGCI,  is  a  colourless  liquid  ;  after  solidifica¬ 
tion  in  a  freezing  mixture,  it  melts  at  —  1°.  It  boils  at  168°  under 
15  mm.  pressure,  without  essential  alteration.  Phenyl  myristate , 
C20H32O2,  melts  at  36°,  and  boils  at  230°  under  15  mm.  pressure. 
Paracresyl  myristate,  C21H34O2,  melts  at  39°,  and  boils  at  239*5°  under 
15  mm.  pressure. 

Palmityl  chlorides  Ci6H31OC1,  melts  at  12°,  and  boils,  with  slight 
decomposition,  at  192*5°  under  15  mm.  pressure.  Phenyl  palmitate, 
C22H3602,  melts  at  45°,  and  boils  at  249*5°  under  15  mm.  pressure. 
Paracresyl  palmitate  melts  at  47°,  and  boils  at  258°  uuder  15  mm. 
pressure. 
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Stearyl  chloride ,  C]8H350C1,  forms  a  lustrous  white  crystalline 
mass,  which  melts  at  23°.  Under  15  mm.  pressure,  it  commences  to 
distil  at  215°,  but  marked  decomposition  ensues  on  carrying  the 
distillation  further.  Phenyl  stearate ,  C24H40O2,  melts  at  52°,  and  boils 
at  267°  and  15  mm.  pressure.  Paracresyl  stearate ,  C25H4.O2,  melts  at 
54°,  and  boils  at  276°  and  15  mm.  pressure.  A.  J.  Gr. 

Trichloromethylsulphonic  Chloride.  By  Gr.  McGtowan  (J.  pr. 
Ghem.  [2],  29,  138  —  139). — Loew  describes  the  action  of  aqueous 
ammonia  on  trichloromethylsulphonic  chloride,  stating  that  nitrogen 
is  liberated  from  the  ammonia,  and  4 ‘that  the  hydrogen  combines 
with  the  chlorine  according  to  the  equation,” 3CC13.S02C1  4-  8bTH3  = 
3CC13.S02RH4  -|-  N2  H-  3NH4CI.  The  author  has  studied  the  above 
reaction  under  the  most  varying  circumstances,  and  has  always 
found  that  nitrogen  is  evolved,  and  that  the  ammonium  salt  of  tri- 
chloromethylsulphinic  acid  is  formed.  By  substituting  aniline  for 
ammonia  the  corresponding  anilide  is  obtained.  J.  I.  W. 

Derivatives  of  Isethionic  Acid.  By  R.  Hubner  ( Annalen , 
223,  198 — 235). — When  the  product  of  the  action  of  sulphuric 
anhydride  on  ether  is  poured  into  water,  two  layers  of  liquid  are 
formed.  The  aqueous  solution  contains  ethionic  acid,  which  is  con¬ 
verted  into  isethionic  acid  by  boiling,  and  the  ethereal  solution 
contains  hydrogen  ethyl  sulphate,  ethyl  methionate,  and  ethionate. 

The  first  product  of  the  action  of  sulphuric  anhydride  on  ether  is 
ethyl  sulphate,  which  is  converted  into  hydrogen  ethyl  sulphate, 
carbyl  sulphate,  and  ethionic  acid  by  the  prolonged  action  of  the 
sulphuric  anhydride.  In  order  to  avoid  the  formation  of  methionic 
acid,  the  sulphuric  anhydride  vapours  are  passed  into  ether  at  0°, 
until  the  ethereal  layer  sinks  when  poured  into  water.  The  whole 
of  the  product  is  then  poured  into  water,  and  the  ethyl  sulphate  is 
quickly  washed,  dried,  and  again  treated  with  sulphuric  anhydride. 
The  aqueous  solutions  are  boiled  and  neutralised  with  barium 
carbonate,  to  convert  the  ethionic  acid  into  barium  isethionate. 

The  following  salts  of  monochlorethanesulphonic  acid, 

CH3C1.CH2.S03H, 

which  was  first  obtained  by  Kolbe  ( Annalen ,  122,  38),  have  been 
prepared:  the  barium  salt,  (CJEEClSCh^Ba  4- H20,  crystallises  in 
monoclinic  plates,  the  lead  salt  in  prisms  containing  2  mols.  H2Q, 
the  ammonium  salt  in  anhydrous  monoclinic  prisms.  The  copper  and 
zinc  salts  form  monoclinic  plates,  containing  3  and  4  mols.  H20 
respectively.  The  sodium  salt  crystallises  in  deliquescent  plates, 
containing  1  mol.  H20.  The  potassium  salt  forms  anhydrous  needles. 
The  magnesium ,  manganese ,  and  ferrous  salts  contain  4  mols.  H20. 
The  calcium  salt  contains  2  mols.  H20. 

The  sodium  salt  of  monethoxy ethanesul phonic  acid ,  EtO.  (CH2)2.S03H, 
is  formed  by  the  action  of  chloroethanesulphonic  chloride, 


CH2C1.CH2.S02C1 
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(1  mol.),  on  an  alcoholic  solution  of  sodium  ethylate  (3  mols,),  and 
also  by  acting  on  sodium  cblorethanesulphonate  with  an  equivalent 
quantity  of  an  alcoholic  solution  of  sodium  ethylate.  The  barium 
salt  of  ethoxyethanesulphonic  acid,  (C4H9S04)2Ba  +  H20,  crystallises 
in  colourless  needles,  freely  soluble  in  water.  The  lead  salt  forms 
anhydrous  plates,  the  potassium  salt  anhydrous  prisms,  the  zinc  salt 
hygroscopic  plates  containing  6  mols.  H20,  and  the  copper  salt 
non-hygroscopic  plates  containing  6  mols.  H20.  The  sodium  salt 
crystallises  in  small  prisms  containing  mol.  H20.  The  free  acid 
was  obtained  as  a  thick  syrup  (sp.  gr.  1*359  at  21°),  which  appears 
to  be  capable  of  crystallisation. 

The  ethylic  salt  of  ethoxyethanesulphonic  acid ,  Et0.C2H4.S03Et, 
is  obtained  by  acting  on  chlorethanesulphonic  chloride  (diluted  with 
ether)  with  dry  sodium  ethylate. 

Ethoxy  el  hanemon  ethy  Idisulp  huric  acid ,  obtained  in  attempting  to 
prepare  ethoxyethanesulphonic  acid  by  the  action  of  sulphuric 
acid  and  alcohol  on  the  sodium  salt,  forms  a  series  of  salts  which 
are  very  soluble  in  water.  Many  of  them,  e.g .,  those  of  am¬ 
monium  and  zinc,  are  very  hygroscopic.  The  barium  salt  forms 
silky  scales  containing  1  mol.  H20.  The  lead  salt  crystallises  in 
anhydrous  needles.  The  copper  salt  crystallises  with  4  mols.  H20. 
The  acid  is  metameric  with  Engelke’s  diethylisethiondisulphonic  acid 
(. Annalen ,  218,  269).  It  is,  however,  dibasic,  whilst  Engelke’s  acid 
is  monobasic.  It  is  decomposed  by  prolonged  boiling  with  water, 
yielding  alcohol,  sulphuric  acid  and  ethoxyethanesulphonic  acid, 

w.  c.  w. 

Action  of  Chlorine  on  Sulphonic  Derivatives  and  Organic 
Oxysulphides.  By  W.  Spring  and  C.  Winssinger  ( Ber .  17,  537 — 
540). — In  continuing  their  investigation  of  the  action  of  chlorine  on 
sulphonic  derivatives  (Abstr.,  1882,  938 ;  ibid .,  1883,  659),  the 
authors  find  that  in  a  strong  light  chlorine  reacts  with  amylsulphonie 
acid,  forming  mono chlor amylsulphonie  acid  and  a  chlorinated  derivative 
of  amyl.  The  continued  action  of  chlorine  expels  the  sulphonic 
group.  When  amylsulphonie  acid  is  heated  in  sealed  tubes  with 
iodine  trichloride  it  gives  monochlor amylsulphonie  acid ,  trichloropentane , 
C5H9CI3,  tetrachloropentaney  C5H6C14,  and  chlorosulphonic  acid.  When 
an  excess  of  iodine  trichloride  is  employed,  then  mono-  and  di-chlor- 
amylsulphonic  acids  are  formed  together  with  amylene  chlorides, 
C2C16,  C2C14,  sulphonic  chloride,  and  hydrochloric  acid.  The  formation 
of  a  dichlor-  and  the  non-formation  of  a  trichlor-amylsulphonic  acid 
show  how  the  introduction  of  a  third  atom  of  chlorine  brings  about 
the  expulsion  of  the  sulphonic  group. 

Diamylsulphone  is  but  little  acted  on  by  chlorine  even  in  sunlight, 
whereas,  when  heated  with  iodine  trichloride,  it  yields  monochlorodi - 
amylsnlphone ,  C5H10Cl.SO2.C5Hn,  boiling  at  330°,  dichlor odiamy l- 
sulphone,  (C5H10Cl2)2SO2  or  C5H9Cl2.SO2.C5Hn,  and  a  considerable 
quantity  of  the  amylene  tri-  and  tetra-chlorides ,  together  with  sulphonic 
chloride.  Here  also  the  sulphonic  group  can  exist  even  in  presence  of 
two  chlorine- atoms. 

Chlorine  in  presence  of  water  reacts  with  amyl  oxysulphide, 
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(CsHi^oSO,  forming  amylsulphonic  chloride,  C5Hn.S02Cl,  amylsulphonic 
acid ,  mono chlor amylsulphonic  acid ,  diamy  Isidphone,  valer aldehyde,  valeric 
acid ,  monocldorovaleric  acid ,  valeric  chloride ,  a  mixture  of  amylene  tri- 
and  tetr  a- chlorides  and  hydrochloric  acid.  The  derivatives  of  valeric 
acid  owe  their  production  to  the  action  of  the  amylene  tri-  and  tetra¬ 
chlorides,  thus  : 


C5HqCl3  +  H20  =  C5H90C1  +  2HC1 
2C5H9OCI  +  H20  =  (C3H90)20  +  2HC1. 

The  action  of  chlorine  on  amyl  oxysnlphide  may  be  represented  by 
the  following  equations  : — 

(1.)  (C5H11)2SO  +  4C12  4-  n20  =  C6H„.SOaCl  4  C5H9C13  4  4HCL 
(2.)  (C5Hn)aSO  4  Cl2  4-  H20  =  (C8H„)aSOa  4-  2H01. 

(8.)  C6H1I.SOaCl  4  H20  =  C5Hu.S03H  4  2HC1. 

(4.)  C5H9CI3  4  H20  (vide  above). 

The  amylsulpho-compounds  have  a  greater  tendency  to  form 
chlorinated  derivatives  than  their  lower  homologues.  P.  P.  B. 

Derivatives  of  Uric  Acid.  By  F.  Mylitjs  ( Ber .,  17,  517 — 527). 
— Sar  cosine-uric  Acid ,  C8H9N504. — This  compound,  described  by  Bau¬ 
mann  ( Ber .,  7,  1152),  is  easily  prepared  by  heating  2  parts  of  a 
mixture  of  uric  acid  and  3  of  sarcosine  at  210°.  It  crystallises  from 
water  in  colourless  crystals  containing  2  mols.  H20.  It  gives  the 
murexide  reaction,  reduces  alkaline  copper  solutions  slowly,  and  is 
oxidised  by  potassium  permanganate.  It  possesses  both  basic  and  acid 
characters,  forming  an  unstable  acetate  and  formate,  and  its  ammo- 
niacal  solutions  are  precipitated  by  silver  nitrate  and  lead  acetate. 
When  its  solution  in  potassium  hydroxide  is  heated  at  110°,  it  is 
resolved  into  uric  acid  and  sarcosine.  Its  constitution  is  expressed 
by  the  formula  C5H3N4O3.CO.CH2.NHMe. 

Bromosarcosine-mesouric  acid,  CgH7N405Br,  is  forming  by  digesting 
the  aqueous  solution  of  sarcosine-uric  acid  with  bromine;  its  forma¬ 
tion  is  represented  as  follows  :  —  CgH9N504  4-  2Br  4  H20  = 
C8H7N405Br  4-  NH4Br.  The  bromine  in  this  compound  is  in  the 
same  active  condition  as  in  the  bromo-derivatives  of  the  acid 
amides  (Hofmann,  Abstr.,  1882,  950,  1052)  ;  it  is  easily  replaced 
by  hydrogen,  e.g.,  by  treatment  with  hydrogen  sulphide  or  ammonia, 
thus  : — 


C8H7N405Br  4-  H2S  ==  C8H8N405  4-  S  4-  HBr, 

3C8H7N405Br  4  8NH3  =  3C8H8N405,NH3  4-  2N  4  3NH4Br. 


Acids  are  without  action  on  this  bromide,  but  it  exhibits  acid  cha¬ 
racters  ;  it  dissolves,  for  instance,  in  baryta-water,  and  is  re  precipi¬ 
tated  by  acids.  If,  however,  a  large  excess  of  baryta- water  is  used,  it 
is  decomposed,  barium  bromide  and  an  insoluble  barium  salt  being 
formed.  The  bromine  in  this  compound  most  probably  replaces  an 
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atom  of  hydrogen  in  the  sareosine  group,  and  to  it  the  author  assigns 
the  constitution  C5H2N304.C0.CH2.NBrMe. 

Sarcosine-mesouric  acid  is  the  acid  obtained  by  the  action  of  reducing 
agents  on  the  bromide.  It  resembles  sarcosine-uric  acid,  differing 
from  it  in  being  more  easily  soluble  in  water.  It  crystallises  in 
rhombic  tables  or  needles,  and  is  insoluble  in  alcohol.  It  forms  salts 
with  acetic  and  formic  acids,  and  also  with  bases  ;  its  silver  salt, 
C8H6N405Ag2,:  is  formed  on  adding  ammonia  to  a  mixture  of  silver 
nitrate  and  its  ammonium  salt.  It  is  a  powerful  reducing  agent, 
reducing  solutions  of  salts  of  gold  and  alkaline  copper  solutions. 
When  oxidised  by  potassium  permanganate,  it  yields  a  mixture  of 
acids  containing:  some  oxalic  acid.  Treated  with  bromine-water,  it 
yields  the  bromosarcosine-mesouric  acid,  and  a  corresponding  chlorine 
compound  when  treated  with  chlorine-water.  It  yields  sarcosine 
when  fused  with  potash.  P.  P.  B. 

Action  of  Nitrous  Acid  on  Furfurbutylene.  By  P.  To  envies 

and  A.  Staub  (Ber.,  17,  850 — 858). — The  boiiing  point  of  pure  iso- 
butyric  anhydride  is  181*5°,  and  its  sp.  gr.  is  0*9574  at  16*5°.  By  the 
action  of  furfuraldehyde  on  isobufcyric  anhydride  and  sodium  acetate, 
furfurbutylene,  C4H3O.CH  !  CMe2,  is  obtained;  its  boiling  point  is 
153°,  and  its  sp.  gr.  is  0*9509  at  145°.  Some  furfuracrylic  acid, 

C4H3O.CH:  CH.COOH, 

is  also  formed  during  the  reaction,  so  that  a  portion  of  the  sodium 
acetate  and  isobutyric  anhydride  must  react  to  form  acetic  anhydride, 
which  gives  rise  to  the  furfuracrylic  acid ;  consequently  sodium 
acetate  can  only  be  used  in  Perkin’s  reaction  when  the  anhydride 
employed  is  acetic  anhydride. 

An  acetic  solution  of  furfurbutylene,  mixed  with  sodium  nitrite  and 
then  poured  into  a  strong  caustic  soda  solution,  yields  a  yellow  crys¬ 
talline  mass,  melting  at  94°.  It  is  C4H3O.CH<^^!^2^>.  When  this 

compound  is  gradually  added  to  tin  and  hydrochloric  acid  it  yields 
two  reduction-products.  One  of  these,  furfurbutylene  oxide , 

c4h3o.ch<™^>, 

is  an  oil  which  volatilises  easily,  it  is  soluble  in  wrater,  boils  at  186°, 
and  does  not  change  in  the  air;  it  does  not  react  with  acetic  anhy¬ 
dride,  so  that  it  contains  no  hydroxyl-group,  neither  does  it  give  any 
of  the  reactions  of  the  ketones.  The  residual  solution  from  which 
the  furfurbutylene  oxide  has  separated,  after  the  tin  has  been  removed 
and  the  solution  concentrated,  gives  crystals  of  the  composition 

C4H3O.C(NH3Cl)<f^>, 

and  yielding  a  well-crystallised  platinochloride.  Its  reactions  are 
those  of  a  primary  amine.  When  it  is  boiled  with  tin  and  hydro¬ 
chloric  acid,  ammonium  chloride  and  furfurbutylene  oxide  are  formed  ; 
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this  explains  the  formation  of  the  oxide  during  the  first  reduction. 
On  treating  the  hydrochloride  with  acetic  anhydride  it  yields  an 
acetyl-derivative,  melting  at  153°  and  boiling  at  305 — 310°.  Strong 
caustic  soda  solution  added  to  the  hydrochloride  separates  the  free 

base,  C4H3O.C(NH2)<^^^^^>,  an  oil  soluble  in  water  and  having  a 

feeble  odour.  It  boils  at  215 — 220°,  and  distils  easily  with  aqueous 
vapour :  in  both  cases  it  loses  part  of  its  water,  leaving  a  base, 

C4H30.<^>; 


this  is  crystalline,  easily  soluble  in  water  and  volatilises  with  steam  ; 
it  melts  at  142°  and  boils  at  300—310°.  With  acetic  anhydride  and 
nitrous  acid  it  reacts  as  a  tertiary  base.  The  solution  of  the  hydro¬ 
chloride  is  decomposed  on  boiling* :  it  yields  a  well-crystallised  platino- 
chloride.  H.  B. 


The  Thiophene-group.  By  L.  Weitz  (Ber.,  17,  792 — 801). — 
A  sample  of  benzene  that  had  been  purified  only  by  distillation,  and 
had  never  been  treated  with  acid,  was  examined  for  contained  thio¬ 
phene  ;  but  it  was  found  to  contain  no  more  thiophene  than  ordinary 
benzene.  The  distillation  of  the  crude  lead  thiophenesulphonate  and 
ammonium  chloride  is  best  carried  out  in  an  iron  retort. 

Thiophene  when  treated  with  chlorine  (comp.  Abstr.,  1883,  1091) 
readily  yields  a  mixture  of  the  monochlorothiophene,  C4H3C1S,  and  the 
die Jilorothio phene,  C4H2C12S,  which  are  separated  and  purified  by  dis¬ 
tillation  ;  they  boil  at  130J  and  170°  respectively.  The  tetrachloro- 
thiophene  is  formed  by  passing  chlorine  through  the  dibromide  ;  when 
pure  it  forms  large  crystals  melting  at  3*5°. 

The  following  salts  of  thiophenesulphonic  acid  have  been  ex¬ 
amined:—  C4H,S.S03Na+  H20 ;  (C4H3S.S03)2Ba  +  3H20;  C4H3S.S03Ag 
+  3H20;  (C4H3S.S03)2Pb  +  H20 ;  (C4H3S.S03)sCa  +  ?H20;  they 
are  very  soluble  in  water,  and  some  are  hygroscopic.  ThiophenesuU 
phonic  chloride ,  C4S3S.S02C1,  is  formed  by  the  action  of  phosphor¬ 
ous  chloride  on  the  sodium  salt ;  it  is  a  liquid  boiling  at  over  200°, 
with  decomposition,  and  not  readily  decomposed  by  water.  On  one 
occasion,  crystals  were  formed  melting  at  28°  and  boiling  without 
decomposition  ;  they  had  the  same  composition  as  the  liquid  chloride. 
When  an  alcoholic  solution  of  thiophenesulphamide  is  treated  with 
silver  nitrate  and  ammonia,  it  deposits  silver  thiophenesnlphamate , 
C4H3S.S02.NHAg,  in  iridescent  scales.  Aniline  acts  on  thiophene¬ 
sulphonic  chloride  to  form  thiophenesulphanilide ,  C4H3S.S02.NHPh, 
crystallising  from  ether  and  melting  at  96°.  Sodium  ethylate  acts  on 
the  chloride  to  form  the  ethylic  thiophenesulphonate ,  C4H2S.S03Et,  a 
yellowish  oil.  The  zinc  salt  of  thiophcnesulphinic  acid  is  formed  when 
an  alcoholic  solution  of  thiophenesulphonic  chloride  is  treated  with 
zinc-dust.  The  product  is  washed  with  water  to  remove  zinc  chloride, 
the  zinc  thiophenesulphinate  converted  into  the  sodium  salt  by 
sodium  carbonate,  and  the  solution  after  removal  of  the  zinc  carbo¬ 
nate  by  filtration  is  concentrated,  acidified  with  hydrochloric  acid, 
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and  extracted  with  ether;  tlie  free  acid  crystallises  in  needles  when 
exposed  over  sulphuric  acid  in  a  vacuum  ;  it  melts  at  67°.  The  salts, 
C4H,S.S02Ag,  (C4H3S.S02)2Ba  +  2HaO,  and  (C4H3S.S02)2Zn  4- 
3H20,  are  described. 

All  these  derivatives  have  the  strongest  resemblance  to  the  corre¬ 
sponding  benzene- derivatives,  but  are  distinguished  by  giving  the 
indophenine  reaction.  H.  B. 

Homologues  of  Thiophene.  By  V.  Meyer  and  H.  Kreis  ( Ber ., 
17,  1558 — 1563). — V.  Meyer  and  G.  Dyson  find  that  iodine  and  iodic 
acid,  or,  still  better,  iodine  and  mercuric  oxide,  act  on  thiophene  even 
at  ordinary  temperatures.  Iodine,  in  the  calculated  proportion,  is 
added  to  crude  thiophene,  and  then  mercuric  oxide  added  gradually, 
without  cooling,  until  all  the  iodine  is  dissolved.  By  varying  the 
amount  of  iodine  used,  polysubstituted  compounds  can  be  obtained. 
Moniodothiophene ,  C4H3SI,  is  a  colourless  oil,  boiling  at  182°  uncorr., 
and  resembling  iodobenzene  in  all  its  properties.  Diiodothiophene 
forms  white  crystals  melting  at  40*5°. 

Making  use  of  moniodothiophene  thus  prepared,  the  authors  have 
synthesised  several  homologues  of  thiophene  by  the  Wiirz-Fittig 
method.  The  directions  given  by  Fittig  and  Konig  ( Annalen ,  144, 
278)  for  the  preparation  of  homologues  of  benzene  were  exactly  fol¬ 
lowed,  The  following  compounds  were  obtained  : — 

B.  p.  Rel.  density. 

Methylthiophene  (thiotolene),  C4H3SMe  113°  1*019 

Ethylthiophene,  C4H3SEt  .  132 — 134°  0*990  at  24°. 

Propylthiophene  (norm.),  C4H3SPr  ..  157*5 — 159*5°  0*974  ,,  16°. 

Butylthiophene  (norm.),  C4H3S.Bu  . .  181 — 182°  0*957  ,,  19°. 

All  show  Laubenheimer’s  reaction,  but  a  very  little  only  must  be 
taken  (a  drop  on  a  glass  rod),  and  diluted  with  much  water,  otherwise 
brown  resinous  compounds  are  formed.  The  tint  obtained  in  the 
reaction  becomes  blue  in  the  higher  homologues.  All  resemble  the 
corresponding  benzene-derivatives  very  closely  both  in  boiling  point 
and  properties.  The  authors  have  not  yet  determined  as  to  whether 
the  above  methylthiophene  is  identical  with  that  isolated  from  coal- 
tar  oils.  L.  T.  T. 

Isomerism  in  the  Thiophene  Series.  By  Y.  Meyer  (Ber.,  17, 

CH.CH 

1563 — 1566). — If  the  formula  yCH,  proposed  by  the 

x — S — X 

author  be  correct,  thiophene  should  yield  two  series  of  monosubstitu¬ 
tion  compounds.  The  great  analogy  between  benzene  and  thiophene 
in  the  formation  of  substitution-products  renders  it  probable  that  in 
dibromothiophene  the  two  bromine-atoms  are  in  the  positions  which  are 
separated  by  the  greatest  number  of  carbon-atoms,  and  that  conse¬ 
quently  in  the  monosubstifcution-derivatives  with  negative  radicals 
the  radical  is  attached  to  the  carbon  nearest  to  the  sulphur- atom. 
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CH.CH  CH.CH  CH.CH 

CB<  xCBr  CH^  XCBr  CHf  fc.S03H. 

\_S — /  x — s— x  x— s— ■ / 

In  this  case,  the  sulphonic  acid  obtained  from  dibromothiophene 
should  yield,  when  dibrominated,  a  monosulphonic  acid  isomeric  with 
that  obtained  by  the  direct  sulphonation  of  thiophene.  This  is  indeed 
the  case ;  Langer’s  acid  (next  page)  is  isomeric  with  the  a-acid 
previously  described.  The  formation  of  an  anhydride  from  Langer’s 
dibromothiophenedisulphonic  acid  points — from  analogy  with  phthalic 
acid — to  the  two  sulphonyl-groups  being  on  neighbouring  carbons, 
which  would  also  be  the  case  if  the  above  view  of  the  constitution  of 
thiophene  be  correct.  The  constitution  of  the  a-  and  /3-acid  would 
then  be — 


a 

CH.CH 

CHf  >C.S03 

X— S— X 


CH.C(S03H) 

CHf  XCH. 

\ - s - X 


L.  T.  T. 


Dithienyl.  Bv  R .  Nahnsen  (Rer.,  17,  789 — 790). — By  passing 
thiophene  through  a  tube  heated  just  to  redness,  condensation  takes 
place  as  with  the  benzene  hydrocarbons,  and  dithienyl ,  (C4H3S)2,  is 
formed.  It  crystallises  from  alcohol  in  white  plates  melting  at  83°. 
With  isatin  and  sulphuric  acid  it  gives  a  deep-blue  coloration.  A 
mixture  of  benzene  and  thiophene  passed  through  a  red-hot  tube  does 
not  yield  pure  dithienyl,  but  a  mixture  probably  of  diphenyl  and  the 
bodies  C6H5.C4H3S  and  (C4H3S)2.  H.  B. 

Substances  accompanying  Toluene  from  Coal-tar.  By  V. 

Meyer  and  H.  Kreis  (Rer.,  17,  787 — 789). — It  was  previously  shown 
(Abstr.,  1883,  1092,  and  this  vol.  p.  586)  that  coal-tar  toluene  contains 
the  next  higher  homologue  of  thiophene,  and  the  substitution-product, 
C4HMeBr2S,  was  isolated.  This  body  when  treated  with  bromine  in 
excess  in  the  cold  yields  tribromothiotolene,  C4MeBr3S,  a  white 
crystalline  substance  melting  at  74°. 

Tbe  separation  of  the  thiotolene  from  the  crude  product  containing 
15  per  cent,  thiotolene  and  85  per  cent,  toluene,  cannot  be  effected  by 
repeated  treatment  with  strong  sulphuric  acid.  But  whereas  the 
benzene  hydrocarbons  are  only  acted  on  by  iodine  and  iodic  acid 
or  iodine  and  mercuric  oxide  when  heated,  thiophene  and  its  homo- 
logues  are  readily  acted  on  at  the  ordinary  temperature.  The 
product  of  the  reaction  is  extracted  with  ether  and  the  solution 
fractionated;  at  180°  there  remains  an  iodothiotolene  which  cannot 
be  distilled  without  decomposition ;  the  residue  is  dissolved  in  alcohol 
and  treated  with  sodium ;  addition  of  water  causes  the  separation  of 
an  oil,  which  is  dried  over  calcium  chloride  and  rectified.  This  is 
pure  thiotolene ,  a  colourless  mobile  liquid  boiling  constantly  at  113°, 
and  of  sp.  gr.  1*0194  at  18°.  The  authors  are  now  preparing  the  next 
homologue — thioxylene.  H.  B. 
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Isomeric  Thiophenesulphonic  Acids.  By  J.  Langer  ( Ber .,  17, 

1  566 _ 1570). — This  research  was  undertaken  with  the  view  of  throw¬ 

ing  light  on  the  constitution  of  thiophene  (see  also  this  vol.,  p.  1131). 
]) lb romo t hiophenesu Ip lioni c  acid ,  CiHSBr^SOsH,  was  prepared  by 
treating  dibromothiophene,  boiling  at  205 — 207°,  with  pyrosulphurie 
acid  (H2SoOt).  The  free  acid  was  not  examined.  Its  lead  salt , 
(C4SHBr2.S03)2Pb  -f  5§H20,  crystallises  from  water  in  small  white 
lustrous  crystals,  and  was  debrominated  by  treating  its  aqueous  solu¬ 
tion  with  sodium  amalgam.  The  sulphonic  acid  was  purified  by  con¬ 
version  into  its  chloride.  ^-Thiophenesulphonic  chloride,  C4SH3.S02C1, 
forms  large  colourless  crystals  melting  at  43°,  and  having  an  odour 
similar  to  that  of  benzenesul phonic  chloride.  It  appears  to  distil 
undecomposed.  The  chloride  of  the  a-sulphonic  acid  (obtained 
directly  from  thiophene)  is  liquid.  fi-Thioplienesidplionamide , 
C4SH3.SO2HH2,  was  prepared  by  the  action  of  ammonium  carbonate 
on  the  chloride.  It  crystallises  in  lustrous  plates  which  differ  in 
appearance  from  those  of  the  amide  of  the  a-acid.  It  melts  at  148°, 
whereas  the  a-derivative  melts  at  142°.  It  gives  a  deep-blue  solution 
when  heated  with  isatin  and  sulphuric  acid.  It  is  thus  clear  that  the 
a.-  and  0-sulphonic  acids  are  isomeric  and  not  identical. 

Dibro molhiop h enedisulpho n ic  acid ,  CiSBr-^SOsH)^,  was  obtained  by 
acting  on  dibromothiophene  with  a  large  excess  of  pyrosulphurie  acid. 
It  crystallises  in  shining  white  scales  which  when  heated  above  150° 
turn  brown,  and  above  200°  are  partly  decomposed  and  become  liquid. 
This  liquid  is  undoubtedly  the  anhydride  of  the  disulphonie  acid, 
and  is  reconverted  into  the  aeid  by  boiling  with  alkalis  or  with  barium 
hydroxide.  L.  T.  T. 

WachendorfTs  Chloronitrotoluene.  By  E.  Lellmann  (Ber.,  17, 
534—537). — Wachendorff  ( Annalen ,  185,  273),  by  treating  para- 
nitrotoluene  with  antimony  pentachloride,  obtained  a  chloronitro¬ 
toluene,  which  he  regarded  as  C6H3MeCl.H02  [1*3:4],  since  it 
yielded  a  chloronitrobenzoic  acid  identical  with  that  obtained  by 
Hiibner  from  metachlorobenzoic  acid.  The  author  has  prepared 
this  chloronitrotoluene  and  converted  it  into  the  corresponding 
toluidine,  which,  if  WachendorfTs  conclusions  be  correct,  should  be 
identical  with  Wroblewsky’s,  obtained  from  para-acetotoluidine 
(  Annalen ,  168, 196).  A  comparison,  however,  shows  it  to  be  distinct ; 
this  base  boils  at  237 — 238*5°,  and  solidifies  at  10 — 12°,  whilst 
Wroblewsky’s  base  boils  at  222°.  Moreover,  this  compound,  when 
submitted  to  the  diazo-reaction,  is  converted  into  chlorotoluene,  and 
the  latter  by  oxidation  into  orthochlorobenzoic  acid  melting  at 
136*5°.  From  this  the  author  concludes  that  Wachendorff ’s  chloro- 
nitrotoluene  contains  the  chlorine  in  the  ortho-position. 

P.  P.  B. 

Action  of  Copper  on  Benzotri chloride,  Benzal  Chloride,  and 
Benzyl  Chloride.  By  A.  Onufrowicz  (Ber.,  17, 833 — 837). — Benzenyl 
trichloride,  heated  with  copper  at  100°,  yields  a  solid  mass,  which  leaves 
a  white  crystalline  product  when  extracted  with  alcohol  or  benzene, 
tolaue  tetrachloride  (C6H5.CC12):j.  Hanhart  has  previously  prepared 
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tolane  dichloride  by  this  same  method,  but  it  is  only  a  secondary  product, 
as  tolane  tetrachloride  yields  the  dichloride  when  heated  with  copper. 

If  benzal  dichloride  is  heated  with  copper,  and  the  mass  extracted 
with  benzene,  it  yields  crystals  of  stil'bene  chloride,  (C6H5.GHC1)2, 
melting  at  180°. 

Benzyl  chloride,  wThen  heated  with  copper,  does  not  act  until  a 
temperature  of  150 — 160°  is  reached.  The  product  contains  dibenzyl 
if  the  quantity  of  copper  employed  is  not  too  large  ;  with  excess  of 
copper  and  access  of  air,  a  resinous  mass  is  obtained.  H.  B. 

Derivatives  of  Benzyl  Cyanide.  By  G.  Luckenbach  (Ber.,  17, 
1421—1428). — By  the  action  of  hydrochloric  acid  gas  on  a  well-cooled 
mixture  of  equal  molecular  proportions  of  absolute  alcohol  and  benzyl 
cyanide,  there  is  first  formed  the  compound  CH2Ph.CCl(NH3Cl).OEt, 
which,  on  standing  in  a  flat  porcelain  dish  over  sodium  hydroxide  for 
a  few  days,  is  converted  into  phenylacetimidoethyl- ether  hydrochloride , 
CH2Ph.C(OEt)  *.  biH,HCl.  This  crystallises  in  concentric  groups  of 
flat  needles,  softens  at  60°,  and  is  completely  fused  at  85°,  and  then 
decomposes  into  phenylacetamide  and  ethyl  chloride,  is  readily  solu¬ 
ble  in  alcohol  and  water,  nearly  insoluble  in  benzene  and  ether,  and  is 
very  deliquescent.  The  pi ati nochloride  crystallises  in  prisms,  and 
decomposes  readily.  The  free  imido-ether ,  CH2Ph.C(OEt)  !  NH,  ob¬ 
tained  by  the  action  of  concentrated  soda  on  the  hydrochloride,  forms 
a  colourless  liquid  of  agreeable  aromatic  odour ;  on  distillation,  it 
decomposes  into  benzyl  cyanide  and  alcohol.  The  corresponding 
methyl  ether  and  its  hydrochloride  were  also  prepared ;  they  closely 
resemble  the  ethyl  compounds,  but  are  still  more  unstable. 

Phenylacetimido  acetate ,  CH2Ph.C(OAo)  *.  NH,  prepared  by  the 
action  of  acetic  anhydride  on  phenylacetimido-ether,  crystallises  in 
slender  wrhite  needles,  melts  at  129°,  is  sparingly  soluble  in  cold 
water,  more  readily  soluble  in  hot  water,  readily  soluble  in  alcohol. 

Phenylacetamidine ,  CH2Ph.C(lNrH2)  !  hiH  (comp.  Bernthsen,  this 
Journal,  1870  [ii],  95).  On  adding  a  solution  of  ammonia  to  phenyl¬ 
acetimido-ether  hydrochloride,  the  free  imido-ether  is  at  first  formed, 
whilst  ammonium  chloride  separates ;  on  standing  for  some  days, 
however,  with  occasional  shaking,  the  precipitate  disappears,  and  the 
solution  then  contains  traces  of  ethyl  phenylacetate,  together  with 
phenylacetamidine  hydrochloride.  The  latter  crystallises  in  long  flat 
needles  of  the  formula  CH2Ph.C(bTH2)  I  bTH,HCl  +  H20,  and  is 
readily  soluble  in  water  and  alcohol.  The  free  base,  prepared  by 
rubbing  the  chloride  with  concentrated  caustic  soda,  drying  the 
resulting  paste  in  a  vacuum  and  extracting  with  benzene,  still  some¬ 
what  impure,  crystallises  in  lustrous  flat  needles  or  plates,  melts  at 
108 — 112°,  is  readily  soluble  in  water  and  alcohol,  sparingly  soluble 
in  ether  and  benzene.  The  platinochloride  crystallises  in  long  flat 
needles.  By  heating  phenylacetamidine  writh  acetic  anhydride  and 
sodium  acetate,  it  yields  phenylacetimido  acetate ;  with  cold  acetic 
anhydride,  on  the  other  hand,  it  gives  in  addition  a  diacetyl  com¬ 
pound,  CH2Ph.C(NHAc)  i  NAc,  crystallising  in  very  brilliant  small 
tetragonal  plates,  melting  at  172 — 173°,  soluble  in  hot  water, 
sparingly  soluble  in  alcohol  and  cold  water,  nearly  insoluble  in  ether. 
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Symmetrical  dimethylpheny  lacetamidine ,  CH2Ph.C(NHMe)  !  NMe, 
separates  as  hydrochloride  after  some  days'  standing  from  a  mixture 
of  phenylacetimido-ether  hydrochloride  with  an  alcoholic  solution  of 
methylamine.  The  free  base  is  an  oil  which  crystallises  on  long 
standing  over  sulphuric  acid.  The  hydrochloride  crystallises  in 
hexagonal  pyramids.  The  platinochloride, 

[CH2Ph.C(NHMe)  :NMe],H2PtCl6, 

forms  small  crystals,  apparently  rhombic ;  it  is  more  soluble  in  alcohol 
than  in  water. 

TJnsym, metrical  dimethy Iph eny lacetamidine  hydrochloride ,  prepared 
from  diinethylamine  and  phenylacetimido-ether  hydrochloride,  is 
crystalline.  The  platinochloride,  [CH2Ph.C(NMe2)  !  NH]2,H2PtCl6, 
crystallises  in  feathery  groups  of  needles. 

Diethylph eny  lacetamidine  hydrochloride ,  prepared  in  similar  manner 
by  means  of  ethylamine,  is  not  crystalline ;  the  platinochloride  forms 
a  red  resinous  mass ;  the  free  base  appears  to  be  less  soluble  in  ether 
than  the  methyl  compound. 

Diphenyl-phenyl acetamidine,  CH2Ph.C(NHPh)  !  NPh,  is  prepared 
by  heating  a  mixture  of  aniline  and  phenylacetimido-ether  hydro¬ 
chloride  for  some  time  at  60°.  It  crystallises  in  flat  needles  and 
plates,  melts  at  107 — 108°,  is  readily  soluble  in  alcohol,  nearly  insolu¬ 
ble  in  water.  The  platinochloride  crystallises  in  small  plates. 

a.  j.  g. 

Oxidation  of  Mercury  Diethyl  with  Potassium  Perman¬ 
ganate.  By  M.  Seidel  (/.  pr.  Ghem.  [2],  29,  134 — 136). — When 
mercury  diethyl  is  heated  with  a  concentrated  aqueous  solution  of 
potassium  permanganate,  it  is  readily  oxidised.  On  adding  hydro¬ 
chloric  acid  to  the  strongly  alkaline  solution,  a  white  precipitate  is 
obtained,  consisting  of  ethyl  mercuric  chloride,  HgEtCl,  crystallising 
from  alcohol  in  silvery  plates  melting  at  190°.  It  is  probable  that  in 
the  above  reaction  mercuric  ethyl  hydroxide  is  first  formed  ;  but  the 
hydroxyl-group  is  replaced  by  chlorine  on  treatment  with  hydrochloric 
acid. 

Mercury- dimethyl  in  like  manner  yields  mercuric  methyl  chloride, 
which  crystallises  in  lustrous  prisms  melting  at  170°.  J.  I.  W. 

Action  of  Potassium  Permanganate  on  Mercury-diphenyl : 
a  Correction.  By  R.  Otto  ( J .  pr.  Ghem.  [2],  29,  136 — 138). — 
It  is  stated  in  a  former  paper  that  when  the  product  obtained  by 
oxidising  mercury-diphenyl  with  potassium  permanganate  is  pre¬ 
cipitated,  by  adding  hydrochloric  acid,  the  compound  C6H5.HgO.OH, 
is  thrown  down  in  small  lustrous  crystals  melting  at  251 — 252°.  The 
precipitate,  however,  consists  of  the  chloride ,  HgPhCl.  The  hydr¬ 
oxide  can  be  isolated  by  shaking  the  products  of  the  reaction  with 
benzene  before  the  addition  of  hydrochloric  acid. 

Mercury-dilotyl  resembles  the  diphenyl  compound  in  the  foregoing 
properties,  the  compounds  HgC7H7.OH  and  HgC7H7Cl  being  formed. 

J.  I.  W. 

Tolylstibine.  By  A.  Michaelis  and  U.  Genzken  (Per.,  17,  924 — 
925). — Antimony  tribromide,  paramonobromotoluene,  and  sodium,  in 


1136 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


presence  of  benzene,  readily  react  to  form  paratolystibine,  (CfiH4Me)3Sb, 
a  crystalline  substance  melting  at  127*5°. 

When  dissolved  in  light  petroleum  and  treated  with  the  halogens, 
the  additive  compounds,  (C7H7):,SbCl2,  &c.,  crystallise  out,  melting  at 
156*5°  (chloride),  233c  (bromide),  and  182*5°  (iodide).  The  bromide 
treated  with  caustic  soda  yields  faratritolylstibine  oxide ,  (C7H7)SbO, 
melting  at  223*5°.  If  the  oxide  is  dissolved  in  hot  acetic  acid,  and 
some  water  added,  it  deposits  the  crystalline  tritolystibine  hydroxide , 
(C7H7)Sb(OH)2,  as  it  cools ;  this  melts  at  169*5°.  Orthotolylstibine 
has  not  yet  been  obtained  in  a  crystalline  state.  Metatritolylstibiue 
separates  from  alcohol  and  ether  in  crystals  melting  at  64*5°.  The 
dibromide  melts  at  113°,  and  is  easily  soluble  in  ether;  its  isomerides 
are  almost  insoluble.  H.  B. 

Electrolyses  and  Electrosyntheses.  By  E.  Drechsel  (/.  pr. 
Ghem.  [2],  29,  229 — 252). — The  author  has  previously  (Abstr., 
1881,  192)  shown  that  by  electrolysing  a  solution  of  ammonium  car¬ 
bamate  with  an  alternating  current  carbamide  is  formed  by  the 
abstraction  of  the  elements  of  water.  It  was  observed  that  the 
platinum  electrodes  were  strongly  attacked  with  formation  of  platinum 
bases  (Gerdes,  Abstr.,  1883,  27).  By  passing  the  current  through 
a  saturated  solution  of  potassium  carbonate  large  quantities  of  spongy 
platinum  may  be  prepared.  Palladium  electrodes  with  a  solution  of 
ammonium  carbamate  gave  no  bases,  scarcely  any  of  the  metal  being 
dissolved.  Similar  phenomena  have  been  observed  by  Be  la  Bive 
( Pogg .  Ann 141,  152  ;  145,  163,  407),  who  found  that  gas  was  dis¬ 
engaged  if  the  electrodes  offered  only  a  small  surface,  whilst  with  large 
surfaces  but  little  gas  is  given  off,  and  the  surfaces  become  covered 
with  a  film  of  the  metal  (Pt,  Pb,  Au,  Ag,  Cu,  Pb).  Plante  ( Jahresb ., 
1866,  98)  has  also  noticed  the  evolution  of  oxygen  containing  ozone 
from  easily  oxidisable  electrodes.  The  author,  with  a  view  to  synthe¬ 
sising  phenolsulphuric  acid,  subjected  a  mixture  of  magnesium  bicar¬ 
bonate  and  sulphate  dissolved  in  water  and  then  saturated  with  pure 
commercial  phenol,  to  an  alternating  current  for  30  hours.  The 
electrodes  consisted  of  three  large  pieces  of  platinum  foil  to  each 
pole.  A  number  of  products  were  formed  by  the  action,  but  mostly 
in  quantities  insufficient  for  analysis.  The  action  of  the  alternating 
current  may  be  regarded  as  inducing  alternate  oxidation  and  reduc¬ 
tion,  the  former  giving  rise  to  synthetical,  and  the  latter  to  analytical 
changes.  As  products  of  synthesis  there  were  found  7-diphenol  and 
phenolsulphuric  acid,  and  by  oxidation  of  a  single  molecule  of  phenol, 
quinol,  and  catechol,  wTere  formed,  the  former  in  larger  quantity  than 
the  latter  ;  apparently  the  catechol  suffers  further  oxidation  with 
formation  of  acids  of  the  acetic  and  oxalic  series,  probably  normal 
valeric  and  butyric  acids,  as  well  as  formic  acid,  whilst  the  dibasic 
acids  found  were  succinic,  oxalic,  and  probably  also  malonic  acid. 
The  author  points  out  that  some  of  these  substances  have  not  hitherto 
been  obtained  directly  from  phenol,  thus  neither  7-diphenol,  quinol, 
nor  catechol  are  produced  by  the  action  of  ordinary  oxidising  agents, 
but  the  author  suggests  that  their  formation  is  in  one  respect  similar 
to  that  of  catechol  by  fusing  phenol  with  sodium  hydroxide,  for  in 
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both  cases  the  oxidation  takes  place  in  the  presence  of  a  strong 
reducing  agent,  viz.,  nascent  hydrogen.  The  acid  sulphates  of  phenol, 
quinol,  and  catechol  are  also  formed  from  phenol  in  the  animal 
system,  but  as  the  whole  of  the  phenol  taken  into  the  system  is  not 
thus  accounted  for,  a  further  examination  of  phenolic  urine  for  some 
of  the  other  acids,  found  in  the  above  action,  is  required,  especially  for 
succinic  acid.  P.  F.  F. 


Nitrosophenols.  By  H.  Goldschmidt  (. Ber .,  17,  801 — 805). — In 
a  former  paper  (this  vol.,  735)  it  has  been  shown  that  the  so-called 
nitrosophenols  are  formed  by  the  action  of  hydroxylamine  on  the 
quinones,  and  in  all  probability  therefore  they  are  quinone  oximides. 
It  is  now  shown  that  a-nitroso-/3-naphthol  and  /3-nitroso-cc-naphthol 
are  oximido-derivatives. 

The  /i-nitroso-a-naphthol  prepared  from  /3-naphthoquinone  has 
already  been  described  (loc.  cit .),  as  also  the  product  CioTU^O,  crys¬ 
tallising  in  colourless  needles  melting  at  77°,  obtained  by  further 
heating  with  hydroxylamine. 

The  a-nitroso-/3-naphthol  was  prepared  from  f3-naphthol  and  amyl 
nitrite  according  to  Walker’s  method  ( Ber .,  17,  399)  ;  the  body, 
C10HG]Sr2O,  obtained  from  it  by  the  action  of  hydroxylamine,  melts  at 
78°.  Assuming  the  usual  formulae  for  /S-nitroso-^-naphthol  and 
a-nitroso-/3-naphthol,  it  follows  that  by  the  further  action  of  hydroxyl¬ 
amine  two  isomeric  bodies  would  be  formed — 


N— N 


whereas  if  the  bodies  have  the  constitutions  here  proposed,  viz. : — 


/\/\ 


\/\/ 

O 


NOH 


and 


O 


\/\/ 

NOH 


the  same  body 


/\/\ 

I  N 

\/\/  I 

N — O 


will  be  formed  in  both  cases. 


Experiment  proved  that  the  two  products,  CjoHe^O,  are  identical, 
their  composition,  melting  point,  and  crystalline  form  all  being  the 
same,  as  also  their  behaviour  with  different  solvents.  Liebermann 
having  given  the  name  anthrone  to  the  group  Ci4H10O,  the  name  cl - 
or  /3-naphthone  may  be  given  to  the  group  Ci0H&O,  and  the  “  nitroso- 
naphthols  ”  will  then  be  called  /3-isonitroso-a-naphthoue  and  a-iso~ 
nitroso-/3-naphthone.  Both  these  bodies  yield  hydroxylamine  when 
heated  with  strong  hydrochloric  acid.  The  conversion  of  these 
VOL.  XL vi.  4  h 
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“  nitrosophenols  ”  into  nitrophenols  by  oxidation  may  be  expressed, 
assuming  two  reactions  to  take  place  : — 


CfiHl  {  NOH  +  H2°  _  CeH4  {  N(OH), 


C6H4 


{  N(OH)3  +  0  =  +  H2°- 


H.  B, 


Carvol.  By  H.  Goldschmidt  ( Ber .,  17,  1577 — 1579). — Carvol 
and  hydroxyl  amine  yield  carvoxime ,  C10H14 1  NOH,  which  crystallises  in 
white  scales  melting  at  66’5°.  With  phenylhydrazine  it  yields  carvol - 
phenylhydrazine ,  C10H14 !  N2HPh,  crystallising  in  white  needles,  which 
soften  at  100°  and  melt  at  106°.  It  is  therefore  probable  that. the 
CH.CH 

formula  CMe^  ^CPr,  first  proposed  by  Fittig,  is  correct,  and 

XCO.CH/ 

not  his  second  and  more  generally  received  formula.  L.  T.  T. 


Carroway  Oil.  By  F.  A.  Fluckiger  (Arch.  Pkarm .  [3],  22,  361 — 
366). — A  sample  of  carvol  from  H.  Haensel,  in  Pirna,  boiled  con¬ 
stantly  at  224 — 225°,  and  a  column  of  50  mm.  rotated  polarised  light 
+  29*1°  ;  it  was  free  from  carvene,  and  its  sp.  gr.  is  0*9574  at  23*5°. 
The  formation  of  terpin  from  carvene  by  the  action  of  nitric  acid 
requires  the  lapse  of  several  months ;  carvene  is  a  homogeneous  body, 
for  it  boils  constantly  at  174°,  its  sp.  gr.  is  0*849  at  15°,  and  the  rota¬ 
tion  +  53  at  20° ;  by  treatment  with  sulphuric  acid  of  sp.  gr.  =  P55 
it  is  converted  into  a  thick  syrup  and  becomes  optically  inactive. 

Oleum  carvi,  according  to  the  German  Pharmacopoeia,  gives  a 
violet  or  red  coloration  with  ferric  chloride,  but  the  reaction  cannot 
always  be  observed.  Neither  the  last  fractions  nor  the  pitch-like 
residue  obtained  in  the  distillation  of  carroway  oil  contain  phenols 
nor  give  the  above  reaction.  If,  however,  the  fresh  and  colourless  oil 
be  allowed  to  stand  some  months,  it  becomes  yellow  and  gives  the 
ferric  chloride  reaction  ;  the  substance  giving  the  reaction  is  soluble  in 
soda  solution,  but  its  quantity  is  very  small ;  this  substance  is  not 
carvacrol,  as  this  gives  a  green  coloration  with  ferric  chloride  (Abstr., 
1882,  1065).  H.  B. 

Mixed  Ethers  of  Quinol.  By  F.  Fiala  ( Monatsh .  Ghem .,  5, 
232 — 235). — These  compounds  were  prepared  from  monomethyl- 
quinol  by  the  method  used  by  Hlasiwetz  and  Habermann  for  the  pre¬ 
paration  of  dimethylquinol  (this  Journal,  1876,  i,  79). 

Methylethylquinol ,  C6H4(OMe).OEt,  forms  a  colourless  crystalline 
mass,  of  fatty  lustre.  It  has  a  penetrating  fennel-like  odour,  and 
burning  taste ;  it  melts  at  39°  (uncorr.).  It  is  readily  soluble  in 
benzene,  ether,  and  chloroform,  less  soluble  in  absolute  alcohol  and 
glacial  acetic  acid.  Like  all  other  dialkyl  ethers  of  quinol,  it  readily 
distils  with  steam. 

Methylpropylquinol ,  C6H4(OMe).OPr,  crystallises  in  colourless  plates 
of  agreeable  odour,  somewhat  like  that  of  fennel ;  it  has  a  burning 
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taste  and  melts  at  26°  (uncorr.).  It  is  readily  soluble  in  benzene, 
ether,  chloroform,  absolute  alcohol,  and  glacial  acetic  acid;  addition 
of  water  completely  reprecipitates  it  from  its  solution  in  the  two  last- 
named  solvents. 

Methyl  is  obutylquinol ,  C6H4(OMe).OBu^,  forms  a  colourless  liquid, 
heavier  than  water,  of  agreeable  aromatic  odour  and  burning  taste. 
It  distils  between  227 — 230°.  It  is  readily  soluble  in  benzene,  ether, 
chloroform,  absolute  alcohol,  and  glacial  acetic  acid.  A.  J.  G. 

Resorcinol  Oxide.  By  K.  Hazura  and  P.  Julius  (Monatsh. 
Chem .,  5,  188 — 192). — Nitroresorcinol  oxide ,  [C6H3(N02).0II]20,  is 
prepared  by  shaking  1  gram  of  mononitroresorcinol  with  2|  c.c.  of 
Nordhausen  sulphuric  acid  ;  after  a  few  seconds  the  nitroresorcinol 
dissolves,  and  the  solution  is  quickly  poured  into  water  to  prevent 
further  conversion  of  the  oxide  into  the  sulphonic  acid ;  the  oxide 
separates  in  microscopic  needles,  whilst  nitroresorcinolsulphonic  acid 
remains  in  solution.  Nitroresorcinol  oxide  can  be  obtained  either  in 
anhydrous  pale  rose-red  needles,  or  in  brownish-red  warty  crystals  of 
the  formula  [C6H3(N02).0H]20  +  H20.  It  is  sparingly  soluble  in 
water  and  alcohol,  insoluble  in  ether,  readily  soluble  in  ammonia,  but 
is  not  reprecipitated  on  addition  of  acetic  acid.  It  dissolves  in  con¬ 
centrated  sulphuric  acid,  and  is  reprecipitated  on  addition  of  water. 
When  heated,  it  turns  brown  at  170°,  and  carbonises  without  fusion 
at  higher  temperatures.  The  normal  barium  salt,  Ci2He(N02)203Ba 
-p  5-^H20,  crystallises  in  brownish-yellow  needles  of  nacreous  lustre, 
and  is  readily  soluble  in  water.  The  acid  barium  salt, 

[0H.C12HG(N02)202]2Ba0  -f  2H20, 

crystallises  in  brownish-yellow  needles,  and  is  also  readily  soluble  in 
water.  By  the  action  of  concentrated  nitric  acid,  nitroresorcinol  oxide 
is  converted  into  trinitroresorcinol,  and  another  product  melting  at 
104—105°. 

By  heating  resorcinoldisulphonic  acid  (1  mol.)  and  resorcinol 
(2  mols.)  at  190°,  a  substance  is  obtained  which  agrees  in  all  respects 
with  Barth  and  Weidel’s  diresorcinol  oxide  (this  Journal,  1876, 
i,  921).  The  same  compound  is  also  formed  by  heating  phenanthrene- 
disulphonic  acid  with  resorcinol,  the  phenanthrenesulphe’inresorcinol 
obtained  by  Fischer  in  this  reaction  (Abstr.,  1880,  474)  being  most 
probably  impure  resorcinol  oxide.  A,  J.  G. 

Diresorcinol  and  Diresoreinolphthalein.  By  R.  Benedikt  and 
P.  Julius  ( Monatsh .  Chem .,  5,  177 — 187). — On  fusing  resorcinol  with 
caustic  soda,  Barth  and  Schreder  obtained  about  1'5  per  cent,  of 
diresorcinol,  together  with  60 — 70  per  cent,  of  phloroglucinol,  but  by 
working  on  a  larger  scale,  as  much  as  25 — 35  per  cent,  of  diresorcinol 
can  be  obtained.  Pure  diresorcinol  melts  at  310°. 

Acetyldiresorcinol ,  Ci2H6(OAc)4,  prepared  by  boiling  diresorcinol 
with  acetic  anhydride  and  sodium  acetate,  crystallises  in  lustrous 
prisms  and  melts  at  152°.  It  is  soluble  in  cold  nitric  acid,  and  is 
reprecipitated  unaltered  on  addition  of  water. 

Hexauitrodiresorcmol ,  Ci2(N02)6(OH)4,  is  prepared  by  carefully 
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heating  acetyl  diresorcinol  with  fuming  nitric  acid;  it  forms  lustrous 
yellow  crystals,  explodes  without  previous  fusion  at  about  230°,  and 
is  readily  soluble  in  water. 

Decabromodiresorcinol ,  C12Br10O4,  prepared  by  the  action  of  a  solu¬ 
tion  of  bromine  in  concentrated  hydrochloric  acid  on  a  dilute  solution 
of  diresorcinol  in  potash,  forms  large  crystals  ;  on  heating  at  185°  it 
loses  about  2  mols.  of  bromine,  the  residue  is  insoluble  in  the  usual 
solvents,  and  on  further  heating  it  again  evolves  bromine,  and  blackens 
at  200 — 210°.  An  impure  hexabromodiresorcinol  is  obtained  as  a 
yellowish  powder  by  warming  the  decabromo-compound  with  sul¬ 
phurous  acid. 

Diresorcinolphthalein  was  first  prepared  by  Link  (Abstr.,  1881,  96), 
who  assigned  to  it  the  formula  C32H22O10 ;  the  authors  confirm  in 


general  his  account  of  the  substance,  but  conclude  from  the  result  of 
their  analyses,  and  from  a  quantitative  study  of  its  formation,  that  it 


has  the  formula  C2oH1206  = 


C6H2(OH)2x  C6H4 
|  /C\  /CO,  and  that  its 

C6H2(OH)/  x-0-x 


formation  is  represented  by  the  equation  Ci2H10O4  +  CgLLCh  =  H20 
+  C2oHi206.  The  deep  blue  ammoniacal  solution  of  diresorcinol¬ 


phthalein  is  decolorised  by  alcohol,  whilst  the  solution  in  potash  is 
unaffected,  even  on  boiling  with  that  reagent.  By  the  action  of 
bromine  on  diresorcinolphthalein,  both  in  solution  in  glacial  acetic 


acid,  a  bromo-derivative  is  obtained  in  the  form  of  yellow  crystals, 
soluble  in  alkalis,  with  a  beautiful  blue  colour.  It  could  not  be  puri¬ 


fied.  An  acetyl  derivative  was  obtained  as  an  amorphous  resinous 
mass.  Diresoreinolphthalin  was  prepared  according  to  Link’s  direc¬ 
tions.  On  analysis  it  yields  numbers  agreeing  better  with  the  formula 
C20H14O6  than  with  C3oH240,o,  the  formula  assigned  to  it  by  Link.  It 
crystallises  with  2  mols.  H20,  and  melts  at  235°. 

Insoluble  Diresorcinolphthalein ,  C32H20O9. — In  the  preparation  of 
diresorcinolphthalein,  there  is  always  formed  in  small  amount  a  sub¬ 
stance  insoluble  in  water,  to  which  the  authors  give  the  name  of 
“  insoluble  diresorcinolphthalein  the  largest  yield  is  obtained  when 
two  molecular  weights  of  diresorcinol  are  heated  with  one  of  phthalic 
anhydride.  Its  formation  is  most  probably  represented  by  the  equa¬ 
tion  2Ci*2IIjo04  +  CsLLOs  =  2H20  +  C32H20O9.  It  can  be  in  small 


part  converted  into  the  soluble  phthale'in  by  fusion  with  phthalic 
anhydride,  whilst  the  soluble  phthalein  is  almost  entirely  converted 
into  the  insoluble  compound  by  heating  it  with  diresorcinol.  By 
recrystallisation  from  alcohol,  it  is  obtained  as  a  nearly  white,  heavy, 


microcrystalline  powder.  It  commences  to  decompose  when  heated 
to  240°.  A.  J.  G. 


Action  of  Perthioeyanie  Acid  on  some  Aromatic  Monamines. 

By  A.  Tursini  ( Ber 17,  584 — 588). — Glutz  ( Annalen ,  154,  44)  has 
shown  that  aniline  and  perthioeyanie  acid  heated  together  yield  a 
monophenylthiobiuret.  The  author  finds  that  paratoluidine  behaves  in 
a  similar  manner,  forming  monotolylthiobiuret ,  CgHnNgS^  This  com¬ 
pound  is  soluble  in  alcohol,  from  which  it  crystallises  in  microscopic 
needles  melting  at  158°.  The  thio biurets  possess  acid  properties, 
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dissolve  in  alkalis,  and  are  reprecipitated  by  acids  ;  they  are  easily 
converted  into  ethyl-derivatives  by  treating  their  alcoholic  solutions 
with  ammonia  and  ethyl  iodide.  Ethylphenylthiobiuret ,  C8H8hr3S2Et, 
crystallises  from  alcohol  in  rhombic  tables  melting  at  109°,  and  ethyl- 
tolylthiobiuret  forms  large  needles  melting  at  134°.  Acetic  chloride 
reacts  easily  with  these  compounds,  forming  acetic  derivatives  ;  acetyl - 
tolylthiobiuret  crystallises  from  alcohol  in  yellow  needles  melting  at 
166°. 

Dimethylaniline  and  perth  iocyanic  acid  react  with  one  another,  not, 
however,  to  produce  substituted  thiobiurets,  but  a  base,  tetramethyl- 
thioaniline ,  similar  to  the  thioaniline  described  by  Merz  and  Weith 
( Ber .,  4,  38  4).  Tetramethylthioaniline ,  (C6H4.NMe2)2S,  crystallises  from 
alcohol  in  white  needles  ;  it  is  soluble  in  ether  and  melts  at  125°.  It 
is  easily  soluble  in  hydrochloric  acid,  and  the  solution  gives  a  yellow 
precipitate  with  platinum  chloride.  The  base  is  unaltered  when  heated 
in  sealed  tubes  with  concentrated  hydrochloric  acid,  or  by  fusion  with 
potash.  The  picrate  is  the  most  stable  of  its  salts  ;  it  is  insoluble  in 
water,  but  sparingly  soluble  in  alcohol,  and  crystallises  in  yellow 
needles  having  the  composition  (C6H4NMe2)2S,C6H2(N02)3.0H. 

P.  P.  B. 

Action  of  Cyanogen  on  the  Toluidines.  By  J.  A.  Bladin  ( Bull 
Soc.  Ghim 41,  125 — 130). — The  author  has  studied  the  action  of 
cyanogen  on  the  three  toluidines. 

Gyanoparatoluidine ,  (C7H7.NH.CNH)2,  is  obtained  by  the  action  of 
cyanogen  on  an  alcoholic  solution  of  paratoluidine.  The  crystalline 
product  is  purified  by  solution  in  sulphuric  acid  and  precipitation  with 
ammonia.  When  crystallised  from  alcohol,  it  forms  nacreous  scales 
which  decompose  before  melting.  The  base  combines  with  acids  to 
form  colourless  salts,  of  which  the  hydrochloride ,  nitrate ,  sulphate ,  and 
acid  oxalate  are  described  in  the  original  paper. 

Pamtolyloxamides.- — By  evaporating  cyanoparatoluidine  with  an 
excess  of  concentrated  acetic  acid,  monoparatolyloxamide , 

C7H7.NH.CO.CONH2, 

is  obtained  in  white  needles,  easily  soluble  in  alcohol,  and  melting  at 
236 — 237°.  It  is  decomposed  by  the  action  of  potash,  with  formation 
of  ammonia,  oxalic  acid,  and  paratoluidine.  By  the  reaction  of  acetic 
acid  with  cyanoparatoluidine,  diparatolyloxamide,  (C7H7.NH.CO)2,  is 
also  formed.  The  two  bodies  are  separated  by  means  of  boiling  water, 
in  which  the  latter  is  insoluble.  It  crystallises  from  alcohol  in 
colourless  scales  which  melt  at  267 — 268°.  These  crystals  readily 
sublime  when  heated,  and  are  only  slowly  decomposed  by  boiling 
potash.  This  substance  has  previously  been  studied  by  Wilm  and 
Girard,  who  state  that  the  melting  point  is  269°. 

Eicyanotriparatoly  l  guanidine,  — This  body  was  isolated  from 

the  liquid  remaining  after  the  crystallisation  of  cyanoparatoluidine. 
It  crystallises  in  long  yellow  needles,  which  melt  at  182°,  and  are 
very  soluble  in  alcohol,  insoluble  in  water.  The  body  has  been  pre¬ 
viously  obtained  by  Lavdgrebe  by  the  action  of  hydrochloric  acid  on 
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dicyan odiparatolyl guanidine.  It  forms  red  and  orange  salts  with  acids. 
The  hydrochloride ,  plat  ino  chloride,  sulphate ,  and  nitrate  are  described. 

Cyanorthotoluidine  is  prepared  by  acting  on  ortbotoluidine  with 
cyanogen.  It  is  more  soluble  in  water  than  cyanoparatoluidine,  and 
crystallises  in  nacreous  needles.  It  forms  salts  which  are  easily 
soluble  in  water.  The  hydrochloride ,  nitrate,  sulphate ,  and  oxalate  are 
described. 

Orthotolyloxamides  are  obtained  by  methods  similar  to  those  employed 
in  the  preparation  of  the  para-compounds.  The  di ortho-derivative  is 
more  soluble  in  alcohol  than  the  corresponding  para-compound. 

Gyanometatoluidine. — Metatoluidine,  prepared  by  the  action  of  zinc 
on  nitrobenzaldehyde,  is  treated  in  alcoholic  solution  with  cyanogen. 
The  liquid  yields  rhombic  crystals  of  cyanometatoluidine,  which  melt 
at  200°,  and  resemble  the  para-  and  ortho-compounds.  The  hydro¬ 
chloride,  nitrate,  and  sulphate  of  this  base  are  described.  The  mother- 
liquors  from  the  preparation  of  the  above  compound  deposit  small 
red  crystals,  but  notin  quantity  sufficient  to  admit  of  examination. 

Metatolyloxamides  may  be  obtained  by  the  methods  described  for 
the  preparation  of  the  corresponding  para-  and  ortho-compounds. 
The  mono-derivative  crystallises  from  boiling  alcohol  in  silvery  scales 
melting  at  131°. 

The  author  intends  to  study  the  action  of  cyanogen  on  orthophenyl- 
ene  diamine  and  on  orthamidophenol.  W.  R.  D. 

Action  of  Ethylene  Bromide  on  Nitraniline  and  on  Nitro- 
toluidine.  By  L.  Gattermann  and  H.  Hager  (Ber.,  17,  778 — 780). 
— Metanitraniline  is  heated  with  ethylene  bromide  at  120 — 130°,  and 
the  resulting  mass  treated  with  boiling  alcohol ;  the  red  residual  pro¬ 
duct,  whose  formula  is  (N02.CfiH4.HH)2C2H4,  is  best  crystallised  from 
glacial  acetic  acid;  it  melts  at  206°.  It  forms  salts  only  with  con¬ 
centrated  acids,  and  even  these  are  easily  decomposed  by  water.  When 
reduced  with  tin  and  hydrochloric  acid,  it  is  converted  into  ethylene- 
diphenyl  enediamine,  (iNH2.C6Hi.NH)2C2H4,  which  crystallises  from  its 
hot  aqueous  solution  with  1  mol.  H20  ;  its  salts  crystallise  easily,  and, 
like  those  of  metaphenylenediamine,  give  a  deep-brown  coloration 
with  the  least  trace  of  nitrous  acid.  The  hydrochloride  has  the 
composition  (NH2.C6H4.KH)2C2H4,4HC1. 

By  the  action  of  ethylene  bromide  on  metanitroparatoluidine,  there 
is  formed  ethyleneditoluylenenitramine,  (N02.C6H3Me.NH)2C2H4,  crys¬ 
tallising  from  chloroform  in  red  plates  which  melt  at  195°.  By  re¬ 
duction,  it  yields  ethyleneditoluylenedi amine,  (NH^CfiHsMe.NH^C^Hj, 
melting  at  158 — 159°,  and  crystallising  from  alcohol  in  colourless 
needles,  which  afterwards  turn  violet.  H.  B. 

Derivatives  of  the  Amidoethylbenzenes.  By  H.  Paucksch 
{Ber.,  17,  767  —  770). — “Hofmann  and  Benz  have  prepared  par- 
amidoethylbenzene,  whilst  Beilstein  and  Kuhlberg,  by  nitration  of 
ethylbenzene  and  reduction  of  the  isolated  products,  prepared  both 
the  ortho-  and  para-amido-derivatives.  It  is,  however,  preferable  to 
reduce  the  mixed  nitro- substitution  products,  convert  the  amides  into 
their  acetyl  compounds,  and  separate  these  by  their  solubility  in 
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water,  the  para- compound  separating  first ;  it  melts  at  94°,  whilst  the 
ortho-compound  melts  at  110 — 112°.  The  free  bases  may  then  be 
prepared,  the  para-compound  boiling  at  213  —214°,  the  ortho  at  210  — 
211°.  Both  bases  are  converted  into  thiocarbamides,  CnHoNaS,  by 
heating  them  with  carbon  bisulphide  and  a  little  alkali ;  these  are 
white  crystalline  solids,  melting  at  144 — 145°  (para),  and  141 — 142° 
(ortho).  In  the  preparation  of  the  latter,  some  thiocarbimide  is  also 
formed ;  this  cannot  be  distilled  alone  without  alteration,  but  passes 
over  in  a  current  of  steam.  When  heated  with  aniline,  it  yields  a 
carbamide  melting  at  148°. 

The  paracetyl  compound,  treated  in  the  cold  with  strong  nitric  acid, 
is  converted  into  a  dinitro-substitution  product,  C6H2Et(N02)2.RHAc  ; 
this,  when  heated  with  hydrochloric  acid,  yields  the  free  base,  an 
almost  indifferent  body,  crystallising  from  alcohol  in  orange-yellow 
prisms  which  melt  at  134—135°.  If,  however,  fuming  nitric  acid 
be  dropped  into  a  well-cooled  solution  of  the  acetyl  compound  in 
glacial  acetic  acid,  a  mononitro-derivative,  C6H3Et(N02).NHAc,  is 
obtained,  very  soluble  in  benzene,  &c.,  and  melting  at  45 — 47°. 
Treated  with  hydrochloric  acid,  a  salt  is  formed,  which  however  is 
easily  decomposed  by  water  with  separation  of  the  free  base, 
C6H3Et(lTO9).NH9,  in  small  reddisli-yellow  crystals  melting  at  45 — 47°. 

H.  B. 

Formanhydroisodiamidotoluene  (Methenylisotoluylendi- 
amine).  By  H.  Hubner  and  R.  Schupphaus  ( Ber .,  17,  775 — 777). 
— Reference  is  given  to  a  former  paper  ( Annalen .,  208,  286). 

The  compound,  C6H3Me<(  ^CH  [Me :  NH :  N  =  1  :  3  :  4  or  1  :  4  :  3], 


is  already  known,  whilst  that  now  described  is  TMe  :  NH :  N  =  1  :  2  :  3 
or  1:3:2], 

Acetorthotoluide,  when  treated  with  nitric  acid,  yields  a  product 
consisting  principally  of  C6H3Me(NH2).N02  =[1:3:4].  If  it, 
however,  be  first  brominated  and  then  nitrated,  the  body 
C6H2MeBr ( N H2)  N 02  =  [1  :  4  :  2  :  3] 
is  obtained,  which  is  reduced  and  converted  into  the  brominated 
isoan hydro -base  by  the  action  of  formic  acid ;  the  bromine  is  finally 
removed  bv  sodium  amalgam  and  water. 

Bromisoortho-diamidotoluene ,  C6H2MeBr(lNrH2)2,  melts  at  59°;  its 
hydrochloride  and  sulphate  are  crystalline. 

Bromoformanhydroiso-diamidotoliiene,  CehE 


MeBi/  VjH,  crys- 


tallises  from  water  in  needles  melting  at  187°.  Its  salts,  hydro¬ 
chloride,  double  mercuric  chloride,  and  platinochloride,  sulphate, 
chromate,  nitrate,  and  picrate,  are  all  crystalline. 


— R 

Formanhydroiso-diamidotoluene ,  CeB^Me^  /CH,  is  easily  soluble 

XRIT 


in  water,  alcohol,  and  benzene  ;  it  forms  colourless  needles  melting  at 
143°.  The  platinochloride  and  nitrate  are  both  crystalline. 

The  work  is  being  continued. 


H.  B. 
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Action  of  Monoehloracetie  Acid  on  Orthamido-  and 
Paramido-phenol  and  Hydroxyphenylglycines.  By  H.  Vater 
(J.  pr.  Chem.  [2],  29,  286 — 299). — Phenjlglycine  was  first  prepared  by 
Michaelsen  and  Lippmann  ( Gomjpt .  rencl.,  61,  739;  Zeitschr.  f.  Chem ., 
1866,  15)  from  monobromacetic  acid  and  aniline,  and  subsequently  by 
Schultzen,  Nencki,  P.  J.  Meyer,  and  Scbwebel  (Abstr.,  1878,  795), 
who  used  monochlor-  instead  of  mono brom- acetic  acid.  The  author 
has  investigated  the  action  of  the  latter  acid  on  the  amidophenols. 

Orth-hydroxyphenylglycme ,  HO.G6H4,NH.CH2.COOH,  is  prepared 
by  boiling  monoehloracetie  acid  (1  mol.)  with  orthamidophenol 
(2  mols.)  and  20  times  the  weight  of  water,  as  long  as  hydrochloric 
acid  is  eliminated.  The  hydroxyphenylglycine  is  separated  from  the 
more  soluble  hydrochloride  of  orthamidophenol  by  crystallisation.  It 
crystallises  with  1  mol.  H20  in  colourless  plates  ;  it  has  a  neutral  re¬ 
action,  but  decomposes  carbonates  on  heating,  and  forms  salts  both 
with  alkalis  and  mineral  acids.  When  heated  at  100°,  it  loses  2H20 
and  forms  an  anhydride,  which  at  143°  again  loses  water,  but  these 
anhydrides  have  not  been  further  examined. 

Par  ahydroxyphenylgly  cine  is  prepared  in  the  same  manner  as  the 
above,  paramidophenol  being  employed  in  place  of  the  ortho-compound. 
It  crystallises  without  water  in  small  nodules ;  even  at  200°,  it  suffers 
no  change.  A  solution  in  hydrochloric  acid  gives  a  dark  violet  and 
then  a  yellow  coloration  with  chloride  of  lime.  It  has  a  neutral  reac¬ 
tion  and  forms  salts  with  acids  and  bases,  but  the  hydrogen  of  the 
hydroxyphenyl-group  is  not  replaceable  by  metals. 

Orthomethoxyplienylglycine ,  MeO.CeH4.lSlBCH2.COOH,  is  prepared 
in  the  same  way  as  the  above  by  heating  monoehloracetie  acid  and 
orthanisidine  with  water,  and  then  shaking  with  ether  ;  the  glycine 
dissolves  and  can  be  purified  by  recrystallisation  from  ether,  when 
it  is  obtained  in  rectangular  plates,  which  melt  at  141 ’5° ;  it  forms 
salts  like  the  above-mentioned  compounds. 

Paramethoxyphenylglycine  was  prepared  from  par anisi dine  in  a 
similar  manner.  It  decomposes  at  200°  without  melting.  The  two 
methoxyphenylglycines  are  isomeric  with  tyrosine. 

OrthetJioxypkenylglyeine ,  EtO.C6H4.HH.CH2.COOH,  prepared  from 
orthamidophenetoil,  melts  at  120°. 

Pthylic  orthethoxypheriylglycmate ,  EtO.CeHt.NH.C^.COOEt,  is 
prepared  by  acting  with  ethylic  monochloracetate  on  orthamido¬ 
phenetoil  in  alcoholic  solution.  OrthethoxyphenyletJiylglycine , 

EtO.C6H4.NEt.CH2.COOH, 

obtained  by  acting  with  monoehloracetie  acid  on  orthomonethyl-amido- 
phenetoil  in  alcoholic  solution,  is  isomeric  with  this  compound. 

Orthethoxypheny Idiethylglycinic  chloride , 

EtO.CeH4.NEt2Cl.CH2.COOH, 

is  prepared  by  heating  in  a  sealed  tube  at  100°  a  mixture  of  equal 
molecular  weights  of  monoehloracetie  acid  and  orthodiethylamido- 
phenetoil  dissolved  in  its  own  volume  of  ether.  The  chloride  was 
only  obtained  as  a  syrup,  but  the  platinochloride  was  prepared.  The 
chloride  is  decomposed  by  soda  with  formation  of  a  neutral  oil  inso- 
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luble  in  water,  but  soluble  in  alcohol  and  ether ;  in  all  probability 
this  was  the  hydroxide.  It  is  soluble  in  acids,  but  not  in  caustic 
alkalis,  showing  that  the  acid  properties  of  the  oxyphenylglycine  have 
disappeared.  P.  F.  F. 

Amidocresols.  By  A.  Maarsen  ( Ber .,  17,  608 — 610). — Wallach. 
has  shown  (Abstr.,  1883,  329)  that  when  metatoluylenedi  amine  is  con¬ 
verted  into  the  acetic  compound,  the  acetoxyl  group  takes  up  the 
para-position,  and  from  this  an  amidocresol,  melting  at  159 — 161°, 
is  obtained,  different  from  that  obtained  from  nitrotoluidine, 
C6H3Me(N02).NH2  [1:2:4].  The  amidocresol  obtained  from  this 
nitrotoluidine  has  been  converted  into  the  acetic  derivative  by  heating 
it  with  acetic  anhydride.  It  melts  at  178°,  whereas  the  monacetamido- 
cresol  obtained  by  Wallach  from  metatoluylenediamine  melts  at  224 
— 225°,  so  that  the  two  amidocresols  are  isomeric.  A  further  confir¬ 
mation  of  this  is  to  be  found  in  the  fact  that  Nolting  and  ColJin  (this 
vol.,  p.  1087)  have  obtained  from  nitro-orthotoluidine  an  amidocresol, 
C6H-jMe(OH).NH2  [1:2:4],  identical  with  that  prepared  by  Wallach. 

P.  P.  B. 

Substitution-products  of  Azobenzene  and  an  Unsymmetrical 
Triamidobenzene.  By  J.  Y.  Janovsky  ( MonatsL  Ghem.  5,  155 — 
164).- — In  the  author’s  paper  on  the  nitro-derivatives  of  azobenzene- 
parasulphonic  acid  (Abstr.,  1883,  324),  he  described  two  mononitro- 
acids  and  a  dinitro-acid.  The  position  of  the  nitro-groups  in  the 
mononitro- acids  was  subsequently  determined  (Abstr.,  1883,  1101), 
but  in  the  case  of  the  dinitro-acid  the  possible  isomerides  are  so 
numerous  that  a  determination  of  the  positions  of  the  nitro-groups 
seemed  impossible,  and  it  appeared  best  to  take  one  of  the  mononitro- 
acids  and  prepare  a  dinitro-acid  from  that.  For  this  purpose  para- 
nitroazobenzeneparasulphonic  acid  was  heated  with  4|-  times  the 
quantity  of  nitric  acid  of  sp.  gr.  1*48 — 1*5 ;  on  addition  of  water 
the  whole  solidifies  to  a  crystalline  magma,  from  which  the  dinitro- 
acid  is  obtained  on  recrystallisation. 

Dinitroazobenzenejmrasidjohonic  acid ,  Ci2H7(N02)2N2.S03H,  crys¬ 
tallises  sometimes  in  rounded  needles,  sometimes  in  rosettes.  Most 
of  the  salts  are  very  sparingly  soluble  in  water.  The  potassium  salt, 
Ci2H7(N02)dN4.S03K  +  aq,  is  obtained  as  a  yellow  precipitate  of 
microscopic  needles  ;  the  sodium  salt  crystallises  in  microscopic 
flat  needles,  is  readily  soluble  in  hot  water,  sparingly  soluble  in  cold 
water;  the  barium  salt,  [Ci2H7(N02)2iY2-S03]2Ba,  is  obtained  as  a 
yellow  microcrystalline  precipitate.  By  moderated  reduction,  the 
dinitro-acid  yields  a  deep  yellow-coloured  product,  now  under  inves¬ 
tigation  :  on  complete  reduction,  it  yields  sulphanilic  acid  and 
unsymmetrical  triamidobenzene.  With  regard  to  the  constitution 
of  the  dinitro-acid,  its  reduction- products  show  that  it  must  have 
the  constitution 

S03H.C6H4.N:KC6H3(N02)2.N02,orS03H.C6H4.N:N.C6H3(N02).Fr02, 

as  it  appears  to  be  identical  with  the  acid  obtained  by  the  direct 
nitration  of  azobenzeneparasulphonic  acid,  which  must  be  regarded 
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as  formed  by  tlie  further  nitration  of  both  the  para-  and  metamonitro- 
acids  ;  the  latter  formula  is  the  most  probable. 

Un  symmetrical  triamidobenzene ,  C6H3(NH2)3  [1  :  2  :  4],  prepared  as 
above  mentioned  by  the  reduction  of  the  dinitro-acid  with  tin  and 
hydrochloric  acid,  forms  a  white  crystalline  mass  which  readily 
becomes  discoloured.  It  melts  at  132 — 133°,  and  gives  an  emerald- 
green  coloration  with  oxidising  agents,  such  as  ferric  chloride  and 
potassium  chromate.  The  hydrochloride  crystallises  in  long  colourless 
needles,  becoming  brownish -red  on  exposure  to  air.  Oxidising  agents 
colour  it  first  violet,  then  green.  The  platinochloride  forms  a  crys¬ 
talline  yellow  powder.  This  triamidobenzene  must  be  identical  with 
that  obtained  from  chrysoidine  (this  Journal,  1877,  ii,  458)  ;  it  is 
distinguished  from  the  symmetrical  triamidobenzene  by  its  melting 
point  and  colour  reaction. 

4  114 

Barabromazobenzeneparasulphonic  acid ,  S03H.C6H4.N  !K.C6H4Br, 

is  prepared  by  treating  the  parasulphonic  acid  under  water  with 
bromine.  It  crystallises  in  fine  needles,  and  is  a  strong  acid,  dis¬ 
placing  hydrochloric  and  nitric  acid  from  their  alkali  salts  in  the 
cold.  Its  salts  crystallise  well,  are  readily  soluble  in  hot,  sparingly 
in  cold  water.  The  potassium  salt,  C12H8BrN2.S03K,  is  obtained  as 
an  orange-yellow  silky  precipitate.  On  recrystallisation,  it  yields 
well-formed  plates.  The  sodium  salt  crystallises  in  orange-yellow 
needles.  The  barium  and  calcium  salts  crystallise  in  groups  of  fine 
needles,  very  sparingly  soluble  even  in  hot  water.  The  zinc  salt 
crystallises  in  plates.  On  reduction  with  tin  and  hydrochloric  acid, 
the  free  acid  yields  sulphanilic  acid  and  parabromamidobenzene. 

A.  J.  O. 

Azo- compounds.  By  C.  Liebermann  and  S.  v.  Kostanecki  ( Ber 
17,  876— 887  ;  see  Abstr.,  1883,  736,  and  Ber.,  16,  2358). — The  same 
results  were  obtained  in  the  reduction  by  tin  and  hydrochloric  acid 
of  phenylazoparacresol  and  phenylazo-orthocresol  as  were  obtained  by 
Nolting  and  Kohn  (this  vol.,  900). 

By  the  action  of  diazobenzene  on  the  phenols,  not  only  are  colouring 
matters  soluble  in  potash  formed,  but  others  insoluble  in  alkalis,  and 
belonging  to  a  different  class  of  compounds.  By  allowing  the  aniline 
hydrochloride  and  acidified  potassium  nitrite  solutions  to  react  for  a 
sufficient  length  of  time  before  adding  the  alkaline  solution  of  the 
phenol,  only  those  colours  soluble  in  potash  are  formed.  If,  however, 
the  phenol  solution  be  quickly  added  after  mixing  the  amido-salt  and 
the  nitrous  acid,  there  are  formed  nitrosophenols,  which  afterwards 
react  with  the  amido-base  to  form  diazo- compounds,  which  may  have 
a  different  constitution  to  those  formed  by  the  former  method. 
During  the  preparation  of  phenylazoparacresol,  azo-orthocresol,  and 
phenylazophenol,  these  bye-products,  insoluble  in  alkalis,  are  formed 
in  large  quantity.  After  complete  purification,  they  proved  to  be 
diazoamidobenzene  in  each  instance. 

By  the  action  of  diazobenzene  hydrochloride  on  resorcinol,  two 
colouring  matters  are  obtained,  one — phenyl azoresorcinol — easily  solu¬ 
ble  in  dilute  alkalis ;  the  other  only  sparingly  soluble,  and  insoluble  in 
alcohol.  This  last  substance  has  been  examined  previously,  but  not 
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with  success;  it  is  phenyldisazoresorcinol,  (CeH5.N2)2C6H2(OH)2,  and 
crystallises  in  red  needles  melting  at  220 — 222°.  Its  acetyl  deriva¬ 
tive,  (CfiH5N2)2C6H2(OAc)2,  forms  yellow  needles  melting  at  137 — 
138°.  The  constitution  of  phenyldisazoresorcinol  is  proved  by  the 
action  of  tin  and  hydrochloric  acid,  aniline  and  diamidoresorcinol 
being  formed.  There  are  four  possible  phenyldisazoresorcinols  ;  two 
have  been  described  by  Wallach  ;  the  above  is  a  third;  its  constitu¬ 
tion  is  partly  indicated  by  the  identity  of  the  diamidoresorcinol 
obtained  with  that  prepared  by  Fitz  from  dinitroresorcinol. 

Amidopseudocumene  (melting  at  62°),  when  heated  with  potassium 
nitrite  and  resorcinol,  yields  two  products,  one  soluble  in  alkalis — 
cumylazoresorcinol,  C6H2Me3.N2.C6H3(OH)2,  melting  at  199° — the  other 
insoluble  in  alkalis — cumyldisazoresorcinol,  (C6H2Me3N2)2C6H2(OH)o, 
forming  red  needles.  Similar  bodies  obtained  from  liquid  cumidine 
boiling  at  225 — 231°,  have  been  described. 

Employing  paramidopheneto'il  and  resorcinol,  only  one  product, 
that  soluble  in  alkalis,  was  formed,  namely,  paraph  enetuilazore- 
soreinol ,  crystallising  in  red  plates  which  melt  at  165 — 167°. 

The  authors  had  intended  to  introduce  into  paracresol  a  series  of 
different  diazo-residues,  and  afterwrards  to  examine  other  para- 
substituted  phenols  in  the  same  manner.  Nolting  and  Kohn  having 
experimented  in  the  first  direction,  the  authors  only  describe  the 
action  of  diazoparaphenetoil  on  paracresol.  There  is  formed  only 
parapheneto'ilazoparacresol ,  EtO.CeH4.N3.C6H3Me.OH  .  it  is  only  mode¬ 
rately  soluble  in  alkalis,  and  forms  golden  scales  which  melt  at 
103 — 104° ;  by  reduction  with  tin  and  hydrochloric  acid,  it  yields 
paramidopheneto’il  and  amidoparacresol. 

Among  the  other  para-substituted  phenols  examined  were  para- 
chlorophenol,  parazophenol,  and  paranitrophenol ;  the  last  did  not 
enter  into  reaction  at  all  with  diazocumene,  the  second  did  so,  but  the 
product  could  not  be  purified.  On  the  other  hand,  the  cumenol 
obtained  from  the  solid  cumidine  easily  enters  into  reaction ;  thus 
with  diazocumene,  it  yields  cumylazocumenol ,  C6H2Me3.N2-C6HMe3.OH, 
remarkable  for  its  complete  insolubility  in  alkalis — resembling  thus 
the  corresponding  compounds  of  /3-naphthol — it  is,  however,  soluble 
in  alcohol  and  melts  at  147 — 148°.  Phenyl azocumeiwl , 

CeH5.N3.CeHMe3.OH, 

crystallises  in  browm  prisms  melting  at  93  —  94° ;  on  reduction,  it  yields 
aniline  and  hydroxy  cumidine,  HO.CeHMe3.NH2,  subliming  in  white 
needles  which  melt  at  166 — 167° ;  this  base  does  not  yield  any 
quinone  when  treated  with  chromic  acid,  and  when  treated  with 
acetic  anhydride  it  does  not  yield  an  anhydride,  but  acetoxy- 
acetylcumidine ,  AcO.C6HMe3.NHAc.  Potassium-sulphanilazocumenol , 
KSO3.CeH4.No.CeHMe3.OH  -j-  2H20,  forms  orange  needles,  and  on 
reduction  yields  sulphanilic  acid  and  amidocumenol.  H.  B. 

Metazo-  and  Hydrazo -phene  toil.  By  M.  Buchstab  (/.  pr. 
Chem.  [2],  29,  299 — 300). — This  is  a  preliminary  note  on  the 
formation  of  these  bodies  by  the  reduction  of  metanitrophenetoil. 
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By  the  action  of  sodium  amalgam  on  this  in  alcoholic  solution,  met- 
azophenetoil  is  formed ;  it  is  soluble  in  alcohol  and  ether,  but 
insoluble  in  water,  and  crystallises  in  orange-yellow  prisms  which 
melt  at  91°.  By  passing  sulphuretted  hydrogen  through  an  alcoholic 
solution  of  the  metazopbenefcoil,  and  adding  water,  metahydrazo- 
pheneto'il  separates  ;  it  crystallises  in  colourless  needles  which  melt  at 
91°.  The  hydrazopheneto’il  is  converted  into  the  corresponding  di- 
ethoxybenzidine  by  treatment  with  mineral  acids.  P.  F.  F. 


Diazo-derivatives.  By  P.  Griess  (Ber.,  17,  603 — 608). — When 
Paradiamidobenzoic  acid  is  treated  with  nitrous  acid,  it  yields  a 
compound  isomeric  with  /3-  and  ry -azimidobenzoic  acids ,  which  the 
author  styles  paramidodiazobenzoic  acid.  It  crystallises  from  hot 
water  in  yellow  needles  or  narrow  four-sided  plates,  containing 
3  mols.  H20,  which  it  loses  at  100°.  This  compound  does  not 
exhibit  the  characters  of  an  acid,  and  to  it  the  author  assigns  the 


constitution  iN\32.C6H3<^^!^)>0. 


It  possesses  basic  properties  and 


forms  a  hydrochloride,  (C7H5N302)2,HC1,  which  crystallises  in  white 
six-sided  plates  ;  its  platinochloride,  (C7H5N302)2,H2PtCl6,  is  sparingly 
soluble  in  water  and  crystallises  in  small  yellow  rhombic  leaflets. 
The  auro chloride,  (C7H5N302)2,HAuCl4,  forms  dark-yellow  insoluble 
needles.  It  forms  a  perbromide  which  has  not  been  analysed. 
This  paramidodiazobenzoic  acid  is  a  true  diazo-compound,  uniting 
directly  with  aromatic  amines  and  phenols  to  form  azo-compounds. 
Thus  with  metaphenylenediamine  it  forms  a  compound, 


OOOH.C6H3(NH2).]ST2.C6H3(hrH2)2, 


and  with  fi-naphthol  the  compound  COOH.C6H3(NH2).I^2.CioLr6.0]=[. 
The  three  phenylenediamines  behave  with  nitrous  acid  in  a  similar 
manner  to  the  three  diamidobenzoic  acids.  Ladenburg  has  already 
shown  (this  vol.,  739)  that  orthophenylenediamine  yields  azimidobenzene ; 
metaphenylenediamine  forms  triamidoazobenzene  (phenylene  brown), 
whilst  the  para-compound  forms  a  compound  similar  to  the  above- 
mentioned  paramidodiazobenzoic  acid ,  which  the  author  styles  amido - 
diazobenzene.  The  free  base  is  very  unstable,  but  its  salts  are  stable 
compounds ;  the  aurochloride ,  which  has  the  composition 

NH3C1.C6H4.K2C1(AuC13)2, 

is  insoluble  in  water,  and  from  it  the  salts  are  best  prepared. 

The  compound,  Ci2H12H203,  obtained  by  Ladenburg  by  the  action  of 
nitrous  acid  on  paraph enylenediamine,  the  author  considers  to  be  a 
product  of  the  decomposition  of  amidoazobenzene.  P.  P.  B. 


Derivatives  of  Amidoazobenzene.  By  G.  Berju  (Her.,  17, 
1400 — 1406). — Acetyl  amidoazobenzene,  PhN2.C6H4<lIHAe,  prepared  by 
treatment  of  amidoazobenzene  with  acetic  anhydride,  crystallises  in 
slender  yellow  needles,  melts  at  143°,  and  does  not  unite  with  acids 
to  form  salts.  A.  Muller  has  previously  given  some  account  of  this 
substance  and  of  its  conversion  into  acetylhydrazobenzene. 
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Monometliylamidoazobenzene ,  PhN2.CeH4.NHMe,  is  prepared  by  heat¬ 
ing  amidoazobenzene  and  methyl  iodide  for  two  hours  at  50°  in  a  reflux 
apparatus.  It  crystallises  in  brick-red  needles,  melts  at  180°,  is 
soluble  in  alcohol,  and  reprecipitated  on  adding  water.  The  hydro¬ 
chloride  forms  violet  needles.  When  treated  with  acetic  anhy¬ 
dride,  it  yields  acetylmonomethylamidoazobenzene ,  PhN2.C6H4.NMeAc, 
crystallising  in  silky  yellow  needles  melting  at  139°. 

*Dimethylamidoazobenzene,  PhN2.C6H4.NMe2,  prepared  by  Griess 
(this  Journal,  1877,  ii,  456),  by  the  action  of  diazobenzene  on  dime- 
thylaniline,  can  also  be  obtained  by  the  action  of  methyl  iodide  on 
monomethylamidoazobenzene. 

Trimethylazobenzeneammonium  iodide ,  PhN2.C6H4.NMe3I,  prepared 
by  the  action  of  methyl  iodide  on  the  dimethyl  compound  in  sealed 
tubes  at  100°,  crystallises  in  flesh-coloured  plates,  melts  at  173 — 174°, 
and  is  soluble  in  alcohol  and  hot  water.  It  is  not  decomposed  by 
boiling  with  alkalis. 

Benzylidenamidoazobenzene ,  PhN2.C6H4.N  !  CHPh,  is  prepared  by 
the  action  of  benzaldehyde  on  amidoazobenzene  in  the  cold.  It 
crystallises  in  orange-coloured  plates,  is  soluble  in  dilute  alcohol,  and 
is  resolved  into  benzaldehyde  and  amidoazobenzene  hydrochloride  on 
treatment  with  hydrochloric  acid. 

Dibromamidoazobenzene ,  Ci2H9N3Br2,  prepared  by  the  action  of  an 
alcoholic  solution  of  bromine  on  amidoazobenzene,  crystallises  in  bright 
yellow  needles  and  melts  at  152°.  By  the  action  of  tin  and  hydro¬ 
chloric  acid,  it  is  converted  into  aniline  and  paraphenylenediamine. 

Garb  amidoazobenzene,  CO(NH.C6H4.N2Ph)2,  is  obtained,  together 
with  amidoazobenzene  hydrochloride,  by  the  action  of  carbon  oxy¬ 
chloride  on  amidoazobenzene,  both  dissolved  in  benzene.  It  crystal¬ 
lises  in  microscopic  plates,  melts  with  decomposition  at  270°,  is 
sparingly  soluble  in  alcohol,  more  readily  soluble  in  chloroform  and 
benzene. 

By  boiling  alcoholic  solutions  of  amidoazobenzene  and  phenyl 
thiocarbimide,  a  yellow  mass  is  obtained  from  which  on  treatment 
with  alcohol  azobenzenemonophenylthiocarb amide, 

PhN2.C6H4.NH.CS.NHPh, 

can  be  dissolved  out  and  crystallises  on  cooling  in  microscopic  plates 
melting  at  179°.  The  portion  insoluble  in  alcohol  consists  of  thiocar- 
bamidazobenzene ,  CS(NH.C6H4.N2Ph)2;  it  melts  at  199°,  and  is  converted 
into  carbamidazobenzene  by  treatment  with  yellow  mercuric  oxide. 

A.  J.  G. 

Helianthin.  By  R.  Mohlau  (Per.,  17, 1490 — 1493). — If  nitrous 
acid  is  passed  into  a  solution  of  equivalent  proportions  of  the  hydro¬ 
chlorides  of  aniline  and  dimethylaniline,  diazobenzene  chloride  and 
nitrosodimethylaniline  are  formed.  If,  however,  an  alkaline  sodium 
nitrite  solution  is  used  in  place  of  nitrous  acid,  dimethylamido azo¬ 
benzene,  NMe2.CeH4.N2Ph,  is  formed.  It  is  best  to  mix  a  solution  of 
7'4  grams  sodium  nitrite  and  4  of  sodium  hydroxide  in  54  c.c. 
water  with  a  solution  of  10  grams  aniline,  13  of  dimethylaniline,  and 
23  c.c.  hydrochloric  acid  (sp.  gr.  IT 71  at  15°),  in  36  c.c.  of  water. 
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The  mixture  should  be  kept  agitated  and  the  temperature  not  allowed 
to  exceed  15°.  The  substance  has  already  been  described  by  Griess 
(this  Journal,  1877,  ii,  456).  If  1  part  of  this  substance  is  dissolved  in 
20  parts  of  sulphuric  acid  which  contains  30  per  cent,  anhydride,  and 
allowed  to  stand  for  about  24  hours,  a  very  satisfactory  yield  of  its 
sulphonic  acid  (also  described  by  Griess,  loc.  cit.)  is  obtained.  This 
forms  a  convenient  method  for  the  preparation  of  helianthin  (or 
Orange  III)  of  commerce,  which  is  the  sodium  or  ammonium  salt  of 
dimethylamidoazobenzenesulphonic  acid. 

When  orthotoluidine  is  substituted  for  aniline  in  the  foregoing 
reaction,  the  results  are  not  satisfactory,  but  if  paratoluidine  is  used, 
dimethyl amidobenzen eazotoluene,  NMea.CsHi.^.CgTGMe,  is  formed.  It 
crystallises  in  golden-yellow  scales,  soluble  in  alcohol  and  ether  ;  it 
melts  at  168 — 168'5°,  and  distils  with  scarcely  any  decomposition. 
The  chloride  and  sulphate  crystallise  in  violet  prisms  which  yield  a 
magenta-coloured  solution  with  .  alcohol.  On  reduction,  it  yields 
paratoluidine  and  dimethylparaphenyldiamine.  No  sulphonic  acid 
could  be  obtained  directly,  but  dimethylamidobenzeneazotoluenesul - 
phonic  acid,  NMe2.C6H4.N2.C6H3Me.S03H  [Me  :  S03H  :  N  =  1  :  3  :  4], 
was  obtained  by  Gri ess’s  method  by  acting  on  diazoparatolnidine- 
sulphonic  acid  with  dimethylaniline.  It  crystallises  in  very  dark 
violet  prisms,  soluble  to  an  orange  solution  in  alcohol  and  in  hot 
water,  but  insoluble  in  ether.  The  sodium  salt  crystallises  in  glittering 
orange  scales.  L.  T.  T. 


Phenylhydrazine,  a  Reagent  for  Aldehydes  and  Ketones. 

By  E.  Fischer  ( Ber .,  17,  572 — 578). — In  a  former  communication 
( Ber .,  16,  661)  the  author  pointed  out  the  utility  of  this  reagent  in 
detecting  the  presence  of  aldehydes,  &c. ;  further  investigation  shows 
that  it  may  also  be  used  to  identify  aldehydes,  ketones,  and  ketonic 
acids.  The  method  adopted  in  using  this  reagent  is  first  to  prepare 
phenylhydrazine  hydrochloride  by  neutralising  the  base  dissolved  in 
10  parts  of  alcohol  with  hydrochloric  acid,  the  crystalline  hydro¬ 
chloride  is  filtered  off,  washed  with  alcohol  and  ether,  and  dried. 
One  part  by  weight  of  the  hydrochloride  is  added  to  one  and  a-half 
times  its  weight  of  sodic  acetate  dissolved  in  8 — 10  parts  by  weight  of 
water  ;  the  reagent  so  prepared  is  added  to  the  aqueous  solution  of  the 
aldehyde,  &c.,  with  which  in  the  majority  of  cases  it  reacts  directly, 
in  some  cases  heating  on  the  water-bath  is  required  to  bring  about 
the  desired  reaction.  Free  mineral  acids  interfere  with  the  reaction, 
and  require  to  be  neutralised,  the  presence  of  nitrous  acid  is 
specially  injurious,  and  is  most  easily  removed  by  treatment  with 
carbamide. 

With  this  reagent,  acetic,  propionic,  butyric,  valeric,  and  cenanthylic 
aldehyxles  yield  colourless  non-crystallisable  oils. 

Furfuraldehyde  in  aqueous  solutions  yields  a  yellowish  oil,  which 
solidifies  after  a  short  time  ;  from  its  ethereal  solution,  the  compound 
is  precipitated  by  petroleum  in  colourless  plates,  melting  at  97 — 98°; 
the  compound  has  the  formula  N2HPh  !  C5H40.  One  part  of  furfur¬ 
aldehyde  dissolved  in  10,000  parts  of  water  gives  a  precipitate  with  a 
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solution  of  hydrazine  in  15  minutes,  and  1  part  in  1000  produces  an 
immediate  precipitate. 

With  benzaldehyde ,  the  reagent  yields  a  precipitate  of  the  compound 
N2HPh  !  CHPh,  melting  at  152*5°.  An  aqueous  solution  of  benz¬ 
aldehyde  of  1  in  2000  gives  first  a  turbidity,  which  on  shaking  forms  a 
white  flocculent  precipitate,  and  the  reaction  takes  place  even  with  a 
solution  of  1  in  50,000. 

Cinnamic  aldehyde  suspended  in  water  unites  with  the  phenyl- 
hydrazine  immediately  if  the  solution  is  warmed,  forming  a  white 
crystalline  solution  of  the  compound  N2HPh  !  CH.C2H2Ph  ;  this 
crystallises  from  alcohol  in  fine  yellow  needles  or  plates  melting 
at  168°. 

S alley laldehyde ,  cuminaldehyde ,  anisaldehyde ,  and  para-hydroxybenz - 
aldehyde ,  all  form,  crystalline  hydrazine-derivatives.  The  reagent  yields 
an  immediate  precipitate  with  a  slightly  warmed  aqueous  solution  of 
glyoxal ;  the  compound  formed  is  insoluble  in  alkalis  and  dilute  acids, 
and  crystallises  from  alcohol  in  fine  leaflets,  melting  at  169 — 170°, 
having  the  composition  K2HPh  !  CH.CH  !  N2HPh. 

The  reagent  produces  insoluble  liquid  condensation-products  with 
aqueous  solutions  of  the  ketones,  which  on  being  heated  with  acids 
are  easily  resolved  into  hydrazine  and  the  ketone. 

Acetophenone  suspended  in  water  gives  a  yellow  crystalline  mass, 
crystallising  from  alcohol  in  fine  scales  melting  at  105°. 

Benzyl ideneacet one ,  when  warmed  with  an  excess  of  the  reagent, 
gives  a  solid  which  crystallises  from  hot  alcohol  in  yellow  prismatic 
plates,  of  the  formula  OHPh  !  CH.CMe  !  hT2HPh,  and  melting  at  175°. 

Benzophenone  yields  the  compound  N2HPh  !  CPh2,  which  is  insoluble 
in  dilute  alcohol,  but  soluble  in  hot  alcohol,  from  which  it  crystallises 
in  colourless  needles  melting  at  137°. 

Isatin  also  unites  with  phenylhydrazine,  1  part  in  2000  parts  of 
water  yielding  a  heavy  precipitate  of  fine  yellow  needles  on  boiling ; 
the  reaction  takes  place  even  with  a  solution  of  1  in  20,000.  The 
compound  formed  has  the  composition  Ci4HnN30,  and  crystallises 
from  alcohol  in  fine  yellowish-red  needles  melting  at  210 — 211°. 

Phenylhydrazine  unites  also  with  ketonic  and  aldehyde  acids,  the 
union  taking  place  in  hydrochloric  or  acetic  acid  solutions.  The  com¬ 
pounds  are  sparingly  soluble  in  water,  and  separate  out  as  yellow 
crystalline  precipitates. 

Phenylhydrazineglyoxylic  acid,  N2HPh  !  CH.COOH,  crystallises  from 
alcohol  or  water  in  fine  yellow  needles  which  decompose  at  137°.  It 
is  soluble  in  caustic  alkalis,  and  acids  precipitate  it  unaltered  from 
the  solutions. 

Phenylhydrazinepyroracemic  acid ,  N2HPh  !  CMe.COOH,  crystallises 
from  alcohol  in  fine  prisms  which  melt  at  192°  ;  the  reaction  will  show 
the  presence  of  1  part  of  pyroracemic  acid  in  1000  of  water. 

Phenylhydrazinemesoxalic  acid ,  ht2HPh  !  C(COOH)2,  crystallises 
from  hot  water  or  dilute  alcohol  in  fine  yellow  needles  melting  at 
163— 164°. 

Phenylglyoxylic  acid  unites  with  phenylhydrazine,  forming  a  com¬ 
pound  which  crystallises  from  hot  acetic  acid  in  fine  yellow  needles 
melting  at  153°,  and  having  the  composition  N2HPI1  !  CPh.COOH. 

P.  P.  B. 
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Action  of  Phenylhydrazine  on  Cyanhydrins.  By  A.  Reissert 
(Tier.,  17,  1451 — 1462). — In  continuation  of  the  researches  of  Tie- 
mann,  Piest,  and  Stephan  (Abstr.,  1883,  198,  et  seq .)  on  the  action  of 
aniline  on  many  of  the  cyanhydrins  (hydroxynitriles),  the  author  has 
investigated  the  action  of  hydrazine  on  the  cyanhydrins  of  benzalde- 
hyde,  acetaldehyde,  and  acetone. 

Benzaldehyde  cyanhydrin  acts  on  phenylhydrazine  in  alcoholic 
solution  with  development  of  heat,  benzylidenephenylhydrazine, 
CHPh !  N2HPh,  being  formed.  It  melts  at  1525°,  and  has  been  de¬ 
scribed  by  E.  Fischer  (Abstr.,  1878,  309).  The  same  compound  is 
produced  if  the  aldehyde  is  replaced  by  phenylchloracetic  acid. 
Neither  nitrile  nor  hydrazido-acid  could  be  obtained. 

OL-Phenylliydrazidopropionitrile ,  PhN2H2.CHMe.CN,  is  obtained  by 
acting  on  acetaldehyde  cyaubydrin  with  phenylhydrazine  in  alcoholic 
solution.  It  forms  crystals  which  melt  at  58°,  and  dissolve  readily  in 
alcohol  and  ether,  sparingly  in  benzene  and  cold  light  petroleum. 
When  heated  with  mineral  acids  or  alkalis,  it  decomposes  into  hydro¬ 
cyanic  acid  and  ethylidene-phenylhydrazine,  and  this  latter,  by  further 
action  of  acids,  yields  acetaldehyde  and  phenylhydrazine.  When  it 
is  dissolved  in  fuming  hydrochloric  acid  and  after  remaining  at  rest 
for  several  days  is  neutralised  with  ammonia,  it  yields  x-phenyl- 
hydrazidopropionamide ,  PhN2H2.CHMe.CONH2.  This  substance  forms 
hard  white  crystals  which  melt  at  124°,  are  easily  soluble  in  alcohol 
and  boiling  water,  more  sparingly  in  ether,  and  almost  insoluble  in 
benzene,  chloroform,  and  light  petroleum.  With  acids,  it  forms  salts 
which  decompose  Fehling’s  solution  on  boiling.  When  boiled  with 
alkalis  for  some  time,  the  amide  is  converted  into  cc-phenylhydrazido - 
propionic  acid ,  which  crystallises  in  glittering  white  needles,  easily 
soluble  in  alcohol,  benzene,  and  ether,  and  melting  at  187°.  It  dis¬ 
solves  in  boiling  water,  the  solution  having  an  acid  reaction  towards 
litmus-paper.  Its  barium  and  zinc  salts  are  crystalline,  its  calcium 
salt  amorphous.  When  a  solution  of  the  nitrile  in  excess  of  alcohol  is 
saturated  with  hydrochloric  acid,  the  hydrochloride  of  ethyl  oc-phenyl- 
hydrazidopropionate  crystallises  out,  and  ammonia  precipitates  the 
ether  from  a  solution  of  its  chloride.  The  ethyl  salt  crystallises  in 
needles  which  melt  at  116°,  and  are  easily  soluble  in  alcohol,  benzene, 
chloroform,  and  light  petroleum,  almost  insoluble  in  water.  Both  the 
ether  and  amide  yield  a-anilidopropionic  acid  and  ammonia  on  reduc¬ 
tion  with  tin  and  hydrochloric  acid.  These  compounds  must  there¬ 
fore  be  unsymmetrical  hydrazines,  and  the  formula  of  the  acid  be 
NH2.NPh.CHMe.COOH.  The  author  believes  the  a-phenylhydrazido- 
propionic  acid  described  by  E.  Fischer  and  F.  Jourdan  to  be  the 
symmetrical  body  of  the  formula  NHPh.NH.CHMe.COOH, 

ct-Phenylhydrazidoisobutyronitrile,  PhN2H2.CMe2.CN,  is  prepared 
from  acetone  in  like  manner  to  the  propionitrile  from  acetaldehyde, 
except  that  an  excess  of  the  acetone  cyanhydrin  should  be  used.  It 
crystallises  from  light  petroleum  in  white  needles  which  melt  at  70°, 
and  are  easily  soluble  in  alcohol,  ether,  benzene,  and  chloroform,  in¬ 
soluble  in  water.  The  amide  could  not  be  obtained — as  in  the  case  of 
the  propionitrile — by  saponification  with  strong  hydrochloric  or  sul¬ 
phuric  acid,  but  in  both  cases  an  internal  anhydride  of  the  correspond- 
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ing  butyric  acid  was  formed.  a-Phenylhydrazido-isobntyric  anhydride , 
-CO- 

CMe2<^p^>NH,  thus  obtained  is  easily  soluble  in  alcohol,  benzene, 


ether,  and  chloroform,  sparingly  in  light  petroleum  and  water,  and 
forms  white  crystals  which  melt  at  175°.  It  forms  salts  with  mineral 
acids — its  hydrochloride  containing  1  mol.  acid  to  1  mol.  anhydride 
— and  is  slowly  converted  by  boiling  with  sodium  hydroxide  into 
sodium  oc-phenylhydrazido-isobutyrate ,  PhN2H2.CMe2.COONa.  On 
attempting  to  liberate  the  acid,  the  anhydride  is  at  once  re-formed. 
If,  in  the  preparation  of  the  anhydride  by  the  action  of  strong  sul¬ 
phuric  acid  on  the  nitrile,  the  reaction  is  stopped  immediately  that  a  test 
portion  no  longer  yields  hydrocyanic  acid  on  boiling  with  sodium 
hydroxide,  a  small  quantity  of  oc-phenylhydrazido  -  isobutyrimide, 
(PhN2H2.CMe2.CO)2lSrH,  is  formed.  This  body  is  easily  prepared  if  a 
solution  of  the  nitrile  in  excess  of  absolute  alcohol  is  saturated  with 
hydrochloric  acid  gas  and  the  product  partly  evaporated  on  the  water- 
bath  ;  ammonium  chloride  soon  separates  out,  and  a  solution  of  the 
hydrochloride  of  the  imide  is  left,  from  which  the  free  imide  is  pre¬ 
cipitated  by  ammonia.  It  is  a  crystalline  substance,  easily  soluble  in 
alcohol,  ether,  benzene,  and  chloroform,  sparingly  in  light  petroleum 
and  water,  and  melts  at  117°.  It  is  easily  soluble  in  mineral  acids, 
and  with  hydrochloric  acid  yields  a  white  crystalline  hydrochloride 
containing  3  mols.  of  acid  to  1  of  the  base.  When  heated  with  alkalis, 
it  yields  the  internal  anhydride  described  above.  Like  the  propio-com- 
pounds,  the  butyro-compounds  proved  to  be  unsymmetric  hydrazines. 

L.  T.  T. 

Action  of  Ethyl  Acetoacetate  on  Hydrazine-quinizine  Deri¬ 
vatives.  By  L.  Knorr  (Ber.,  17,  546 — 552). — In  a  former  communi¬ 
cation,  the  author  described  a  compound,  C10H]0N2O,  obtained  by  the 
action  of  phenylhydrazine  on  ethyl  acetoacetate,  which  is  styled  oxy¬ 
methylquinizine ,  having  probably  the  constitution 


C6H4 - -N— 

I  I  >H. 

CO.CH,.CMe/ 


Its  formation  takes  place  in  two  stages,  first  ethylphenylhdrazine 
acetoacetate ,  N2HPh  '.  CMe.CH2.COOEt,  is  produced,  which,  when 
heated,  is  resolved  into  alcohol  and  oxymethylquinizine. 

With  nitrous  acid,  oxymethylquinizine  yields  a  brown -coloured 
strongly  acid  body;  with  nitric  acid,  a  nitro-compound,  and  a  blue 
colouring  matter,  soluble  in  ether ;  and  colouring  matters  with  benz- 
aldehyde,  phthalic  anhydride,  &c.  The  hydrogen  in  it  can  be  replaced 
by  alkyl  and  acid  radicles  ;  for  instance,  dimethyloxyquinizine  is 
formed  when  it  is  heated  with  methyl  alcohol  and  methyl  iodide  in 
sealed  tubes  at  100°  ;  this  compound  forms  beautiful  needles  melting 
at  113°.  Its  dilute  aqueous  solutions  give  a  characteristic  bluish- 
green  coloration  with  nitrous  acid,  and  in  concentrated  solutions  a 
green  crystalline  precipitate,  a  reaction  characteristic  for  all  quinizines. 

Orthotolu- oxymethylquinizine,  CnHi2N20,  obtained  from  orthotolyl- 
hydrazine,  melts  at  183°.  It  forms  an  orihotolu-dimethyloxyquinizine 
melting  at  96 — 97°. 

vol.  XLVI.  4  i 
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Ethyl  paratolylJiydrazine  acetoacetate ,  C12Hi8X202,  the  product  of 
the  direct  action  of  paratolylhydrazine  on  ethyl  acetoacetate,  forms 
well-defined  crystals  melting  at  91 — 93°.  Heated  at  130 — 140°,  it 
yields  paratolumethyloxyquinizine  melting  at  140°  ;  its  methyl  deriva¬ 
tive  melts  at  137°. 

/ 3-Naphtho-oxymethylquinizine ,  CuHinX20,  is  a  crystalline  compound 
melting  at  190°  ;  its  methyl  compound,  obtained  like  dimethyloxy- 
quinizine,  melts  at  129°,  and  is  decomposed  by  heat.  a-Xaphthyl- 
hydrazine  forms  similar  compounds. 

Phenylhydrazine  and  ethyl  succinosuccinate  yield  a  compound 
resembling  methyloxyquinizine.  It  has  the  composition  CooH^T^Oo, 
is  insoluble  in  ordinary  solvents,  dissolves  in  alkalis,  forming  a  purple 
solution,  from  which  a  blue  colouring  matter  separates  out  on  stand¬ 
ing.  When  heated,  a  portion  carbonises,  and  at  the  same  time  purple 
vapours  are  formed,  and  a  blue  sublimate.  The  formation  of  this 
compound,  which  is  explained  by  the  following  equation,  makes  it 
probable  that  all  acids  analogous  to  acetoacetic  acid  will  react  with 
hydrazines  : — 

C12H1606  +  2C6HgX2  =  2H20  +  2Et.OH  +  C»H16N4Oa. 

P.  P.  B. 

Aldoximes.  By  B.  Lach  (Ber.,  17, 1571— 1575).— Gabriel  (Abstr, 
1883,  188)  has  shown  that  nitrobenzaldoxime  is  decomposed  by  the 
action  of  acetic  anhydride,  yielding  nitrobenzonitrile,  whilst  according 
to  Westernberger  (this  vol.,  581)  terephthalaldoxime  forms  an  acetyl 
derivative.  The  author  has  investigated  the  action  of  acetic  chloride 
and  anhydride  on  aldoximes,  in  order,  if  possible,  to  find  the  charac¬ 
teristics  which  determine  in  which  of  these  two  ways  an  aldoxime 
shall  be  acted  on.  Both  reagents  behave  alike,  the  only  difference 
being  that  acetic  chloride  is  more  violent  in  its  action. 

Benzaldoxime  yields  benzonitrile.  Salicyl aldoxime  yields  salicylo- 
nitrile  acetate,  C6H4(CN).OXc  [AcO  :  CX  =  1:2].  Parahydroxyhenzal- 
doxime  yields  C6H4(CN).OXc  [AcO  :  CX  =  1  :  4],  which  crystallises 
in  white  needles  melting  at  57°,  and  boiling  at  265 — 266°.  (Enan - 
thaldoxime  yields  oenanthonitrile  boiling  at  175 — 177°.  Glyoxime , 
XOH  !  CH.CH  !  XOH,  evolves  cyanogen,  but  crystals  of  diacetyl- 
glyoxime,  XOAc  CH.CH  I  XOAc,  were  left  in  the  flask.  These 
crystals  decompose  on  further  heating  with  acetic  anhydride,  evolving 
cyanogen  gas. 

It  thus  appears  that  in  by  far  the  largest  number  of  cases  aldoximes 
are  converted  into  nitriles  by  the  action  of  acetic  anhydride  or  chlo¬ 
ride,  and  that  the  formation  of  acetyl  derivatives  is  an  intermediate 
stage  of  the  reaction,  which  would  then  take  place  according  to  the 
equations — 

I.  X.CH :  X.OH  +  A^Cl  =  HC1  +  X.CH !  X.OX5. 

II.  X.CH  :  X.OAb  =  XcHO  +  X.CN. 

L.  T.  T. 

Trimethylene-derivatives.  By  W.  H.  Perkin,  jun.  (Ber.,  17, 
1440 — 1444).  Acetyltrimethylenecarboxylic  acid  (this  vol.,  64)  is 
heated  in  portions  of  5  grams  for  some  time  on  an  oil-bath  at  200° ; 
carbonic  anhydride  is  copiously  evolved,  a  colourless  liquid  distils,  and 
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a  considerable  quantity  of  a  thick  dark-coloured  oil  remains  in  the 
retort.  On  fractioning  the  distillate,  about  one-third  passes  over 
between  100 — 125°,  and  from  this,  after  repeated  distillations,  acetyl - 


CH 


>  K  —  . 

trimethylene ,  |  ^>CHAc,  can  be  isolated  as  a  colourless  mobile  oil  of 


CH 


agreeable  acetyltetramethylene-like  odour.  It  boils  at  112 — 113°  (at 
7 20  mm.),  and  is  readily  polymerised,  especially  by  mineral  acids, 
oils  of  high  boiling  point  being  formed.  With  hydroxylamine,  it 
yields  a  small  quantity  of  a  derivative  crystallising  in  needles ;  the 
greater  part  is  polymerised. 

CH. 

Benzoyltrimethylenoxime ,  |  ^)CH.CPk(NOH),  is  prepared  by 

CH/ 


allowing  a  mixture  of  benzoylmethylene  with  excess  of  hydroxyl¬ 
amine  solution  and  some  alcohol  to  remain  for  some  days  and  then 
extracting  the  product  with  ether.  It  crystallises  in  peculiarly 
striated  plates,  melts  at  86 — 87°,  is  readily  soluble  in  ether,  benzene, 
chloroform,  alcohol,  and  carbon  bisulphide,  sparingly  in  light  petro¬ 
leum. 


By  heating  a  mixture  of  benzoyltrimethylene,  hydroxylamine,  alco¬ 
hol,  and  a  few  drops  of  hydrochloric  acid,  the  reaction  takes  quite  a 
different  course,  there  being  formed,  according  to  the  amount  of 
hydroxylamine  employed,  either  the  hydrochloride  of  an  uncrystal- 
lisable  base  whose  isolation  could  not  be  effected,  or  the  hydrochlorides 
of  two  bases  that  can  be  separated  by  the  difference  of  their  solu¬ 
bilities  in  ether  and  whose  investigation  is  being  continued. 

To  ascertain  if  this  method  of  formation  of  trimethylene-derivatives 
was  general  or  merely  restricted  to  the  action  of  ethylene  bromide  on 
ethyl  sodacetoacetates,  &c.,  the  action  of  propylene  bromide  on  ethyl 
sodacetoacetate  was  investigated.  The  product  of  the  reaction  is 


CH2- 

ethylic  acetylmethyltrimethylenecarboxylate,  |  /CAe.COOEt;  it  is  a 

CHMeX 

colourless  liquid  of  feeble  odour,  boils  at  210 — 215°  (720  mm.)  and 
is  isomeric  with  ethyl  acetyl tetramethylenecarboxy late  (b.  p.  225°). 

CH2- 

Acetylmethyltrimethylenecarhoxylic  acid ,  |  J>CAc.COOH,  is  pre- 

CHMe^ 


pared  from  the  ethyl  salt,  by  heating  it  for  four  hours  on  the  water- 
bath  with  alcoholic  potash,  neutralising  with  sulphuric  acid,  evapo¬ 
rating  to  dryness,  acidulating  with  sulphuric  acid,  and  extracting 
with  ether.  It  forms  a  nearly  colourless  thick  oil,  is  moderately 
stable  towards  alkalis,  but  is  readily  decomposed  with  evolution  of 
carbonic  anhydride  when  heated  with  acids.  Heated  alone,  it  yields 
carbonic  anhydride  and  a  colourless  mobile  liquid  probably  acetyl- 
methyltrimethylene.  The  silver  salt,  C7H903Ag,  is  obtained  as  an 
amorphous  white  powder.  A.  J.  G. 


Diphenylacetoxime.  By  E.  Spiegler  ( Monatsh .  Chern.,  5, 
203 — 207).  Diphenylacetoxime  was  prepared  by  Janny  (Abstr.,  1883, 
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580),  the  present  paper  deals  with  some  of  its  derivatives.  The 
methyl,  ethyl  and  benzyl  ethers  may  be  prepared  by  adding  to  an 
alcoholic  solution  of  diphenylacetoxime  somewhat  less  than  the  cal¬ 
culated  amount  of  sodium  alcoholate  and  a  slight  excess  of  the 
halogen-compound  of  the  radical  required.  The  mixture  is  then 
heated  for  several  hours  in  a  reflux  apparatus,  the  alcohol  evaporated 
off  on  the  water-ba/th,  water  and  a  few  drops  of  soda  added,  and  the 
liquid  extracted  with  ether. 

Diphenylacetoxime  methyl  ether ,  CPh2NOMe,  is  obtained  in  pale 
yellow  crystals  melting  at  92°. 

Diphenylacetoxime  ethyl  ether,  CPh2NOEt,  forms  a  yellow  oil  of  sharp 
bitter  taste  and  unpleasant  odour ;  it  boils  with  partial  decomposition 
at  276— 279°. 

Diphenylacetoxime  benzyl  ether ,  CPh2NO.CH2Ph,  is  obtained  in  white 
crystals  melting  at  55 — 56°. 

Acetyl-diphenylacetoxime ,  CPh2NOAc,  is  prepared  by  heating  diphe¬ 
nylacetoxime  with  acetic  chloride  in  a  reflux  apparatus  on  the  water- 
bath.  It  forms  white  crystals,  melts  at  55°,  is  sparingly  soluble  in 
alcohol,  ether,  and  light  petroleum,  more  readily  soluble  in  chloro¬ 
form.  Its  formation  is  of  interest,  as  Nageli  found  that  camphor- 
oxime  is  converted  into  its  anhydride  by  the  action  of  acetic  chloride 
(this  vol.,  610). 

Diphenylacetoxime  hydrochloride ,  CPh2NOH,HCl,  prepared  by 
passing  dry  hydrochloric  acid  gas  into  a  solution  of  diphenylacet¬ 
oxime  in  anhydrous  ether,  forms  a  white  crystalline  powder ;  it  is  very 
unstable,  losing  hydrochloric  acid  on  exposure  to  air. 

Dip heny Isodacetoxime,  CPh2NONa,  is  prepared  by  the  action  of 
sodium  ethylate  on  an  ethereal  solution  of  diphenylacetoxime ;  it 
forms  a  white  crystalline  powder.  A.  J.  Gr. 

Methylene  Blue  and  Allied  Colouring  Matters.  By  A.  Bernth- 
sen  ( Ber .,  17,  611 — 620).  In  a  former  communication  (this  vol, 
595),  the  author  expressed  the  opinion  that  tkiodiph enylamine  would 
prove  to  be  the  parent  substance  to  Lautli’s  violet  and  methylene 
blue ;  a  supposition  the  truth  of  which  is  shown  by  the  following 
results : — 

When  thiodiphenylamine  is  nitrated  carefully  by  treatment  with  a 
nitric  acid  of  sp.  gr.  1*44,  it  yields  two  isomeric  dinitrodiphenylaminQ 
sulphoxides ,  which  are  distinguished  as  a-  and  (3-compounds,  the  former 
is  easily  separated  from  the  latter  by  its  complete  insolubility  in 
boiling  alcohol. 

Dinitrophenylamine  sulphoxide ,  NH(CeH3N02)2S0,  is  soluble  in  hot 
aniline,  from  which  it  crystallises  in  yellowish-red  needles  or  prisms. 
The  /3-compound  separates  from  its  alcoholic  solutions  as  a  light  yellow 
powder. 

cc-Dinitroacetyldiphenylamine  sulphoxide ,  NAc  .’ Ci2H6(N02)2  •  SO,  is 
formed  when  acetylthiodiphenylamine  is  nitrated ;  it  is  a  light  yellow 
powder  consisting  of  slender,  pale-yellow  needles. 

Methyl  thiodiphenylamine  when  nitrated  yields  compounds  similar  to 
the  above. 


ORGANIC  CHEMISTRY. 


1157 


Both  the  dinitro-compounds  form  leuco-bases  when  reduced  with 
tin  and  hydrochloric  acid  or  with  stannous  chloride ;  the  a-compound 
yielding  the  leuco-base  of  Lauth’s  violet,  and  the  /3-compound  the 
leuco-base  of  a  violet  colouring  matter  isomeric  with  Lauth’s  violet. 
The  colouring  matter  from  the  0-compound  is  a  diacid  base,  whilst 
Lauth’s  violet  is  a  monacid  base,  as  shown  by  the  composition  of  their 
hydrochlorides.  That  of  the  latter  has  the  formula  Ci2H9N3S,HCl, 
and  that  of  the  former  Ci2H9N3S,2HC1. 

The  view,  already  expressed  by  the  author  ( loc .  cit.),  that  methylene 
blue  is  a  homologue  of  Lauth’s  violet,  is  supported  by  the  fact  that 
the  leuco-bases  of  these  colouring  matters  when  treated  with  methyl 
iodide  both  yield  one  and  the  same  compound,  viz.,  pentamethyldi- 
amidothiodiphenylammonium  iodide ,  which  would  be  formed  from 
compounds  having  the  constitution  of  these  bases,  as  represented  by 
the  following  formulae  : — 

]STH(aH3.NH2)2S.  NH(C6H3.NMe2)2S. 

Lauth’s  white.  Methylene  white. 

P.  P.  B. 

Preparation  of  Phenylcyanamide.  By  F.  Berger  (Monatsh. 
Ghem .,  5,  217 — 219).  Phenylcyanamide  is  most  cheaply  and  con¬ 
veniently  prepared  by  dissolving  monophenylthiocarbamide  (50  grams) 
in  excess  of  30  per  cent,  potash  by  aid  of  heat,  and  adding  a  pretty 
concentrated  hot  aqueous  solution  of  lead  acetate  (125  grams)  in 
small  portions  and  with  constant  shaking.  When  the  liquid  is  quite 
cold,  it  is  acidified  with  acetic  acid  to  precipitate  the  phenylcyanamide. 
The  yield  is  75 — 80  per  cent,  of  the  theoretical.  A.  J.  G. 

Derivatives  of  Isophthalonitrile  and  Terephthalonitrile. 

G.  Luckenbach  (Per.,  17,  1428 — 1437). — In  order  to  study  the 
behaviour  of  a  dicyanide  of  the  aromatic  series  with  alcohol  and 
hydrochloric  acid,  isophthalonitrile  was  prepared  according  to  Barth 
and  Senhofer’s  method  (this  Jour.,  1876,  i,  585)  by  distilling  potassium 
metabenzenedisulphonate  with  potassium  cyanide.  The  product  was, 
however,  found  to  be  contaminated  with  terephthalonitrile  and  could 
not  be  purified  by  crystallisation.  The  separation  of  the  two  bodies 
was  finally  accomplished  by  conversion  into  the  thioamides  and  treat¬ 
ment  with  alcohol  in  which  thioisophthalamide  alone  is  soluble.  From 
the  separated  thioamides,  the  nitriles  were  regenerated  by  boiling  with 
a  solution  of  lead  acetate. 

Thioisophthalamide ,  C6H4(CS1IH2)2,  prepared  by  the  action  of 

hydrogen  sulphide  on  an  alcoholic  solution  of  the  nitrile  mixed  with 
alcoholic  ammonia,  forms  yellow  crystals,  melts  with  decomposition  at 
199 — 200°,  the  greater  part  decomposing  into  isophthalonitrile  and 
carbon  bisulphide,  whilst  a  yellowish-brown  resinous  substance  is  left. 
It  is  sparingly  soluble  in  ether  and  carbon  bisulphide,  more  readily 
soluble  in  boiling  alcohol. 

Isophthalimido  ether,  C6H4[C(OEt)  !  NH]2. — A  solution  of  isophthalo¬ 
nitrile  in  six  parts  of  benzene  is  mixed  with  absolute  alcohol  and 
saturated  with  dry  hydrochloric  acid  gas.  After  about  half  an  hour  the 
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liquid  becomes  turbid,  an  oil  separates  and  after  a  short  time  solidifies 
to  a  crystalline  mass  of  isophthalimido  ether  hydrochloride , 

C6H4[C(OEt)  !NH],2HC1. 

This,  after  purification,  crystallises  in  white  needles,  softens  at  255°, 
but  is  only  completely  fused  at  above  270°  ;  on  further  heating  it  is 
completely  decomposed  into  ethyl  chloride  and  isophthalamide.  It  is 
readily  soluble  in  water,  the  solution  soon  decomposing  into  ammo¬ 
nium  chloride  and  ethyl  isophthalate.  Better  results  are  obtained  in 
the  preparation  of  the  hydrochloride  by  using  ethyl  acetate  in  place  of 
benzene  as  a  solvent  of  isophthalonitrile.  The  free  base ,  prepared  by 
treating  the  hydrochloride  with  soda  and  ether,  is  readily  soluble  in 
alcohol  and  ether,  melts  at  66°,  and  on  heating  at  120°  is  decomposed 
into  ethyl  alcohol,  isophthalonitrile,  and  gaseous  products. 

Isophthalimido  methyl  ether  forms  small  needles  melting  at  59 — 62°. 
The  hydrochloride  resembles  the  corresponding  ethyl  compound  in 
preparation  and  properties. 

Isophthalamidine ,  C6H4[C(hTH2)  !  NH]2,  is  obtained  as  hydrochloride 
by  the  action  of  concentrated  alcoholic  ammonia  on  isophthalimido 
ethyl  ether.  The  free  base  was  only  obtained  in  an  impure  state  as  a 
mass  of  small  needles,  insoluble  in  ether  and  benzene,  soluble  in  water 
and  alcohol,  the  solutions  rapidly  decomposing  with  evolution  of 
ammonia.  The  hydrochloride,  C6H4[C(NEL)  NH12,2HC1,  forms 
lustrous  needles;  the  platinochloride,  C6H4[C(OTT2)  I  NH]2,H2PtCl6^ 
forms  red  crystals,  sparingly  soluble  in  water  and  alcohol  ;  the  sulphate 
crystallises  in  plates  and  is  sparingly  soluble  in  water ;  the  nitrate  is 
readily  soluble  in  water  and  crystallises  in  needles.  The  silver  deriva¬ 
tive,  C8H8N4Ag2,  is  obtained  as  an  amorphous  white  precipitate,  soluble 
in  nitric  acid  and  in  ammonia. 

By  heating  isophthalamidine  with  acetic  anhydride  and  sodium 
acetate,  it  is  converted  into  acetamide  and  a  compound,  Ci6H15N'502  = 
NH[C(NH).C6H4.CONIL]2.  This  is  insoluble  in  all  ordinary  solvents 
and  is  decomposed  into  isophthalic  acid  and  ammonia  when  heated  with 
potash  or  with  hydrochloric  acid. 

Isophthalimido  thioethyl  ether ,  C6H4[C(SEt)  !  NH]2. — The  hydro¬ 
chloride  of  this  base  is  obtained  by  the  action  of  hydrochloric  acid  gas 
on  a  solution  of  isophthalonitrile  and  mercaptan  in  ethyl  acetate. 
It  crystallises  in  nodules,  and  on  heating  turns  yellow  at  175°,  and 
melts  at  190°,  with  decomposition  into  ethyl  chloride  and  thioiso- 
phthalamidc.  It  is  insoluble  in  ether,  readily  soluble  in  alcohol  and 
water ;  an  oil  separates  from  the  aqueous  solution,  which  on  being 
dried  in  a  vacuum  solidifies  to  a  mass  of  small  needles  of  ethyl  thioiso - 
phthalate}  C6II4(COSEt)2 ;  it  is  readily  fusible.  By  the  action  of  soda 
on  the  hydrochloride,  isophthalimido  ethyl  ether  is  obtained  as  an  oil 
soon  solidifying  to  a  crystalline  mass.  It  is  very  unstable. 

Thioterephthal amide,  C6H4(CS.NH2)2,  is  obtained  as  above  described 
in  the  purification  of  isophthalonitrile.  It  forms  a  yellow  powder 
insoluble  in  alcohol,  and  fuses  with  decomposition  at  263°. 

Terephthalamidine ,  C6H4[C(NH2) NH]2. — By  the  action  of  hydro¬ 
chloric  acid  and  alcohol  on  the  crude  isophthalonitrile,  a  mixture  of  the 
imidoethers  of  iso-  and  tere-phthalic  acids  is  formed,  from  which  on 
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treatment  witli  alcoholic  ammonia  terephthalamidine  hydrochloride  is 
obtained  as  a  powder  insoluble  in  absolute  alcohol.  It  crystallises  from 
water  in  brilliant  hard  apparently  rhombic  forms.  The  platinoehloride 
forms  small  yellow  crystals  very  sparingly  soluble  in  water.  The  sul¬ 
phate  crystallises  in  small  prisms  and  is  sparingly  soluble  in  water. 
The  nitrate  forms  long  thin  needles.  The  free  base  could  not  be 
obtained  in  a  pure  state.  A.  J.  Gr. 

Action  of  Ethoxalyl  Chloride  on  Diphenylthioearbamide  and 
Triphenylguanidine.  By  M.  v.  Stojentin  (/.  pr.  Chem.  [2],  29, 
302 — 303). — By  the  action  of  ethoxalyl  chloride  on  diphenylthio- 
oarbamide  dissolved  in  benzene,  a  crystalline  product  is  obtained  of 
the  composition  C^HnNaS^O.  On  treating  this  with  silver  nitrate, 
the  sulphur  is  removed,  and  diphenyl  par  abanic  acid  (diphenyloxalyl- 
carbamide),  CON2Phj(C202),  is  obtained.  By  the  action  of  fuming 
nitric  acid  on  the  thio-compound,  C2iH17N3S20,  a  nitro-derivative, 
C2iHi2N6S206,  is  formed ;  this,  when  heated  with  water  or  alkalis 
yields  paranitraniline.  A  product,  CwHuJLClO,  was  obtained  from 
triphenylguanidine  and  ethoxalyl  chloride,  which,  on  digestion  with 
alcoholic  potash  or  by  means  of  sodium  amalgam,  loses  chlorine  with 
formation  of  triphenylguanidine.  A  crystalline  product  was  also 
obtained  from  phenylcarbamide.  P.  F.  F. 

Parethoxyphenylurethane  and  some  of  its  Derivatives.  By 

H.  Kohler  (/.  pr.  Chem.  [2],  29,  257- — 286). — A  number  of  derivatives 
have  been  prepared  by  the  author  with  a  view  of  ascertaining  the 
influence  exerted  by  the  carbamic  acid  radicle  on  substitutions  of  the 
benzene  nucleus. 

Parethoxyphenylurethane,  COOEt.NH.C6H4.OEt,  is  prepared  by 
adding  etbyiic  chlorocarbonate  to  an  alcoholic  solution  of  paramido- 
phenetoil,  precipitating  the  urethane  by  water,  and  recrystallising  it 
from  alcohol.  It  forms  pink  needles  which  melt  at  94°.  Long  con¬ 
tinued  boiling  with  soda  decomposes  the  urethane  thus  : — 

COOEt.NH.CeHi.OEt  +  2NaOH  =  NH2.C6H4.OEt  +  JSra*C03 

+  EtHO. 

When  heated  for  several  hours  with  strong  hydrochloric  acid  at 
130°,  in  a  sealed  tube,  it  is  decomposed  with  formation  of  paramido- 
phenol  hydrochloride,  carbonic  anhydride,  and  ethyl  chloride.  The 
urethane  distils  between  250°  and  270°,  with  partial  decomposition, 
par  ethoxy  carbanil ,  CON.C6H4.OEt,  being  formed  by  the  elimination 
of  alcohol.  Parethoxycarbanil  crystallises  from  glacial  acetic  acid  in 
white  needles  melting  at  219° ;  it  is  exceedingly  stable,  and  unlike 
ordinary  carbanil  does  not  combine  with  alcohol. 

Nitropar  ethoxy phenylur  ethane  is  prepared  by  acting  with  concen¬ 
trated  nitric  acid  (sp.  gr.  1*4)  on  the  urethane  at  32 — 35°,  precipitat¬ 
ing  the  nitro- com  pound  by  water,  and  crystallising  it  from  alcohol.  It 
forms  long  golden  needles  melting  at  71°.  As  shown  below,  the  nitro- 
group  occupies  the  meta-position  to  the  phenolic  hydroxyl,  and  no 
isomeric  mononit ro-compound  was  found,  but  a  small  quantity  of 
dinitroethoxyphenylurethane  is  formed.  The  mononitro-compound 
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maybe  more  conveniently  prepared  than  as  above  by  beating  10  grams 
of  the  urethane  with  150  grams  of  dilute  nitric  acid  (sp.  gr.  1125) 
until  the  reaction  becomes  violent,  after  which  no  further  heating  is 
required. 

Amidoparethoxyphenylurethane  hydrochloride  is  prepared  by  reduc¬ 
ing  the  nitro -compound  with  tin  and  hydrochloric  acid.  It  crystal¬ 
lises  in  stellate  groups  of  needles  which  melt  at  155 — 156°,  and 
dissolve  both  in  water  and  alcohol ;  it  reduces  both  silver  nitrate  and 
platinum  chloride,  and  gives  a  blood-red  coloration  with  bleaching 
powder  or  ferric  chloride.  The  free  amido-compound  was  obtained 
from  the  hydrochloride  by  neutralising  a  hot  saturated  solution  of  the 
latter  with  sodium  carbonate ;  it  separates  out  in  small  white  needles 
which  melt  at  88°. 


In  order  to  ascertain  the  position  in  the  benzene  nucleus  occupied 
by  the  nitro-  and  amido-groups  in  the  above  compounds,  the  diamido- 
phenol  was  prepared  from  the  amidoparethoxyphenylurethane  by 
heating  the  hydrochloride  with  strong  hydrochloric  acid  in  a  sealed 
tube  for  two  hours  at  130°.  The  tube  was  then  opened  to  permit  of 
the  carbonic  anhydride  and  ethyl  chloride  formed  to  escape,  and  thus 
prevent  a  secondary  action  by  the  latter  taking  place.  The  tube  was 
then  closed,  and  the  heating  repeated  for  periods  of  two  hours  at  a 
time,  until  on  opening  the  tube  no  further  internal  pressure  was  per¬ 
ceptible.  The  contents  were  then  evaporated  down  in  a  current  of 
sulphuretted  hydrogen,  and  the  hydrochloride  of  the  diamidophenol 
obtained  in  small  reddish-brown  elongated  scales.  The  diamido¬ 
phenol  was  found  to  differ  in  several  important  points  from  that  of 
Hemilian  (this  Journal,  1876,  i,  918),  thus  the  latter  crystallises  in 
small  light  grey  prisms,  and  is  insoluble  in  strong  hydrochloric  acid  and 
in  alcohol,  whilst  the  diamidophenol  from  the  urethane  is  soluble  in 
both.  Both  diamidophenols  give  a  dark-red  coloration  wdth  chloride 
of  lime  or  ferric  chloride,  but  whereas  that  from  the  orthoparadi- 
amidophenol  of  Hemilian  has  a  violet  tint,  the  other  is  of  a  pure 
blood-red  colour.  Since  the  two  diamidophenols  are  not  identical, 
the  one  obtained  from  the  urethane  must  be  parametadiamidophenol, 
and  the  nitro-group  must  have  entered  the  urethane  in  the  meta¬ 
position  to  the  phenolic  hydroxyl,  as  was  to  be  anticipated. 


Diazoimidoeihoxyp henylur ethane ,  COOEt.N<^ 


C6H3(OEtU 
— -n  :  n — 


is  formed 


by  passing  nitrous  anhydride  through  a  cold  saturated  solution  of 
amido- ethoxy  pheny  lure  thane  hydrochloride  in  absolute  alcohol ;  the 
diazo-compound  separates  out  in  fine  white  crystals,  which  are  insoluble 
in  water  and  melt  below  100°.  The  same  compound  separates  out  in 
white  flocks  wThen  the  hydrochloride  of  the  amido- urethane  is  treated 
with  an  aqueous  solution  of  potassium  nitrite.  Unlike  other  diazo¬ 
compounds,  it  neither  explodes  on  heating  nor  by  percussion,  nor  is 
it  altered  on  heating  with  alcohol;  on  the  other  hand,  when  heated 
with  a  solution  of  ammonia  or  caustic  soda,  it  is  dissolved  with  evolu¬ 
tion  of  nitrogen. 

Dinitroparethoxyphenylur ethane  is  prepared  by  acting  with  fuming 
nitric  acid  on  the  urethane  in  the  cold,  and  precipitating  with  water 
and  recrystallising  from  alcohol.  It  forms  minute  interlaced  needles 
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of  a  yellowish- white  colour,  melting  at  141°.  A  second  dinitro-com- 
pound  was  obtained  from  the  alcoholic  mother-liquors  of  the  above,  it 
forms  bright  yellow  needles  of  considerable  length,  melting  at  121°. 
The  third  possible  dinitro-urethane  was  not  found. 

Diamidopar  ethoxy phenylnr  ethane  hydrochloride  was  prepared  from 
the  first  of  the  above  dinitro-urethanes  by  the  action  of  tin  and  hydro¬ 
chloric  acid.  The  diamido-urethane  combines  with  only  1  mol.  HC1, 
and  this  salt  crystallises  in  dark-coloured  hexagonal  scales  melting  at 
238°. 

Trinitroparethoxyphenyluretdiane  was  prepared  in  the  same  manner 
as  the  dinitro-compounds,  only  that  the  reaction  was  assisted  by  heat. 
It  crystallises  in  small  bright  yellow  prismatic  needles,  melting  with 
decomposition  at  211 — 212°.  The  trinitro-compound  may  be  more 
conveniently  prepared  by  heating  10  grams  of  the  urethane  with 
200  grams  of  nitric  acid  (sp.  gr.  T4).  All  attempts  to  further  nitrate 
the  trinitro-urethane  proved  abortive.  By  reduction  with  tin  and 
hydrochloric  acid,  the  trinitro-compound  was  converted  into  triamido- 
par ethoxy phenylur ethane  hydrochloride ,  which  crystallises  in  small 
brownish  needles,  melting  with  decomposition  at  233°. 

Trinitroamidophenetoil ,  C6H(NH2)(N02)3.0Et,  was  prepared  by  heat¬ 
ing  the  trinitro-urethane  with  20  times  its  weight  of  sulphuric  acid 
(sp.  gr.  1T4)  for  3—5  hours  in  a  large  flask  with  an  inverted  con¬ 
denser  ;  the  product  was,  however,  not  obtained  in  a  pure  state,  but 
mixed  with  some  of  the  unchanged  trinitro-urethane.  The  crude 
product  was  converted  by  means  of  tin  and  hydrochloric  acid  into 
tetramidophenetdil  hydro  chloride ,  C6H(NH2)4.OEt,2HCl;  this  crystallises 
in  long  flat  prisms,  which  do  not  melt  at  360°.  With  chloride  of  lime 
or  ferric  chloride,  it  gives  a  dark  green  coloration,  changing  to  red, 
reddish-brown,  yellow,  and  finally  becomes  colourless  again. 

P.  F.  F. 

Etard’s  Reaction  for  the  Preparation  of  Aromatic  Alde¬ 
hydes.  By  E.  Borne mann  (Her.,  17,  1462 — 1475). — fitard  has  shown 
(Abstr.,  1881,  581)  that  chromyl  dichloride  unites  with  aromatic 
hydrocarbons  to  form  compounds  which,  when  decomposed  with 
water,  yield  aldehydes  if  the  hydrocarbon  contains  a  methyl-group, 
and  ketones  if  no  methyl-group  is  present.  These  compounds  are  of 
two  kinds,  the  one  class  being  simply  additive  products  of  the  hydro¬ 
carbon  and  chromyl  chloride,  the  other  containing  two  hydrogen-  and 
two  chlorine-atoms  less.  The  decomposition  into  aldehyde  takes 
place  according  to  the  two  equations  : — 

I.  3R.CH3(CrO.,Cl2)2  +  3H20  =  3R.COH  +  2Cr2Cl6  +  2Cr03 

4-  6H20. 

II.  3R.CH(Cr02Cl)2  +  3H20  =  3R.COH  +  Cr2Cl6  +  Cr2(OH)6 
+  2Cr03. 

Etard  states,  that  with  a  mixture  of  the  isomeric  xylenes,  chromyl 
dichloride  forms  a  product  which  is  decomposed  by  water,  yielding 
pure  metatoluylaldehyde.  The  author  has  repeated  this  reaction,  but 
has  always  obtained  a  mixture  of  the  isomeric  aldehydes. 

Metatoluylaldehyde ,  CeHiMe.COH. — 35  parts  of  pure  xylene  and  100 
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of  chromyl  dichloride  were  each  diluted  with  carbon  bisulphide,  and 
then  gradually  mixed,  the  red  colour  of  the  mixture  disappears  slowly, 
and  a  brown  crystalline  precipitate  of  the  formula  C6H4Me2,2Cr02Cl3 
is  deposited.  The  temperature  of  the  solution  must  not  be  allowed  to 
exceed  47°,  or  dangerous  explosions  may  occur.  The  brown  precipitate 
is  filtered  off  and  dried  rapidly  by  agitation  over  the  water-bath  in  a  flask 
connected  with  an  air-pump.  The  heating  over  the  water-bath  must 
not  be  continued  long,  or  violent  explosions  may  take  place.  The 
cause  of  these  explosions  could  not  be  ascertained,  as  small  portions 
of  this  compound  maybe  heated  to  180 — 2U0°  without  change,  and  only 
give  off'  hydrochloric  acid  when  heated  over  200°.  The  dried  substance 
is  then  added  to  water  in  small  quantities,  and  the  aldehyde  separated 
by  distillation  with  steam  or  extraction  with  ether.  It  is  then  purified 
by  means  of  its  compound  with  hydrogen  sodium  sulphite.  Meta- 
toluylaldehyde  is  a  colourless,  highly  refracting  oil  which  boils  at 
198 — 199°,  has  the  odour  of  bitter  almonds  and  the  properties 
ascribed  to  it  by  Gundelach  (Bull.  Soc.  Chim 1867,  26,  44)  and 
fitard  (lot.  c^.).  It  rapidly  absorbs  oxygen  from  the  air,  and  is  con¬ 
verted  into  metatoluie  acid  melting  at  109 — 110°. 

Orthotoluylaldehyde  was  prepared  from  orthoxylene  in  a  similar 
manner.  It  boils  at  199 — 200°,  has  the  odour  of  bitter  almonds,  and 
yields  orthotoluic  acid  melting  at  103°. 

Paratoluylaldehyde  has  an  odour  like  pepper,  boils  at  204 — 205°, 
and  yields  paratoluic  acid  melting  at  180°.  The  yield  of  aldehydes 
in  these  three  cases  was  about  70—80  per  cent,  of  the  theoretical. 

Metaxylidenephenylhydrazine ,  CsHiMe.CH  !  N2Ph,  is  formed  by  the 
action  of  metatoluylaldehyde  on  phenylhydrazine,  using  equal  molecu¬ 
lar  weights.  It  crystallises  in  yellow  prisms  which  melt  at  91°.  It  is 
sparingly  soluble  in  water,  but  easily  so  in  the  other  usual  solvents. 
Metaxylideneaniline ,  C6H4Me.CH  1  NPh,  is  obtained  by  mixing 
together  the  aldehyde  and  aniline.  It  is  a  mobile  oil  of  aromatic 
odour,  and  boils  at  313 — 314°.  It  is  split  up  again  into  its  two  com¬ 
ponents  by  mineral  acids  and  oxalic  acid,  but  is  not  acted  on  by  acetic 
or  tartaric  acid.  Metamethylmandelonitrile,  C6H4Me.CH(OH).CN,  is 
obtained  as  a  colourless  mobile  oil  when  the  necessary  quantity  of 
hydrochloric  acid  is  added  to  a  mixture  of  equivalent  proportions  of 
metatoluylaldehyde  and  powdered  potassium  cyanide.  Hydrochloric 
acid  dissolves  it  at  60 — 70°  with  partial  decomposition,  and  the  solu¬ 
tion  yields  small  quantities  of  the  corresponding  amide  when  neutral¬ 
ised  with  ammonia.  Strong  sulphuric  acid  dissolves  it  with  a  red 
coloration,  and  water  then  precipitates  a  yellow  voluminous  mass 
having  acid  properties.  Metamethylmandelic  acid , 

C6H4Me.CH(OH).COOH, 

is  obtained  from  the  above  nitrile  by  heating  it  with  fuming  hydro¬ 
chloric  acid  at  60 — 7(j°.  It  crystallises  in  small  glistening  white 
scales  which  are  easily  soluble  in  water,  alcohol,  ether,  chloroform,  and 
boiling  benzene,  and  melt  at  84°.  Cupric  sulphate  added  to  an  aque¬ 
ous  solution  of  the  ammonium  salt,  gives  a  blue  precipitate  soluble  in 
ammonia;  lead,  silver,  and  zinc  salts  give  white  precipitates;  the 
barium  salt  crystallises  from  water  in  small  nodules.  MetatoluyU 
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anilidoacetonitrile ,  C6H4Me.CH(NHPh).CN,  was  obtained  by  beating 
an  ethereal  solution  of  the  nitrile  described  above  with  aniline  in 
closed  tubes  at  100°.  It  crystallises  from  alcohol  in  small  colourless 
glittering  scales,  which  melt  at  95°,  and  are  sparingly  soluble  in  light 
petroleum,  insoluble  in  water.  Its  alcoholic  solution  decomposes 
slowly  with  evolution  of  hydrocyanic  acid.  Metatoluylanilidoacet- 
amide,  C6H4Me.CH(NHPh).CONH2,  is  obtained  by  dissolving  the 
corresponding  nitrile  in  sulphuric  acid,  allowing  the  solution  to  remain 
for  24  hours,  then  pouring  it  into  water,  and  saturating  with  ammonia. 
It  crystallises  in  white  lustrous  scales  or  needles  which  melt  at  127 — 
128°,  and  are  easily  soluble  in  alcohol,  ether,  benzene,  and  chloroform, 
insoluble  in  water.  Metatoluylanilidoacetic  acid , 

C6H4Me.CH(HHPh).COOH, 

was  prepared  by  digesting  the  amide  with  dilute  sulphuric  acid.  It 
crystallises  in  small  silvery  scales  which  are  easily  soluble  in  the  usual 
solvents,  and  melt  at  137 — 139°.  Its  salts  with  mineral  acids  are 
unstable,  those  with  metals  stable.  Metatoluylamidoacetic  acid , 
C6H4Me.CH(NH2).COOII. — Metamethylmandelonitrile  is  digested 
with  alcoholic  ammonia  in  closed  tubes  at  100°,  and  the  resulting 
dark-red  liquid,  which  contains  the  amidated  nitrile,  is  decomposed 
with  dilute  sulphuric  acid.  This  acid  crystallises  in  microscopic  white 
hexagonal  scales  which  are  almost  insoluble  in  the  ordinary  solvents. 
If  heated  with  care,  it  sublimes  at  about  230°,  but  decomposes  if  heated 
quickly.  Its  copper,  zinc,  lead,  and  silver  salts  are  white,  and 
sparingly  soluble  in  water.  By  the  nitration  of  metatoluylaldehyde 
the  author  has  obtained  orthonitrometatoluylaldehyde — a  pale-yellow 
oil  already  described  ( Ber .,  16,  817),  and  dinitro  metatoluylaldehyde, 
crystallising  in  long  silky  white  needles  which  melt  at  110 — 112°,  and 
are  easily  soluble  in  alcohol,  ether,  benzene,  and  chloroform,  sparingly 
so  in  boiling  water.  When  treated  with  acetone  and  dilute  alkali,  it 
yields  a  colouring  matter  belonging  to  the  indigo-group,  so  that  one 
nitro-group  must  be  in  the  para-position  to  the  aldehyde-group.  Meta- 
methyl  cinnamic  acid ,  C6H4Me.CH  !  CH.COOH,  was  prepared  by  heat¬ 
ing  together  4  parts  metatoluylaldehyde,  3  parts  dry  sodium  acetate, 
and  10  parts  acetic  anhydride.  It  crystallises  in  well-formed  thin 
silky  needles  melting  at  110 — 111°.  It  is  easily  soluble  in  alcohol, 
ether,  chloroform,  benzene,  and  boiling  water,  sparingly  so  in  light 
petroleum.  A  solution  of  its  ammonium  salt  yields  a  characteristic 
yellow  precipitate  with  ferric  chloride  :  its  copper  salt  is  pale  blue,  its 
lead  salt  is  white.  With  a  cold  solution  of  silver  nitrate,  it  gives  a 
white  curdy  precipitate  which  may  be  recrystallised  from  boiling 
water,  but  the  recrystallised  salt  is  not  nearly  as  stable  as  that  pre¬ 
cipitated  in  the  cold.  L.  T.  T. 

Action  of  Benzoic  Chloride  on  Benzaldehyde  in  Presence  of 
Zinc-dust.  By  C.  Paal  (Btr.,  17,  909 — 911). — The  action  of  acetic 
chloride  on  benzaldehyde  in  presence  of  zinc-dust  has  been  previously 
studied  (Abstr.,  1883,  805).  In  the  case  of  benzoic  chloride  the  pro¬ 
duct  of  the  reaction  is  found  to  consist  of  two  bodies,  one  sparingly 
soluble  even  in  hot  acetic  acid,  the  other  easily  soluble.  The  insoluble 
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body  melts  at  246°,  crystallises  in  white  needles,  and  has  the  composi¬ 
tion  C2SH02O4.  With,  alcoholic  potash  solution,  it  yields  hydrobenzoin 
and  benzoic  acid,  and  is  therefore  the  hydrobenzoin  bibenzoate  first 
prepared  by  Forst  and  Zincke. 

The  soluble  body  melts  at  151°,  and  has  the  same  composition  as 
the  above.  On  treating  it  with  alcoholic  potash  and  then  with  water, 
crystals  of  isohydrobenzoin  separate,  and  the  solution  contains  sodium 
benzoate  ;  the  body  is  therefore  isohydrobenzoin  bibenzoate,  also  pre¬ 
pared  by  Forst  and  Zincke.  H.  B. 

Condensation-product  from  Salicylaldehyde.  By  H.  Schiff 
(. Ber .,  17,  770 — 771). — Bourguin  has  recently  (next  Abstract)  de¬ 
scribed  a  product  obtained  by  the  action  of  zinc  chloride  on  salicyl¬ 
aldehyde.  A  similar  compound  was  described  by  the  author  in  1872, 
and  the  formula  C14H10O3  assigned  to  it.  It  was  obtained  by  the  action 
of  phosphorous  oxychloride  on  helicin,  and  more  slowly  by  using 
salicylaldehyde ;  it  cannot  again  be  converted  into  salicylaldehyde. 
Bourguin’s  analyses  also  confirm  the  formula  Ci4H10O3,  which  may 
perhaps  be  written  HO.C6H4.CO.C6H4.COH  ;  but  as  the  body  does  not 
give  any  aldehyde  reactions  it  probably  consists  of  two  such  molecules 
united  together  by  the  aldehyde-groups.  It  possibly  belongs  to  the 
class  of  condensation-products  obtained  by  Baeyer  (1872)  from 
phenols  and  aldehydes.  H.  B. 

Action  of  Zinc  Chloride  on  Salicylaldehyde  and  Parahy- 
droxybenzaldehyde.  By  A.  Bourquin  (Ber.,  17,  502 — 504). — Both 
these  aldehydes,  when  heated  with  glacial  acetic  acid  and  zinc  chlo¬ 
ride,  form  red  amorphous  substances,  C14H10O3,  insoluble  in  ordinary 
solvents  and  slightly  soluble  in  chloroform.  They  are  both  soluble  in 
caustic  alkalis,  the  product  from  salicylaldehyde  forming  red  solutions, 
whilst  that  from  parahydroxybenzaldehyde  gives  a  violet  solution. 
Further,  the  former  is  distinguished  from  the  latter  product  by  its 
solubility  in  sodium  hydrogen  sulphite  solution,  and  by  forming  an 
acetyl  derivative  when  heated  with  acetic  anhydride.  These  com¬ 
pounds,  formed  by  the  condensation  of_2  mols.  of  the  aldehydes,  are 
isomeric  with  benzoylsalicylaldehyde  (BzO.C6H4.COH)  and  Perkin’s 
disalicyl  hydride,  (COH.CsH^O  ;  their  constitution  is  most  probably 
represented  by  the  following  formula:  (0H.C6H4.C);0,  which  repre¬ 
sents  them  as  a  species  of  glycid  compound  in  the  formation  of  which 
the  aldehyde-groups  alone  take  part.  P.  P.  B. 

Nitromethylsalicylaldehyde  and  its  Derivatives.  By  A. 

Schnell  (Ber.,  17,  1381 — 1358). — These  experiments  were  under¬ 
taken  (in  connection  with  those  of  Tiemann  and  LudAvig — Abstr., 
1883,  188— on  metahydroxybenzaldehyde)  to  ascertain  if  the  nitro- 
group  could  be  replaced  by  hydroxyl  or  methoxyl.  Metanitromethyl- 
salicylaldehyde  was  prepared  by  Voaswinkel  (Abstr.,  1883,  189)  ;  it 
has  the  constitution  CfiH3(C0H)(0Me).N02  [=  1:2:5],  All  at¬ 
tempts  to  convert  it  into  a  hydroxy lated  methylsalicylaldehyde  by 
amidation,  conversion  into  the  diazo- compound,  Ac.,  were  fruitless. 
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By  treatment  with  ferrous  sulphate  and  ammonia,  a  crystalline  sub¬ 
stance,  showing  the  properties  both  of  an  amine  and  an  aldehyde,  was 
formed,  but  was  too  unstable  and  obtained  in  too  small  quantity  to 
serve  as  the  material  for  the  preparation  of  a  hydroxymethylsalicyl- 
aldehyde.  This  method  showing  no  prospect  of  success,  the  sub¬ 
stances  required  were  prepared  by  conversion  of  the  aldehyde  into 
cinnamic  acid,  and,  after  substitution,  reconversion  of  this  into  the 
substituted  aldehyde. 

Metanitro -orthoinethoxy cinnamic  acid , 

C6H3(CH  :CH.C00H)(0Me).N02  [=1:2:5], 

Metanitromethylsalicylaldehyde  is  converted  into  the  corresponding 
cinnamic  acid  by  heating  it  with  acetic  anhydride  and  sodium  acetate. 
The  acid  crystallises  in  small  white  needles,  melts  at  238°,  is  readily 
soluble  in  ether  and  alcohol,  and  sparingly  soluble  in  cold  water.  A 
neutral  solution  of  the  ammonium  salt  gives  the  following  precipitates 
with  metallic  solutions  : — With  barium  chloride  white,  soluble  in  hot 
wafer  ;  with  calcium  chloride  white,  readily  soluble  ;  with  lead  ace¬ 
tate  white,  voluminous,  dissolves  on  heating,  then  resinifies ;  with 
copper  sulphate,  greenish-blue,  nearly  insoluble ;  and  with  silver 
nitrate  a  white,  very  sparingly  soluble  salt. 

Metamido-orthomethoxycinnamic  acid , 

C6H3(C2H2.COOH)(OMe).NH2  [1:2:  5], 

prepared  by  reduction  of  the  nitro-acid  with  ammonia  and  ferrous 
sulphate,  crystallises  in  pale-red  needles,  melts  at  189°,  is  nearly  in¬ 
soluble  in  cold  water,  somewhat  more  readily  in  hot  water,  readily 
soluble  in  alcohol  and  ether.  The  ammonium  salt  gives  a  voluminous 
white  precipitate  with  silver  salts  which  resinifies  on  heating ;  a 
yellow  precipitate  with  lead  salts ;  a  dark-green  precipitate  with 
copper  sulphate,  nearly  insoluble  in  hot  water ;  a  white  precipitate 
with  zinc  salts. 

Orthomethoxy  cinnamic  acid  metadiazo  chloride , 

C6H3(C2H2.COOH) (OMe) (N  :  NCI)  [=1:2  :  5]. 

1  part  of  the  amido-acid  is  rubbed  to  a  paste  with  3  parts  of  con¬ 
centrated  aqueous  hydrochloric  acid  and  a  solution  of  half  part  of 
sodium  nitrite  in  10  parts  of  water  added  in  portions  with  constant 
stirring  ;  the  dark  red-brown  solution  obtained  deposited  yellow  crys¬ 
tals  of  the  diazo-chloride  on  long  standing.  It  is  decomposed  by 
heating  at  102°.  The  corresponding  nitrate , 

C6H3(C2H2.COOH)  (OMe)  (N2.N03)  [=1:2:5], 

prepared  by  the  action  of  nitric  acid  on  the  chloride,  crystallises  in 
yellow  needles,  explodes  on  heating  to  151 — 152°,  is  nearly  insoluble 
in  cold  water,  alcohol,  and  ether,  somewhat  soluble  in  hot  water. 

Metahydroxy  orthomethoxy  cinnamic  acid , 

C6H3(C2H2.COOH) (OMe) .OH  [—  1:2:5], 
prepared  by  boiling  the  diazo-nitrate  or  chloride  with  water,  forms 
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small  yellow  crystals,  melts  at  179 — 180°,  is  nearly  insoluble  in  cold 
water,  readily  soluble  in  alcohol,  ether,  benzene,  and  hot  water.  Solu¬ 
tions  of  the  ammonium  salt  give  a  yellow  precipitate  with  barium 
salts;  a  yellow  precipitate  with  silver  nitrate;  a  reddish-white  pre¬ 
cipitate  with  lead  acetate;  a  clear  green  precipitate  with  copper 
sulphate  ;  insoluble  in  hot  water  ;  soluble  in  ammonia,  with  yellowish- 
red  colour.  Fusion  with  potash  converts  the  acid  into  a  mixture  of 
dihydroxybenzoic  acid  and  other  products. 

Metaorthodimethoxy cinnamic  add , 

C6H3(C2H2.COOH)(OMe)2  [=1:2:5], 

is  obtained  by  the  action  of  methyl  iodide  and  methyl  alcohol  on  the 
dipotassium  salt  of  the  preceding  acid,  the  product  being  treated  with 
potash  to  decompose  the  methyl  salt  first  formed.  It  crystallises  in 
clear  yellow  needles,  and  melts  at  143°.  Tbe  ethereal  solution  shows 
a  green  fluorescence.  A  solution  of  the  ammonium  salt  gives  a  white 
precipitate  with  lead  acetate  ;  with  cupric  sulphate  a  bluish-green 
precipitate  insoluble  on  boiling ;  and  a  white  precipitate  with  silver 
nitrate. 

By  oxidation  with  potassium  permanganate,  the  dimethyl  acid  is 
readily  converted  into  dimethylgentisic  aldehyde, 

C6H3(COH)(OMe)2  [=1:2:5], 

the  constitution  of  which  has  been  worked  out  by  Tiemann  and 
Max-Muller  (Abstr.,  1882,  52).  A.  J.  G. 

Condensation  of  Acetone  with  Aromatic  Aldehydes.  By  L. 

Claisen  and  A.  C.  Ponder  ( Annalen ,  223,  137 — 148). — The  Benzal - 
acetone ,  COMe.CH  !  CHPh,  which  Claisen  and  Claperede  (Abstr., 
1882,  511)  obtained  by  the  action  of  zinc  chloride  on  a  mixture  of 
benzaldehyde,  acetone,  and  acetic  anhydride,  is  identical  with  the 
acetocinnamone  described  by  Engler  and  Leist  (this  Journal,  1873, 
901).  It  is  best  prepared  by  adding  20  parts  of  a  10  per  cent,  solu¬ 
tion  of  sodium  hydroxide  to  1800  parts  of  water  containing  20  parts 
of  benzaldehyde  and  40  of  acetone.  After  an  interval  of  three  or  four 
days  the  mixture  is  extracted  with  ether.  The  ethereal  solution  is 
dried  over  calcium  chloride  and  distilled  in  a  vacuum,  when  a  small 
quantity  of  dibenzalacetone  is  left  in  the  retort.  Benzalacetone  boils 
at  152°  under  a  pressure  of  25  mm.,  and  at  261°  under  the  ordinary 
atmospheric  pressure.  Many  of  the  properties  of  this  compound  have 
been  previously  described  (loc.  cit.). 

Dibenzalacetone  or  cinnamone,  CO(CH !  CHPh)2  (Abstr.,  1882,  511), 
can  also  be  prepared  by  acting  on  an  alcoholic  solution  of  benzalde¬ 
hyde  and  acetone  with  caustic  soda.  The  crystalline  mass,  which 
is  slowly  deposited,  is  washed  with  alcohol  and  recrystallised.  A 
better  yield  is  obtained  by  mixing  together  7  parts  of  monobenzal- 
acetone,  5  of  benzaldehyde,  200  of  water,  150  of  alcohol,  and  20  parts 
of  a  10  per  cent-  solution  of  soda.  Dibenzalacetone  crystallises  in 
monoclinic  plates,  a  :  b  :  c  =  4*886  :  1  :  1*378.  (3  =  78°  43'.  The 
crystals  melt  at  112°  with  decomposition. 

Traces  of  acetone  may  be  detected  in  alcoholic  solution  by  the  addi- 
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tion  of  a  few  drops  of  benzaldehyde  and  sodium  hydroxide.  After  a 
few  hours  the  characteristic  crystalline  plates  of  dibenzalacetone  are 
deposited. 

The  preparation  and  properties  of  mono  far  fur  alacetone  have  been 
previously  described  by  the  authors  (Abstr.,  1882,  513).  Bifurfural- 
acetone ,  CO(CH  !  CH.C4H30)2,  is  prepared  by  adding  30  grams  of  a 
10  per  cent,  solution  of  caustic  soda  to  a  mixture  of  20  grams  of  fur- 
furaldehyde,  and  6  of  acetone,  dissolved  in  400  c.c.  of  water  and  500 
of  alcohol.  After  an  interval  of  several  days,  the  liquid  is  poured 
into  water.  The  crude  product  is  recrystallised  from  light  petroleum, 
and  is  then  obtained  in  brown  prisms,  which  melt  at  60°  and  dissolve 
freely  in  alcohol,  ether,  and  chloroform. 

Benzalfur fur  alacetone ,  CHPh  !  CH.CO.CH  !  CH.C4II3O,  formed  by 
the  action  of  dilute  caustic  soda  on  an  alcoholic  solution  of  furfural- 
acetone  and  benzaldehyde,  or  of  benzalacetone  and  furfuraldehyde, 
crystallises  in  straw-coloured  plates  or  flat  prisms  melting  at  56°. 
The  crystals  are  soluble  in  alcohol,  ether,  benzene,  chloroform,  and 
give  a  dark  red  coloration  with  sulphuric  acid. 

Cuminol  forms  two  compounds  with  acetone,  viz.,  cuminal  acetone, 
C3H4(CioHi2)0,  a  strongly  refractive  oily  liquid  boiling  at  180°  under 
a  pressure  of  23  mm,,  and  clicuminalacetone,  C3H2(CioH12)20,  crystal¬ 
lising  in  long  prisms  melting  at  106°. 

Benzalacetophenone  can  also  be  prepared  by  adding  soda  to  aceto¬ 
phenone  and  benzaldehyde  dissolved  in  a  mixture  of  alcohol  and 
water.  W.  C.  W. 

Action  of  Acetic  Chloride  on  Benzophenone  in  Presence  of 
Zinc-dust.  By  C.  Paal  ( Ber .,  17,  911 — 913). — The  reaction  in 
ethereal  solution  is  energetic,  a  white  crystalline  compound  of  the 
composition  C26H20O  being  deposited,  it  melts  at  178 — 179°  ;  with 
alcoholic  potash,  it  yields  triphenyl  methane  and  benzoic  acid;  it  is 
/3-benzopinacoline  (Abstr.,  1881,  813).  The  yield  is  excellent  if  an 
excess  of  acetic  chloride — viz.,  about  four  times  the  theoretical  quan¬ 
tity — be  employed.  If  the  theoretical  quantity  of  acetic  chloride 
is  used,  the  product  consists  mainly  of  a-benzopinaeoline,  forming 
long  needles  and  melting  at  196°.  By  employing  about  twice  or 
two  and  a-half  times  the  theoretical  amount  of  acetic  chloride,  a 
body  is  obtained  melting  constantly  at  158 — 159°  ;  it  is,  however,  a 
mixture  of  the  a-  and  /3-benzopinaeoline. 

In  this  reaction  benzopinacone  biacetate  seems  to  be  formed,  but  at 
once  decomposes  into  acetic  anhydride  and  a-benzopinacoline,  which 
is  converted  into  (3-benzopinacoline  by  the  excess  of  acetic  acid. 

H.  P. 

Benzoylacetone  and  Isonitrosobenzoylacetone.  By  M. 

Ceresole  {Ber.,  17,  812 — 817). — By  the  action  of  hydroxylamine 
hydrochloride  on  benzoylacetone,  COPh.CH2.COMe,  a  crystalline  sub¬ 
stance  melting  at  65’5 — 66°  is  formed;  it  does  not  contain  the  iso- 
nitroso-group  twice,  but  only  once,  and  unlike  all  such  compounds 
(this  vol.,  599)  it  is  quite  insoluble  in  acids  and  in  alkalis.  The 
action  of  alkalis  should  decide  which  of  the  two  possible  isomerides 
the  body  is,  viz.,  COPh.CH2.CMe !  NOH,  or  CPh(NOH).CH2.COMe,  the 
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reaction,  however,  was  not  very  sharp,  bat  pointed  rather  to  the 
second  formula.  Attempts  to  act  on  the  second  carbonyl-group  were 
quite  unsuccessful ;  this  is  remarkable,  the  more  so  since  by  the  action 
of  phenyl  hydrazine  on  orfhonitrobeuzoylacetone  both  carbonyl-groups 
are  attacked. 

In  order  to  ascertain  if  hydroxylamine  would  act  on  both  carbonyl- 
groups  in  certain  derivatives  of  benzoylacetone,  use  was  made  of 
isonitrosobenzoylacetone,  COPh.C(NOH).COMe,  since  this  also  pro¬ 
mised  to  give  the  first  of  a  new  class  of  bodies,  the  trioximides. 

Isonitrosobenzoylacetone  is  not  formed  by  the  action  of  alkalis  and 
nitrous  acid  on  ethylic  benzoylacetoacetate  ;  but  it  is  easily  prepared 
by  adding  sodium  alcokolate,  and  then  nitrous  acid,  to  an  alcoholic 
solution  of  benzoylacetone.  It  crystallises  from  hot  water  in  needles 
melting  at  123*5 — 124°  It  yields  hydroxylamine  hydrochloride  when 
heated  with  strong  hydrochloric  acid.  Heated  with  hydroxylamine 
and  hydroxylamine  hydrochloride  a  body  is  obtained,  which,  after 
purification,  melts  at  178°,  and  contains  the  isonitroso-group,  not 
thrice,  but  only  twice.  Another  substance  melting  about  115°, 
formed  at  the  same  time,  was  also  found  not  to  be  the  desired 

CPh(N  OH).  C(NOH)  .CMe !  HOH, 

since  it  contains  the  isonitroso-group  twice;  it  is  probably  one  or 
other  of  the  two  possible  isomerides,  CPh(NOH).C(NOH).COMe,  and 
COPh.C(NOH).CMe  :  ISTOH.  H.  B. 

Phenyl  Thienyl  Ketone.  By  A.  Comey  ( Ber .,  17,  790 — 791). — 
The  author  has  been  unable  to  complete  his  investigation  to  ascertain 
w  hether  thiophene  undergoes  the  Friedel-Crafts  reaction,  but  commu¬ 
nicates  the  following.  Crude  thiophene  (Abstr.,  1883,  1091)  heated 
with  benzoic  chloride  and  aluminium  chloride  yields  phenyl  thienyl 
ketone,  C6H5.CO.C4H3S,  which  is  separated  by  distillation  with  steam 
and  extraction  of  the  distillate  with  ether;  it  melts  at  55°,  and  boils 
at  about  300°.  When  heated  in  alcoholic  solution  with  hydroxyl- 
amide  hydrochloride  and  caustic  soda,  phenylthienylacet  oxime, 

C6H5.C(HOH).C4H3S, 

is  obtained  in  colourless  crystals  melting  at  91 — 92°.  The  ketone, 
when  heated  with  soda-lime,  yields  calcium  benzoate,  free  from  sul¬ 
phur  ;  the  oily  distillate  is  not  pure  thiophene,  but  contains  benzene. 
Phenyl  thienyl  ketone  gives  a  blue  coloration  with  isatin  and  sulphu¬ 
ric  acid  ;  the  acetoxime,  a  violet  coloration.  H.  B. 

Substances  accompanying  Benzoic  Acid  prepared  from 
Gum  Benzoin.  By  0.  Jacobsen  {Arch.  Pharm .  [3],  22,  366— 374). 
— On  treating  benzoic  acid  from  gum  benzoin  with  sodium  car¬ 
bonate  solution,  an  oil  is  left  undissolved,  smelling  of  vanillin  and  also 
of  phenol.  By  fractionation,  it  may  be  separated  into  three  principal 
portions,  boiling  at  200 — 210°,  235 — 245°,  and  280 — 330°,  and  a  pitch- 
like  residue  not  further  examined.  The  first  fraction  consists  of 
methyl  benzoate  and  guaiacol,  which  can  be  separated  by  treatment 
with  cold  dilute  caustic  soda.  The  second  and  smaller  fraction,  when 
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shaken  with  water,  gives  up  catechol  in  the  aqueous  solution ;  the 
portion  insoluble  in  water  and  dilute  alkalis  is  acetylguaiacol 
(Abstr.,  1882,  54).  The  third  and  largest  portion  consists  of  an  oil, 
insoluble  in  dilute  alkalis,  which  by  saponification  with  alcoholic 
potash,  and  subsequent  treatment  with  water  and  ether,  yields  benzyl 
alcohol,  and  benzophenone,  whilst  the  aqueous  solution  contains 
guaiacol  and  benzoic  acid ;  this  fraction  therefore  contains  benzyl 
benzoate,  benzophenone,  and  benzoylguaiacol.  The  oil  also  contains 
vanillin,  but  in  minute  quantity  only.  The  medicinal  value  of 
sublimed  benzoic  acid  is  attributed  to  the  catechol  and  guaiacol ;  it 
is  believed  that  of  the  above  bodies  only  vanillin  and  benzyl  benzoate 
exist  ready  formed  in  the  gum.  Benzaldehyde  may  be  formed  by  the 
oxidation  of  the  contained  benzyl  benzoate,  so  that  the  production 
of  the  former  cannot  be  considered  as  a  proof  of  adulteration  with 
cinnamic  acid.  Schiickum  and  Schneider  (Abstr.,  1882,  1138)  have 
tested  the  genuine  nature  of  natural  benzoic  acid  by  its  reducing 
boiling  ammoniacal  silver  solution;  but  catechol  will  reduce  the 
solution  in  the  cold,  and  the  author  therefore  suggests  the  following 
method  of  testing: — Convert  the  benzoic  acid  into  the  sodium  salt, 
and,  after  drying,  shake  with  ether ;  after  removal  of  the  ether,  the 
residue  may  be  dissolved  in  water,  and  the  above  or  any  other  tests 
for  catechol  applied.  H.  B. 

Aromatic  Acids  as  Dye-forming  Substances.  By  C.  Zulkowsky 
( Monatsh .  Ghem .,  5,  221 — 227). — A  mixture  of  benzoic  acid  (1  mol.) 
and  resorcinol  (2  mols.)  is  heated  for  6  to  8  hours  at  170 — 180°  with 
an  amount  of  zinc  chloride  equal  in  weight  to  the  resorcinol  employed. 
After  washing  several  times  with  water,  the  residue  is  dissolved  by 
boiling  it  with  50  per  cent,  alcohol.  On  cooling,  crystals  separate; 
these  are  much  less  soluble  in  alcohol  than  the  crude  product,  and 
their  solution  has  a  golden-yellow  colour,  with  a  bright  green  fluo¬ 
rescence,  which  becomes  much  stronger  on  addition  of  ammonia  or 
potash.  Sulphuric  acid  can  be  used  instead  of  zinc  chloride  as  the 
dehydrating  agent.  From  its  method  of  preparation  this  substance 
should  be  identical  with  Doebner’s  resorcinolbenzein  (Abstr.,  1880, 
644).  Benzoic  anhydride  can  be  substituted  for  the  acid  when  zinc 
chloride  is  employed. 

By  heating  benzoic  acid  (1  mol.),  orcinol  (2  mols.),  and  sulphuric 
acid  for  about  four  hours  at  130 — 135°,  there  is  obtained,  after  washing 
with  hot  water,  a  steel-green  brittle  mass,  of  metallic  lustre.  This, 
after  purification  by  boiling  with  an  amount  of  dilute  soda,  insuffi¬ 
cient  for  complete  solution,  and  precipitation  with  acetic  acid,  forms  a 
golden -yellow  precipitate,  whose  alcoholic  solution  has  a  golden- 
yellow  colour  and  a  feeble  dark  green  fluorescence,  increased  by 
ammonia.  The  substance  can  be  crystallised  from  glacial  acetic 
acid. 

The  product  obtained  by  heating  benzoic  acid  (1  mol.)  with  pyro- 
gallol  (2  mols.)  and  sulphuric  acid  for  2%  hours  at  120 — 130°  is 
soluble  in  hot  water,  from  which  it  separates  in  large  crystals  on 
cooling.  The  crystals  appear  to  be  really  colourless,  but  are  covered 
by  a  brown  layer,  apparently  formed  by  an  oxidation-product.  The 
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alcoholic  solution  has  a  brownish-red  colour  ;  it  turns  violet  with 
ammonia,  whilst  potash  produces  discoloration. 

Salicylic  acid  and  resorcinol  heated  with  zinc  chloride  or  sulphuric 
acid  at  130—140°  give  a  substance  forming  dark  reddish-brown 
crystals.  The  alcoholic  solution  has  a  red-yellow  colour,  and  shows  a 
green  fluorescence  which  becomes  extraordinarily  intense  on  adding 
ammonia.  A.  J.  G. 

Action  of  Reducing  Agents  on  Ortho-nitrophenoxyacetic 
Acid.  By  A.  Thate  (/.  pr.  Ghem .  [2],  29,  145 — 191). — This  subject 
was  first  investigated  by  Fritzsche  (Abstr.,  1880,  318),  who  employed 
stannous  chloride  as  the  reducing  agent,  and  obtained  a  product 
which  he  named  orthamidophenoxyacetic  acid.  The  author  finds  that 
the  product  obtained  according  to  Fritzsohe’s  instructions  is  never  a 
pure  orthamidophenoxyacetic  anhydride,  but  always  contains  more  or 
less  chlorine  not  separable  by  recrystallisation. 

Orthonitrop  henoxy  acetic  acid ,  hTO2.C6H4O.CH2.  C  O  OH.  — Fri  tzsche  ’  s 
method  of  evaporating  a  solution  of  sodium  monochloracetate  with 
sodium  orthonitrophenylate  gives  but  a  very  small  yield,  owing 
to  most  of  the  nitrophenol  becoming  liberated  and  volatilised.  A 
much  better  process  is  to  heat  equivalent  weights  of  sodium  ortho¬ 
nitrophenylate  in  saturated  solution  with  sodium  monochloracetate  for 
10  hours  at  100°  in  a  flask  provided  with  a  reflux  condenser. 
The  reaction  is  complete  when  the  wine-red  colour  of  the  liquid  is 
changed  to  yellow  or  yellowish-red.  The  filtered  liquid  is  acidulated 
with  hydrochloric  acid,  and  the  precipitated  acid  is  purified  by 
recrystallisation  from  water.  The  acid  is  yellowish-white,  melts 
at  156'5°,  and  crystallises  in  irregular  pyramids,  which  exhibit 
double  refraction,  and  therefore  do  not  belong  to  the  regular  system, 
as  stated  by  Fritzsche. 

Azoxyorthophenoxy  acetic  acid ,  (C6H4O.CH2.COOH)2hr20. — Prepared 
by  the  action  of  sodium  amalgam  on  a  solution  of  sodium  orthonvtro- 
phenoxyacetate.  The  solution  is  poured  off  from  the  separated 
mercury,  and  solidifies  to  a  yellow  mass  on  cooling,  which  is  col¬ 
lected,  is  decomposed  by  acid,  and  recrystallised  from  dilute  alcohol. 
The  substance  so  obtained  is  a  mixture  of  azoxy-  and  azo-ortho- 
phenoxyacetic  acid.  If  the  reduction  has  taken  place  satisfactorily, 
the  melting  point  of  the  substance  should  not  be  below  170°.  In 
order  to  purify  the  azoxy-aeid,  it  is  etherified  by  means  of  alcohol  and 
hydrochloric  acid  gas  ;  the  ether  crystallises  out  on  cooling,  and  is 
separated  from  the  corresponding  ether  of  the  azo-acid  by  washing 
with  dilute  acid.  The  ether  is  then  saponified,  the  potassium  salt 
decomposed  with  hydrochloric  acid  and  the  azoxyorthophenoxyacetic 
acid  recrystallised  from  water.  The  acid  crystallises  with  1  mol.  H20 
in  forms  which  resemble  those  of  calcspar  ;  it  is  insoluble  in  anhy¬ 
drous  ether  and  benzene,  and  melts  at  186 — 187°.  The  acid  forms  a 
normal  and  an  acid  silver  salt,  both  of  which  are  anhydrous,  whilst 
the  barium  salt  contains  2  mols.  H20.  The  ethylic  ether  crystallises 
in  long  white  silky  needles  melting  at  113 — 114°. 

Azo- or thophenoxy acetic  acid,  CeH^O.CH^.COOH^hTs. — The  prepara¬ 
tion  is  similar  to  that  of  the  azoxy-acid,  excepting  that  more  sodium- 
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amalgam  has  to  be  employed.  The  acid  can  generally  be  obtained  in 
a  pure  state  by  three  or  four  recrystallisations  from  dilute  alcohol, 
but  it  cannot  be  separated  from  the  azoxy-acid  by  means  of  its 
ethylate,  as  the  latter  is  very  difficult  to  obtain  in  a  pure  state;  the 
two  acids  may,  however,  be  approximately  separated  by  means  of 
their  silver  salts,  that  of  the  azo-acid  being  precipitated  from  a  hot 
aqueous  solution,  whilst  the  silver  salt  of  the  azoxy-acid  only  falls  out 
on  cooling.  The  azo-acid  crystallises  with  2  mols.  H20  in  beautiful 
silky  orange  needles  melting  at  162°.  It  is  soluble  in  water,  alcohol, 
ether,  alkalis,  and  strong  acids.  The  salts  are  of  a  bright  yellow  or 
red  colour ;  the  potassium,  sodium,  and  silver  salts  each  crystallise 
with  3  mols.  H20,  the  barium  salt  with  2H20,  and  the  calcium  salt 
with  8H20.  The  diethylate  melts  at  110 — 111°. 

Hydrazo-orthoplienoxy  acetic  acid,  (NH.C6HiO.CH2.COOH)2,  is  pre¬ 
pared  by  saturating  a  solution  of  azo-orthophenoxy acetic  acid  with 
sulphuretted  hydrogen,  and  allowing  the  mixture  to  remain  for  some 
time  in  a  closed  flask ;  the  ammonium  salt  of  the  hydrazo-acid  then 
separates  out  mixed  with  sulphur,  and  is  purified  by  recrystallisation 
from  alcohol.  The  ammonium  salt  is  only  partially  converted  into 
the  free  acid  by  acidulation  with  acetic  acid,  an  acid  salt  being  the 
chief  product.  The  potassium  salt  crystallises  with  3  mols.  H20  ;  on 
drying  in  contact  with  air,  it  partially  passes  into  the  potassium  salt 
of  the  azo-acid,  acquiring  thereby  a  Vermillion  colour.  Mineral  acids, 
on  the  other  hand,  precipitate  the  azoxy-acid  from  the  aqueous  solu¬ 
tions  of  salts  of  the  hydrazo-acid. 

Orthamidophenoxy  acetic  acid ,  NH2.C6U4O.CH2.COOH. —The  acid 
itself  is  as  yet  unknown,  for  it  decomposes  into  1  mol.  H>0  and  a 
body  which,  from  its  mode  of  formation,  may  be  termed  orthamido- 
phenoxyacetic  anhydride,  C8H7N02.  This  substance  is  obtained  as  a 
bye-product  in  the  preparation  of  azo-orthophenoxyacetic  acid.  The 
filtrate  from  the  sodium  salt  of  this  acid,  which  separates  after  the 
reduction  is  complete  as  described  above,  is  acidulated  with  hydro¬ 
chloric  acid  and  evaporated  to  dryness,  the  residue  then  consists  of 
sodium  chloride  together  with  the  azo-acid  and  the  amido-anhydride. 
The  amido-anhydride  is  extracted  by  absolute  alcohol,  and  is  separated 
from  the  azo-acid  by  crystallisation  from  water,  and  afterwards  from 
dilute  alcohol.  The  anhydride  crystallises  in  short  white  prisms 
melting  at  166 — 167°.  It  is  also  formed  when  orthonitrophenyoxy- 
acetic  acid  is  reduced  with  iron  filings  and  acetic  acid.  It  was  not 
found  possible  to  convert  the  anhydride  into  monochlororthamido- 
phenoxyacetic  acid  by  continued  boiling  with  hydrochloric  acid  ;  this 
compound,  C8H6C1N02,  is  however  formed,  and  crystallises  out  when 
an  aqueous  solution  of  orthonitrophenoxyacetic  acid  is  reduced  with 
stannous  chloride  ;  it  is  purified  by  repeated  crystallisation  from 
water,  and  has  a  melting  point  of  196 — 197°.  Several  salts  of  the 
two  acids  from  which  these  anhydrides  are  respectively  derived  are 
then  described. 

The  author  points  out  that  the  substance  previously  obtained  by 
Fritzsche,  and  melting  at  143 — 144°,  may  possibly  consist  of  1  mol. 
of  orthamidophenoxyacetic  anhydride,  and  1  mol.,  of  monochlorortho- 
araidophenoxy acetic  anhydride  (C8H7N02  +  C8H6C1N02),  and  that  if 
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this  be  the  case  it  is  not  improbable  that  pairs  of  molecules  of  one  and 
the  same  anhydride  may  be  similarly  linked  together,  thus :  (C8H7N02)2 
and  (C8H6ChN'02)2.  Owing  to  the  instability  of  these  compounds  it 
was  not  found  possible  to  test  this  hypothesis  by  means  of  vapour- 
density  determinations.  Assuming,  however,  this  proposition  to  be 
true,  the  so-called  “inner  anhydrides”  can  be  readily  derived  from 
the  hydrazo-compounds,  a  step  which  is  apparently  justified  on  the 
one  hand  by  the  intermediate  position  which  they  occupy  between 
the  hydrazo-  and  the  amido-compounds,  and  on  the  other  by  the 
instability  which  the  hydrazo-compounds  exhibit.  P.  F.  F. 

Constitution  of  Dibromanisic  Acid.  By  L.  Balbiano  ( Gazzetta , 
14,  9—12)  . — From  the  results  obtained  by  the  destructive  distillation 
of  calcium  dibromanisate  and  of  a  mixture  of  sodium  dibromanisate 
with  lime  (Abstr.,  1883,  1125),  the  author  inferred  that  the  bromine- 
atom  occupied  the  ortho-position  relatively  to  the  methyl-group  or 
to  the  carboxyl-group.  A  study  of  the  action  of  nitric  acid  on 
dibromanisic  acid  has  now  enabled  him  to  definitely  determine  the 
constitution  of  the  latter. 

On  adding  dibromanisic  acid  (5  grams)  to  nitric  acid  of  sp.  gr.  1‘52 
(35  to  40  grams),  at  a  temperature  of  30°  to  40°,  it  dissolves  with 
effervescence,  due  to  evolution  of  carbonic  anhydride,  and  the  solution 
becomes  red ;  on  pouring  this  into  a  large  quantity  of  water,  a  white 
crystalline  substance  is  precipitated  about  equal  in  weight  to  the 
dibromanisic  acid  originally  employed.  The  product  when  purified  by 
crystallisation  from  a  mixture  of  ether  and  alcohol  melts  at  122 — 123°, 
and  has  all  the  properties  of  the  aniso’il  derivative  obtained  by, 
Koerner  ( Gazzetta ,  4,  390)  from  Brunch’s  dibromonitro phenol,  and 
which  has  the  constitution  [OMe  :  Br  :  X02  :  Br  =  1:2:4:  6].  In 
order  to  remove  all  doubt  as  to  its  identity,  it  was  converted  into 
nitrodibromaniline  by  the  action  of  alcoholic  ammonia  at  180°  ;  the 
product  melted  at  202°  to  203°,  and  agreed  in  all  its  properties  with 
Koerner’s  derivative  [NH2:  Br  :  N02  :  Br  =  1:2:4?:  6]  ( Gazzetta ,  4, 
369,  et  seq .).  From  these  results  it  is  certain  that  the  dibromanisic 
acid,  C6Br2(OMe).COOH,  has  the  constitution  [OMe  :  Br  :  COOH  :  Br 
=  1:2:4:  6],  and  it  follows  also  that  the  dibromhydroxybenzoic 
acid  mentioned  in  the  former  paper  (loo.  cit .)  has  a  similar  constitu¬ 
tion,  0.  E.  Gr. 

Substituted  Aromatic  /5-Lactones  and  Derivatives  of  Cinna¬ 
mic  Acid.  By  A.  Basler  (Ber>,  17, 1494 — 1503). — This  paper  forms 
a  continuation  of  the  author’s  previous  communication  on  this  subject 
(this  vol.,  603). 

When  ammonia  in  excess  is  allowed  to  act  on  paranitrophenyl-/5- 
bromopropionic  acid  or  its  lactone  in  the  presence  of  water,  paranitro - 
phenyl -ft- alanine,  C9H{0N204,  is  formed.  This  body  crystallises  in 
small  white  scales  or  prisms  wThich  melt  at  166 — 167°.  It  is  very 
sparingly  soluble  in  the  usual  solvents  in  the  cold,  more  easily  in 
boiling  alcohol  and  water,  and  in  glacial  acetic  acid.  It  dissolves  in 
a  hot  solution  of  sodium  carbonate,  but  crystallises  out  unchanged  on 
cooling.  A  hot  aqueous  solution  dissolves  mercuric  oxide  yielding 
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long  colourless  needles,  from  which  the  alanine  is  regenerated  by 
acids.  When  diazotised,  it  yields  nitrophenyllactic  acid.  It  does  not 
form  metallic  salts,  but  yields  a  hydrochloride  crystallising  in  small 
needles,  and  a  hydrobromide  forming  colourless  plates  or  cubes  melt¬ 
ing  at  132 — 135° ;  both  these  salts  are  decomposed  by  water.  Acids 
and  alkalis  decompose  it  into  ammonia  and  paranitrophenyllactic 
acid  :  but  if  dissolved  in  concentrated  sulphuric  acid,  it  yields  a  body 
crystallising  in  white  needles  which  melt  at  180°.  When  heated  with 
acetic  anhydride,  it  yields  a  monacetyl- derivative,  which  crystallises 
in  small  colourless  scales,  fuses  at  140 — 150°  ;  and  is  soluble  in  alcohol, 
ether,  and  glacial  acetic  acid,  but  insoluble  in  a  solution  of  sodium 
carbonate. 

When  paranitrophenyl-/3-bromopropionic  acid  is  acted  on  by  aniline 
in  the  cold,  an  aniline  salt  of  the  acid  is  obtained,  from  which  the 
acid  is  regenerated  by  acetic  or  other  acid.  When  aniline  is  used  in 
large  excess,  and  the  mixture  is  digested  at  100°,  paranitrophenyl-0- 
anilidoprop ionic  acid ,  N02.C6H4.CH(lS^n2).CH2.C00H,  is  obtained. 
It  is  also  formed  when  the  aniline  salt  described  above  is  dissolved  in 
an  alkali.  It  crystallises  in  yellow  prisms  which  melt  at  120 — 122°, 
and  are  soluble  in  alcohol  and  benzene,  sparingly  so  in  boiling  water 
or  acetic  acid.  It  forms  yellow  metallic  salts — of  which  the  ammo¬ 
nium  salt  is  the  most  characteristic  and  crystallises  in  yellow  silky 
needles  melting  at  150—156° — whilst  with  mineral  acids  it  yields 
cry  stall  i  sable  salts  which  are  decomposed  by  water.  By  etherifying 
the  yellow  acid,  the  same  ethyl  salt  is  obtained  as  is  formed  by  the 
action  of  aniline  on  the  ether  of  the  bromiuated  acid ;  it  crystallises 
in  cubes  which  are  sparingly  soluble  in  the  usual  solvents.  It  forms 
no  salts  with  acids.  With  paranitrophenyl-/3-propiolactone,  aniline 
yields  paranitrophenyl-/l-lactanilide  which  melts  at  176 — 178°,  and  in 
its  general  characteristics  very  much  resembles  the  /3-alanine  described 
above. 

Taking  all  these  data  into  consideration,  the  author  believes  this 
/3-alanine  to  be  paranitrophenyl-/2-lactamide, 

N02.C6H4.CH(0H).CH2.C0NH2, 

and  the  /3-alanine  described  by  Einhorn  (this  vol.,  304)  to  be  the  cor¬ 
responding  ortho-compound,  and  not,  as  that  investigator  supposed, 
an  internal  anhydride.  The  author  believes  that  its  formation  from 
the  brominated  acid  is  probably  preceded  by  that  of  the  lactone. 

L.  T.  T. 

New  Mode  of  Formation  of  the  Coumarins;  Synthesis  of 
Daphnetin.  By  H.  v.  Pechmann  (Ber.,  17,  929 — 936). — The  only 
known  method  of  preparing  the  coumarins  synthetically  is  to  apply 
Perkin’s  reaction  to  the  hydroxyaldehydes ;  this  method  has  been 
successfully  employed  by  Perkin,  Tiemann,  and  Kauffmann,  but  the 
preparation  of  the  hydroxyaldehydes  often  offers  very  great  difficulties. 
The  synthesis  of  these  compounds  is  of  special  interest,  as  probably 
very  many  vegetable  products  belong  to  this  class — among  others, 
mseuletin  and  daphnetin.  By  allowing  concentrated  sulphuric  acid, 
zinc  chloride,  or  other  similar  dehydrating  agents  to  act  at  high  tem¬ 
peratures  on  a  mixture  of  a  phenol  and  malic  acid,  water  and  carbonic 
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oxide  are  eliminated,  and  a  conmarin  is  formed  more  or  less  easily 
according  to  the  nature  of  the  phenol  employed.  Thus  in  the  case  of 
coumarin, 

C6H6.OH  +  COOH.CH3.CH(OH).COOH  =  CoHi<^?^>CO  + 

3H20  +  CO. 


This  reaction  really  takes  place  in  three  stages  : — (1.)  The  conversion 
of  the  malic  acid  into  the  hypothetical  half-aldehy  de  of  malonie  acid 
and  formic  acid,  which  is  decomposed  into  water  and  carbon  mon¬ 
oxide,  COOH.CH(OH).CH2.COOH  =  CHa02  +  CHO.CHo.COOH. 
This  reaction  resembles  the  conversion  of  lactic  acid  into  formic  acid 
and  acetaldehyde,  and  is  proved  by  the  formation  of  a  condensation- 
product,  CeEbCh,  of  the  half- aldehyde  of  malonie  acid  (see  p.  1124). 
(2.)  The  union  of  the  nascent  aldehyde  with  the  phenol  to  form 
an  ortho-hydroxyphenyl-lactic  acid,  C6H5.OH  +  CHO.CH3.COOH 
=  OH.C6H4.CH(6H)  CH2.COOH.  (3.)  The  elimination  of  2  mols. 

of  water,  OH.C6H4.CH(OH).CH2.COOH  =  C6H4<“®£>CO  +  2H20. 

Th£  second  stage  quite  corresponds  with  the  method  of  v.  Pechmann 
and  C.  Duisberg  (this  vol.,  G6)  for  the  preparation  of  eoumarins,  and 
the  author  considers  these  two  methods  of  synthesis  as  sufficient 
proof  against  the  objections  of  Wittenberg  and  of  Michael  (this  vol., 
736).  This  reaction  also  explains  Schmid's  synthesis  of  methyl- 
umbelliferone,  and  is  capable  of  great  extension,  since  other  hydroxy- 
acids  of  the  fatty  series  may  be  employed,  and  the  phenols  may  be 
replaced  by  aromatic  amido-compounds. 

Thus  far,  the  actions  of  phenol,  resorcinol,  and  pyrogallol  on  malic 
acid  have  been  examined.  Phenol  acts  with  difficulty,  forming 
coumarin  in  small  quantity  ;  the  other  two  yield  umbelliferone  and 
daphnetin  respectively. 

Umbelliferone,  OH.C6H3<~?~~>CO  [OH  :  0  :  CH  =  1  :  3  :  4]. 

— Resorcinol  and  malic  acid  in  molecular  proportion  are  heated  with 
twice  their  weight  of  strong  sulphuric  acid,  then  poured  into  iced 
water,  and  after  a  time  the  crystalline  mass  is  collected  and  recrys¬ 
tallised. 

Daphnettn, 

(OH)2C6H2<“rH°“> CO  [OH  :  OH  :  0  :  CH  =  [1  :  2  :  3  :  4], 

— The  preparation  is  carried  out  as  in  the  preceding  case  ;  it  gives  all 
the  reactions  of  natural  daphnetin,  wrhose  constitution  was  first  made 
out  by  Stiinkel,  but  he  failed  to  prove  the  presence  of  more  than  one 
hydroxyl-group,  that  is,  he  could  only  prepare  a  m  on  acetyl- derivative 
and  a  monobenzoyl-derivative.  The  author  has,  however,  prepared 
diacetyldaphnetin  from  both  natural  and  artificial  daphnetin  ;  it  melts 
at  129 ;  and  also  dibenzoyldapknetin  which  crystallises  in  needles  and 
melts  at  152°.  H.  B. 


/1-Lactone  of  Metanitrophenyl- lactic  Acid.  By  G.  Pkausnitz 
(. Ber.,  17,  595 — 599). — The  starting  point  in  the  preparation  of  this 
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compound  was  metanitrocinnamic  acid,  prepared  from  metanitrobenz- 
aldehyde  by  Perkin’s  reaction ;  this  acid  was  next  heated  at  100°  in 
sealed  tubes  with  glacial  acetic  acid,  saturated  with  hydrobromic  acid. 
In  this  way  metanitrophenylbromopropionic  acid  is  prepared,  which  is 
sparingly  soluble  in  boiling  toluene  and  light  petroleum,  more  easily 
in  benzene,  and  very  soluble  in  glacial  acetic  acid,  chloroform,  ether, 
and  absolute  alcohol.  When  boiled  with  water,  it  yields  metanitro¬ 
styrolene ,  nitrocinnamic  and  nitropheny l- lactic  acids ,  these  compounds 
are  also  formed  by  boiling  it  with  solution  of  sodium  carbonate  suffi¬ 
cient  for  neutralisation ;  when  treated  with  an  excess  of  caustic  alkali 
metanitrocinnamic  acid  is  obtained. 


/3-Lactone  of  metanitrophenyl-lactic  acid ,  NOo.C6H4.CH<^ 


CH2 

-0- 


>CO, 


is  obtained  by  neutralising  the  above  acid  carefully  with  a  solution  of 
sodium  carbonate  in  the  cold,  and  allowing  the  solution  to  remain  some 
hours,  when  a  crystalline  mass  separates  out  which,  after  solution 
in  benzene  and  precipitation  with  light  petroleum,  is  obtained  in 
small  white  crystals  melting  at  98°;  when  heated  above  its  melting 
point,  it  is  resolved  into  carbonic  anhydride  and  nitrostyrolene. 

Metanitrostyrolene ,  Cghh.NCh,  is  best  obtained  by  boiling  the  nitro- 
bromopropionic  acid  with  sodium  carbonate,  when  it  passes  over  with 
the  steam;  it  may  be  extracted  from  the  distillate  by  ether.  On 
evaporation,  the  ethereal  solution  leaves  an  oil  which  solidifies  at 
—  15°.  It  is  easily  soluble  in  ether,  alcohol,  light  petroleum,  chloro¬ 
form,  and  glacial  acetic  acid. 

Metanitrostyrolene  dibromide,  N02.C6H4.CHBr.CH2Br,  is  obtained 
by  adding  bromine  to  a  solution  of  nitrostyrolene  in  glacial  acetic 
acid ;  it  crystallises  from  alcohol  in  well-formed  crystals  melting  at 
78— 79°. 

Metanitroplienyl-(3 -lactic  acid ,  N02.C6H4.CH(0H).CH2.C00H,  is 
formed,  together  with  nitrocinnamic  acid  and  nitrostyrolene,  as  de¬ 
scribed  above.  It  is  separated  from  the  nitrocinnamic  acid  by  its 
solubility  in  water,  the  mother-liquors  from  this  acid  yielding  the 
phenyl-lactic  acid  on  extraction  with  ether.  Nitropheny  1-lactic  acid 
crystallises  from  water  in  white  lustrous  leaflets  which  melt  at  105°. 
When  it  is  heated  at  140°  in  sealed  tubes  with  glacial  acetic  acid, 
which  has  been  saturated  with  hydrobromic  acid,  nitrophenylbromo- 
propionic  acid  is  reproduced.  P.  P.  B. 


Hydroxyphenylacetie  Acids.  By  H.  Salkowski  (Ber.,  17,  504— 
510). — In  the  preparation  of  these  compounds,  the  author  first  obtains 
the  three  isomeric  nitrobenzyl  cyanides  by  nitrating  benzyl  cyanide 
and  separating  these  by  systematic  crystallisation  from  glacial  acetic 
acid.  Besides  the  para-,  ortho-,  and  meta-nitrobenzyl  cyanides,  a 
fourth  body  is  formed,  identical  with  that  described  by  Perkin  (Trans., 
1883,  112),  but  which  is  not  the  ortho-derivative  as  was  supposed  by 
Perkin. 

Parahydroxybenzyl  cyanide ,  OH.C6H4.CH2.CN,  is  obtained  by  treat¬ 
ing  an  acid  solution  of  the  amido-derivative  with  sodium  nitrite  ; 
it  crystallises  from  hot  aqueous  solutions  in  large  shining  tables,  which 
melt  at  69 — 70°.  Its  aqueous  solution  yields  a  violet  coloration  with 
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ferric  chloride.  On  saponification  with  hydrochloric  acid,  it  yields 
parahydroxypkenylacetic  acid ,  melting  at  148°.  The  cyanide,  when 
heated  with  potassium  hydroxide  and  methyl  iodide,  yields  a  methyl 
ether,  which,  by  saponification  with  hydrochloric  acid,  is  converted 
into  par  am  ethoxy phenylacetic  acid ,  an  acid  homologous  with  anisic 
acid. 

Metanitrohenyzl  cyanide  forms  large  well-defined  monoclinic  crystals 
melting  at  61°.  The  author  finds  that  the  corresponding  phenylacetic 
acid  melts  at  120°,  somewhat  higher  than  the  melting  point  given  by 
Gabriel  and  Borgmann  (Abstr.,  1883,  1121),  Metamidobenzyl  cyanide 
is  an  oily  liquid,  which  was  converted  into  the  hydroxy-derivative,  a 
substance  easily  soluble  in  alcohol,  ether,  and  water, and  crystallising  on 
slow  evaporation  of  its  aqueous  solution  in  rhombic  tables  melting  at 
52—58°.  Metahydroxyphevylacetic  acid  was  obtained  by  saponification 
of  the  cyanide,  it  crystallises  from  hot  benzene  or  light  petroleum  in 
slender  needles,  which  melt  at  129°.  Ferric  chloride  gives  with  its 
aqueous  solutions  at  first  a  violet  coloration,  but  it  rapidly  fades. 

Orthonitrobenzyl  cyanide  crystallises  in  large  w^ell-defined  rhombic 
prisms  melting  at  84°  ;  it  yields  the  nitrophenylacetic  acid  melting 
at  141°  (Bedson,  Trans.,  1880,  90).  The  author  has  not  succeeded  in 
isolating  in  a  state  of  purity  the  corresponding  amidobenzyl  cyanide, 
the  crude  amido-derivative  treated  with  sodium  nitrite,  &c.,  does  not 
yield  an  hydroxy-derivative,  but  a  compound  crystallising  in  slender 
colourless  needles,  melting  at  139",  and  apparently  of  the  composition 
CsHe^O.  This,  when  heated  with  hydrochloric  acid,  does  not  yield 
hydroxyphenylacetic  acid,  but  a  compound,  Ci4HnN304,  melting  at 
254°.  P.  P.  B. 

Condensation-products  from  Phthalic  Anhydride.  By  S. 

Gabriel  (Ber.,  17,  1389 — 1396). — The  author  has  previously  shown 
(Abstr.,  1881,  733)  that  by  heating  phthalic  anhydride  with  ethyl 
acetate  and  sodium  acetate  there  was  obtained  orthotribenzoylene 
benzene  and  a  crystalline  substance,  to  which  he  provisionally  assigned 
the  formula  C12H802.  This  formula  should  be  doubled.  On  nitration, 
the  substance  yields  a  nitro- derivative,  C24Hi4(N02)2j  crystallising  in 
groups  of  slender  needles,  melting  at  over  280°,  soluble  in  boiling  nitro¬ 
benzene,  sparingly  soluble  in  boiling  glacial  acetic  acid.  By  heating 
it  with  hydriodic  acid  and  phosphorus  for  three  hoars  at  170 — 175°, 
it  is  converted  into  a  new  hydrocarbon,  phthalacene,  C2iHi6,  ethyl 
iodide,  and  carbonic  anhydride.  Fhthalacene  forms  long  colourless 
crystals,  and  melts  at  173°.  Its  derivatives  are  described  in  the 
Abstract,  p.  1189.  From  these  results,  it  seemed  highly  probable  that 
the  compound,  Cv4Hi604,  was  the  ethyl  salt  of  an  acid,  C2iHn02.C00H, 
phthalaconecarboxylie  acid,  and  further  investigation  has  completely 
confirmed  this  view. 

By  heating  the  compound,  C^HieCh,  with  concentrated  sulphuric 
acid  for  half  an  hour,  and  pouring  the  blood-red  liquid  into  water, 
a  citron-yellow  precipitate  is  obtained,  which  may  be  purified  by 
crystallisation,  first  from  boiling  alcohol,  then  from  boiling  glacial 
acetic  acid,  and  again  several  times  from  boiling  alcohol ;  on  mixing 
the  hot  alcoholic  solution  with  hot  alcoholic  potash,  potassium 
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phthalaconecarboxylate ,  C2iHn02.C00K  -f  H20,  separates  in  slender 
yellow  needles.  The  sodium  salt,  C2iHn02.C00Ma  -+-  H20,  crystal¬ 
lises  in  slender  golden-yellow  needles. 

Phthalaconexarboxy lie  acid ,  C2iHn02.C00H,  obtained  by  decompos¬ 
ing  the  alkali  salts  with  hydrochloric  acid,  crystallises  in  yellow 
microscopic  needles,  melts  at  280 — 281*5°,  is  moderately  soluble  in  hot 
alcohol,  less  soluble  in  hot  glacial  acetic  acid. 

Ethyl  hydrophthalaconecarboxylate,  C2iH13(OH)2.COOEt,  prepared  by 
the  action  of  zinc-dust  on  a  solution  of  ethyl  phthalaconecarboxylate 
in  boiling  glacial  acetic  acid,  forms  a  very  pale-yellow  crystalline 
powder,  which  melts  at  211 — 213°.  When  heated  with  potash,  it 
is  converted  into  a  dark  resin,  which  on  digestion  with  hot  water, 
gives  an  indigo-blue  solution,  whilst  yellow  crystals  remain  undis¬ 
solved. 

Hydrophthalaconecarboxylic  acid ,  C2iHl3(OH)2.COOH,  obtained  by 
the  action  of  zinc  in  alkaline  solution  of  phthalaconecarboxylic  acid, 
crystallises  in  colourless  microscopic  needles,  and  melts  at  over  280°. 
It  was  not  obtained  in  a  state  of  purity. 

Ethyl  dioximidophthal acenecarboxylate ,  C2iHu(NOH)2.COOEt,  pre¬ 
pared  by  the  action  of  hydroxylamine  hydrochloride  on  ethyl  phthala¬ 
conecarboxylate,  crystallises  in  yellow  needles,  and  melts  at  263 — 
264°. 

Bioximidophthalacenecarboxylic  acid ,  C2iHu(NOH)2.COOH,  forms 
brownish-yellow  needles,  melts  with  decomposition  at  271 — 273°,  is 
readily  soluble  in  alcohol,  sparingly  soluble  in  glacial  acetic  acid. 

On  repeating  his  experiments  with  phthalic  anhydride  and  ethyl 
malonate,  the  author  has  not  been  able  to  obtain  again  the  substance 
crystallising  in  needles  melting  at  217 — 219*5°.  A.  J.  G. 

a-Hydroxyphthalic  Acid.  By  O.  Miller  (Ber.,  17,  552).— The 
author  claims  priority  in  the  discovery  of  the  acid  described  by 
Jacobsen  as  /5-hydroxyorthophthalic  acid  (Abstr.,  1883,  1224),  which 
had  been  already  obtained  by  him  and  described  with  other  derivatives 
of  phthalic  acid  (Abstr.,  1882,  404).  P.  P.  B. 

Derivatives  of  the  Ethereal  Salts  of  Acetophenoneacetoacetic 
Acid.  By  C.  Paal  (Ber.,  17,  913 — 918). — (Comp,  this  vol.,  598  and 
746.)  By  the  action  of  dilute  hydrochloric  acid  on  ethyl  aceto- 
phenoneacetoacetate,  Weltner  (this  vol.,  746)  obtained  a  body  having 
the  same  composition  as  aeetophenoneacetone,  but  it  differs  essentially 
from  aeetophenoneacetone,  as  described  by  the  author.  By  the  action 
of  excess  of  phenylhydrazine,  it  yields  a  crystalline  mass  which, 
after  purification  by  crystallisation  from  benzene  and  alcohol,  melts  at 
154 — 155°,  and  has  the  composition  Ci7H16N2  : — 

C11H12O2  4“  =  Ci;IIi6N2  -}-  2H20. 

When  aeetophenoneacetone  is  heated  with  dehydrating  agents,  such 
as  acetic  anhydride,  then  neutralised  with  potash  and  distilled  with 
steam,  it  yields  a  crystalline  body,  CuHi0O,  insoluble  in  water  and 
alkalis  ;  this  melts  at  41 — 42°,  and  boils  at  235 — 240°.  Its  constitu¬ 
tion  is  not  determined.  It  does  not  form  additive-products  with 
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bromine,  and  on  oxidation  it  yields  benzoic  acid.  Another  body, 
isomeric  with  the  preceding,  is  formed  at  the  same  time,  it  is  less 
volatile  and  cannot  be  distilled  without  decomposition,  it  melts  at 
82 — 83°,  combines  directly  with  bromine,  and  is  converted  into  the 
above-described  body,  Ci7Hi6N2,  by  the  action  of  phenylhydrazine. 

The  formation  of  the  acid,  Ci2H10O3,  has  been  previously  described. 
When  treated  with  potassium  permanganate,  it  yields  benzoic,  acetic, 
and  carbonic  acids ;  hydriodic  acid  and  phosphorus  convert  it  into  a 
hydrocarbon,  probably  CnH^.  The  potassium  salt  of  the  acid  crys¬ 
tallises  from  alcohol  anhydrous, and  from  water,  with  water  of  crystal¬ 
lisation  ;  the  ammonium  salt  is  anhydrous,  and  scarcely  soluble  in 
aqueous  ammonia.  Hydrochloric  acid  passed  into  the  alcoholic  solu¬ 
tion  of  the  acid  gives  rise  to  the  formation  of  an  oil,  Ci2H903Et.  The 
author,  in  continuing  the  work,  hopes  to  show  some  connection 
between  these  compounds  and  naphthalene.  H.  B. 

Acetylisation  of  Gallic  Acid  and  Tannin.  By  C.  Bottinger 
( Ber ,,  17,  1503 — 1507). — When  hydrated  gallic  acid  is  gently  warmed 
with  excess  of  acetic  anhydride,  it  yields  triacetogallic  acid ,  but  if 
the  gallic  acid  is  first  dehydrated,  the  triaceto-compound  is  mixed 
with  a  pentacetyl -compound  melting  at  151°,  and  somewhat  resem¬ 
bling  peniacetotannic  acid  in  properties.  Crystallised  tannic  acid, 
when  treated  with  cold  acetic  anhydride,  yields  pentacetotannic  acid. 

The  author  has  investigated  the  action  of  acetic  anhydride  on  the 
aqueous  extracts  of  divi-divi,  algarrobilla valonia ,  and  nutgall.  The 
principal  constituent  of  the  acetyl-derivatives  appeared  in  each  case 
to  be  a  substance  of  the  composition  of  triacetogallic  acid,  but 
isomeric  and  not  identical  with  this  latter.  L.  T.  T. 

Digallic  Acid.  By  C.  Bottinoer  (. Ber .,  17,  1475— 1479).— The 
author  finds  that  the  derivatives  of  gallic  acid  previously  described 
by  him  (this  vol.,  55)  do  not  contain  the  pyruvic  nucleus,  and  that 
the  pyruvic  acid  used  in  the  reaction  may  be  replaced  by  glyoxylic 
acid  without  change  of  products.  If,  however,  it  is  replaced  by 
acetic  acid,  the  gallic  acid  undergoes  scarcely  any  change  (only  a 
trace  of  rufigallic  acid  being  formed),  whereas  if  no  foreign  acid  be 
employed,  the  whole  of  the  gallic  acid  will  be  converted  into  rufigallic 
acid. 

Gallic  acid  or  ether  is  moistened  with  pyruvic  or  glyoxylic  acid, 
concentrated  sulphuric  acid  added,  and  the  whole  heated  for  half  an 
hour  in  the  water-oven.  A  substance  is  thus  formed  which  is  easily 
soluble  in  water,  and  somewhat  resembles  in  properties  the  body 
described  by  Schiff  (this  Journal,  1874,  267).  If  the  heating  with 
sulphuric  acid  is  continued  for  several  hours,  a  substance  is  obtained 
"which  is  insoluble  in  water,  but  soluble  in  acetic  anhydride  with 
formation  of  an  acetyl*  derivative.  The  soluble  substance  is  very 
hygroscopic,  has  a  strong  odour,  and  melts  below  100°,  giving  off 
water,  but  undergoing  little  further  change  until  about  148°,  when  it 
is  converted  into  an  insoluble  substance.  Its  formula  is  CuHuOn, 
but  when  dried  at  a  little  above  100°,  it  loses  2  mols.  H20,  but  at  the 
same  time  is  slightly  decomposed.  The  dried  body,  when  digested 
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with,  acetic  anhydride  at  100°,  yields  a  pentacety  1-derivative  of  the 
formula  C14H5AC5O9,  so  that  the  acid  must  be  CuH|0Og  p  2H>0.  The 
author  calls  the  substance  digallic  acid ,  and  believes  the  insoluble 
substance  to  be  its  anhydride.  Digallic  acid  is  isomeric  but  probably 
not  identical  with  tannin.  L.  T.  T. 

Morin.  Part  I.  By  R.  Bknedikt  and  K.  Hazura  (Monatsh.  Chem ., 
5,  165 — 176). —  A  short  notice  of  these  results  has  already  appeared 
(this  vol.,  846).  The  dyeing  properties  of  fustic  ( Morns  tinctorial 
are  usually  attributed  to  the  presence  of  two  substances,  morin  and 
maclurin.  This  would  appear,  however,  to  be  in  part  erroneous,  as 
from  many  of  the  commercial  extracts  not  even  a  trace  of  these  sub¬ 
stances  can  be  obtained,  although  yielding  good  results  in  dyeing. 
Experiments  of  Klaye  show  that  maclurin  is  not  a  dye,  as  it  only 
gives  a  very  pale  dirty  yellowish-brown  colour  on  goods  mordanted 
with  alumina ;  pure  morin,  on  the  contrary,  gives  intense  pure 
yellows. 

Morin  is  best  prepared  as  follows  : — 20  kilos,  of  fustic  extract  of 
20°  Baume  is  well  mixed  with  an  equal  volume  of  water  and  a  little 
hydrochloric  acid,  the  clear  liquid  decanted,  and  the  residue  repeat¬ 
edly  treated  with  acidulated  water  in  similar  manner,  until  the 
washings  are  no  longer  yellow.  The  residue  is  then  pressed,  pow¬ 
dered,  and  air-dried.  The  crude  morin  so  obtained  is  dissolved  in 
alcohol  by  aid  of  heat,  and  one-tenth  of  the  volume  of  hot  water  added  ; 
on  cooling,  pure  morin  separates.  The  filtrate  is  again  heated  to 
boiling  and  a  small  quantity  of  hot  water  added,  when  more  morin 
separates.  This  is  repeated  on  the  filtrate  until  the  last  addition  of 
hot  water  causes  no  separation.  The  various  crystallisations  are 
then  mixed  together  and  recrystallised  in  a  similar  manner. 

By  fusing  morin  with  potash,  Hlasiwetz  and  Pfaundler  (,/.  pr. 
Chem.,  94,  65)  obtained  phloroglucinol  alone,  and,  in  some  expe¬ 
riments,  a  little  oxalic  acid.  The  authors  find  that  resorcinol  is  also 
formed  in  large  quantity. 

By  reducing  morin  with  sodium  amalgam,  phloroglucinol  is  ob¬ 
tained,  and  also  an  acid  which  yields  resorcinol  on  distillation,  and 
therefore  must  stand  in  some  simple  relation  to  it.  According  to 
Hlasiwetz  and  Pfaundler  (loc.  cit .)  phloroglucinol  alone  is  formed. 
The  yield  of  phloroglucinol  obtained  by  the  authors  was  less  than 
one-ninth  of  that  required  on  the  theory  of  its  being  the  only  product. 
The  authors  have  failed  to  obtain  the  iso  morin  of  Hlasiwetz  and 
Pfaundler ;  they  can  at  present  assign  no  reason  for  their  wTant  of 
success. 

The  oxidation  of  morin  with  nitric  acid  yields  styphnic  acid  (trini- 
troresorcinol),  according  to  Wagner  (/.  pr.  Chem .,  51,  82).  Hlasiwetz 
and  Pfaundler  found  oxalic  acid  to  be  the  usual  product  of  the  action 
of  oxidising  agents  on  morin.  By  the  careful  oxidation  of  morin  dis¬ 
solved  in  glacial  acetic  acid  with  nitric  acid,  the  authors  have  obtained 
/3-resorcylic  acid,  and  another  substance  separating,  on  addition  of 
baryta  to  the  reaction-product,  as  a  voluminous  greyish-brown 
precipitate  ;  small  quantities  of  oxalic  acid  and  of  a  nitro-produet 
were  also  observed. 
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From  a  consideration  of  all  the  analyses  yet  published,  the  authors 
arrive  at  the  conclusion  that  morin  is  best  represented  by  the  formula 
Ci2H806  for  the  dried  substance.  It  crystallises  with  1  mol.  H20. 

From  the  foregoing  results,  it  follows  that  morin  must  have  a  con¬ 
stitution  analogous  to  that  of  maclurin,  as  they  are  both  resolved  by 
simple  reactions  into  phloroglucinol  and  an  acid  of  the  formula 
C7H604 ;  protocatechuic  acid  in  the  case  of  maclurin,  and  /3-resorcylic 
acid  in  that  of  morin.  A.  J.  G. 

Derivatives  of  Benzenesulphonic  Acid.  By  R.  Hubner 
( Annalen ,  223,  234 — 246). — The  ethereal  salts  of  benzenesulphonic 
acid  are  obtained  by  the  action  of  benzenesulphonic  chloride  on  dry 
sodium  methylate,  ethylate,  &c.,  suspended  in  absolute  ether.  The 
ethylic  salt  which  has  been  previously  described  by  Schiller  and  Otto 
( Ber .,  9,  1638)  has  the  sp.  gr.  1*22  at  17°.  The  methyl  and  propyl 
sabs  resemble  this  substance  in  their  properties.  Their  specific  gravities 
at  17°  are  1*272  and  1*1785  respectively.  Negative  results  were  ob¬ 
tained  in  attempts  to  prepare  the  anhydride  of  benzenesulphonic  acid 
by  the  action  of  benzenesulphonic  chloride  on  benzenesulphonic  acid 
or  on  the  sodium,  ethyl,  or  silver  salt  of  the  acid.  W.  C.  W. 

Nitro-  and  Amido-triphenylphosphine  Oxide.  By  A.  Miciiaelis 
and  H.  v.  Soden  ( Ber. ,  17,  921 — 924).  —  Fuming  nitric  acid  dis¬ 
solves  triphenylphosphine,  and  on  pouring  the  solution  into  water,  a 
mixture  of  triphenylphosphine  nitrate,  Ph3P(N03)2,  and  triphenyl¬ 
phosphine  hydroxide,  Ph3P(OH)2,  is  deposited  as  an  oil  ;  on  exposure 
to  the  air,  it  is  entirely  converted  into  the  latter.  By  evaporating 
the  nitric  acid  solution  to  dryness,  the  nitrate  is  obtained  purer;  but 
by  long  standing  over  slaked  lime  and  sulphuric  acid,  it  leaves  a 
basic  nitrate,  Ph3P(N03)  (OH) .  By  employing  a  mixture  of  nitric 
and  sulphuric  acids,  substitution  and  oxidation  take  place.  The 
hydroxide  is  best  prepared  by  treating  triphenylphosphine  first  with 
water  and  bromine,  then  with  caustic  soda;  when  heated,  it  loses 
water  and  leaves  the  oxide,  Ph3PO,  boiling  above  360°.  When  the 
hydroxide  is  dissolved  in  cold  nitric  and  sulphuric  acids  and  the 
solution  poured  into  water,  it  yields  a  precipitate  of  trinitrotri phenyl- 
phosphine  oxide ;  it  melts  at  243°. 

Triamidotriphenylphosphine  oxide  is  obtained  by  reduction  of  the 
preceding  body  with  tin  and  hydrochloric  acid.  It  is  only  slightly 
soluble  in  cold  water,  melts  at  259°,  and  its  salts  are  very  soluble. 
Dissolved  in  acetic  anhydride  and  precipitated  with  ether,  it  yields 
the  acetyl-derivative,  (NHAc.C6H4)3PO  -f  H20,  melting  at  187*5°.  The 
benzoyl-derivative,  (NBBz.C6H4)3PO,  melts  at  180°.  Bromine  added 
to  the  solution  of  the  hydrochloride  produces  a  precipitate,  probably 
(NHo.CeFfjBrs^PO.  The  base  is  isomeric  with  Schiff’s  anilide  of 
orthophosphoric  acid,  PO(NHPh)3.  H.  B. 

Synthesis  of  Indole-derivatives.  By  E.  Fischer  and  0.  Hess 
(Ber.,  17,  559—568). — One  of  the  authors  has  already  shown  (this 
vol.,  52)  that  methylphenylhydrazine  and  pyroracemic  acid  unite 
directly  to  form  an  acid,  which  when  treated  with  hydrochloric 
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acid,  is  resolved  into  ammonia,  and  an  acid,  Ci0H9NO2.  The  farther 
investigation  of  this  compound  shows  that  it  is  related  to  indole,  into 
a  methylated  derivative  of  which  it  is  converted  by  heat,  and  there¬ 
fore  the  authors  style  this  acid  methylindolecarboxylic  acid. 

Methylindole ,  C9H9N,  obtained  by  heating  the  above  acid  at  205°,  is 
a  yellow  oil,  volatile  in  steam,  and  boils  at  239°  ;  it  is  insoluble  in 
water,  but  easily  miscible  with  alcohol,  ether,  and  benzene.  In 
physical  and  chemical  properties,  it  exhibits  a  great  resemblance  to 
indole  ;  with  pine  wood  moistened  with  hydrochloric  acid,  it  gives  a 
violet  coloration.  Methylindole  and  picric  acid  unite  to  form  a  pierage, 
C9H9N,C6Ha(NO,)3.OH,  crystallising  from  ether  in  dai’k  red  prisms, 
melting  at  150°. 

Me  thy  Ip  send  isatin,  C9H71N'02.~-If  methylindole  is  treated  with  solu¬ 
tions  of  sodic  hypobromite  or  hypochlorite,  a  halogen-derivative  is 
formed,  the  bromine  or  chlorine  of  which  is  easily  substituted,  and 
when  the  compound  is  treated  with  alcoholic  soda  methylpseudisatin 
is  produced.  This  crystallises  from  water  in  beautiful  red  needles, 
melting  at  134°  ;  its  properties  are  similar  to  those  of  Baeyer’s  etliyl- 
pseudisatin  ( Ber .,  16,  2193)  ;  it  yields  an  indophenine  with  coal-tar 
benzene  and  sulphuric  acid,  and  like  isatin  unites  directly  with  phenyl- 
hydrazine. 

Ethylphenylhydrazine  unites  directly  with  pyroracemic  acid,  form¬ 
ing  ethylphenylhydrazine-pyroracemic  acid,  which  when  heated  with 
hydrochloric  acid  yields  ethylindolecarboxylic  acid,  CiiHnN02,  crystal¬ 
lising  in  colourless  needles  which  melt  at  183°.  Like  the  methyl -deri¬ 
vative,  it  is  resolved  by  heat  into  carbonic  anhydride  and  ethylindole, 
CioHuN,  a  liquid  boiling  8°  higher  than  methylindole,  to  which  it  has 
the  closest  resemblance.  Ethylindole  is  oxidised  by  sodic  hypo¬ 
chlorite,  and  converted  into  ethylpseudisatin ,  identical  with  that 
described  by  Baeyer  ( loc .  cit.). 

Diphenylhydrazine  and  pyroracemic  acid  unite  to  form  diphenyl - 
hydrazinepyroracemic  acid ,  N"Ph2.N  ]  CMe.COOH,  which  crystallises 
from  hot  alcohol  in  white  needles,  melting  at  145°;  when  heated  with 
hydrochloric  acid,  it  is  converted  into  phenylindolecarboxylic  acid , 
crystallising  from  alcohol  in  white  needles,  melting  at  173— 176°; 
this  when  heated  at  200 — 210°  loses  carbonic  anhydride,  and  yields  a 
heavy  oil,  apparently  phenylindole.  P.  P.  B. 

New  Reaction  of  Benzidine.  By  P.  Julius  (Monatsh.  Chem .,  5, 
193 — 194). — In  aqueous  solutions  of  benzidine,  potassium  dichromate 
produces  a  voluminous  precipitate  of  interlaced  blue  needles  of  benzi¬ 
dine  chromate,  Ci2H8(NH2)2,H2Cr04.  It  is  insoluble  in  the  ordinary 
solvents,  and  is  partially  decomposed  on  boiling  with  water ;  when 
boiled  with  dilute  ammonia,  it  is  converted  into  benzidine,  ammonium 
dichromate,  and  a  brownish  amorphous  substance,  containing  much 
chromium.  The  reaction  is  sensitive,  as  a  solution  containing  1  part 
of  benzidine  in  5000  parts  water  gives  a  distinct  precipitate  on  heat¬ 
ing.  The  isomeric  diphenylene  gives  a  similarly  delicate  reaction  with 
potassium  dicliromate.  A.  J.  Gr. 
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The  Euxanthone  Group.  By  E.  Spisgler  (Monatsh.  Chem 5, 
195 — 202  ;  and  Ber.,  17,  807 — 810). — Diphenylene  ketone  when 
treated  with  hydroxylamine  hydrochloride  and  alcohol,  yields 

C  H 

diphenyleneacetoxime ,  *  NOH,  forming  pale  yellow  crystals, 

and  melting  at  192°.  All  attempts  to  convert  diphenylene  ketone 
oxide  and  euxanthone  into  the  corresponding  oximes,  either  by  treat¬ 
ment  with  free  hydroxylamine  or  its  hydrochloride,  were  unavailing. 
These  negative  results  appear  to  throw  considerable  doubt  on  the 

accuracy  of  the  formulae  0<^6g4>C0  and 

usually  assigned  to  these  bodies.  The  absence  of  the  ketone-group  is 
further  confirmed  by  their  not  reacting  with  phenylhydrazine.  The 
author  considers  it  probable  that  they  may  be  lactones,  and  suggests 

the  formulae  C6H4«^£^j  )>CO  for  diphenylene  ketone  oxide,,  and 

0 - 


OH.C,H,<  “  >CO 


for  euxanthone.  It  has  been  already  shown  that  a-  and  7-lactones 
do  not  react  with  hydroxylamine,  and  the  author  now  shows  that 

coumarine,  a  A-lactone,  ^>CO,  is  also  without  action. 

Paradioxybenzophenone,  treated  with  hydroxylamine  and  alcohol, 
readily  yields  the  corresponding  oxime ,  C(C&H4.0H)2  !  NOH,  as  a 
yellow  oil,  crystallising  on  long  standing.  This  result  shows  that  the 
presence  of  other  oxygen-atoms  in  the  molecule  does  not  prevent  the 
ketone-group  reacting  with  hydrogen.  That  a  high  molecular  weight 
does  not  prevent  the  reaction  is  shown  by  the  formation  of  phenyl- 
x-naphthylacet  oxime,  by  the  action  of  phenyl-a-naphthyl  ketone  on 
hydroxylamine.  It  forms  a  yellow  oil  of  the  formula  Oi0H7.CPh  ‘KOH. 

A.  J.  G. 


Formation  of  Acridine.  By  C.  Graebe  (. Ber .,  17,  13.70 — 1371). 
— The  synthesis  of  acridine  from  diphenyl  amine  leads  to  the  view 
that  its  constitution  is  analogous  to  that  of  anthracene,  and  not  to 
that  of  phenanthrene.  A  still  further  confirmation  of  this  assumption 
is  now  brought  forward  by  the  author,  who  shows  that  a  large  yield 
of  acridine  is  obtained  by  passing  orthotolylaniline  through  a  red-hot 
tube,  the  reaction  being  expressed  by  the  equation 

C6H4<S56H6  =  CoH/ I  Aw  +  2H  . 

CH 

Benzylidene-aniline  does  not  yield  acridine  when  passed  through  a 
red-hot  tube,  whilst  it  should  do  so  if  acridine  had  a  constitution 
similar  to  that  of  phenanthrene.  Orthoditolylamine  yields  acridine, 
and  a  methylated  acridine.  Paratolylaniline  does  not  yield  acridine 
at  a  red  heat.  These  experiments  give  further  proof  that  the  nitrogen 
and  CH- group  are  in  the  ortho-position  in  both  benzene-groups,  the 
constitution  of  acridine  being  expressed  by  the  formula 
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A.  J.  G. 


Butylacridine  and  Acridylbenzoie  Acid.  By  A.  Bernthsen 
and  J.  Traube  ( Ber .,  17,  1508 — 151*2). — Butylacridine ,  Ci7H!71N",  was 
obtained  by  heating  a  mixture  of  valeric  acid  and  diphenylamine  with 
zinc  chloride  for  20  hours  at  200 — 220°.  It  forms  a  white  amorphous 
substance,  which  rapidly  turns  brown  when  exposed  to  the  air.  It 
distils  without  much  decomposition.  Its  hydrochloride  crystallises  in 
brownish-yellow  rhombohedric  prisms  which  melt  at  191°  ;  in  dilute 
alcoholic  solution,  it  exhibits  a  strong  bluish-green  fluorescence.  The 
nitrate  forms  long,  pale  yellow,  silky  needles,  melting  at  139°  ;  the 
chromate  Ci7H17N,H2Cr04,  crystallises  in  orange  needles,  which  melt  at 
a  little  above  100°,  with  evolution  of  acridine.  Beduced  with  zinc, 
the  hydrochloride  yields  hydrohutylacridine ,  Oi7H19Isr,  which  forms 
glittering  white  scales  melting  at  90 — 92°.  Acridylbenzoie  acid , 
Ci3H8N.C6H4.COOH,  is  obtained  by  heating  phthalic  anhydride  and 
diphenylamine  with  zinc  chloride  at  180 — 200°  for  about  12  hours. 
It  crystallises  in  yellow  prisms  or  needles,  easily  soluble  in  dilute 
acids  or  alkalis,  almost  insoluble  in  boiling  water.  Its  dilute  solu¬ 
tions  in  acids  have  a  green,  and  in  alkaline  solution,  a  blue  fluorescence. 
It  may  be  heated  to  300°  without  change,  but  above  that  temperature 
it  is  decomposed  with  evolution  of  phenylacridine.  Its  hydrochloride 
crystallises  in  small  yellow  needles  or  tables,  which  melt  at  163°.  Its 
sodium  salt  crystallises  in  mother-of-pearl- like  scales  or  needles,  which 
are  very  soluble  in  water,  and  contain  water  of  crystallisation  (probably 
mols.).  The  silver  salt  is  yellowish-white  and  amorphous;  the 
copper-salt  bluish-green.  By  reduction,  hydroacridylbenzoic  acid , 
C20H16BO2,  is  obtained  in  the  form  of  colourless  needles,  which  readily 
become  reoxidised  to  acridylbenzoie  acid.  Like  other  hydroacridines 
it  has  no  basic  properties.  The  formation  of  acridylbenzoie  acid  is 
probably  explained  by  the  equation — 


,C6ILn 


nh<^55  +  C6H4<™JJ  =  - ^C.C6H4.COOH  -f  2HoO. 

c6h4 

L.  T.  T. 


New  Method  of  Preparing  Carbostyril.  By  J.  Rotheit  (J.  pr . 
Ghem.  [2],  29,  300 — 302). — This  is  a  preliminary  note  on  the  forma¬ 
tion  of  carbostyril  by  heating  trichloroxy quinoline  with  fuming  hydr- 
iodic  acid  in  a  sealed  tube  at  250h  The  trichloroxyquinoline  was  pre¬ 
pared  by  acting  with  chlorine  on  a  solution  of  quinoline  in  dilute  acetic 
acid,  first  in  the  cold,  and  then  with  the  aid  of  heat.  P.  F.  F. 

cl-  and  /LMethylnaphthalene.  By  K.  E.  Schulze  (Ber.,  17, 
842 — 846). — Fittig  prepared  a-raethylnaphthalene  from  a-bromonapb- 
thalene  and  methyl  iodide ;  Reingruber  (Abstr.,  1881,  436)  isolated  a 
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substance  from  coal-tar  which  he  believed  to  be  different  from  Fittig’s 
product,  and  called  (S-methylnaphthalene. 

A  sample  of  coal-tar  oil  purified  by  sulphuric  acid  and  caustic  soda 
and  boiling  at  200 — 300°  was  examined.  By  fractionation  an  oil 
boiling  at  139 — 142°  and  solidifying  at  2°,  was  isolated  ;  this  after 
repeated  melting  and  recrystallxsation  and  pressing,  followed  by 
crystallisation  from  alcohol,  malted  constantly  at  32*5°.  Analysis 
showed  it  to  be  a  methylnaphthalene ;  it  boils  at  241 — 242°.  The 
author  considers  this  to  be  |8-methylnaphthalene,  and  Reingruber’s 
and  Fittig’s  products  to  have  been  essentially  the  same.  The  follow¬ 
ing  compounds  have  been  obtained  pure  :  the  picrate ,  crystallising 
from  alcohol  and  melting  at  115°  :  a,-nitro-f3-methylnaphthalene .  melt¬ 
ing  at  81°,  is  formed  together  with  a  small  quantity  of  a  dinitro- 
derivative  melting  at  206°  by  the  action  of  a  mixture  of  nitric  and 
sulphuric  acids  on  S-methylnaphthalene. 

The  oil  pressed  from  the  /3- methylnaphthalene,  and  which  did  not 
crystallise  at  —15°,  was  purified  and  found  to  be  a  methylnaphthalene ; 
it  boils  at  240 — 213°;  according  to  Fittig  the  boiling  point  of 
^-methylnaphthalene  is  231 — 232°,  the  author,  however,  has  made  a 
preparation  according  to  Fittig’s  directions,  and  found  the  boiling 
point  to  be  also  240 — 242°.  The  mononitro-substitution  product  is  an 
oil  not  crystallising  at  —15°  ;  the  picrate  melts  at  116°.  Reingruber 
could  prepare  neither  a  crystalline  nitro-derivative  nor  a  picrate  ;  his 
product  was  neither  (3-  nor  pure  a-methylnaphthalene.  H.  B. 

a-  and  f3-Methylnaphthalene.  By  K.  E.  Schulze  ( Ber .,  17, 
1-527 — 1530). — Esobromo-oi-methylnaphthalene  (for  nomenclature  see 
this  vol.,  998)  was  obtained  by  exposing  a  mixture  of  molecular 
proportions  of  a-methylnaphthalene  and  bromine  dissolved  in  carbon 
bisulphide  to  the  action  of  sunlight.  It  was  purified  by  the  help  of 
its  picric  acid  compound.  It  is  a  colourless  liquid  with  a  slight  odour 
resembling  that  of  bromotoluene,  and  boiling  with  slight  decom¬ 
position  at  298°,  corr.  It  forms  a  compound  with  picric  acid 
which  crystallises  in  deep  yellow  needles  melting  at  105°.  Bsobromo - 
S-methylnaphthalene ,  prepared  in  a  similar  manner,  boils  at  296°,  corr. 
Its  picric  acid  compound  crystallises  in  yellow  needles  melting  at 
113°.  jS-Naph  thorn  ethyl  chloride ,  (hoH7.CH2Cl,  was  obtained  bypassing 
a  current  of  chlorine  into  /^-methylnaphthalene  at  240 — 250°.  It 
distils  at  168°  under  20  mm.  pressure,  and  solidifies  to  a  mass  of  small 
micaceous  scales.  It  melts  at  47°,  but  if  allowed  to  resolidify  and 
immediately  reheated  it  melts  at  41°  ;  if  allowed  to  remain  15  or  20 
minutes  after  solidification,  it  recovers  its  normal  melting  point  of 
47°.  (3-Naphthomethyl  bromide  was  prepared  in  a  similar  manner.  If 
the  temperature  during  the  reaction  is  allowed  to  reach  280°,  total 
decomposition  takes  place.  Crystallised  from  alcohol,  it  forms  white 
fatty  scales  melting  at  56°.  It  boils  at  213°  under  100  mm.  pressure. 
Both  the  chloride  and  bromide  resemble  the  corresponding  benzyl- 
derivatives  in  odour.  They  do  not  form  compounds  with  picric  acid. 
(3 -Naphth aldehyde,  CmH7.COH,  was  prepared  by  oxidising  the  chloride 
or  bromide  with  lead  nitrate ;  it  forms  white  scales  melting  at  59°, 
and  is  identical  with  that  obtained  by  Battershall  by  the  distillation 


ORGANIC  CHEMISTRY. 


1185 


of  a  mixture  of  calcium  a-naphthoate  and  formate.  fi-Naphthoic  acid 
is  only  obtained  in  very  small  quantity  by  the  oxidation  of  the  alde¬ 
hyde,  but  may  be  prepared  almost  quantitatively  if  the  chloride  or 
bromide  be  oxidised  by  shaking  with  a  cold  solution  of  potassium 
permanganate.  It  melts  at  185°,  and  is  identical  with  Vieth’s  acid, 
for  which  he  found  the  melting  point  182°.  L.  T.  T. 

Isobutylnaphthalene.  By  R.  Wegschetder  ( Monatsh .  Chem ., 
5,  236 — 240). — Isobutylnaphthalene  is  obtained  by  mixing  1  part  of 
isobutyl  chloride  with  2  parts  of  fused  naphthalene,  and  then  adding 
aluminium  chloride  in  small  portions,  the  mixture  being  heated  just 
sufficiently  to  prevent  crystallisation.  Excess  of  aluminium  chloride 
should  be  avoided,  about  one-twelfth  of  the  weight  of  the  naphthalene 
being  sufficient.  In  addition  to  isobutylnaphthalene  there  are  formed 
a-a-dinaphthyl,  a-/3-dinaphthyl,  and  isodinaphthyl :  their  separation 
can  be  effected  by  distillation  with  steam. 

Isobutylnaphthalene  forms  a  colourless  oil ;  it  boils  at  280°,  vola¬ 
tilises  with  difficulty  in  a  current  of  steam,  and  is  readily  soluble  in 
ether.  The  picric  acid  compound  crystallises  in  aggregates  of  slender 
needles,  melts  at  96°,  and  is  readily  soluble  in  alcohol.  Isobutyl¬ 
naphthalene  is  not  obtained  by  heating  a  mixture  of  naphthalene, 
isobutyl  alcohol,  and  zinc  chloride.  A.  J.  G. 

Condensation-product  of  /3-Naphthol  with  Benzaldehyde. 

By  W.  Trzcinski  ( Ber .,  17,  499 — 501). — This  condensation-product 
having  the  composition  C68H4603,  is  obtained  by  treating  jS-naphthol 
and  benzaldehyde  dissolved  in  alcohol  with  concentrated  sulphuric 
acid  :  by  crystallisation  from  benzene  or  chloroform  it  is  obtained ’in 
microscopic  rhombic  tablets  melting  at  190 — 191°.  It  is  insoluble  in 
alcohol,  ether,  and  alcoholic  potash,  and  apparently  does  not  contain 
hydroxyl-groups.  It  forms  bromo-  and  chloro-substitution-products, 
and  is  converted  into  melinointrisid phonic  acid  by  concentrated  sul¬ 
phuric  acid  (this  vol.,  590).  When  nitrated,  it  gives  a  compound 
of  the  composition  C34Hl7(N02)702. 

Probably  the  formation  of  this  takes  place  in  two  phases:  (1)  a 
compound  C34H24O2  is  formed,  thus  : — 

2C10H8O  +  2C7H60  -  2H20  =  C34H2402 ; 

(2)  2  mols.  of  this  condense  and  give  C68H4603,  thus  : — 


2C31H24Q2  -  H20  =  C68H4603.  P.  P.  B. 

Naphthalene  Derivatives.  By  R.  Flessa  (Ber.  17,  1479 — 
1486). — A.  J.  Smith  (Trans.,  1879,  789)  showed  that  by  the  direct 
bromination  of  /i-naphthol  in  acetic  solution  the  end-product  was 
tetra-bromonaphthol.  By  the  use  of  Gustavson’s  method  (this 
Journal,  1877,  ii,  599),  the  author  has  obtained pentabromo-B-naphthul : 
2 — 3  grams  of  aluminium-foil  are  gradually  added  to  a  well-cooled 
solution  of  bromine  in  carbon  bisulphide  and  then  10  grams  of 
/f-naphthol,  the  whole  being  finally  heated  to  complete  the  reaction. 
When  purified,  pentabromo-/3-naphthol  crystallises  in  colourless 
VOL.  xlyi.  4  l 
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needles  which  melt  at  237°.  It  dissolves  sparingly  in  boiling  alkali, 
and  the  solution  deposits  the  alkaline  salt  on  cooling.  When  oxidised 
with  dilute  nitric  acid  at  100°,  this  substance  yields  tetrabromo-p-najoJi- 
fhaquinone ,  CiftH2Br402,  which  is  of  a  red  colour,  crystallises  in 
nodules,  is  moderately  soluble  in  the  usual  solvents,  and  melts  at 
164°.  Alkalis  dissolve  it,  but  not  without  change,  as  acids  reprecipi¬ 
tate  from  the  solution  a  pale-yellow  substance,  and  the  filtrate  con¬ 
tains  bromine.  When  heated  with  nitric  acid  of  sp.  g r.  1*15  in  closed 
tubes  at  150°,  this  quinone  is  converted  into  tribromophthalic  acid.  This 
substance  crystallises  in  silky  needles  or  scales  easily  soluble  in  ether, 
alcohol,  acetic  acid,  and  alkalis,  moderately  so  in  boiling  water,  and 
melts  at  190 — 191°.  It  forms  soluble  salts  with  alkalis  :  the  barium 
salt  and  the  calcium  salt  both  crystallise  with  2  mols.  H20  :  the  silver 
salt  is  precipitated  as  a  white  flocculent  substance.  When  heated  a 
little  above  its  melting  point,  the  acid  is  converted  into  tribromo¬ 
phthalic  anhydride,  which  sublimes  without  decomposition  in  beautiful 
white  scales  melting  at  157°.  It  is  almost  insoluble  in  cold  water,  and 
is  reconverted  into  the  acid  by  boiling  water.  It  is  easily  soluble  in 
the  usual  solvents.  When  fused  with  resorcinol,  it  yields  a  compound 
having  properties  similar  to  those  of  fluorescein. 

When  pentabromo-@-naphthol  is  treated  at  100°  with  bromine 
containing  aluminium  bromide,  a  more  highly  brominated  derivative 
(probably  hexahromo-/3-naphthol)  is  obtained ;  this  crystallises  in 
colourless  needles,  and  also  yields  a  brominated  phthalic  acid  on 
oxidation.  These  compounds  are  still  under  investigation. 

Attempts  at  the  direct  bromination  of  phthalic  anhydride  proved 
fruitless,  even  in  the  presence  of  aluminium  bromide,  mere  traces  of 
brominated  acids  being  obtained.  L.  T.  T. 

Derivatives  of  Nitro-/3-naphthaquinone.  By  O.  Korn  ( Ber 
17,  906 — 909). — Phenvlazo-jS-naphthol  (see  this  vol.,  610)  was  con¬ 
verted  into  nitro-3-naphthaquinone  according  to  Stenhouse  and 
Groves’  method.  Reduced  with  tin  and  hydrochloric  acid  the  hydro¬ 
chloride  of  amidodihydroxynaphthalene ,  Ci0H5(aOH)(/3OH)  (NH2,HC1), 
is  obtianed.  This  base  differs  in  several  respects  from  the  amido- 
dihydroxynaphthol  prepared  by  Graebe  and  Ludwig  from  biimido- 
naphthol ;  and  since  nitro-tf-naplithaquinone  is  oxidised  to  phthalic 
acid,  its  constitution  is  probably  C10H5(OH)  (OH)(NH2)  [oc  :  (3  :  /3]. 

By  the  action  of  aniline  on  a  boiling  alcoholic  solution  of  nitro- 
/3-naphthaquinone,  red  needles  of  nitro  -  ft  -  naphthaquinoneanilide, 

Ci0H4(OH) (NO,) <Nph>  are  formed;  it  melts  at  253°,  and  is  in¬ 
soluble  in  most  reagents.  By  the  continued  action  of  aniline  and 
alcohol,  a  compound  is  formed  melting  at  183 — 18-5°  ;  alcohol  alone, 
however,  decomposes  nitro-/3-naphthaquinone  with  the  formation  of  a 
crystalline  body,  probably  nitro-/3-naphthaquinol.  H.  B. 

Note  on  the  Chemical  Constitution  of  Anthraquinone, 
Anthracene,  and  Analogous  Compounds.  By  E.  v.  Meyer  (/.  pr. 
Ghem .  [2],  29,  139 — 144). 
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Constitution  of  Phthalic  Chloride  and  Anthraquinone.  By  V. 

Meter  (Ber.,  17,  817 — 819).-— The  question  whether  phthalic  chloride 

CO 

has  the  constitution  C6H4(C0C1)2  or  C6H4<C q q j  n°t  decided 

_  C  0  - 

by  the  formation  of  phthalophenone,  C6H4<^Qpji  ^>0,  but  a  proof 

that  the  second  formula  is  the  correct  one  is  the  fact  that  the  so-called 
phthalyl  ether — formed  by  the  action  of  zinc  ethyl  on  the  chloride — is 
not  a  ketone,  for  under  no  conditions  does  it  combine  with  hydroxyl- 


amine  ;  it  is  probably  a  lactone,  C6H4<^ 


-CO' 

CEto 


>0. 


E.  v.  Meyer  (J.  pr.  Ghem.  [2],  29,  139)  has  supposed  that  anthra¬ 
quinone  is  a  lactone,  viz.,  phenylenephthalide,  but  it  has  been 
shown  that  when  treated  with  hydroxylamine  it  yields  a  body, 
C14H902N,  and  that  lactones  are  incapable  of  uniting  with  hydroxyl¬ 
amine  (Abstr.,  1883,  1104).  It  would  appear  that  only  one  carbonyl- 
group  is  acted  on  in  those  double  ketones  in  which  the  two  carbonyl- 
groups  are  not  directly  united.  H.  B. 


Diethyl  Alizarin  Ether.  By  J.  Habermann  ( Monatsh .  Ghem.,  5, 
228 — 231). — Schutzenberger  described  this  body  as  a  bright-yellow 
substance,  insoluble  in  water,  soluble  in  alcohol;  his  analytical  results 
are  very  unsatisfactory. 

The  author  prepares  the  ether  by  heating  a  mixture  of  alizarin, 
potassium  ethyl  sulphate,  and  potash  for  some  hours  at  160 — 170°. 
The  contents  of  the  tubes  are  acidulated  with  sulphuric  acid,  diluted 
with  water  and  repeatedly  extracted  with  other.  The  ethereal  solution 
is  then  repeatedly  shaken  with  water  rendered  slightly  alkaline  as  long 
as  it  acquires  a  violet  hue,  so  as  to  remove  alizarin  and  any  monethyl 
ether,  the  ethereal  solution  is  then  evaporated  and  the  residue  dissolved 
in  chloroform  ;  this  solution  is  then  largely  diluted  wTith  ether,  and 
after  being  repeatedly  shaken  with  slightly  alkaline  wTater,  is  allowed 
to  evaporate  spontaneously.  Diethyl  alizarin  ether ,  CuH602(0Et)2, 
so  obtained,  forms  aggregates  of  golden  or  brownish-yellow  needles  ;  it 
is  nearly  insoluble  in  cold,  somewhat  soluble  in  hot  water,  it  is  more 
soluble  in  alcohol  and  ether,  the  solutions  having  a  yellow  colour.  Its 
best  solvent  is  chloroform.  It  appears  to  volatilise  unaltered  in  a 
current  of  steam.  It  dissolves  in  concentrated  nitric  acid  with  golden- 
yellow  colour,  but  on  dilution  with  water  only  a  few  flocks  separate. 
Water  added  to  the  dark  yellowish-brown  solution  in  concentrated 
sulphuric  acid,  precipitates  pale-yellow  flocks  which  are  not  coloured  by 
potash.  A.  J.  G. 

Action  of  Concentrated  Sulphuric  Acid  on  Nitroanthra- 
quinone.  By  J.  Lifschutz  ( Ber .,  17,  891 — 899). —This  reaction  has 
been  studied  by  several  chemists,  Liebermann  (Abstr.,  1883,  597)  first 
showing  that  the  nitro-group  suffers  reduction  whilst  some  of  the 
hydrogen-atoms  are  oxidised  to  hydroxyl-groups.  LiebermamTs 
experiments  have  now  been  repeated,  using  a  pure  nitro-product  as 
starting  point,  the  diorthonitroanthraquinone  prepared  according  to 
Homer’s  directions  (Abstr.,  1883,  737).  When  this  is  heated  with 
concentrated  sulphuric  acid  and  the  product  poured  into  water,  it  yields 
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a  red-brown  precipitate  containing  four  colouring  matters,  (a)  red,  and 
(/3)  reddish-violet,  both  soluble  in  cold  alkalis,  (7)  blue  and  (£)  red, 
both  insoluble  in  cold  alkalis.  Cold  alcohol  dissolves  (a)  not  (/l)  and 
(£)  more  lhan  (7). 

cl  dissolves  in  alcohol  with  red,  and  in  alkalis  with  deep  bluish  - 
violet  colour;  analyses  point  to  the  formula  CbsHnN^CL.  A  solution 
oF  j@-‘in  benzene  or  ether  or  in  strong  sulphuric  acid  shows  very  charac¬ 
teristic  and  sharp  absorption-bands  ;  its  alkaline  solution  is  deep  blue  ; 
its  composition  is  C28H17N3O12.  7  crystallises  from  benzene  and  alcohol 

in  lustrous  brown  needles;  and  its  solutions  also  show  characteristic 
absorption-bands,  it  is  S  separates  from  alcohol  as  a 

brownish-red  crystalline  powder  ;  it  has  the  same  composition  as  a, 
namely,  C2rH17N309. 

Each  of  these  compounds  was  dissolved  in  sulphuric  acid,  and 
potassium  nitrite  gradually  added,  then  boiled  with  absolute  alcohol, 
and  precipitated  with  water;  in  each  case,  dihydroxyanthraqninones 
were  obtained.  7  yielded  anthrarufin,  and  since  it  was  prepared  from 
diorthonitroanthraquinone,  all  the  hydroxyl-  and  amido-groups  must 
occupy  the  a-position.  cl  yielded  metabenzodihydroxyanthraquinone 
and  a  new  dihydroxyantkraquinone,  insoluble  in  baryta- water,  crystal¬ 
lising  from  alcohol  and  ether  in  deep-red  needles  melting  at  175 — 180° 
and  volatilising  easily  ;  it  does  not  colour  mordants  ;  it  is  probably  the 
last  possible  arid  still  unknown  isomeric  dihydroxy  anthraquinone. 
The  formula  C28H17N3O9,  given  for  a.  would,  however,  yield  a 
dihydroxy-  and  a  trihydroxy-anthraquinone  on  decomposition  ;  the  non¬ 
formation  of  the  latter  is  explained  by  the  reducing  action  of  the 
nitrous  acid.  The  product  (3  yielded  only  the  last-named  dihydroxy- 
anthraquinone,  and  here  again  reduction  must  have  taken  place;  its 
formula  is  NH2.ChH02(0H)4  0.CuH302(0H)3.NH2. 

5  gave  a  substance  not  completely  investigated,  but  in  all  proba¬ 
bility  chrysazin.  H.  B. 

Anthraquinonecarboxylie  Acid.  C.  Liebermann  and  G.  Glock 
(Ber.y  17,  888 — 891). — Liebermann  replies  to  E.  v.  Meyer’s  arguments 
in  favour  for  the  new  formula©  proposed  for  anthracene  and  anthra¬ 
quinone  (/.  pr.  Chetn.  [2],  29,  138).  The  unusual  stability  of  the 
chloride  of  anthracenecarboxylic  acid  has  been  already  pointed  out 
(this  vol.,  329).  The  chloride  and  other  derivatives  of  anthraquinone- 
carboxylic  acid  have  been  now  prepared,  to  ascertain  whether  they  were 
also  unusually  stable.  This  turns  out  to  be  the  case,  and  it  is  therefore 
to  be  remarked  that  although  the  corresponding  benzene  and  naphtha¬ 
lene-derivatives  behave  with  reagents  like  other  similar  compounds, 
the  anthracene-  and  anthraquinone-carboxylic  acids  yield  derivatives 
very  much  more  stable.  The  compounds  examined  are: — 

AntlwaqvA/rwnecarboxylic  chloride ,  obtained  from  the  carboxylic  acid 
by  the  action  of  phosphorous  pentachloride.  It  crystallises  well  from 
benzene  and  melts  at  147°.  The  powdered  substance  left  in  contact 
with  100  times  its  weight  of  water  for  120  hours  was  only  decomposed 
to  the  extent  of  7*5  per  cent.  Benzoic  chloride  is  completely  decom¬ 
posed  in  six  hours,  and  the  chlorides  of  a-and  /3-naphthoic  acids  are 
very  easily  decomposed. 
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Ethyl  anthraquinonecarhoxylate ,  obtained  by  decomposing  the 
chloride  with  alcohol  ;  18  hours  are  requisite  when  cold.  It  is  easily 
soluble  in  alcohol,  from  which  it  separates  in  crystals  melting  at  147°. 

Anthraquinonecarboxylamide  is  formed  by  the  action  of  ammonia 
gas  on  a  solution  of  the  chloride  in  benzene.  It  is  also  remarkably 
stable  ;  it  is  not  acted  on  when  boiled  with  weak  potash  solution, 
and  it  is  also  unaffected  by  strong  sulphuric  acid. 

Anthraquinonecarboxylanilide  is  formed  comparatively  easily  by  the 
action  of  aniline  on  the  chloride. 

Anthraquinonecarboxylic  acid  also  yields  substitution-products  with 
difficulty,  the  action  of  bromine  is  very  slight  at  over  200°  ;  strong 
nitric  acid  has  no  effect,  but  in  presence  of  strong  sulphuric  acid  there 
is  formed  mononitroanthraquiuouecarboxylic  acid.  H.  B. 

Action  of  Concentrated  Sulphuric  Acid  on  a-Nitro-anthra- 
quinonesulphonic  Acid,  and  the  Constitution  of  the  Latter. 

J.  Lifsciiutz  ( Ber .,  17,  899 — 902). — a-Nitroanthraquinonesulphonic 
acid  was  prepared  from  sodium  meta-anthraquinonesulphonate  by 
Claus’  method  (Abstr,,  1882,  1105).  The  position  of  the  nitro-group 
was  determined  by  converting  the  body  into  the  corresponding  dihy- 
droxyanthraquinone  as  follows  :  the  amido-acid,  prepared  by  reduc¬ 
tion  of  the  nitro-derivative  with  tin  and  hydrochloric  acid,  was 
dissolved  in  boiling  acetic  acid  and  treated  with  dilute  solution  of  potas¬ 
sium  nitrite,  when  erythrohydroxyaniixraquinonesulphonic  anhydride , 

C6H4(CO)2C6H2<So>> 

is  deposited  in  grey  needles ;  it  decomposes  below  100°,  is  a  very 
insoluble  body  ;  cold  caustic  soda  solution  does  not  dissolve  it,  but  when 
hot  it  does ;  from  this  solution  concentrated  hydrochloric  acid  pre¬ 
cipitates  erytdirohydroxyanthraquinonesulphonic  acid , 

C6H4(C0)2C6H.2(0H).S03n, 

as  a  yellow  powder.  The  free  acid  is  easily  soluble  and  yields  soluble 
salts,  their  solutions  being  red  ;  the  silver  salt  crystallises  in  golden 
needles.  When  the  free  acid  or  the  anhydride  is  fused  with  alkalis,  it 
easily  yields  alizarin ;  it  is  not  identical  with  any  of  the  four  acids  so 
far  known. 

When  nitro-anthraquinonesulphonic  acid  is  heated  with  concen¬ 
trated  sulphuric  acid  at  211°  and  the  product  treated  with  water,  it 
yields  a  red  compound  which  crystallises  from  its  alcoholic  solution  on 
addition  of  ether;  it  is  a  dihydroxy amidoanthraquinonesulphonic  acid , 
ChH402(0H)2(NH2).S03H.  As  this  is  tbe  formula  originally  given  by 
Liebermann  (Abstr.,  1883,  597),  it  is  in  favour  of  the  arguments 
against  the  formulae  proposed  by  Claus.  H.  B. 

Phthalacene-derivatives.  By  S.  Gabriel  {Ber.,  17,  1397 — 
1400). — PhtJialacene  oxide ,  C2iHi40,  is  obtained  by  oxidation  of 
phthalacene  (p.  1176)  with  chromic  acid;  it  forms  compact  citron- 
yellow  crystals,  and  melts  at  211 — 214°. 

Brom phthalacene,  C2iH15Br,  is  obtained  by  the  action  of  bromine  on 
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a  solution  of  phthalacene  in  hot  glacial  acetic  acid  :  it  forms  colourless 
lustrous  crystals,  melts  at  184 — 184*5°,  and  is  less  soluble  than  phthal- 
acene  in  boiling  acetic  acid.  On  oxidation,  it  is  converted  into  bromo - 
phthalacene  oxide ,  C2iH13BrO,  crystallising  in  glittering,  flat,  yellow 
needles,  which  melt  at  200°. 

Dinifrophthalacene ,  C^iH^NOo^j  obtained  by  nitration  of  phthala- 
cene  in  the  cold  with  a  mixture  of  acetic  and  nitric  acids,  crystallises 
in  small  brownish-yellow  needles,  sinters  together  at  270 — 280u,  and 
is  completely  decomposed  on  further  heating. 

Oximidophthalacene ,  C21H14 !  NOH,  is  obtained  by  heating  a  mixture 
of  hydroxy lamine  hydrochloride  and  phthalacene  oxide  with  alcohol 
and  a  few  drops  of  hydrochloric  acid  for  two  hours  at  150 — 160°.  It 
crystallises  in  lustrous  yellow  needles,  and  melts  at  265 — 266°.  The 
formation  of  this  substance  shows  that  phthalacene  oxide  contains 
a  CO-group. 

By  heating  phthalacene  oxide  with  finely  powdered  soda  lime  for 
6  to  7  hours  at  350°,  there  is  obtained,  in  small  quantity,  the  calcium 
salt  of  a  new  acid.  Phthalacenic  acid ,  C2oHi5-COOH,  forms  pale 
yellow  compact  crystals,  and  melts  at  245 — 247°.  A.  J.  G. 

Synthesis  of  a  Terpene.  By  Tt.  Kadziszewski  and  J.  Schramm 
( Ber .,  17,  838 — 840). — Amylene  from  fusel  oil,  boiling  at  35 — 37° 
(mostly  trimethylethylene),  was  converted  into  the  hydrochloride,  and 
this  was  heated  with  dilute  ammonia  at  110 — 120°.  On  adding 
potash  to  the  product  and  purifying  the  oily  layer  which  separated, 
two  bases  were  isolated,  namely,  oxyisoamy  lamine,  CsHnO.NHo,  and 
dioxyisoamylamine,  (05Hn0)2NH  ;  the  base  C5H9.NH2,  observed  by 
Wurtz,  was  not  formed.  The  first  base  boils  at  157 — 159°,  and  has  a 
strongly  alkaline  reaction  ;  its  platinochloride  is  easily  soluble  in  water. 
The  second  base  is  viscous,  and  boils  at  249 — 251°  ;  its  platinochloride 
and  aurochloride  are  very  soluble  and  not  crystallisable. 

The  action  of  phosphorous  pentoxide  on  oxyisoamy lamine  is  very 
energetic ;  the  bulk  of  the  product  consists  of  a  liquid  smelling  of 
turpentine  oil,  and  distilling  at  155 — 156°.  The  composition  of  the 
oil  is  very  nearly  expressed  by  Ci0Hi6,  and  it  absorbs  oxygen  from  the 
air  and  becomes  very  viscous.  H.  B. 

Camphoroxime.  By  E.  Nageli  (Ber.,  17,  805 — 807). — In  pre¬ 
vious  papers  (Abstr.,  1883,  728,  and  this  vpl.,  610)  camphoroxime, 

c9hI6:c:koh, 

and  the  so-called  anhydride,  C9H15 !  C  !  N,  have  been  described.  By 

1  1 

heating  the  anhydride  with  alcoholic  potash,  there  are  obtained  an  oil, 
not  fully  examined,  and  a  white  crystalline  substance  of  the  same 
composition  as  camphoroxime,  but  it  melts  at  125°  (camphoroxime  at 
115°),  and  does  not  yield  an  ether  when  treated  with  sodium  methylate 
and  methyl  iodide,  moreover  it  is  quite  odourless  ;  the  body  may  there¬ 
fore  be  called  isocamphor  oxime.  Since  the  anhydride  does  not  yield 
an  acid  on  saponification,  it  cannot  be  a  nitrile,  C9HI5.CN,  but  is 
probably  CgH^  !  C  !  N ;  in  this  case  isocamphoroxime  will  be  either 


c9h16  :  c :  n.oh  or  ho.c0h13  :  c :  nh. 


H.  B. 
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The  Quinovin  Group.  By  0.  Liebermann  ( Ber .,  17,  868 — 875). — 
The  previous  work  of  Liebermann  and  Giesel  (Ber.,  16,  926)  has  been 
confirmed  by  Oudemans ;  the  following  are  further  observations. 
Quinovic  acid,  like  pyroquinovic  acid,  gives  a  red  coloration  with 
strong  sulphuric  acid.  Ethyl  quinovate ,  ChslLsLtOe,  when  freshly 
prepared  from  potassium  quinovate  and  ethyl  iodide,  is  an  oil  which 
crystallises  after  very  long  standing ;  it  melts  at  127 — 130°.  Pyro¬ 
quinovic  acid,  when  crystallised  from  glacial  acetic  acid,  seems  to 
combine  with  it,  for  the  acid  is  only  removed  by  long  heating  at  130°. 
No  vie  acid  and  its  salts  have  almost  the  same  composition  as  those  of 
pyroquinovic  acid,  but  the  alkaline  solution  of  the  latter  acid  is  laevo- 
rotatory  acid,  and  that  of  novic  acid  strongly  dextrorotatory.  Novic, 
quinovic,  and  pyroquinovic  acids  when  distilled  yield  a  resinous 
distillate;  this  contains  oxygen  compounds  which  may  be  removed 
by  heating  with  strong  hydriodic  acid  and  phosphorus.  On  redistil¬ 
lation,  quinoterpene ,  (Ci0H16)3,  a  dextrorotatory  terpene,  is  obtained; 
it  can  also  be  prepared  by  treating  pyroquinovic  acid  with  hydriodic 
acid  and  phosphorus.  The  resinous  body  obtained  during  the  pre¬ 
paration  of  quinochromin  is  essentially  the  same  substance.  Assuming 
quinoterpene  to  be  C30H48,  from  its  high  boiling  point,  quinovic 
acid  is  C3oEl460.(COOH)2  and  pyroquinovic  acid  C30H47O2.COOH, 
whilst  quinochromin  is  C30H46O2.  Giesel  has  obtained  from  quinova- 
resin  a  crystalline  indifferent  substance,  C^H^Oa;  it  melts  at  139°, 
arid  distils  at  over  360°  ;  with  hydriodic  acid,  it  yields  a  viscous  mass, 
Ci0H16,  hence  the  name  oxy quinoterpene  is  proposed  for  this  body. 
When  quinochromin  is  treated  with  reducing  agents,  coloured  pro¬ 
ducts  are  obtained,  but  they  are  not  identical  with  oxyquinoterpene. 
In  small  quantities,  quinovite,  C6H,204,  may  be  distilled  without 
decomposition  at  297 — 305°.  Acetylquinovite ,  C6H90(0Sc)3,  forms 
white  needles  melting  at  46 — 47°,  and  boiling  at  about  303°  ;  when 
heated  with  dilute  acids,  it  is  resolved  into  quinovite  and  acetic  acid. 
Quinovite  has  the  same  composition  as  a  body  prepared  by  Bourchardt 
from  dulcite  and  the  mannide  prepared  by  Berthelot  from  mannite. 
The  author  failed  to  prepare  an  acetyl-derivative  of  mannide,  which 
also  differs  from  quinovite  in  not  reducing  Feliling’s  solution.  The 
quantity  of  quinovin  occurring  in  the  various  barks  is  very  different ; 
from  7  to  16  grams  pure  quinovin  being  obtainable  from  12  kilos, 
of  the  bark.  H.  B. 

Viola-quercitrin,  a  new  Glueoside.  By  K.  Mandelin  (Bied. 
Gentr .,  1884,  285). — Viola-quercitrin,  C42H42C24,  obtained  from  Viola 
tricolor ,  var.  arvensis ,  is  yellow,  soluble  in  alkalis  and  boiling  water 
and  is  crystalline.  When  treated  with  acids,  it  is  decomposed  into 
3  mols.  of  a  fermentable  sugar  and  1  mol.  quercetin,  which  is  identical 
with  that  obtained  from  quercitrin.  E.  W.  P. 

Asarone  and  the  Ethereal  Oil  of  Asarum  Europaeum,  L. 

By  T.  Poleck  (Ber.,  17,  1415 — -1416). — The  paper  by  Rizza  and 
Butlerow  on  asarone  (this  vol.,  1042)  has  caused  the  author  to 
publish  the  results  he  has  obtained  along  with  Staats  on  this  subject, 
although  their  investigations  are  still  far  from  complete.  Pure 
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asarone  is  markedly  phosphorescent,  melts  at  61°,  can  be  distilled  in 
small  quantities,  is  readily  soluble  in  light  petroleum,  alcohol,  ether, 
and  chloroform,  slightly  soluble  in  boiling  water.  It  is  without 
odour.  By  reduction  with  zinc-dust,  it  yields  a  small  quantity  of  a 
liquid  product  and  a  not  inconsiderable  amount  of  a  mixture  of  gases, 
containing  CO  about  30  per  cent.,  CH4  36  per  cent.,  H2  26  per  cent., 
hydrocarbons  absorbed  by  sulphuric  acid  2  per  cent.,  C02  none.  By 
oxidation,  best  with  potassium  permanganate,  there  were  obtained 
carbonic  anhydride,  formic,  acetic,  and  oxalic  acids,  a  solid  acid 
crystallising  from  ether  in  needles,  and  melting  at  144°,  and  a  sub¬ 
stance  of  neutral  reaction  crystallising  in  slender  silky  needles  melting 
at  117°,  and  soluble  in  water.  Analysis  led  to  the  empirical  formula 
C8H903.  The  authors  continue  their  work  on  this  subject. 

A.  J.  G. 

Quassin  and  its  Constitution.  By  V.  Oliveri  and  A.  Denaro 
( Gazzetta ,  14,  1 — 9). — In  order  to  prepare  quassin  from  quassia, 
10  kilos,  of  the  finely  divided  wood  are  twice  extracted  with  45  litres 
of  boiling  water,  and  the  solution  evaporated  to  10  litres  at  a  gentle 
heat ;  when  cold,  the  quassin  is  precipitated  by  tannin,  collected, 
washed,  and  after  being  mixed  with  a  sufficient  quantity  of  lead  car¬ 
bonate,  it  is  thoroughly  dried  at  100°.  The  product  is  then  extracted 
with  boiling  alcohol,  the  alcohol  distilled  off,  and  the  residue  set  aside 
until  it  deposits  the  quassin  in  a  crystalline  state  :  it  is,  however, 
always  contaminated  with  resinous  matters,  from  which  it  is  purified 
by  repeated  crystallisations  from  dilute  alcohol  :  30  kilos,  of  the  wood 
gave  10  grams  of  pure  quassin.  It  crystallises  in  very  slender,  colour¬ 
less,  iridescent  needles,  which  belong  to  the  monoclinic  system,  the 
predominating  form  being  the  oblique  prism  with  rhombic  base.  It 
melts  at  210 — 211°  (Christensen  205°),  and  is  very  soluble  in  alcohol, 
chloroform,  and  acetic  acid,  but  only  sparingly  in  ether  :  100  parts 
of  water  at  22°  dissolve  0*2529;  the  aqueous  solution  becomes  yellow 
on  exposure  to  the  air,  is  dextrorotatory,  excessively  bitter,  and 
reduces  Fe filing’s  solution.  The  results  of  the  analyses  agree  nearly 
with  the  numbers  required  by  the  formula  C3>H44O10,  and  differ  con¬ 
siderably  from  those  given  by  Wiggers  and  by  Christensen,  who  pro¬ 
posed  the  formulae  C10H12O5  and  C3iH4209  respectively. 

When  quassin  is  heated  at  90°  for  some  hours  with  dilute  sulphuric 
acid  (4  per  cent.),  it  yields  quasside ,  CsoH^Og,  a  white,  amorphous, 
bitter  substance,  formed  from  quassia  by  the  removal  of  the  elements 
of  1  mol.  H20  ;  no  glucose  could  be  detected  in  the  mother-liquors. 
It  melts  at  192 — 194°,  and  when  boiled  with  dilute  alcohol  is  recon¬ 
verted  into  quassin,  which  crystallises  out  as  the  solution  cools. 
Quasside  is  also  formed  when  quassin  is  boiled  with  acetic  anhydride, 
but  if  sodium  acetate  is  present  there  is  a  powerful  reaction,  and 
several  substances  seem  to  be  produced ;  these  have  not  as  yet  been 
submitted  to  examination. 

Bromine  diluted  with  acetic  acid  acts  on  a  solution  of  quassin  in 
the  same  solvent,  and  on  adding  water  an  amorphous  resinous  sub¬ 
stance  is  obtained,  but  it  does  not  crystallise;  this  melts  with  decom¬ 
position  at  155°,  and  the  results  of  the  analyses  suggest  the  formula 
C32H41Br309.  Nitric  acid  added  to  an  acetic  solution  of  quassin  seems 
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to  give  rise  to  a  intro-derivative,  which  is  precipitated  on  the  addition 
of  water.  It  dissolves  in  boiling  alcohol,  and,  as  the  solution  cools, 
is  deposited  again  as  a  yellowish  powder  which  melts  at  13U°. 

If  quassin  is  heated  with  concentrated  hydrochloric  acid  in  sealed 
tubes  for  four  hours  at  100°,  methyl  chloride  is  formed  and  escapes  on 
opening  the  tubes  ;  whilst  the  hydrochloric  solution,  when  diluted 
with  water,  deposits  first  a  resinous  matter,  which  should  be  removed, 
and  then,  after  a  time,  a  colourless  substance  in  small  nodales.  This 
new  compound,  which  the  author  calls  quassic  acid ,  C14H19O3.COOH, 
or  C28H3806(C00H)2,  is  far  less  soluble  in  alcohol  than  quassin,  and 
crystallises  in  silky  needles  which  melt  at  245°,  and  reduce  Fehling  s 
solution  and  ammoniacal  silver  nitrate  in  the  cold.  It  seems  to  be 
formed  thus:  C32H44O™  +  2HC1  =  C28H3806(C00II)2  +  2CH3C1,  so 
that  quassin  would  be  the  ethereal  salt  of  quassic  acid.  The  author 
has  also  tried  the  action  of  nascent  hydrogen,  and  of  boiling  dilute 
nitric  acid  on  quassin,  but  the  products  are  resinous.  Fusion  with 
potash  and  oxidation  with  chromic  anhydride  also  gave  unsatisfactory 
results. 

The  resinous  matter  obtained  in  the  preparation  of  crystallised 
quassin,  and  in  all  probability  produced  from  the  latter,  was  sub¬ 
mitted  to  distillation  with  zinc- dust.  The  brown  oily  product  wns 
treated  with  sodium  and  fractionally  distilled ;  the  portion  passing 
over  at  170 — 190°  when  again  distilled  gave  an  oil  boiling  at  173 — 178° 
of  the  formula  ChH16,  whilst  crystals  melting  at  76 — 78°  were  obtained 
from  the  residue  in  the  retort.  C.  E.  G. 

New  Methods  for  the  Formation  of  a-Carbopyrrolic  Acid 
from  Pyrroline.  By  G.  Ciamician  and  P.  Silber  ( Ber 17,  1437 — 
1439). — a-Carbopyrrolic  acid  can  be  prepared  from  pyrroline  by 
heating  it  with  carbon  tetrachloride  and  alcoholic  potash.  It  is  also 
formed,  together  with  another  acid,  by  the  action  of  carbonic  anhy¬ 
dride  on  the  fused  potassium-derivative  of  pyrroline.  Attempts  to 
prepare  the  aldehyde  of  carbopyrrolic  acid  by  the  action  of  chloro¬ 
form  on  pyrroline  in  presence  of  potash  were  unsuccessful,  nothing 
but  resinous  products  being  obtained.  A.  J.  G. 

Constitution  of  Pyridine-  By  A.  Hantzsch  (Per.,  17,  1512 — 
1522). — With  the  hope  of  throwing  light  on  the  constitution  of  the 
pyridine  nucleus,  the  author  has  investigated  the  constitution  of  the 
pyridine-derivatives  obtained  by  the  condensation  of  ammonio-alde- 
hydes  with  ethyl  acetoacetate.  Ethyl  phenyl-lutidinedicarboxylate, 
C5hrPhMe2(COOEt)2,  already  described  by  Schiff  and  Puliti  (Abstr., 
1883,  1151)  was  saponified  with  alcoholic  potash.  The  neutral  potas¬ 
sium  salt,  which  is  easily  soluble  in  alcohol,  was  then  oxidised  by 
means  of  potassium  permanganate.  The  oxidation  takes  place  more 
regularly  than  with  ethyl  collidinedicarboxylate.  The  solution  is 
filtered  from  precipitated  manganic  oxide  and  treated  with  excess  of 
concentrated  nitric  acid,  when  trihydrogen  potassium  phew ylpyridine- 
tetracarboxylate ,  CPHgNOgK  -f  H20,  crystallises  out  in  small  prisms 
or  pyramids,  sparingly  soluble  in  cold  water,  and  having  a  strongly 
acid  reaction  and  taste.  Paraphenylpyridinetetracarloxylic  acid , 
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Cr>NPh(COOH)l}  forms  small  glittering  crystals  containing  3H20, 
which,  it  loses  at  120°.  It  melts  at  205 — 207°  with  evolution  of  car¬ 
bonic  anhydride.  It  is  easily  soluble  in  water,  rather  sparingly  in 
ether.  It  is  best  obtained  pure  from  the  trihydrogen  potassium  salt ; 
this  salt  is  covered  with  a  little  water,  excess  of  concentrated  sulphu¬ 
ric  acid  added,  and  the  whole  warmed  until  the  crystals  of  the  salt 
are  completely  dissolved :  as  the  solution  cools,  the  acid  crystallises 
out  in  a  pure  state.  Its  neutral  ammonium  salt  is  precipitated  by 
mercurous ,  lead ,  and  silver  salts  :  on  heating  with  ferric  chloride  a 
docculent  precipitate,  and  with  cadmium  sulphate  a  crystalline  pre¬ 
cipitate  is  produced.  The  copper  salt ,  C5NPh(COO)4Cu2  +  7H20, 
crystallises  in  small  blue  rhombohedrons,  which  when  once  formed  are 
quite  insoluble  in  water.  Barium  chloride,  even  in  presence  of  excess 
of  ammonia,  precipitates  a  double  salt  of  the  formula 

(C5NPh)2(02O,Ba/)3(COONH4)2  +  6H20, 

in  the  form  of  microscopic  plates.  It  loses  its  water  of  crystallisation 
at  130°. 

Paraphenylpyridine ,  C5NPI1H4,  is  obtained  by  the  dry  distillation  of 
trihydrogen  potassium  phenylpyridinetetracarboxylate,  but  the  yield 
is  much  better  if  the  salt  is  first  intimately  mixed  with  its  own  weight 
of  lime.  It  distils  at  274 — 2/5°  (uncorr.),  and  solidifies  to  a  glisten¬ 
ing  white  mass  which  melts  at  77 — 78°.  It  is  thus  different  from  the 
a-  and  /i-phenylpyridines  described  by  Skraup  {Wiener  Monatsh 
1884,  436),  which  are  liquid  and  both  boil  at  269 — 270°.  It  has  the 

odour  of  diphenylamine,  and  volatilises  slowly  in  a  current  of  steam. 
It  dissolves  in  warm  hydrochloric  acid,  and  yields  a  hydrochloride 
crystallising  in  needles.  The  platinochloride,  (C5NPhH4)2,H2PtCl6,  is 
anhydrous,  and  crystallises  in  microscopic  nodules.  The  pier  ate  crys¬ 
tallises  in  yellow  needles,  which  soften  at  190°  and  melt  at  195 — 196°. 
The  dichromate ,  (CgNPhlp^HoCraCb,  crystallises  in  long  orange- 
coloured  needles  which  melt  at  155°  with  partial  decomposition. 

When  oxidised  with  potassium  permanganate,  7-phenylpyrid.ine 
yields  isonicotinic  (or  7-pyridinecarboxylio)  acid.  This  acid  has  been 
proved  by  Skraup  to  be  the  para-acid,  so  that  the  phenyl-group,  in 
all  the  above-mentioned  substances,  must  be  in  the  para- position  to 
the  N-atorn.  It  is  thus  clear  that  in  the  formation  of  ethyl  phenyl- 
lutidinedicarboxylate  the  phenyl  of  the  ammoniobenzaklehyde  takes 
the  para-position  to  the  hT-atom,  and  it  is  therefore  probable  that  in 
the  formation  of  ethyl  collidinedicarboxylate  the  methyl  of  the 
ammonioaldehyde  takes  the  same  position.  The  author  thinks  that 
the  formation  of  the  latter  body  would  be  as  follows  : — 

COOEt.CH2  HMe.C.OH  CH2— COOEt 

1  +  1  +  1  = 

COMe  NH2  COMe 

COOEfc.C — OMe.C.COOEt 

II  I  II  +3HaO, 

MeC— N - CMe 

and  that  the  constitution  of  pyridine  would  be  more  correctly  ex¬ 
plained  by  the  formula 
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CH.CH.CH 

II  I  II  than  by 

CH.N— CH 


ch  :  CH.CH 

II  II 

CH  =  ]Sr.CH 


L.  T.  T. 


Pyridine-derivatives.  By  W.  Konigs  and  R.  Geigy  (Ber.,  17, 
589 — 595). — Konigs  and  Korner  (this  vol.,  85)  have  shown  that  when 
quinolinic  acid  is  fused  with  potash  it  forms  a  hydroxyquinolinic  acid, 
which  differs  from  Lieben  and  Haitinger’s  ammonio-chelidonic  acid 
(Abstr.,  1883,  871),  inasmuch  as  when  heated  with  water  at  195  it  is 
resolved  into  carbonic  anhydride  and  a  hydroxypyridinemono car¬ 
boxylic  acid ,  C6H5N03;  this  acid  crystallises  from  hot  water  in  colour¬ 
less  crystals  melting  at  301 — 302° ;  with  ferric  chloride  it  yields  a 
yellow  coloration.  The  solutions  of  its  sodium  salt  give  immediate 
precipitates  with  copper,  lead,  and  silver  salts,  and  with  barium  and 
calcium  salts  after  boiling.  The  lead  salt,  (CeH^NC^Pb  +  ^H20, 
crystallises  from  hot  water  in  white  needles. 

The  formation  of  hydroxy  pyridine  by  the  distillation,  of  hydrogen 
silver  hydroxyquinolate,  observed  by  Konigs  and  Korner,  has  been 
confirmed  by  the  authors,  who  have  subjected  this  compound  to 
further  investigation.  Its  aqueous  solution  gives  a  red  coloration 
with  ferric  chloride,  and  with  silver  nitrate  and  ammonia  a  precipitate 
soluble  in  excess  of  ammonia.  Its  hydrochloride  separates  in  white 
needles  when  hydrochloric  acid  gas  is  passed  into  an  ethereal  solution 
of  hydroxypyridine.  Its  aqueous  solution,  treated  with  bromine- 
water,  yields  a  dibromohy dr oxy pyridine,  C5H2Br2lSrO,  which  crystallises 
from  water  in  white  needles  melting:  at  *206 — 20 7°.  It  is  different 
from  the  dibromohydroxy pyridine  described  by  Hofmann  (Abstr., 
1879,  733),  also  from  that  obtained  by  Lieben  and  Haitinger  ( loc .  cit.), 
and  that  prepared  by  Ost  from  comenamic  acid  (J.  pr,  Chem.  [2],  29, 
65).  The  formation  of  this  hydroxypyridine  is  similar  to  the  produc¬ 
tion  of  carbostyril,  and  it  therefore  probably  has  the  constitution 
[N  :  OH  =  1  :  2]. 

P yridinedisulphonic  Acid. — The  production  of  this  acid  by  the  treat¬ 
ment  of  piperidine  with  concentrated  sulphuric  acid  has  already  been 
described  by  Konigs  and  Hofmann  (Abstr.,  1883,  1143).  It  is  very 
soluble  in  water,  but  almost  insoluble  in  ether,  alcohol,  and  glacial 
acetic  acid ;  it  crystallises  from  water  in  white  needles.  The  potas¬ 
sium,  lead,  and  sodium  salts  are  all  well-defined  crystalline  com¬ 
pounds,  the  latter  containing  4  mols.  of  H20,andthe  lead  salt  4-J?  mols. 
The  disulphonic  acid,  when  treated  with  bromine,  is  converted  into  a 
dibromopyridine  melting  at  164°.  Barium  pyridinedisulphonate  is 
scarcely  acted  on  by  phosphorous  pentachloride  at  130 — 150°,  but  at 
200°  a  reaction  takes  place  with  formation  of  a  mixture  of  a  dichloro- 
and  trichloro -pyridine ,  from  which,  by  repeated  crystallisations  from 
alcohol,  the  latter  compound  may  be  obtained  in  lustrous  plates 
melting  at  48°.  P.  P.  B. 

Synthesis  of  Pyridine  and  Piperidine  Bases.  By  A.  Laden- 
burg  ( Ber .,  17,  77 2 — 774). — The  action  of  heat  on  pyridine  ethiodide 
has  been  already  noticed  ( Ber .,  16,  2059),  the  action  on  pyridine 
propiodide  is  now  described.  Pyridine  and  propyl  iodide  are  heated 
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at  290°,  and  the  product  distilled  with  potash,  by  which  means  it  is 
separated  into  three  portions,  namely,  pyridine,  a  portion  boiling  at 
160 — 164°,  and  a  third  fraction  boiling  at  173 — 175°. 

The  second  portion  is  propylpyridine,  C8HnN,  as  is  shown  by  its 
analysis  and  vapour-density  ;  it  boils  at  162°,  and  its  sp.  gr.  at  0°  is 
0*9393.  The  anrochloride  and  platinochloride,  (C8HnN)2,H2PtCle,  are 
moderately  soluble.  Potassium  permanganate  converts  it  into  7*pyri- 
dinecarboxylic  acid,  melting  at  305° ;  the  base  is  therefore  7-propyl- 
pyridine. 

The  third  portion  resembles  greatly  in  odour  and  specific  gravity, 
&c.,  the  second  portion,  but  the  aurochloride  and  platinochloride  are 
more  sparingly  soluble ;  it  is  also  a  propylpyridine,  but  whether  of 
the  a  or  j8  series,  cannot  be  decided,  an  acid  being  obtained  on  oxida¬ 
tion  which  does  not  appear  to  be  a  pyridinecarboxylic  acid  at  all. 

If  these  two  propylpyridines  are  treated  with  sodium  and  alcohol, 
they  yield  propylpiperidines,  CgHnN.  The  7-compound  boils  at 
157 — 161°,  and  its  sp.  gr.  at  0°  is  0*870  ;  its  aqueous  solution  is 
rendered  turbid  by  heat,  but  not  very  readily.  The  other  base  boils 
at  165 — 168°,  and  also  smells  very  much  like  conine,  the  aqueous 
solution  is  at  once  rendered  turbid  on  warming,  but  it  is  optically 
inactive.  It  has  many  properties  in  common  with  conine,  and  like  it 
is  poisonous,  acting  in  the  same  manner  and  to  the  same  degree  ;  the 
7-base  and  its  salts  are  not  so  active.  It  is  possible  that  the  higher 
boiling  base  contains  some  a-propylpiperidine  (i.e.,  conine),  although 
in  two  optical  modifications.  The  researches  are  being  continued. 

H.  B. 

Nitrogenous  Derivatives  of  Chelidonie  Acid.  By  A.  Lieben 
and  L.  Haitinger  (Ber.,  17,  1507 — 1508). — Ost  has  found  (J.  pr.  Ghem ., 
[2],  29,  57  and  878)  that  his  hypothetical  pyridine  is  the  hydroxypyri- 
dine  obtained  by  the  authors  from  chelidonie  and  ammonio-chelidonie 
acids.  The  authors  have  now  obtained  a  hydroxymethylpyridine, 
C6H7ON,  in  the  following  ways  : — 1,  action  of  methyl  iodide  and 
potash  on  hydroxypyridine  ;  2,  action  of  methyl  iodide  on  hydroxy- 
pyridine,  and  treatment  of  the  product  with  silver  oxide ;  and  3,  by 
heating  methylammoniochelidonic  acid.  This  body  is  a  crystalline  but 
very  deliquescent  substance,  which  yields  a  crystalline  platinochloride. 
With  bromine,  it  yields  the  same  dibromo-derivative,  C6H5Br2CfN\ 
melting  at  192°,  as  is  obtained  by  the  action  of  methyl  iodide  and 
potash  on  hydroxydibromopyridine.  Methylammoniochelidonic  acid 
is  a  crystalline  substance  prepared  by  the  action  of  methylamine  on 
chelidonie  acid.  Aniline,  in  like  manner,  yields  phenylammonio- 
chelidonic  acid.  Dimethylamine,  like  the  mineral  alkalis,  decomposes 
chelidonie  acid  into  oxalic  acid  and  acetone.  It  seems  to  act  like  a 
primary  amine  with  phenylhydrazine.  L.  T.  T. 

Metachloroquinoline.  By  W.  La  Coste  and  J.  Bodewig  ( Ber .,  17, 
926—928). — The  parachloroquinoline  has  been  previously  described 
(Abstr.,  1882,  979).  Metachloroquinoline  was  prepared 'by  Skraup’s 
reaction,  using  metaehloraniline  and  nitrobenzene.  By  mixing  a 
solution  of  the  sulphate  with  a  sufficient  quantity  of  potassium  di- 
chromate,  and  allowing  it  to  stand,  crystals  of  metachloroquinoline 
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chromate,  (C9H6ClN)2,H2Cr207,  separate.  The  crystals  require  more 
than  400  parts  of  cold  water  for  solution.  Metachloroquinoline  is 
an  oil  boiling  at  264 — 266°,  and  scarcely  soluble  in  water.  The 
hydrochloride,  C9H6C1N,HC1,  is  deliquescent;  the  platinoehloride, 
(C9H6ClN)2,H2PtCl6  +  2H20,  is  a  brownish-yellow  precipitate,  which 
may  be  crystallised  from  dilute  hydrochloric  acid.  Metachloroqui¬ 
noline  unites  with  methyl  iodide  to  form  metachloroquinoline  meth- 
iodide,  C9H6ClN,MeI,  in  yellow  needles  melting  at  231 — 232°,  and 
having  an  intensely  bitter  taste.  When  metachloroquinoline  is  heated 
with  nitric  and  sulphuric  acids,  it  yields  two  isomeric  nitro-derivatives. 
a-Nitrometaquinoline  melts  at  185 — 186°,  and  crystallises  from  the 
alcoholic  solution  first,  it  is  sparingly  soluble  even  in  warm  alcohol. 
p-Nitrometachloroquinoline  melts  at  120 — 123°,  and  is  easily  soluble 
in  hot  alcohol.  Both  compounds  yield  crystalline  platinochlorides, 
and  by  tin  and  hydrochloric  acid  they  are  reduced  to  amido-deriva- 
tives.  H.  B. 

Dimethylquinoline.  By  L.  Berend  {Ber.,  17,  1489 — 1490). — 
This  was  prepared  by  Skraup’s  reaction  from  orthoxylidine,  nitro¬ 
benzene,  glycerol,  and  concentrated  sulphuric  acid.  Dimethylquinoline , 
CnHnN,  is  a  yellowish  liquid  boiling  at  273 — 274°.  Its  platino- 
chloride,  (CnH11N)2,H2PtCl6  +  H>0,  crystallises  in  pale  yellow  micro¬ 
scopic  needles.  The  acid  sulphate  crystallises  in  prisms  which 
effloresce  on  exposure  to  the  air,  and  appear  to  contain  water  of 
crystallisation.  The  chromate  yields  small  orange  needles,  sparingly 
soluble  in  boiling  water.  Fuming  sulphuric  acid  at  115 — 120°  yields 
a  crystalline  sulphonic  acid  which  melts  at  265 — 266°.  This  acid,  on 
fusion  with  potash,  gives  a  dimethylquinophenol,  which  is  volatile  in 
steam,  and  yields  a  platinoehloride,  crystallising  in  pale  yellow 
needles.  As  the  amido-group  is  in  the  para-position  in  orthoxylidine, 
the  two  methyl  groups  in  dimethylquinoline  must  be  contiguous. 

L.  T.  T. 

Some  Derivatives  of  Quinolinemetacarboxylic  Acid.  By 

O.  Fischer  and  Gr.  Korner  ( Ber .,  17,  765 — 766). — In  a  previous  paper, 
(Abstr.,  1882,  412  and  869)  the  preparation  of  the  ortho-  and  meta- 
cyanoquinolines  is  described,  and  also  (Abstr.,  1882,  71)  the 

quinolinecarboxylic  acids.  During  the  preparation  of  orthocyano- 
qumoline,  a  large  quantity  of  the  meta-compound  is  always  formed. 

Tetrahydroquiiiolinemetacarhoxylic  acid ,  CioHnN02,  is  prepared  by 
treating  the  quinolinemetacarboxylic  acid  with  zinc  and  hydrochloric 
acid  at  100° ;  a  portion  of  the  product  separates  as  zinc  salt,  the  rest  is 
extracted  with  ether.  It  crystallises  from  alcohol  in  long  colourless 
needles  or  plates,  which  melt  at  146 — 147°.  Treated  with  a  nitrite  in 
acid  solution,  it  yields  a  nitroso-body,  Ci0H10]ShO3,  crystallising  in  fine 
yellow  prisms  from  alcohol. 

Kairolinmetacarboxylic  acid ,  C10H10MeNO2. — The  preceding  acid  is 
heated  with  the  necessary  amount  of  ethyl  iodide  at  140 — 150°  ;  the 
product  is  dissolved  in  water,  and  the  solution  mixed  with  sodium 
acetate,  when  the  new  acid  separates  out  ;  it  crystallises  from  alcohol 
in  needles  which  melt  at  164°  ;  on  allowing  the  mother-liquor  to 
remain  for  a  time,  the  methyl  iodide  additive- compound  separates  in 
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large  crystals.  This  acid  receives  the  above  name,  as  Konig  and 
Hoffmann  have  given  the  name  kairolin  to  tetrahydromethylquinoline. 

H.  B. 

Synthesis  of  Quinoline-derivatives.  By  L.  Knorr  ( Ber 17, 
540 — 546). — The  continuation  of  the  investigation  of  the  method  of 
preparing  quinoline-derivatives  by  the  action  of  primary  amines  on 
ethyl  acetoacetate  has  yielded  the  following  results  : — 

Phenyl- /3-imidobutyric  acid ,  PhX  !  CMe.CH2.COOH,  is  formed  when 
aniline  and  ethyl  acetoacetate  are  heated  in  sealed  lubes  at  150 — 160°, 
it  is  soluble  in  water,  ether,  &c.,  and  has  both  acid  and  basic  proper¬ 
ties.  Ferric  chloride  imparts  to  its  solutions  a  dark  violet  coloration, 
destroyed  by  hydrochloric  acid.  Sulphuric  acid  in  the  cold,  and 
hydrochloric  acid  after  continued  heating,  convert  it  into  7 -hydroxy- 
quivaldine,  an  oily  liquid. 

Orthotolyl-0-imiddbutyric  acid  is  obtained  from  orthotoluidine  and 
ethyl  acetoacetate,  it  crystallises  in  flat  needles,  and  by  concentrated 
sulphuric  acid  is  converted  into  orthotoluene-y-hydroxyquinaldine , 
CnHnON,  a  solid  melting  at  185°. 

Paratolyl-ft-imidohutyric  acid ,  CnHl3NOp,  is  obtained  from  para- 
toluidine  ;  sulphuric  acid  converts  it  into  the  corresponding  7-hydr- 
oxyquinaldine,  melting  at  245°. 

fi-Naphthyl-fi-amidobutyric  acid,  CuH^TSTCb,  is  formed  by  the  action 
of  /3-naphthylamine  on  ethyl  acetoacetate,  it  crystallises  from  water 
in  needles  which  melt  at  92°.  At  the  same  time,  a  considerable  quan¬ 
tity  of  the  naphthalide  of  this  acid  is  formed,  a  compound  crystal¬ 
lising  from  benzene  in  needles  melting  at  200°;  this,  when  heated 
with  hydrochloric  acid,  yields  a  further  quantity  of  /3-naphthyl-/3- 
imidobutyric  acid.  When  the  acid  is  heated  with  concentrated  hydro¬ 
chloric  acid  it  yields  (3-naphtha-y-hydroxyquinaldine ,  which  crystallises 
from  alcohol  in  flat  shining  needles,  melting  at  286°.  It  exhibits 
marked  resemblance  to  7-hydroxyquinaldine,  and  is  volatile  without 
decomposition.  Distilled  with  zinc-dust,  it  yields  a  volatile  base  melt¬ 
ing  at  91 — 92°,  having  all  the  properties  of  naphthoquinaldine  ;  its 
solutions  in  strong  acids  have  a  green  fluorescence  and  an  intense  blue 
in  dilute  acids.  Its  plati nochloride,  (CnHuN^^PtCb,  is  sparingly 
soluble  in  hot  dilute  hvdrochloric  acid.  This  base  differs  from  the 

1/ 

quinaldine  prepared  by  Dobner  and  Miller’s  method. 

a-Naphthylamine  yields  condensation-products  with  ethyl  aceto¬ 
acetate,  the  a-naphtho-7-hydroxyquinaldine  melts  at  292°. 

Plienylenedi-imidohutyric  acid ,  is  obtained  by  heating 

orthophenylenediamine  with  ethyl  acetoacetate  at  170°;  it  crystallises 
in  plates  which  melt  at  176°. 

Ethyl  succinosuccinate  behaves  with  the  aromatic  primary  amines 
as  ethyl  acetoacetate  does ;  when  heated  with  paratoluidine  at  200°  it 
yields  a  compound,  CsiH^NsCb,  crystallising  from  alcohol  in  needles 
which  melt  at  263°.  It  is  insoluble  in  ordinary  solvents,  acids,  and 
alkalis.  Aniline  yields  a  similar  compound,  melting  at  210°. 

P.  P.  B. 

Derivatives  of  Toluquinoline.  By  J.  Herzfeld  {Ber.,  17,  903 
—  906  ;  comp,  this  vol.,  1051,  and  next  Abstract). — cl- Methyl- y-qui- 
nolinemonosulphonic  acid ,  [N  CH3.  SOaH,  V  :  1 :  3],  orthamidometa- 
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toluenesul phonic  acid,  prepared  from  orthotoluidine,  was  heated  with 
nitrobenzene,  glycerol,  and  sulphuric  acid,  and  the  product  poured 
into  water.  It  forms  colourless  prisms,  only  slightly  soluble  in  water. 

7 -Hy  droxy -oc-methyl-qui  noline  is  formed  by  fusing  the  above  with 
caustic  soda.  It  is  not  volatile  with  steam,  crystallises  from  ether, 
and  melts  at  200°. 

oc-Methyl-b-quinolinemonosulphonic  Acid . — Orthonitrotolueneparasul- 
phonic  acid  is  reduced  by  sulphuretted  hydrogen,  and  the  amido-acid 
converted  into  the  substituted  quinoline  by  Skraup’s  method  as  before. 
It  crystallises  well  from  water.  Hy droxy -oc-mefhylq uino lin e  is  ob¬ 
tained  from  the  preceding  by  fusion  with  potash  ;  it  melts  above  260°. 

The  author  has  endeavoured  to  obtain  the  same  bodies  directly 
from  toluquinoline.  Orthotoluquinoline,  boiling  at  246— 248°,  was 
heated  at  135 — 140°  with  fuming  sulphuric  acid,  and  precipitated 
with  water;  two  acids  are  formed,  one  sparingly  soluble  in  water,  the 
other  easily  soluble.  The  first,  orth.otolu  quinoline- (a) -monosulphonic 
acid,  yields  a  sparingly  soluble  barium  salt ;  fused  with  alkalis,  it 
yields  (a) -hydroxy orthotoluquinoline,  melting  at  94 — 96°,  and  volatile 
with  steam.  The  second,  orthotoluquinoline- (h)-monosulphonic  acid , 
forms  an  easily  soluble  barium  salt.  The  corresponding  (h) -hydroxy - 
orthotoluquinoline  is  not  volatile  with  steam;  it  melts  at  92 — 93°. 

H.  B. 

Derivatives  of  Toluquinoline.  By  J.  Herzfeld  ( Per .,  17, 

1550 — 1553). — The  author  previously  described  two  toluquinoline- 
sulphonic  acids,  a  and  b  (preceding  Abstract),  which  he  had  prepared 
from  a  commercial  sample  of  toluquinoline  of  constant  boiling  point, 
246 — 248°,  and  which  be  believed  to  be  the  ortho-compound.  He  has 
now  for  comparison  prepared  the  sulphonic  acids  from  pure  bodies. 

Orthoioluquinolinemonosulphonic  acid  was  obtained  by  the  action  of 
fuming  sulphuric  acid  (sp.  gr.  1*89)  on  pure  orthotoluquinoline, 
boiling  at  248°.  It  crystallises  in  brilliant  colourless  prismatic  needles. 
The  acid  and  its  barium  and  potassium  salts  are  easily  soluble  in 
water.  The  barium  salt  forms  anhydrous  rhombic  needles  ;  the  potas¬ 
sium  salt ,  large  plates.  Orthohydroxy  quinoline,  obtained  by  fusing  the 
sulphonic  acid  with  sodium  hydroxide,  melts  at  245 — 248°  with 
partial  decomposition.  It  is  not  volatile  in  steam,  but  may  be  sub¬ 
limed  with  care,  and  yields  tufts  of  needles.  It  gives  a  reddish-brown 
coloration  with  ferric  chloride.  It  dissolves  in  soda  and  potash,  and 
an  alcoholic  solution  of  these  compounds,  when  digested  with  methyl 
iodide,  yields  orthomethoxy toluquinoline.  This  is  a  dark-red  oil,  boiling 
at  225 — 230°.  Its  platinochloride  crystallises  in  yellow"  needles.  The 
above  sulphonic  acid  and  other  derivatives  are  therefore  identical 
with  the  b  acid  and  its  derivatives  before  described. 

P ar at oluquinolinemono sulphonic  acid ,  prepared  from  pure  paratolu- 
quinoline  boiling  at  259 — 261°  (corr.).  crystallises  in  scales.  Its 
alkali  salts  are  easily  soluble  ;  the  barium ,  calcium ,  and  copper  salts 
sparinglyso.  Parahy  droxy  toluquinoline  is  volatile  in  steam,  crystallises 
in  colourless  needles,  and  melts  at  95 — 96°.  Its  platinochloride  forms 
orange  needles.  Paramethoxy toluquinoline  is  a  yellowish-brown  oily 
mass,  which  may  be  distilled.  The  crystalline  platinochloride  is 
brown.  The  parasulphonic  acid  and  its  derivatives  are  therefore 
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identical  with  the  a  acid  and  derivatives  previously  described.  It  is 
thus  clear  that  the  commercial  toluquinoline  used  in  the  previous 
experiments  must  have  been  a  mixture  of  the  ortho-  and  para-com¬ 
pounds,  notwithstanding  that  it  boiled  constantly  within  less  than 
two  degrees  of  the  boiling  point  of  orthotoluquinoline.  L.  T.  T. 


Quinaldineearboxylic  Acids.  By  0.  Doebner  and  W.  v.  Miller 

( Ber 17,  938 — 944). — The  action  of  the  three  amidobenzoic  acids  on 
aldehyde,  in  presence  of  hydrochloric  acid,  has  been  examined  to 
ascertain  whether  the  carboxyl-group  had  any  modifying  action.  The 
reaction,  however,  proceeds  quite  normally  (this  vol.,  p.  183),  quinal- 

dinecarboxylic  acid,  COOH.C6H3<^£g9^g^>,  being  formed. 


Paraquinaldinecarboxylic  Acid. — The  reagents,  hydrochloride  of 
paramidobenzoic  acid,  paraldehyde,  and  hydrochloric  acid,  react  with 
development  of  heat,  and  the  hydrochloride  of  paraquinaldinecarboxylic 
acid  separates  out ;  it  is  purified  by  recrystallisation  from  dilute  hydro¬ 
chloric  acid.  On  adding  the  requisite  quantity  of  sodium  carbonate 
to  a  solution  of  the  hydrochloride,  the  free  acid  is  deposited  as  a 
sandy  powder,  only  slightly  soluble  even  in  hot  water.  It  forms  salts 
with  both  acids  and  bases.  The  hydrochloride,  CnH9N02,HCl  +  H20, 
is  soluble  in  water,  but  not  in  dilute  acid ;  the  platinochloride, 
(CuH9H02)2,H2PtCI6  +  4H20,  is  only  slightly  soluble;  the  chromate, 
(CiiH9N02)>,H2Cr207,  is  also  only  slightly  soluble  in  cold  water.  The 
calcium  salt,  (CnH8N02)2Ca  +  2H20,  the  silver  salt,  CnH&N02Ag,  and 
the  copper  salt,  (CnH8N02)2Cu  +  6H20,  are  obtained  from  the  ammo¬ 
nium  salt  by  precipitation  ;  they  are  crystalline. 

Metaquinaldinecarboxylic  Acid.  —  It  is  necessary  to  use  a  larger 
excess  of  paraldehyde  and  of  hydrochloric  acid,  and  the  mixture 
requires  heating.  The  free  acid  is  prepared  from  the  crystalline  hydro¬ 
chloride  as  above.  The  following  salts  are  described  :  CuH9N02,HCl 
4-  H20 ;  the  abnormal  platinum  salt,  4(CnH9N02,HCl),PtCh,  also 
(C11H9N08)2,H2Cr207 ;  (CnH8N02)2Ca  4  2H30  ;  ( C„H8N02)Ag  ;  and 
(CnHsN02)2Cu  4-  3H20. 

Orthoquinal dinecarboxylic  Acid.  —  Here  an  excess  of  paraldehyde 
must  be  avoided.  The  free  acid  melts  at  151°,  and  is  decidedly  soluble 
in  cold  water;  it  crystallises  from  hot  water  with  mol.  H20,  which 
it  loses  at  10u°.  The  hydrochloride  is  very  soluble  in  water,  and  is 
not  reprecipitated  by  strong  hydrochloric  acid;  the  platinochloride, 
(CliH9H02)2,H2PtCl6  4-  2H20,  is  easily  soluble  in  hot  water;  the  chro¬ 
mate  is  also  soluble  in  hot  water.  The  silver,  calcium,  and  copper 
salts,  (CuH8N02)2Cu-|H20,  are  described.  H.  B. 

Conine.  By  A.  W.  Hofmann  (Ber.,  17,  825—833).  —  Conine 
hydrochloride,  distilled  with  zinc-dust,  does  not  yield  an  amine,  viz., 
octylamine,  but  one  of  the  pyridine  bases,  CpH^N,  conyrine ,  having 
nearly  the  same  boiling  point  (166 — 168°)  as  conine,  from  which  it  is 
separated  by  conversion  into  the  hydrochloride ;  all  its  salts,  with  the 
exception  of  the  platinochloride,  are  very  soluble  in  water.  Methyl 
iodide  combines  at  ordinary  temperatures  with  conyrine  to  form  the 
iodide  of  an  ammonium  base.  By  the  action  of  silver  chloride, 
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the  chloride  and  thence  the  platinochloride  were  prepared ;  it  is 
(C8HiiN,MeCl)2,PtCl4.  Conyrine  boils  lower  than  other  known  bases 
of  the  same  formula ;  moreover,  it  is  distinguished  by  a  blue  fluo¬ 
rescence  and  the  absence  of  any  tendency  to  polymerise ;  with  potas¬ 
sium  permanganate,  it  yields  a  pyridinecarboxylic  acid,  viz.,  picolinic 
acid.  Conine  also  yields  conyrine  when  distilled  with  zinc  chloride. 
According  to  Skraup  and  Cobenzl,  picolinic  acid  contains  the  nitrogen 
and  carboxyl  groups  in  the  ortho-position;  conyrine  will  then  be 
orthopropylpyridine,  and  conine  itself  hexahydrated  propylpyridine 
or  orthopropylpiperidine. 

The  reconversion  of  conyrine  into  conine  is  easily  effected  by  heating 
it  with  hydriodic  acid  at  260 — 300°.  Natural  conine,  and  conine 
regenerated  from  conyrine  have  exactly  the  same  physiological  action. 
Conyrine  is  not  so  poisonous  and  acts  more  like  a  narcotic. 

The  synthesis  of  conine  is  thus  simplified.  Ladenburg  has  pre¬ 
pared  ethylpyridine  by  methods  used  for  obtaining  the  substituted 
anilines,  and  it  is  probable  that  conyrine  or  conine  will  be  formed  by 
the  action  of  isopropyl  iodide  on  pyridine  or  piperidine  at  a  high  tem¬ 
perature.  H.  B. 

Thebaine.  By  W.  C.  Howard  (Ber.f  17,  527 — 533). — Bromothe - 
baine  tetrabromide ,  Ci9H20Br,NO3,Br4,  is  obtained  as  a  yellowish-red 
precipitate  by  adding  an  excess  of  bromine-water  to  a  dilute  solution 
of  thebaine  in  hydrobromic  acid. 

Bromothebame ,  Ci9H20BrNO3,  is  prepared  by  adding  bromine- water 
to  the  hydrobromic  acid  solution  of  thebaine  as  long  as  a  precipitate 
is  formed,  filtering,  and  adding  ammonia  to  the  filtrate,  wrhen  it  forms 
a  precipitate,  which  is  at  first  reddish,  but  finally  becomes  blue. 

Morphothebaine ,  C17H17N03. — The  acid  hydrochloride  or  hydrobro¬ 
mide  of  this  base  is  obtained  by  heating  thebaine  with  concentrated 
hydrochloric  or  hydrobromic  acid  in  sealed  tubes  at  80 — 90°.  The 
base  is  thrown  down  from  solutions  of  its  salts  by  caustic  alkalis, 
carbonates  of  the  alkali  metals,  or  ammonia,  as  a  greyish-blue  precipi¬ 
tate,  soluble  in  excess  of  caustic  alkalis.  It  is  soluble  in  alcohol  and 
ether,  also  in  benzene,  from  which  it  crystallises  in  wTell-defined 
crystals  melting  at  190 — 191°.  Morphothebaine  hydrochloride , 

CJ7H17N03,HC1, 

obtained  by  treating  the  acid  hydrochloride  with  alcohol,  forms  small 
shining  crystals,  insoluble  in  alcohol,  but  soluble  in  water.  The 
hydrobromide  resembles  the  hydrochloride.  The  nitrate , 

C17H17N03.HN03  +  2H30, 

obtained  by  treating  the  solution  of  the  hydrochloride  with  silver 
nitrate ;  it  forms  white  small  crystals.  The  sulphate , 

(C17H17N03>H2S04  +  7H20, 

prepared  in  a  similar  manner,  crystallises  from  its  aqueous  solutions 
in  monoclinic  crystals.  Acetomorphothebaine,  C17Hi6N03Ac,  prepared 
by  heating  morp  ho  thebaine  hydrobromide  with  acetic  anhydride  and 
sodium  acetate,  crystallises  from  alcohol  in  shining  scales  which  melt 
vol.  xlvi  ,  4  m 
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at  183°.  The  solutions  of  morphothebame  hydrochloride  are  precipi¬ 
tated  by  platinic  and  auric  chlorides,  by  potassium  ferrocyanide, 
potassic  bismuthic  iodide,  ammonium  molybdate,  potassic  mercuric 
iodide,  and  potassic  chromate. 

Phosphorus  pentachloride  reacts  with  theba’ine,  yielding  a  compound 
containing  no  chlorine,  proving  the  absence  of  a  hydroxyl-group  in 
the  same.  Thehaine  methiodide  is  obtained  by  heating  a  solution  of 
theba'ine  in  methyl  alcohol  with  methyl  iodide ;  crystallised  from 
alcohol,  it  gives  crystals  having  the  composition  C]9H21NO;j,MeI,EtHO. 
Thebame  ethiodide ,  Cl9H2lNO.},EtI,  obtained  like  the  above,  crystallises 
from  alcohol  in  fine  needles.  Theba'ine  ethyl  chloride,  formed  by 
decomposing  the  iodide  with  silver  chloride,  crystallises  from  a  mix¬ 
ture  of  alcohol  and  benzene  in  slender  white  needles. 

Thebame  benzyl  chloride  crystallises  in  small  nodules. 

P.  P.  B. 

Synthetical  Piperidine.  By  A.  Ladenburo  and  C.  F.  Roth 
( Ber 17,  513 — 515). — One  of  the  authors  has  already  shown  that  by 
the  action  of  sodium  on  an  alcoholic  solution  of  pyridine  it  is  con¬ 
verted  into  a  hexahydro-base,  very  nearly  resembling  piperidine.  The 
authors  have  compared  these  two  bases  carefully  with  one  another, 
and  have  established  their  identity.  P.  P.  B. 

Putrefactive  Alkaloids.  By  L.  Brieger  (Ber.,  17,  516 — 517). — 
The  author  proposes  the  name  neuridine  for  the  alkaloid  C5H14N2, 
described  by  him  (Abstr.,  1883,  1159),  since  it  yields  trimethylamine 
when  boiled  with  potassium  hydroxide.  Atropine  stops  the  poisonous 
action  of  the  alkaloid  C5HnN,  which  contracts  the  pupil  when  intro¬ 
duced  into  the  eye.  The  author  is  of  opinion  that  this  poisonous 
alkaloid  is  trimethylvinylammonium  hydroxide ,  and  this  is  supported 
by  the  analysis  and  chemical  and  physical  characters  of  its  platino- 
chlorides,  also  by  the  physiological  action  of  the  trimethylvinyl¬ 
ammonium  hydroxide. 

Commercial  neurine  appears  to  contain  two  bases,  one  having  the 
formula  C5HUN,  and  forming  sparingly  soluble  platino-  and  auro- 
chlorides,  and  another  CsHnNO  =  Me3N(OH).C2H4.OH,  trimethijl- 
hydroxethylammonium  hydroxide ,  forming  an  easily  soluble  platino- 
chloride.  P.  P.  B. 
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Physiological  Chemistry. 

Researches  on  the  Development  and  Nourishment  of  the 
Silkworm.  By  0.  Kellner,  T.  Sako,  and  J.  Sawano  (Bied. 
Gentr.,  1884,  235 — 240). — Silkworms  were  fed  with  weighed  quan¬ 
tities  of  mulberry  leaves,  which  were  given  during  all  periods  of 
growth,  those  periods  being  (1)  a  week  from  the  hatching  of  the  egg; 
(2)  May  6—12  ;  (3)  May  12—19  ;  t4)  19—26  ;  (5)  May  26— June  3, 
when  the  chrysalis  state  was  assumed;  (6)  June  6,  when  the  cocoon 
was  completed  ;  (7)  June  22,  when  the  butterfly  emerged.  It  was 
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during  the  4th  period  that  the  excrement  of  1000  worms  was  examined, 
and  found  to  contain  2*49  per  cent,  of  nric  acid,  which  fell  to  1*31  per 
cent,  in  the  6th ;  but  little  ammonia  was  found,  and  no  urea.  Of  the 
food  given  the  worms  only  consumed  about  L — g-,  and  of  the  digested 
matter  the  nutrient  ratio  was  as  follows  : — - 

Period. . .  1  2  3  4  5 

N.U .  1:1*85  1:2*13  1:1*94  1:2*14  1:1*45 


But  little  of  the  fibrous  matter  could  be  digested,  but  the  albumin 
and  fat  were  digested  to  an  extent  surpassed  only  by  ruminants.  The 
following  table  shows  the  composition  of  the  worm,  &c.?  at  different 


asres :  — 

O 


NVuvdy 

hatched 

Water . . 

75  *94 

In  100  dry  matter. 

Protein  less  chitin . 

Cliitin . . 

}  75  -58 

Pat . . 

16*20 

Ash . 

6  '40 

Undetermined . 

1*82 

Total  nitrogen . 

12  *09 

Albuminoid  and  peptin 

1 

nitrogen 

111  *39 

Chitin  nitrogen . 

J 

Nitrogen  in  undetermined 

compounds* . 

0*71 

Ditto  in  per  cent,  of  total  N. 

5*80 

Period 

Period 

Period 

Period 

1. 

2. 

3. 

4. 

84*10 

85  -68 

86*92 

87-81 

75  -42 1 

73  *26 

72*52 

72*23 

5*32 

5*46 

5*40 

8*72 

10*73 

12*55 

11*47 

9  *05 

8*98 

9*48 

9*32 

6  *81 

1  -79 

— 

1  *58 

12  *07 

12  *04 

11  *93 

11*88 

n-oe  j 

10*42 

0  *32 

9*81 

0*33 

9*94 

0*32 

1*01 

1  *30 

1-79 

1*62 

8*30 

10  *80  i 

i 

15*00 

13*30 

Period 

5. 

Empty 

cocoon. 

Pupa. 

Butterfly. 

Water . . . 

80*33 

12*50 

78-89 

71-77 

For  100  dry  matter. 

Protein  less  chitin . 

59  *16 

98*82 

55  -81 

56*58 

Chitin  . . . 

4-77 

16-31 

3  -89 
28-17 

7  *38 

32  *01 

Fat . . 

0*0*1 

Ash  . . . . 

6*06 

1*18 

5*62 

3  *94 

Undetermined . 

13*70 

— - 

6*51 

0*10 

Total  nitrogen . 

Albuminoid  and  peptin 

9*75 

17  97 

9*16 

9*49 

nitrogen . 

8  *11 

!  — 

5*68 

8*18 

Chitin  nitrogen . 

Nitrogen  in  undetermined 

0*29 

i 

0*23 

0*44 

compounds* . 

1*35 

— 

3*25 

0*87 

Ditto  in  per  cent,  of  total  N. 

13  ‘80 

35*50 

9*20 

*  Precipitated  by  phosphotungstic  acid. 

4  m  2 
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The  remarkably  rapid  growth  of  the  worm  is  exemplified  by  the 
figures  in  the  subjoined  table  : — 


Ratio  of  live 
weight. 

Weight  of  new 

Ratio  of  dry 
weight. 

-hatched  worm  =  1. 

A 

Period  1 . 

11  *40 

7  *70  ' 

„  2 . 

61  *80 

37*40 

„  3 . 

275  -50 

152  *20 

„  4 . 

1241  *90 

639  *70 

„  5 . 

5364  -70 

4457  70 

Cocoon  and  pupa  .... 

2826  *10 

3468  *50 

Butterfly . 

1215  *00 

1450  70 

From  this  it  is  evident  that  much  of  the  increase  in  live  weight  is 
due  to  water,  and  from  the  previous  table  we  learn  that  nearly  one- 
half  of  the  albuminoids  in  the  worm  are  employed  in  the  formation  of 
the  silk  of  the  cocoon. 

Passing  on  to  the  amount  of  the  food  constituents  digested,  the 
following  will  show  all  that  is  necessary  on  this  point :  — 


Periods . 

1 

2 

3 

4 

5 

Average. 

Dry  matter . . 

29  *4 

28*9 

27*2 

37 '8 

63*3 

56  *6 

Organic  matter . 

27  *5 

27*0 

25*3 

35*7 

61*9 

55  *0 

Crude  protein . 

45*0 

58*1 

51*5 

79  7 

87  *1 

83*8 

Albumin . 

68-8 

70*0 

45  *6 

71*4 

75*6 

73*5 

T?«t  . . . . 

20  *0 

23  *4 

34  *6 

42  *3 

"Pntn.flli . 

2  1 

3  *5 

23  *7 

1 8  *7 

TVT a  onpfiin.  .  .  . . 

34  *  5 

33  *8 

Phosphoric  acid . 

— 

— 

— 

63*2 

25  *9 

— 

In  the  5th  period  there  was  an  addition  to  the  fat,  which  was  in 
excess  of  that  contained  in  the  food,  and  this  excess  could  not  have 
been  produced  by  the  decomposition  of  albumin,  by  reason  of  insuffi¬ 
ciency,  consequently  we  must  suppose  that  some  non-nitrogenous 
matter  other  than  fat  had  been  converted  into  this  compound. 

E.  W.  P. 

Urine  of  Cows  and  Sheep.  By  E.  Zacharewicz  (Ann. 
Agronomiques ,  10,  177 — 183). — The  author  has  estimated  the  urea  in 
the  urine  of  cattle  and  sheep  under  varying  conditions  of  food  and 
treatment.  Esbach’s  ureometer-tube  was  employed,  with  Kraup’s 
solution  of  sodium  hypobromite. 

The  mean  proportion  of  urea  found  in  sheeps’  urine  was  20  grams 
per  litre,  and  supposing  a  sheep  to  void  1  litre  of  urine  per  day,  the 
urea  excreted  per  annum  would  he  7*3  kilos.  A  very  fat  sheep 
excretes  an  unusually  large  quantity  of  urea,  and  a  sheep  in  poor 
condition  and  bad  health  less  than  the  average. 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


1205 


The  urine  of  four  cows  receiving  food  of  known  composition  was 
examined  on  June  15,  July  13,  and  August  24,  the  mean  proportions 
of  urea  being  21T4,  26*35,  14*80  grams  per  litre  respectively  for  the 
three  dates  mentioned.  The  great  falling  off  in  August  is  due  to  the 
change  of  food,  for  whilst  in  August  the  cows  received  maize  and 
cotton-cake  only,  in  June  and  July  they  had  cotton-cake,  hay,  straw, 
lucerne,  and  trifolium.  The  mean  results  give  about  20  grams  urea 
per  litre,  and  reckoning  with  Boussingault  9  litres  of  urine  per  day, 
the  total  quantity  of  nitrogen  excreted  in  the  form  of  urea  will  be 
28 — 30  kilos,  per  annum  per  cow.  The  nutrient  ratio  of  the  three 
foods  given  was  in  June,  1  :  3*9  ;  July,  1:5;  and  August,  1  :  8*8. 
By  analysis  of  the  milk,  the  author  shows  that  the  highly  nitro¬ 
genous  diet  of  July  did  not  cause  any  corresponding  increase  of 
casein  in  the  milk,  but  that  the  excess  of  nitrogen  was  excreted  as 
urea  in  the  urine.  J.  M.  H.  M. 

Influence  of  Movement  on  the  Secretion  of  Milk.  By  H. 

Munk  ( Bied .  Centr .,  1884,  232). — Most  of  the  writers  on  the  subject 
have  stated  that  movement  is  detrimental  to  the  secretion  of  milk. 
Fleischmann,  however,  found  that  the  reduction  in  quantity  is  but 
slight,  and  is  fully  compensated  for  by  the  increased  yield  of  solids. 
To  settle  this  question,  the  author  experimented  with  30  cows,  and 
finds  that  when  the  cows  had  half  an  hour’s  exercise  during  the  day, 
the  total  quantity  of  milk  as  well  as  the  fat  and  casein  increased,  but 
much  exercise  was  detrimental  to  the  yield ;  when  the  cows  are  on 
grass,  their  increased  appetite  and  the  abundance  of  food  fully  com¬ 
pensates  for  any  loss  incurred  by  the  motion  required  to  obtain  that 
food.  It  is  therefore  advisable  that  milch-cows  when  being  stall-fed, 
should  have  daily  exercise.  E.  W.  P. 
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Chemistry  of  Vegetable  Physiology  and  Agriculture. 


A  Concentrated  Nutritive  Fluid  for  Plants.  By  W.  Knop 
( Landw .  Versuehs-Stat 30,  292 — 294). — The  author  who  is  engaged 
in  experiments  on  the  absorption  of  various  acids  and  bases  by  the 
roots  of  plants,  recommends  in  this  paper  the  use  of  a  liquid  fertiliser 
of  his  own  invention,  which,  being  of  known  composition  and  con¬ 
centration,  can  be  readily  diluted  to  suit  the  requirements  of  the 
experimentalist. 

There  are  two  solutions,  viz.,  No.  1 — - 

205  grams  of  magnesium  sulphate  =  100  grams  of  the  anhydrous 
salt  =  33*33  MgO  +  66*67  S03  in  3*5  litres  of  water. 

No.  2  solution — 

400  grams  calcium  nitrate  =  136*58  CaO  +  263*42  N205. 

100  ,,  potassium  nitrate  =  46*58  K20  +  43*52  N2O5. 
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100  grams  potassium  phosphate  =  34*63  K^O  +  52*22  P205  + 

13-15  H20 

dissolved  in  the  same  quantity  of  water,  3’5  litres. 

For  use,  he  suggests  mixing  100  c.c.  of  each,  and  making  up  to 
10  litres,  each  litre  would  then  contain — 


Water  of  combination . 

0*0377 

Potash . . . 

0*2320 

Lime . 

0-3903 

Magnesia . 

0*0952 

Combii  ed  phosphoric  acid. . 

01491 

Sulphuric  acid . 

0*1905 

Nitric  acid  . 

0-9052 

Free  phosphoric  acid . 

0*0746 

Influence  of  Light  and  Heat  on  Plants.  By  Hellriegel  (Bled. 
Gentr .,  1884,  240 — 253). — A  continuation  of  the  author’s  researches 
(this  vol.,  855).  As  it  was  thought  impossible  that  plants  growing 
in  glass-houses  could  obtain  light  of  an  intensity  equal  to  that  which 
they  would  receive  outside,  the  results  of  experiments  conducted  under 
cover  would  not  be  perfectly  trustworthy ;  the  author  therefore 
arranged  that  the  plants  experimented  on  should  be  exposed  to  the 
free  air  in  fine  weather,  but  removed  under  shelter  when  bad  weather 
occurred ;  as  a  proof  that  the  new  arrangements  made  considerable 
differences  to  those  obtained  under  the  old  method,  the  results  of 
experiments  are  quoted,  which  show  that  not  only  was  the  total  yield 
of  barley  greater,  but  that  the  weight  also  of  the  grains  harvested 
was  heavier  in  free  air  and  direct  sunlight  than  in  diffused  light. 
Barley  plants  were  grown  under  coloured  glass — cobalt  glass,  which 
allowed  of  the  passage  of  the  red  and  green  rays  as  well  as  of  the 
violet,  and  yellow  carbon  glass  in  which  the  violet  and  blue  were  ex¬ 
tinguished, — with  this  result,  that  under  the  influence  of  the  blue  light 
less  ash  and  more  organic  matter  were  produced  than  under  the 
yellow.  Those  under  the  blue  glass  grew  well,  whilst  those  under  the 
yellow  seemed  to  be  retarded  in  their  growth,  and  when  shaded  were 
long  in  the  internodes,  and  the  leaves  were  thin  and  delicate.  Taking 
this  experiment  in  conjunction  with  another  somewhat  similar  one, 
the  author  comes  to  the  conclusion  that  plants  are  not  very  sensitive 
to  moderate  changes  in  the  composition  of  the  light  which  falls  on 
them,  consequently  that  the  light  as  altered  by  the  roof  and  walls  of 
a  glass-house  cannot  have  any  serious  detrimental  influence  on  the 
plants  growing  in  that  house. 

In  order  that  land  should  produce  a  maximum  crop,  it  is  necessary 
that  each  plant  should  have  assigned  to  it  a  definite  volume  of  porous 
soil  for  the  proper  development  of  its  roots  ;  that;  there  be  a  sufficiency 
of  moisture,  enough  of  available  nutriment,  and  finally  a  definite 
quantity  of  light  and  heat.  Of  all  these  factors  which  make  up  the 
fertility  of  a  soil,  the  last  two  are  not  under  the  guidance  of  man. 
The  author,  therefore,  in  1870,  tried  to  estimate  the  influence  exerted 
by  the  light  and  heat,  but  failed  ;  the  account  of  the  experiments  is 
given  in  detail.  In  a  second  series,  barley  and  peas  were  grown  in 
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glass  vessels  of  two  sizes,  and  the  plants  as  soon  as  they  appeared 
were  shaded  by  cylinders  of  cardboard  placed  vertically,  so  that  no 
side  light  could  reach  the  plants  ;  these  cylinders  were  of  different 
sizes,  some  being  broader  than  the  vessel  holding  the  soil,  others  of 
the  same  diameter;  some  broader  above  than  below,  and  vice  versa ; 
the  results  obtained  were  unexpected — the  stems  grew  lengthy  and 
rapidly,  being  thin  and  weak  ;  the  lower  leaves  were  pale ;  those  of 
the  peas  reddish  ;  it  appears,  then,  that  under  the  influence  of  the 
shades  the  growth  is  somewhat  abnormal,  and  this  is  the  more  marked 
the  narrower  the  shading  cylinder;  under  all  these  disadvantages, 
however,  the  plants  fruited,  but  under  all  conditions  those  plants 
growing  unshaded  produced  the  most  fruit,  and,  as  the  cylinder 
narrowed,  the  yield  of  grain  decreased,  whilst  the  chaff  and  the  straw 
(peas  excepted)  increased.  The  author  had  previously  believed  that 
when  the  plants  grew  freely  in  the  field,  it  was  the  light  which  fell  on 
the  crown  of  the  plants  which  influenced  their  growth,  as  so  much  of 
the  rest  of  the  plant  was  shaded.  It  was  also  remarked  that  under 
the  medium-sized  shades  with  the  upper  opening  of  the  same  size  as 
the  pots,  although  the  other  conditions  were  so  various,  yet  the  amount 
of  dry  matter  in  the  plants  was  approximately  the  same. 

As  regards  the  warmth  necessary  for  the  proper  growth  and  ripen¬ 
ing  of  plants,  the  experiments  are  detailed  very  fully,  but  it  will 
suffice  to  state  the  results  obtained.  For  the  growth  of  four-rowed 
barley,  the  average  daily  temperature  during  the  first  half  of  the  period 
of  vegetation  must  be  about  15°,  in  the  latter  half  when  the  blossom 
forms,  &c.,  the  average  must  be  17 — 18°,  and  the  average  of  the  whole 
season  16°.  The  average  of  the  mid-day  during  the  first  period  must 
be  20°,  during  the  second  period  about  25°,  the  average  during  the 
whole  season  about  21°.  E.  W.  P. 

Relation  between  Chemical  Metamorphosis  and  Transfor¬ 
mation  of  Forces  during  the  Germination  of  Seeds.  By 

H.  Boedwald  (Ann.  Agronvmiques ,  10,  236 — 237). — Two  equal 
weighed  quantities  of  clover-seeds  are  taken,  and  one  of  them  used 
for  the  determination  of  total  dry  solids ;  the  other  portion  is 
moistened  and  allowed  to  germinate  for  5  or  9  days,  the  soluble 
matters  formed  during  germination  being  absorbed  by  a  layer  of 
glass  wool.  The  total  dry  solid  matter  in  the  germinated  seed  is 
then  ascertained  and  ultimate  analyses  are  made  of  this  dry  matter 
and  of  that  from  the  corresponding  quantity  of  ungerminated  seed. 
The  calorific  power  of  1  gram  of  dry  matter  from  each  source  is 
next  found  by  combustion  in  a  calorimeter  with  a  deflagrating  mix¬ 
ture  composed  of  potassium  chlorate,  antimony  sulphide,  and  cane- 
sugar — the  sum  of  the  heat  disengaged  by  combustion  of  the  flux  and 
dissociation  of  the  potassium  chlorate  being  deducted  from  the  total 
amount  obtained.  Experiments  conducted  in  this  way  show  that 
1  gram  of  the  dry  matter  consumed  by  respiration  disengages  2564 
calories  and  5938  calories  during  a  germination  of  5  and  9  days 
respectively.  The  matter  which  disappears  during  the  first  five  days 
is  of  sensibly  the  same  composition  as  starch,  and  outside  of  the  seed 
would  be  capable  of  disengaging  4479  calories  per  gram  by  com  bus- 
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tion.  The  matter  oxidised  during  the  nine  days  corresponds  in  com¬ 
position  with  a  mixture  of  60  per  cent,  starch  and  40  per  cent,  fat, 
and  is  theoretically  capable  of  disengaging  6641  calories  per  gram. 

There  is  therefore  a  considerable  amount  of  force  absorbed  during 
germination.  J.  M.  H.  M. 

Comparative  Growth  of  Peas  and  Maize  in  Mineral  and 
Organic  Solutions.  By  Y.  Jodin  {Ann.  Agronomiques ,  10,  193 — 
215). — In  this  paper  are  collected  the  details  of  experiments  made  some 
years  ago  on  the  culture  of  peas  and  maize  in  certain  artificial  solutions. 

1.  Organic  solution  consisting  of  a  certain  weight  of  dried  and 
powdered  pea  plants  (seed  and  straw)  inclosed  in  a  porous  cell  placed 
in  a  porcelain  crucible  full  of  water,  so  that  gradual  exosmose  of  the 
soluble  matter  took  place  through  the  walls  of  the  cell.  The  crucible 
was  furnished  with  a  lid  pierced  with  two  holes  to  admit  the  stems  of 
the  pea  and  maize  plants.  The  weighed  seeds  were  allowed  to  germi¬ 
nate  in  water  or  in  soil,  and  the  plants  then  transferred  to  the  artificial 
solution.  Growth  took  place  in  both  cases,  that  of  the  maize  being 
much  more  luxuriant  than  that  of  the  pea — the  dried  crop  from  the 
maize  seed  being  29-38  times  the  weight  of  the  seed,  and  that  of  the 
pea  4*18.  Determinations  were  made  of  nitrogen  and  minerals  con¬ 
tained  in  these  crops,  in  the  manure  supplied,  and  in  the  residual 
liquid,  and  from  these  figures  the  proportions  of  nutritive  substances 
in  the  manure  utilised  by  the  growing  plants  were  calculated. 

2.  Mineral  Solution.— This  contained  all  the  minerals  of  the  pre¬ 
ceding  organic  solution,  and  in  about  the  same  proportions,  but  the 
nitrogen  was  supplied  as  a  nitrate.  The  experiments  were  conducted 
as  with  the  preceding  solution,  and  the  amount  of  growth  was  about 
the  same. 

3.  Mixed  Solution. — A  quantity  of  the  powdered  pea-manure  was 
placed  in  a  funnel  provided  with  a  stop-cock,  and  moistened  with 
water.  From  time  to  time  the  water  was  allowed  to  run  through  into 
a  flask  and  was  again  poured  into  the  funnel.  This  treatment  was 
prolonged  for  about  a  year,  when  the  residue  in  the  funnel  was  only  a 
fifth  of  its  original  weight.  The  solution  thus  obtained  (A)  was 
employed  alone  in  some  of  the  cultivations,  and  in  others  was  mixed 
with  a  mineral  solution  (B)  made  by  dissolving  the  ash  of  an  equal 
weight  of  dried  pea  plant  in  the  smallest  possible  quantity  of  nitric 
acid,  and  diluting  with  water.  The  solution  B  was  also  employed 
alone  in  some  of  the  experiments,  and  the  results  of  the  three  methods 
go  to  show  that  in  the  mixture  of  the  solutions  A  and  B  each  pro¬ 
duced  its  proportional  effect,  and  no  increase  of  crop  was  obtained  by 
the  mixture.  Solution  A  gave  very  small  and  feeble  plants,  whilst 
those  grown  in  B  were  comparatively  luxuriant  and  robust. 

The  results  of  all  the  experiments,  which  are  given  in  great  detail, 
go  to  show  that  the  plants  derived  no  benefit  from  the  decaying 
organic  matter  of  the  manure,  except  in  so  far  as  the  nitrogen  was 
gradually  transformed  by  putrefaction  and  fermentation  into  the 
mineral  forms  of  ammonia  and  nitric  acid.  In  all  cases  in  which 
estimations  were  made,  there  was  a  loss  of  nitrogen — often  amounting 
to  50  per  cent,  of  that  in  the  seed  and  manure.  J.  M.  H,  M. 
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Function  of  Tannin  in  Vegetable  Cells.  By  W.  Gardiner 
(Ann.  Agronomiques ,  10,  188 — 189  ;  from  Proc.  Cambridge  Phil. 
Soc .,  IV). — By  means  of  Bose’s  reagent,  the  author  has  made  some 
microchemical  observations  on  the  occurrence  of  tannin  in  vegetable 
cells.  Bose’s  reagent  consists  of  ammonium  molybdate  dissolved  in  a 
saturated  solution  of  ammonium  chloride,  and  strikes  a  red  colour 
with  tannin  glucosides  and  tannic  acid.  An  excess  of  the  reagent 
produces  a  voluminous  precipitate,  if  the  tannin  be  a  glucoside. 
Tannins  are  very  abundant  in  the  motor  tissue  of  the  sensitive  plant 
and  similar  tissues,  and  there  is  possibly  some  connection  between  the 
presence  of  tannin  and  the  irritability  of  the  tissue.  It  is  probable 
that  tannin  is  one  of  the  ultimate  products  of  the  metamorphosis  of 
immediate  principles,  that  it  is  not  utilized  by  the  plant,  and  that  its 
disappearance  when  once  deposited  is  doubtful.  J.  M.  H.  M. 

Acidity  of  Cell  Sap.  By  G.  Kraus  (Ann.  Agronomiques ,  10, 
238 — -240). — By  means  of  dilute  (0*1  per  cent.)  standard  solution  of 
sodium  hydroxide,  the  author  has  determined  the  total  acidity  of  the 
cell  sap  contained  in  the  different  organs  of  growing  plants  in  various 
circumstances.  The  leaves  are  the  most  acid  parts  of  ordinary  herbs 
and  shrubs,  the  roots  the  least.  This  rule  is  reversed  in  the  Crassu- 
lacese.  The  wood  and  bark  are  more  acid  than  the  pith.  In  many 
leaves,  the  acidity  often  increases  from  the  tip  to  the  base.  The  acidity 
of  a  stem  generally  increases  with  the  age,  i.e.,  from  above  down¬ 
wards,  but  in  some  cases,  young  lupins  for  example,  it  remains 
constant  for  some  time.  The  petals  of  the  Boraginaceae,  red  when 
young,  are  more  acid  than  when  blue  and  full  grown.  In  an  organ 
undergoing  geotropic  curvature,  the  acidity  diminishes  on  the  convex 
side.  When  a  plant  germinates  in  darkness  the  acids  increase;  they 
diminish  when  it  is  transported  into  the  light,  but  subsequently 
increase.  A  plant  may  grow  in  the  dark  without  any  increase  of 
acidity.  It  has  been  known  for  some  time  that  the  leaves  of  the 
Crassulacese  become  very  acid  during  the  night,  but  lose  their  acidity 
in  the  day.  The  author  shows  that  this  periodicity  is  a  general 
phenomenon  differing  only  in  intensity  in  different  plants,  and  directly 
dependent  on  the  illumination.  Bot  only  can  the  acidity  be  caused  to 
increase  by  shading  the  plants  during  the  day,  but  a  local  accumulation 
or  development  of  acid  can  be  produced  by  darkening  a  particular  leaf 
or  part  of  a  leaf.  The  red  rays  of  the  spectrum  are  more  potent  than 
the  blue  in  relation  to  this  phenomenon.  In  an  atmosphere  of 
carbonic  anhydride  or  hydrogen,  acids  are  not  formed  during  the 
night  nor  are  they  decomposed  during  the  day,  so  that  these  changes 
are  not  related  to  the  diurnal  assimilation  of  carbon.  In  the  night, 
when  the  acidity  is  greatest,  the  quantity  of  glucose  is  least,  and 
during  the  day  as  the  acids  diminish  so  the  glucose  increases. 

J.  M.  H.  M. 

“Butter  Beans,”  a  new  Variety  of  Fatty  Seeds.  By  F.  v. 

Hohnel  and  J.  Wolfbauer  (Bingl.  polyt.  /.,  252,  333 — 3*7). — 
During  the  last  few  months,  fatty  seeds  of  remarkable  size  have  been 
brought  into  commerce  by  way  of  Marseilles  and  Trieste  consisting  of 
the  split  embryo  of  endospermless  seeds,  which  belong  to  the  Valeria 
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indica ,  a  tree  growing  in  India  (especially  Malabar),  whence  large 
quantities  of  vegetable  fat  (Malabar  tallow)  have  been  recently 
imported  into  Europe.  The  seeds  are  brought  into  the  market  in  a 
decayed  condition,  the  fruits  being  gathered  triennially  and  not  as 
they  fall  from  the  trees.  The  seeds  have  an  aromatic  and  bitter  taste, 
and  a  faint  aromatic  odour.  Examined  under  the  microscope,  they 
appear  to  be  made  up  of  thin  isodiametric  parenchyma  cells,  the 
contents  of  which  are  composed  of  three  ingredients :  (1)  yellow 
hyaline,  or  fine-grained  masses  of  albuminous  bodies  (protoplasm) 
insoluble  in  boiling  alcohol ;  (2)  fatty  substances,  which  are  colour¬ 
less,  hyaloid,  and  crystalline,  at  places  forming  masses  which,  in 
consequence  of  the  decay  of  the  seeds,  are  quite  separate  from  the 
yellow  albumin  ;  (3)  numerous  starch  granules  (to  the  extent  of  from 
15 — 20  per  cent.).  The  seeds  of  the  Valeria  indica  when  dried  in  the 
air  contain  49*21  per  cent,  of  a  greenish-yellow  solid  fat  characterised 
by  its  agreeable  slightly  balsamic  odour.  The  fat  resembles  mutton 
tallow  in  hardness  and  viscosity,  has  a  sp.  gr.  of  0*915  at  15°  and 
melts  at  42°.  It  consists  of  81  per  cent,  neutral  fatty  acid  glycerides, 
and  triolein ;  and  19  per  cent,  free  fatty  acids.  The  fatty  acids 
separated  from  the  products  of  saponification  melt  at  56’ 6°,  solidify  at 
54‘8°,  and  represent  a  mixture  of  oleic  acid  and  solid  fatty  acids 
melting  at  63‘8J,  and  constituting  60  per  cent,  of  the  total  weight  of 
vegetable  fat.  D.  B. 

Action  of  Hydroxylamine  Salts  on  Plants.  By  V.  Meyer  and 
E.  Schulze  (Ber.y  17,  1554 — 1558). — The  position  which  hydroxyl¬ 
amine  occupies  between  the  two  nitrogenous  foods  of  plants,  ammonia 
and  nitric  acid,  and  its  great  chemical  activity  as  compared  with  the 
inertness  of  these  food-stuffs,  seem  to  point  to  a  probable  formation  of 
hydroxylamine  in  the  organisms  of  plants,  and  to  its  playing  an 
important  part  in  the  assimilation  of  starchy  and  other  matters  and 
the  formation  of  albuminoids. 

With  the  view  of  throwing  some  light  on  this  subject,  the  authors 
have  made  some  experiments  on  nourishing  maize  and  barley  by 
means  of  artificially  prepared  food  solutions.  One  solution  contained 
in  1  litre,  0*25  gram  CaS04,  0*25  gram  MgSG4,  0*5  gram  KH2P04, 
0*15  gram  NaCl,  and  0*80  gram  Ca(N03)2,  and  a  trace  of  ferric 
chloride.  In  the  other  solutions,  the  calcium  nitrate  was  replaced  by 
its  equivalent  proportion  of  ammonium  sulphate,  hydroxylamine 
hydrochloride,  or  hydroxylamine  sulphate  respectively.  The  plants 
throve  well  in  the  nitrate  solution,  moderately  well  in  the  ammoniacal 
solution,  but  very  soon  died  in  each  of  the  hydroxylamine  solutions. 
In  pure  water,  they  lived  and  put  forth  leaves  long  after  those  in  the 
hydroxylamine  solutions  were  dead.  It  is  thus  clear  that  hydroxyl¬ 
amine  acts  on  plants  as  a  poison,  and  this  is  confirmed  by  the  fact 
that  a  very  little  hydroxylamine  salt  added  to  a  solution  of  gelatin 
and  to  hay  extract  acted  antiseptically,  preventing  the  formation  of 
mould,  &c.  It  is  still  possible  that  hydroxylamine  may  be  formed  in 
plants  as  a  transition-product  and  yet  act  as  a  poison  when  taken  up 
by  the  roots,  just  as  peptone  acts  as  a  poison  when  introduced  into 
the  veins  of  animals.  B.  T.  T. 
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Importance  of  Silicic  Acid  in  the  Culture  of  Oats.  By 

C.Kreuziiage  and  E.  Wolff  (Land™.  Ver sucks- Stat.,  30,  161 — 198). — 
The  experiments  described  were  carried  out  at  the  experimental  station 
of  Hohenheim  in  water  culture,  the  silicic  acid  was  obtained  by  treating 
chemically  pure  silica  with  warm  caustic  potash  solution  and  neutral¬ 
ising  the  potash  by  free  nitric  acid  previously  added  to  a  nutritive 
solution  employed  at  Hohenheim  in  agricultural  experiments — the 
silicic  acid  was  thus  left  in  a  free  state  dissolved  in  the  solution 
containing  the  other  fertilising  matters. 

Three  sets  of  experiments  were  made,  one  without  silica,  and  the 
others  with  weak  and  strong  solutions  of  silica. 

The  details  are  voluminous,  but  summarised  show  that  the  absorp¬ 
tion  of  silica  greatly  assists  the  assimilation  of  other  plant  foods,  and 
that  plants  to  which  it  is  supplied  show  a  decidedly  more  healthy 
development  of  grain  and  straw  than  others  not  so  treated.  Previous 
experiments  at  the  same  station  had  shown  that  phosphoric  acid  acted 
in  a  similar  way  (assisting  the  assimilation  of  ordinary  plant  foods)  ; 
the  authors  therefore  ask  the  question  if  it  is  possible  to  replace 
phosphoric  by  silicic  acid  in  the  composition  of  artificial  manures. 
Attempts  in  this  direction  have  been  made  by  manure  manufacturers 
but  without  success,  due,  the  authors  think,  to  the  use  of  the  silica 
in  an  unsuitable  form ;  its  success  depends  greatly  on  its  correct 
preparation,  and  extensive  experiments  are  desirable  ;  they  should  be 
made  under  normal  agricultural  conditions,  experiments  in  water 
culture  not  being  decisive,  as  plants  absorb  more  nutriment  from  the 
solutions  employed  than  if  the  same  matters  are  applied  in  ordinary 
culture  in  earth. 

The  authors  doubt  the  possibility  of  silicic  acid  replacing  phos¬ 
phoric  in  manures,  but  they  look  forward  to  a  combination  of  both, 
which  will  yield  excellent  results  in  the  culture  of  the  Graminaceae. 

J.  F. 

Feeding  Oattle  on  Lupines.  By  L.  Seeling  (Bied.  Gentr ., 
1884,  273). — The  author  has  been  successful  in  feeding  cattle  with 
lupines  freed  from  the  bitter  principle.  E.  W.  P. 

Cultivation  of  Sugar  Beet  and  other  Roots.  By  Marcker 
and  others  (Bied.  Gentr .,  1884,  262 — 271). — Marcker  in  his  experi¬ 
ments  found  “Little  Wanzlebener  original  ”  produced  the  heaviest 
yield  of  sugar  per  morgen,  whilst  “Dippers  Wanzlebener”  had  the 
highest  quotient  of  purity.  Scholz  obtains  most  sugar  from  “  Eigene 
Schlesische,”  but  the  highest  quotient  was  from  Little  Wanzlebener  in 
humous  soil.  F.  Bastian  grew  roots  on  sandy  loam  and  manured  with 
dung,  dung  and  super,  and  dung  mixed  with  ammonium  superphos¬ 
phate  ;  the  heaviest  crop  of  roots  was  produced  by  the  last  mixture, 
and  the  quotient  of  purity  was  also  the  highest,  viz.,  87.  The 
analyses  of  roots  made  by  Pagnoul  are  of  interest,  as  they  show  that 
large  quantities  of  salts  and  nitrates  are  retained  in  the  ripened  root ; 
in  the  roots  manured  with  dung,  there  was  found  of  salts  1 '066  per  cent. ; 
of  nitrate  0*728;  or  referred  to  100  parts  of  sugar,  24*12  and  16*47 
respectively ;  this  is  the  more  interesting,  as  it  shows  the  formation  of 
nitrate  when  dung  decomposes ;  the  presence  of  salts  causes  a  rapid 
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development  of  leaves,  which  in  their  turn  cause  the  nitrate  which  the 
plant  when  manured  with  nitre  had  absorbed  to  be  decomposed.  Pagnoul 
further  experimented  on  the  influence  of  light  on  the  decomposition 
of  nitre  in  the  plant,  by  raising  the  plants  under  glass,  some  of  which 
was  transparent,  the  rest  blackened.  In  the  shade  there  was  much 
more  nitrate  undecomposed,  showing  that  the  activity  of  leaf-growth 
was  necessary  for  the  proper  decomposition  of  this  compound ;  conse¬ 
quently,  when  the  leaf -growth  is  rapid  and  ripening  occurs  early,  the 
leaves  produce  sugar  in  those  months  when  the  days  are  long  and  the 
sky  clear,  whilst  the  late  ripening  kinds  produce  more  sugar  because 
the  growth  of  the  leaves  is  carried  on  into  autumn  when  the  weather 
is  warm  and  moist. 

B.  Oorenwinder  grew  beet  in  pots  filled  with  sand  to  which 
manures  containing  no  carbon  in  any  form  were  added,  also  in  pots 
containing  carbonaceous  manures,  and  in  the  field,  with  the  result 
that  the  beet  leaves  were  capable  of  obtaining  all  necessary  carbon  for 
their  growth  ;  in  fact,  the  weight  of  the  crop  grown  on  the  sand  was 
very  little  less  than  that  grown  in  the  field,  whilst  the  percentage  of 
sugar  was  much  higher.  The  other  articles  on  the  subject  are  of  no 
chemical  interest.  E.  W.  P. 

Researches  on  the  Sugar-cane.  By  W.  Knop  ( Landw .  Versuchs- 
Stat .,  30,  277 — 287). — Several  samples  of  sugar-cane  which  had  been 
attacked  by  a  fungoid  growth  were  sent  to  the  author  from  Pernam¬ 
buco  ;  this  disease  has  caused  great  injury  to  the  plantations,  but 
the  author  is  unable  to  propose  a  remedy,  and  thinks  the  subject 
should  be  studied  on  the  spot.  The  paper  contains  remarks  of  interest 
on  the  analysis  of  the  cane,  and  of  the  soil  on  which  it  was  grown, 
samples  of  which  were  also  sent  to  him.  The  analyses  Nos.  1  and  2 
are  of  the  ash  of  diseased  canes,  Ho.  3  of  sound.  The  author  considers 
that  the  differences  do  not  exceed  those  observed  in  the  ashes  of  other 
grasses  at  various  stages  of  their  growth. 


No.  1. 

No.  2. 

No.  3. 

Silicic  acid . 

. .  . .  34*5 

32-7 

38-8 

Lime  . 

2*5 

7-5 

4-0 

Magnesia . 

6-8 

141 

7*5 

Phosphoric  acid.  . 

3*4 

4*3 

4*0 

Sulphuric  acid  .  . 

3-4 

33 

3*2 

Chlorine . 

. . . .  12  3 

9-6 

10-6 

Potash . 

. .  . .  367 

28*0 

30*3 

Soda  . 

0-4 

0*5 

1*6 

He  draws  special  attention  to  the  large  amount  of  potash  present, 
more  than  sufficient  to  saturate  the  acids  and  chlorine,  and  leave  a 
considerable  surplus.  Manganese  and  iron  were  present  but  in  small 
quantities,  and  in  presence  of  phosphoric  acid  were  not  estimated. 

The  soil  consists  of  decomposed  quartz  and  quartzite,  containing 
iron  and  manganese  ;  its  mechanical  condition  showed  a  proportion  of 
53  per  cent,  of  fine  clay  to  47  per  cent,  of  different  grades  of  sand 
and  gravel.  J-  F- 
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Volume-weight  of  some  Manures.  By  V.  Magerstein  {Bled. 
Centr .,  1834,  281). 


Manure. 

1  hectol 
weighs 

Max.  of  moisture 
absorbed  after  three 
days’  exposure 
to  moist  air. 

Volume 
increase, 
per  cent. 

Potassium  sulphate  . 

kilos. 

128 

kilos,  per  hectol. 
0-66 

5*0 

Kainite  . 

82 

0'69 

7-5 

Chili  saltpetre . 

105 

1-00 

0-5 

Ammonium  sulphate . 

84 

2  *00 

6  *5 

Lime  (dust)  . 

106 

1-66 

1-3 

Calcium  sulphate  . . 

77 

1  '60 

2*0 

Potashes . 

41 

0T0 

10 

Coal  ashes . 

69 

2  33 

1  *5 

Raw  bone  meal . 

85 

1  -oo 

6  *5 

Steamed  bone  meal  . 

81 

2  -50 

8  3 

Raker  guano . 

112 

6  00 

4‘0 

Rone  superphosphate  . 

76 

1-33 

2*0 

Sodium  superphosphate  . 

82 

3  33 

30 

Peruvian  superphosphate . 

61 

2*00 

0*6 

Raker  superphosphate . 

92 

3  30 

6*5 

Mejillones  superphosphate . 

90 

2  33 

5*0 

Ammonium  ,,  . 

72 

5  33 

8*0 

Dissolved  flesh  meal . 

76 

4  30 

16  *0 

Rlood  meal . 

67 

6-67 

12*0 

Liquid  manure  (cows’)  . . 

102 

1  " 

E.  W.  P. 


Report  on  Experiments  on  Manuring  Grain.  By  Emmerling, 
Loges,  and  Metger  ( Bied .  Centr .,  1884,  217 — 227). — These  experi¬ 
ments,  made  in  1882,  are  a  continuation  of  those  made  in  1880 — 81 
(Abstr.,  1881,  309;  1882,  333;  1884,  211).  The  season  was  good, 
although  the  harvesting  suffered  somewhat  by  storms  ;  the  manures 
included  superphosphate,  precipitated  phosphate,  blood,  ammonia,  &c. 
The  results  on  the  crops,  barley,  oats,  on  the  different  classes  of 
soil  in  the  neighbourhood  of  Kiel  are  fully  given,  as  also  the  analyses 
of  the  soils.  The  experiments  on  marsh  land  show  a  loss  when  pre¬ 
cipitated  phosphates  are  used,  because  the  superphosphate  penetrates 
deeply,  rapidly  and  more  completely  into  such  a  soil  than  does  the  other 
manure.  Ammonia  in  all  cases  brought  an  increase,  but  that  increase 
was  insufficient  to  pay  for  the  extra  cost  ;  but  as  for  Chili  saltpetre 
there  was,  beside  a  gain  in  crops,  also  an  increase  sufficient  to  pay 
expenses.  The  combination  of  phosphate  with  ammonia  always 
brought  an  increased  yield,  and  although  there  was  no  direct  financial 
gain,  yet  a  sufficient  quantity  of  manure  was  left  in  the  soil  for  the 
succeeding  crop,  so  saving  something  in  the  succeeding  season.  Chili 
saltpetre  with  phosphoric  acid  on  loam  and  sandy  loams  gave  excellent 
results,  but  when  the  soil  was  deficient  in  lime,  the  precipitated  phos¬ 
phates  worked  well.  Finally,  the  authors  show  that  in  the  loamy 
soils  of  Holstein  the  value  of  superphosphate  compared  with  pre- 


1214 


abstracts  of  chemical  papers. 


cipitated  phosphate  is  40  :  21  (eliminating  the  action  of  the  nitrogen)  ; 
in  the  previous  season  of  1880,  which  was  bad,  this  value  came  out 
40  :  22,  the  money  ratio  of  the  two  being  40  :  32,  consequently  in 
such  districts  the  former  material  is  better  than  the  latter.  As  regards 
bone  meal  and  blood,  it  is  only  in  those  soils  wanting  lime  that 
steamed  bones  take  first  rank.  E.  W.  P. 

Loss  of  Nitrogen  by  Organic  Matters  during  Putrefaction. 

By  A.  Morgen  ( Landw .  Versuchs-Stat .,  30,  199 — 216). — This  subject 
has  been  studied  by  many  chemists,  and  its  importance  to  agriculture 
fully  admitted.  Different  processes  have  been  suggested  to  prevent  the 
loss.  Lawes  and  Gilbert  proposed  the  addition  of  burned  earth  to  the 
decaying  substance,  Konig  and  Kiesow  of  ordinary  garden  soil 
unburned,  and  the  same  experimenters  recommended  gypsum. 

The  author  undertook  a  series  of  experiments  on  the  subject,  and 
arrived  at  the  following  conclusions  : — The  loss  of  nitrogen  during 
putrefaction  of  nitrogenous  organic  substances  is  large  and  constant ; 
its  amount  greatly  depends  on  the  mechanical  condition  of  the  sub¬ 
stance  ;  if  loose,  porous,  and  moist,  it  loses  much  more  than  if  densely 
packed  and  moderately  dry.  The  loss  he  attributes  to  a  process  of 
oxidation  and  nitrification,  free  nitrogen  being  set  free  simultaneonsly 
with  the  formation  of  nitrites  and  nitrates.  As  a  preventative  he  tried 
the  addition  of  clay,  without  success  ;  5  per  cent,  of  gypsum  dimi¬ 
nished  the  loss  very  materially,  but  the  greatest  success  was  obtained 
by  the  use  of  5 — 10  per  cent,  of  kainite,  which  in  all  cases  reduced 
the  loss  to  a  very  small  amount,  and  in  some  instances  prevented  any 
loss  whatever.  The  reason  that  this  result  was  obtained  is  not  under¬ 
stood,  but  the  author  promises  to  investigate  the  matter. 

J.  F. 

Retrogression  of  Superphosphates.  By  W.  Knop  ( Landw . 
Versuchs-Stat.,  30,  287 — 291). — The  author  first  draws  attention  to 
the  discovery  of  Marcker,  that  samples  of  commercial  superphos¬ 
phate  kept  in  glass-stoppered  bottles  do  not  retrograde,  but  that 
samples  of  the  same  in  tin  boxes  show  a  gradual  return  from  the 
soluble  to  the  insoluble  form.  The  general  opinion  is  that  the  retro¬ 
gression  is  due  to  the  presence  of  salts  of  iron  and  alumina,  but  the 
author  thinks  there  are  other  causes  not  yet  fully  investigated.  In 
the  preparation  of  a  liquid  fertiliser,  consisting  of  a  solution  of  calcium 
nitrate,  potassium  nitrate,  and  potassium  phosphate,  he  found  that 
after  a  time  a  pulverulent  crystalline  salt  was  deposited,  which  on 
analysis  he  found  to  be  bibasic  calcium  phosphate,  with  variable 
amounts  of  combined  water.  Two  specimens  very  carefully  prepared 
were  of  the  following  composition  : — 


Sample  A  .  Ca2H2P208  -f  H20. 

Sample  B  .  Ca2H2P20e.  J.  F. 
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An  Indicator.  By  A.  Gawalowski  ( Bied .  Gentr .,  1884,  286). — 
A  mixture  of  an  alcoholic  solution  of  phenophthale'in  with  dimethyl- 
aniline  orange  is  recommended  as  indicator  in  alkalimetry  or  aeidi- 
metry.  The  mixture  is  lemon-yellow  when  quite  neutral,  Avhilst  when 
acid  it  is  rose-red  ;  when  alkaline,  deep-red.  E.  W.  P. 

Analysis  of  Volatile  Organic  Sulphur-compounds.  By  V. 

Meyer  and  O.  Stadler  ( Ber .,  17,  1576 — 1577). — In  the  estimation  of 
nitrogen  in  volatile  compounds  containing  sulphur  by  Dumas’  method, 
great  care  must  be  taken  to  carry  on  the  combustion  very  sloivly.  If 
burned  at  all  quickly,  carbonic  oxide  is  evolved,  probably  formed  by 
the  reduction  of  carbonic  anhydride  by  sulphurous  acid  in  the  presence 
of  heated  metallic  copper.  A  very  volatile  substance  containing  a 
large  percentage  of  sulphur  was  analysed  to  ascertain  whether  nitrogen 
was  also  present,  when  the  authors  obtained  a  considerable  quantity 
of  permanent  gas  ;  this,  however,  was  found  to  be  carbonic  oxide,  and 
not  nitrogen.  Satisfactory  results  were  obtained  on  performing  the 
combustion  very  slowly.  L.  T,  T. 

Examination  of  H.  Grouven’s  Method  of  Nitrogen  Estima¬ 
tion.  By  U.  Kretjsler  and  H.  Landolt  ( Lancliv .  Versuchs-Stat.,  30, 
245—271). — This  new  method  (Abstr.,  1883, 1028)  is  said  to  have  many 
advantages  over  other  processes,  especially  in  analyses  of  manures  and 
agricultural  products.  The  Prussian  Ministry  of  Agriculture  appointed 
the  authors  to  fully  examine  the  method,  and  this  paper  is  their 
report.  They  purchased  two  sets  of  apparatus  from  the  holders  of  the 
patent,  and  carried  out  two  sets  of  experiments,  one  at  the  Experi¬ 
mental  Station  of  Poppelsdorf.  the  other  at  the  Agricultural  High 
School  in  Berlin,  where  the  personal  supervision  of  Dr.  Grouven  was 
in  many  cases  available.  It  is  unnecessary  to  say  that  the  experi¬ 
ments  were  conducted  with  every  precaution  to  ensure  impartiality. 
In  those  at  Poppelsdorf  the  results  were  controlled  by  the  soda-lime 
process  and  sometimes  volumetrically  ;  those  in  Berlin  were  made 
with  substances  from  the  laboratory,  previously  carefully  analysed  or 
of  knOAvn  composition. 

The  details  of  each  experiment  are  given ;  but  the  results  were  all 
unfavourable  to  the  new  method,  and  the  reporters  say  that  it  requires 
numerous  precautions,  and  in  the  end  does  not  easily  yield  correct  re¬ 
sults.  They  admit  that  the  apparatus  is  thoughtfully  constructed, 
and  that  the  principle  of  burning  the  substances  in  a  current  of  super¬ 
heated  steam  is  good,  but  in  its  present  state  it  is  not  likely  to  super¬ 
sede  other  and  better  known  methods.  J.  E. 

Detection  and  Estimation  of  Ammonia  in  Animal  Liquids. 

By  J.  Latschenberger  ( Monatsh .  Ghem .,  5,  129 — 154). — Numerous 
methods  have  been  devised  for  the  estimation  of  ammonia  in  animal 
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liquids,  but  so  far  with  very  inaccurate  results.  The  author,  as  the 
result  of  a  long  investigation  of  many  different  processes,  recom¬ 
mends  the  following  method  : — 20  c.c.  of  a  cold  saturated  solution  of 
cupric  sulphate  is  placed  in  a  beaker  of  about  120  c.c.  capacity, 
weighed,  20  c.c.  of  the  liquid  under  investigation  added,  and  the  whole 
again  weighed.  The  mixture  is  then  carefully  neutralised  with  baryta- 
water,  washed  into  a  litre  flask,  and  water  added  to  make  up  a  litre. 
The  liquid  after  filtration  should  be  perfectly  clear  and  colourless. 
The  amount  of  ammonia  in  the  liquid  is  now  determined  colori- 
metrically  by  means  of  Nessler’s  solution  ;  a  standard  solution  of 
ammonium  chloride  whose  strength  =  O'Ol  mgrm.  of  NH3  per  c.c. 
being  used  for  comparison.  The  results  obtained  show  a  very  close 
agreement.  The  following  table  gives  the  mean  results  obtained  : — « 


Liquid  employed.  Per  cent,  of  NH3. 

Human  urine,  sp.  gr.,  T021 .  0*05550 

Dog’s  urine,  sp.  gr.,  1*018  .  0  08038 

Cow’s  milk . . .  0*02106 

Ox  blood .  0*00781 

Ox  gall  .  .  0*00283 

A.  J.  G. 


Apparatus  for  the  Estimation  of  Carbonic  Anhydride.  By 

R.  Baur  (J.  jpr.  Chem.  [2],  29,  489 — 493). — The  author  claims  that 
by  means  of  the  apparatus  which  has  been  patented  in  Germany  he 
has  obtained  a  quick  and,  for  technical  purposes,  correct  method  of 
estimating  carbonic  anhydride  volumetrically.  A  drawing  of  the 
apparatus  is  appended  to  the  paper. 

The  apparatus  consists  of  two  parts,  the  generator  and  the  gas¬ 
measuring  tube.  The  generator  is  a  bottle  in  which  the  carbonate 
is  placed,  together  with  a  bulb  containing  acid.  This  bottle  is  con¬ 
nected  by  an  india-rubber  tube  and  a  three-ways  stopcock  to  the 
measuring  tube.  This  stopcock  allows  of  direct  communication 
between  the  two  parts,  or  between  the  air  and  either  or  both  of 
the  two  parts.  The  calibrated  measuring  tube  is  placed  vertically 
in  a  cylinder ;  the  top  is  drawn  out  and,  passing  through  an  india- 
rubber  stopper  fixed  on  the  top  of  the  cylinder,  is  attached  to  the 
three-ways  stopcock.  The  lower  end  is  open,  and  by  means  of  a 
cork  support  is  fixed  in  the  lower  part  of  the  cylinder,  which  is 
slightly  restricted  for  the  purpose.  The  stopper  at  the  top  of  the 
cylinder  is  fitted  with  a  funnel  for  admitting  liquid  into  the  space 
between  the  cylinder  and  the  measuring  tube,  and.  the  bottom  is  also 
closed  with  an  india-rubber  stopper  and  fitted  with  a  stopcock.  The 
author  uses  a  liquid  for  filling  the  cylinder  and  measuring  tube  which 
absorbs  very  little  carbonic  acid,  but  he  does  not  mention  what  this 
liquid  is. 

The  process  consists,  after  the  apparatus  has  been  proved  to  be 
air-tight,  in  filling  the  cylinder  and  measuring  tube  through  the  f  annel 
with  the  liquid  up  to  the  zero  mark,  and  at  the  same  time  preserving 
atmospheric  pressure  in  both  parts  of  the  apparatus  by  means  of  the 
three- ways  stopcock.  The  connection  with  the  air  is  then  closed,  but 
made  between  the  two  parts  of  the  apparatus,  and  the  acid  is  poured 
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on  tlie  weighed  carbonate  in  the  generator.  As  the  carbonic  anhydride 
is  generated  the  liquid  sinks  in  the  measuring  tube,  and  to  keep  the 
pressure  constant  is  run  out  by  opening  the  stopcock  at  the  bottom  of 
the  outer  cylinder.  To  withdraw  the  carbonic  acid  dissolved  in  the 
liquid  in  the  generator,  the  pressure  in  it  is  diminished  for  a  time  by 
continuing  to  withdraw  the  liquid  from  the  outer  cylinder.  The  level 
of  the  liquid  in  the  two  tubes  is  afterwards  restored  by  pouring  suffi¬ 
cient  liquid  in  at  the  top  of  the  outer  tube,  and  the  amount  of  car¬ 
bonic  anhydride  read  off,  and  correction  made  for  atmospheric  pres¬ 
sure  and  temperature.  The  form  of  the  apparatus  prevents  rapid 
change  of  temperature,  and  by  withdrawing  the  carbonic  anhydride 
from  the  liquid  in  the  generator,  the  absorption  coefficient  may  for 
technical  purposes  be  neglected.  A.  B. 

Estimation  of  Morphine  in  Opium.  By  v.  Perger  (J.  pr. 
Cshem.  [2],  29,  97 — 110). — The  author  has  carefully  examined  the 
methods  in  ordinary  use  for  the  estimation  of  morphine  in  opium,  as 
to  their  relative  accuracy,  making  analyses  of  the  same  sample  of 
opium  by  each  method,  and  finds  that  they  give  most  variable  results. 
The  methods  in  common  use  are  Gfodeffroy’s,  Austrian  Pharmacopoeia, 
and  Merk’s. 

Qodeffroy' s  method  is  as  follows  : — 10  grams  of  dry  opium  powder 
are  mixed  with  25  c.c.  of  hot  water,  and  then  pressed  between  folds 
of  linen,  this  operation  being  repeated  until  the  water  is  no  longer 
coloured.  The  liquid  is  then  boiled  two  or  three  times  with  8  to  10 
grams  of  slaked  lime  and  filtered ;  ammonium  chloride  is  added  to 
the  filtrate  until  after  standing  it  smells  of  ammonia.  The  morphine 
crystallises  out  after  12 — 24  hours,  and  can  be  estimated  by  collecting 
it  on  a  tared  filter  and  washing  it  with  dilute  ammonia. 

The  Austrian  Pharmacopoeia  method  is  as  follows: — 10  grams  of  dry 
powdered  opium  are  treated  with  90  grams  of  a  mixture  consisting  of 
140  grams  of  distilled  water  and  40  grams  of  hydrochloric  acid 
(12*2  per  cent.).  The  residue  remaining  after  filtering  and  washing 
is  weighed.  If  the  opium  be  good,  it  should  not  exceed  4*5  grams. 
The  filtrate  is  mixed  with  20  grams  of  powdered  sodium  chloride,  and 
allowed  to  remain  for  24  hours  in  the  cold.  The  precipitate  is  then 
collected  and  washed  with  a  saturated  solution  of  sodic  chloride.  The 
filtrate  is  treated  with  ammonia  and  allowed  to  stand  for  12  hours. 
The  morphine  which  crystallises  out  is  separated  by  decantation, 
collected  on  a  filter,  and  washed  with  as  small  a  quantity  of  distilled 
water  as  possible  ;  it  is  then  dried  in  a  porcelain  basin,  and  treated 
with  an  equal  weight  of  a  mixture  consisting  of  equal  weights  of  acetic 
acid  (20*4  per  cent.)  and  water.  After  adding  water,  the  liquid  is 
filtered.  The  filtrate  should  not  exceed  70 — 80  grams.  An  excess  of 
ammonia  is  added  to  it,  and  it  is  allowed  to  remain  for  12  hours, 
when  the  precipitate  is  collected  and  weighed.  The  weight  should 
exceed  1  gram. 

PJ.  Merk's  method  is  as  follows  : — 15  grams  of  opium  are  cut  up  and 
boiled  with  100  grams  of  45  per  cent,  alcohol.  The  extract  is  sepa¬ 
rated  from  the  residue  by  filtration,  and  the  latter  is  again  treated 
with  100  grams  of  alcohol ;  8  grams  of  crystallised  soda  are  added  to 
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the  solution,  and  it  is  evaporated  without  stirring*.  The  residue  is 
treated  with  60  grams  of  cold  water,  and  decanted  into  a  glass 
cylinder;  the  clear  liquid  is  poured  off,  and  the  undissolved  portion 
washed  again  with  30  grams  of  cold  water,  and  then  with  45  grams  of 
alcohol  (90  per  cent.),  and  finally  collected.  The  crystalline  mass 
remaining  on  the  filter  is  dried  betwmen  filter-paper,  dissolved  in 
15  grams  of  acetic  acid  (1  part  of  acid  sp.  gr.  T06  to  8  parts  of  water) 
and  15  grams  of  distilled  water,  and  then  filtered  through  the  same 
paper  on  which  the  residue  was  collected.  The  filtrate  is  treated  with 
ammonia,  and  the  precipitate  is  collected  and  weighed  after  standing 
for  12  hours. 

The  author  has  devised  the  following  method : — 10  to  20  grams  of 
the  opium  to  be  examined  are  boiled  for  a  short  time  with  15  to  30 
grams  of  caustic  baryta  and  about  150  to  200  c.c.  water.  The  mix¬ 
ture  is  then  filtered,  and  the  residue  repeatedly  boiled  with  small 
quantities  of  water  until  the  solution  fails  to  give  a  reaction  with 
molybdic  acid  and  sulphuric  acid.  Excessive  boiling  is  to  be  avoided, 
and  as  a  rule  the  filtrate  should  not  amount  to  more  than  400 — 
500  c.c.  A  stream  of  carbonic  anhydride  is  passed  into  this  solution, 
which  contains  all  the  morphine,  until  the  liquid  is  supersaturated, 
and  then  the  whole  is  evaporated  on  a  water-bath  as  quickly  as 
possible.  The  residue  is  moistened  with  absolute  alcohol,  transferred 
to  an  Erlenmeyer’s  flask,  and  exhausted  with  successive  quantities  of 
boiling  absolute  alcohol  until  a  sample  evaporated  on  a  watch-glass  no 
longer  gives  a  morphine  reaction.  This  usually  requires  from  300  to 
400  c.c.  alcohol.  The  alcohol  is  removed  by  distillation,  and  the 
residue  left  in  the  flask  is  allowed  to  stand  for  some  time  with  15  c.c. 
of  ammonia.  It  is  next  collected  on  a  tared  filter,  dried  at  40°,  and 
treated  repeatedly  with  chloroform.  This  is  the  crude  morphine.  It 
should  be  light-brown  to  straw-coloured.  Crude  morphine  generally 
contains  substances  which  can  be  classed  under  two  heads,  namely, 
(1)  those  which  are  insoluble  in  acetic  acid ;  (2)  those  which  are 
soluble,  but  which  are  reprecipitated  by  ammonia  and  potassium  ferro- 
cyanide.  The  author  finds  that  the  amount  of  the  impurities  is 
always  small,  and  that  the  difference  between  the  crude  and  the  pure 
morphine  is  principally  due  to  the  loss  of  morphine  in  the  process  of 
purification.  The  following  table  gives  the  percentages  of  morphine 
found  by  employing  the  various  methods.  The  impure  products  are 
marked  thus  *. 


Percentage  of  Morphine . 


Opium. 

E.  Merk. 

Aust.  Pharm. 

Grodeffroy. 

v.  Perger. 

I . 

— 

4-17* 

1-63* 

9-04 

II . 

5-99 

2-04* 

0-507* 

8-37 

Ill . 

— 

— 

5-567 

9-1 

IV . 

9*32 

0*253* 

8-52 

11  0 

V . 

172 

0-3* 

1-17* 

3-68 

VI . 

13-57 

8-42 

1475 

J.  I.  W. 
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Examination  of  Sugar-beet  and  Sugar.  By  F.  Strohmer  and 
others  ( Bied .  Gentr .,  1884,  277 — 279). — For  the  estimation  of  sugar 
in  pure  aqueous  solutions  only,  AbbeVrefractometer  is  recommended  ; 
in  the  original  paper  tables  are  given  to  assist  the  necessary  calcula¬ 
tions. 

Kohlrausch  reports  on  a  new  observation  tube  for  sacchari meters 
introduced  by  Schmitt  and  Hansch  ;  this  novelty  tends  greatly  to  the 
exactitude  of  the  polarisation  method.  Sostmann  makes  some 
remarks  on  the  method  described  by  him  (Abstr.,  1883,  782),  for  in 
the  earlier  part  of  the  season  the  old  method  of  estimating  the  sugar 
in  the  juice  by  the  polariscope  gives  higher  results  than  his  own  when 
alcohol  is  used ;  but  as  the  season  advances  the  difference  between  the 
two  methods  becomes  less  and  less  :  this  must  be  due  to  the  removal 
of  non-saccharine  matters  by  ripening,  which  disturbs  the  polarisation 
by  the  old  method.  E.  W.  P. 

Amount  of  Fatty  Acids  in  Butter.  By  Reichardt  (Arch, 
Pharm.  [3],  22,  93 — 102). — Hehner,  Turner,  and  the  author  have 
shown  that  not  more  than  88  per  cent,  of  solid  fatty  acids  are  con¬ 
tained  in  butter  fat.  Vegetable  oils  and  animal  fats  contain  93*8 — 
95*87  per  cent,  of  solid  fatty  acids.  Fleischmann  and  Vieth  found 
85*79 — 89*73  per  cent.,  but  accepted  Hehner’s  maximum  of  88  per 
cent. ;  Kretschmar,  by  a  slight  variation  of  the  method,  has  obtained 
89  and  90  per  cent. 

Reichert’s  method  (Arch.  Pharm.,  1879,  163  ;  Zeitschr.  Anal.  Chem ., 
1879,  68)  of  determining  the  volatile  fatty  acids  affords  a  much  better 
criterion,  since  2*5  grams  of  butter  contain  volatile  acids  equivalent 
to  14*0  +  0*45  c.c.  of  decinormal  caustic  soda  solution,  whilst  cocoa- 
nut  oil  requires  3*70  c.c.,  and  lard,  &c.,  less  than  1  c.c.  The  above 
method  has  been  modified  in  its  details  by  Meissl  (Arch.  Pharm.,  1879, 
215,  531),  who  gives  13*5  c.c.  as  the  lowest  limit,  and  finds  that  soft 
butters  contain  more  volatile  acids  than  do  harder  butters.  This  method 
has  been  again  modified  by  Munier  (Abstr.,  1882,  247),  who  found 
that  much  less  alkali  was  required,  viz.,  9*2  to  12*4  c.c.,  and  that  the 
amount,  moreover,  varies  with  the  season.  Ambuhl  has  obtained 
numbers  confirming:  Meissl  and  Reichert’s  results.  In  a  series  of  43 
experiments  extending  from  December  to  the  end  of  October,  it  is 
shown  that  no  such  variation  either  in  the  amount  of  solid  acids  or  of 
fatty  acids  occurs,  the  numbers  obtained  being  87*0  to  88*0,  mean  87*6, 
and  13*8  to  14*7,  mean  14*16;  the  animals  during  this  time  received 
very  various  fodder,  and  hence  the  conclusion  that  neither  season  nor 
feeding  perceptibly  influences  the  ratio  of  solid  fatty  acids  to  volatile 
acids.  Recent  experiments  by  Birnbaum,  and  other  numerous  deter¬ 
minations,  have  confirmed  the  numbers  given  by  Reichert  and  Hehner  ; 
Munier’s  results  are  not  confirmed.  H.  B. 

Researches  on  Milk  and  Milk-analysis.  By  H.  Vogel  and 
others  (Bied.  Cmtr..,  1884,  273 — 276). — -Vogel  recommends  the  use 
of  the  Muller- Soxhlet  lactodensimeter  when  estimating  the  specific 
gravity.  The  dry  matter  and  fat  should  be  estimated  by  weighing 
in  iron  boats  half  filled  with  sand,  and  enclosed  in  closed  glass 
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cylinders  fitted  with  stoppers ;  after  evaporation  the  boats  should  be 
again  weighed  in  the  cylinders  ;  when  the  fat  is  to  be  determined, 
it  is  extracted  by  ether  from  the  sand,  <fcc.,  wrapped  up  in  filter-paper  ; 
the  results  thus  obtained  coincide  wTell  with  those  obtained  by  using 
Soxhlet’s  areometer.  In  legal  cases,  the  lactodensimeter  graduated  to 
29°  is  recommended  ;  in  cases  of  watering  and  creaming  the  Peser 
lactoscope  is  useful.  Gr.  Dangers  recounts  the  police  regulations  in 
Celle  ;  amongst  them  we  find  that  the  sp.  gr.  at  15°  must  lie  between 
1*029  and  1  033,  and  the  fat  must  not  be  less  than  2'8  per  cent.  ;  the 
sp.  gr.  of  skim-milk  must  exceed  1*033  ;  milk  under  1*027  is  to  be  con¬ 
sidered  as  watered.  Wolff  finds  Liebermann’s  method  ( Zeitschr .  Anal. 
Ghent .,  1883,  383)  unsatisfactory,  and  amends  it  by  adding  to  the 
50c.e.  of  milk  3  c.c.  potash  solution,  54c.c.  ether,  and  then  evaporating 
20  c.c.  of  the  ethereal  solution  of  the  fat.  Small  additions  of  water 
are  frequently  detected  by  TJppelmann  by  testing  for  nitrates,  &c., 
which  may  be  in  the  bad  water  added.  He  proceeds  thus  :  the  casein 
in  350  c.c.  milk  is  precipitated  by  acetic  acid,  100  c.c.  of  the  clear 
filtrate  are  then  boiled  with  3  drops  of  hydrochloric  acid,  cooled,  and 
filtered.  Of  this  filtrate  50  c.c.  are  employed  for  estimating  ammonia 
by  distillation  and  Kessler’s  reagent  ;  whilst  in  the  remainder  nitrates 
and  nitrites  are  to  be  detected  by  diamidobenzene,  zinc  iodide,  starch, 
and  diphenylamine.  E.  W.  P. 
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Technical  Chemistry. 


Action  of  Different  Antiseptics.  By  Miquel  (Bied.  Centr 
1884,  287). — The  following*  table  shows  the  amount  of  the  compound 
which  was  required  to  preserve  1000  c.c.  of  beef  tea : — 


Grams. 

Mercurous  iodide. . 

0*025 

Silver  „  . . 

0*03 

Hydrogen  peroxide 

005 

Mercuric  chloride  . 

007 

Silver  nitrate  .... 

0*08 

Osmic  acid  . 

0*15 

Chromic  acid  .... 

0*20 

Iodine . 

0*25 

Chlorine  (gaseous) 

0*25 

Hydrocyanic  acid  . 

0-40 

Bromine  . . 

0*60 

Chloroform . 

1>80 

Copper  sulphate  . . 

0*90 

Salicylic  acid  .... 

1*00 

Benzoic  ,,  .... 

1*10 

Potas.  chromate  . . 

1*30 

Picric  acid  . 

1*30 

Lead  chloride  .... 

2  TO 

Mineral  acids  .... 

2-00—3  00 

(trams. 

Essence  of  bitter  almonds  3*20 

Phenol .  3*20 

Potas.  permanganate.  . .  .  3‘50 

Aniline .  4*00 

Alum .  4*50 

Tannin. .  4*80 

Arsenious  acid .  6’  00 

Boracic  ,,  .  7' 50 

Chloral  hydrate. ........  9*00 

Ferrous  sulphate .  11*00 

Amyl  alcohol .  14*00 

Ethyl  sulphide .  22*00 

Borax:  .  70*00 

Ethyl  alcohol .  95*00 

Potas.  thiocyanate  .  120*00 

Potas.  iodide  .  140*00 

Potas.  cyanide .  185*00 

Sodium  thiosulphate  ....  275*00 


E.  W.  P. 
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Iodine  Extraction.  ( Ding l .  polyt.  J .,  253,  48.) — The  process 
formerly  employed  in  Antofagasta  of  treating  the  Caliche  mother- 
liquors  with  sodium  hydrogen  sulphite  did  not  extract  more  than 
70  per  cent,  of  the  iodine  present  ( Dingl .  polyt.  J .,  231,  o75).  Loire 
and  Weissflog  first  reduce  the  sodium  iodate  with  calcium  sulphide, 
and  precipitate  the  sodium  iodide  with  copper  sulphate  and  sodium 
sulphite.  The  calcium  sulphide  is  produced  by  igniting  calcium  sul¬ 
phate  with  coal  in  a  rotating*  furnace.  After  complete  reduction  of 
the  iodate,  copper  sulphate  and  sodium  sulphite  are  added  : —  2NaI  -f 
2CuS04  +  Na2S03  +  H20  —  Cu2I2  +  2NaS04  +  Na2S04.  The  pre¬ 
cipitated  cuprous  iodide  is  washed  and  dried.  J.  T. 

Purification  of  Gas  Liquor.  {Dingl.  polyt.  J.,  252,  411.) — 
Kunheim  and  Co.  propose  to  remove  the  ammonium  sulphide  con¬ 
tained  in  gas  liquor  by  allowing  a  powerful  and  finely  divided  current 
of  air  to  act  on  the  crude  gas  liquor,  the  ammonium  sulphide  being 
split  up  into  hydrogen  sulphide  and  ammonia.  The  former  is  passed 
through  finely  divided  ferric  hydroxide  suspended  in  a  dilute  solution 
of  alkaline  earths.  D.  B. 

Working  up  Gas  Liquor  and  Gas  Purification  Residues. 

{Dingl.  polyt.  /.,  252,  476 — 479.) — In  order  to  obtain  the  whole  of 
the  ammonia  contained  in  gas  liquor  as  ammonium  carbonate,  Seidler 
distils  the  liquor  with  addition  of  limestone,  dolomite,  or  similar 
carbonates.  The  non-volatile  ammonium  salts  are  decomposed  thus  : 
2NH*.CNS  +  CaC03  =  (NH4)2C03  +  Ca(CNS)>.  The  ammonium 
carbonate  contains  a  small  amount  of  ammonium  sulphide.  It  is 
therefore  treated  in  a  concentrated  aqueous  solution  with  carbonic 
anhydride,  the  precipitated  ammonium  bicarbonate  being  separated 
from  the  mother-liquor  and  converted  into  ordinary  ammonium  car¬ 
bonate  by  sublimation.  The  carbonic  anhydride  given  off  during  the 
sublimation  is  passed  into  fresh  portions  of  ammonium  carbonate 
solution,  wfhilst  the  mother-liquor  is  treated  with  sulphuric  acid  and 
worked  up  into  ammonium  sulphate. 

For  the  recovery  of  ferrocyanides  from  gas  purification  residues, 
Kunheim  and  Zimmermann  desulphurise  the  liquors  in  the  usual 
manner,  and  remove  the  soluble  ammonium  salts  by  wr ashing  with  water. 
The  product  is  then  mixed  intimately  with  caustic  lime  and  heated  in 
closed  agitators  at  40 — 100°.  Thus  the  fixed  ammonia  salts  are 
decomposed,  their  ammonia  being  passed  into  sulphuric  acid,  whilst 
a  solution  of  calcium  ferrocyanide  is  obtained.  The  latter  is  con¬ 
verted  into  ferric  ferrocyanide  (Prussian  blue)  by  precipitation  with 
a  proto-salt  of  iron  and  subsequent  oxidation.  If  it  be  desired  to 
obtain  potassium  ferrocyanide  from  the  liquors,  potassium  and 
calcium  ferrocyanide  is  first  prepared  by  evaporating  the  liquors  and 
adding  the  quantity  of  potassium  chloride  necessary  to  form  the 
double  salt:  on  boiling  the  latter  with  a  solution  of  potassium  car¬ 
bonate,  it  is  converted  into  potassium  ferrocyanide.  The  advantage 
of  this  process  is  the  saving  of  potassium  carbonate,  only  half  the 
requisite  quantity  being  used,  the  remaining  half  being  supplied  by 
potassium  chloride,  a  less  valuable  salt  of  potassium.  D.  B. 
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Loss  of  Nitre  in  the  Manufacture  of  Sulphuric  Acid.  By 

G.  Eschellmann  ( Vinyl .  polyt.  /.,  252,  431 — 434). — The  loss  of  nitre 
in  the  manufacture  of  sulphuric  acid  is  of  two  kinds,  first  mechanical 
loss,  such  as  nitrous  acid  kept  in  solution  by  sulphuric  acid,  nitrous 
acid  escaping  unabsorbed  at  the  Gay-Lussac  tower  and  through  leak¬ 
age  of  the  chambers ;  secondly,  chemical  loss  through  reduction  of 
nitrous  gases  to  nitrous  oxide  and  nitrogen.  To  trace  out  these  losses, 
the  author  has  made  a  series  of  experiments  on  the  chambers  in 
Muspratt’s  works  at  Widnes.  The  mechanical  loss  at  the  Glover 
tower  is  in  the  acid  used  for  the  manufacture  of  salt-cake ;  this,  as 
well  as  the  loss  through  leakage  of  the  cb ambers,  is  very  slight.  The 
Glover  acid,  by  analysis,  showed  only  traces  of  niti*ous  anhydride. 
The  mechanical  loss  by  non- absorption  at  the  Gay-Lussac  tower  was 
determined  by  drawing  the  gases  with  a  water-pump  through  con¬ 
centrated  sulphuric  acid,  then  through  caustic  soda,  and  finally 
through  potassium  permanganate,  to  absorb  nitric  oxide.  The  sul¬ 
phuric  acid  was  tested  in  the  nitrometer,  the  permanganate  was 
reduced  with  a  solution  of  a  proto-salt  of  iron,  then  boiled  with  a 
known  weight  of  iron  solution,  and  titrated  back  with  permanganate. 
Simultaneously,  a  second  test  was  taken  by  means  of  an  aspirator,  the 
gases  not  absorbed  by  caustic  soda  being  tested  for  oxygen.  These 
analyses  were  performed  daily,  the  following  table  giving  average 
results  for  several  quarters  : — 


Cubic  metres 
of  chamber 
space 

per  kilo.  S. 

Mtre  used 
per  cent, 
on  S. 

Oxygen  at 
outlet 
per  cent. 

Unabsorbed  nitric 
oxides  soluble  in  H2S04 
per  cent,  tctal 
loss  of  NaN03. 

First  System. 

Quarter  I  . . 

1*34 

3*24 

6*0 

10  *70 

Quarter  II  . . 

1  ‘47 

2  *75 

7*0 

11*50 

Second  System. 

Quarter  I  . . 

1  -84 

3*24 

6*1 

12*02 

Quarter  II  . . 

1  -47 

2*75 

7*0 

12*50 

The  Gay-Lussac  towers  belonging  to  these  systems  represented 
L*6  per  cent,  of  the  total  chamber  space,  the  strength  of  the  nitrous 
liquors  being  1  per  cent.  N205.  The  loss  through  escape  of  nitific 
oxide  at  the  Gay-Lussac  tower  amounted  to  7  per  cent,  of  the  total. 
The  mechanical  loss  is  represented  by  the  following  percentages  :  — 

1.  Glover  acid,  traces  (below  1  per  cent.) 

2.  Gay-Lussac  tower  1  as  N203  12  per  cent. 

19  percent.  J  as  NO  7  ,, 

3.  Leakage,  &c .  2  ,, 
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From  the  results  obtained  by  Lunge  and  Naef,  the  author  infers 
that  the  best  way  to  avoid  loss  of  nitre  is  to  have  all  gases  leaving 
the  system  of  chambers  in  the  form  of  nitrous  anhydride,  and  to  pre¬ 
vent  the  presence  of  nitric  oxide  or  tetroxide  in  the  gases.  The 
author  further  shows  that  an  increase  of  steam  by  one-third  raises  the 
temperature  by  2*6°,  the  variation  of  temperature  caused  by  variation 
of  steam  is  therefore  very  slight,  and  depends  mainly  on  the  energy  of 
the  chemical  reaction,  that  is,  on  the  quantity  of  sulphuric  acid  formed. 
Experiments  were  made  with  two  systems  of  chambers.  The  first 
system  received  a  continuous  supply  of  nitrous  liquors,  and  therefore 
showed  no  variation  of  temperature,  whilst  the  second  system  was 
fed  with  periodical  supplies  at  intervals  of  two  hours,  the  temperature 
varying  between  48°  and  68°,  this  variation  repeating  itself  regularly 
after  each  addition.  It  appears  to  be  more  advantageous,  therefore, 
to  have  a  continuous  supply  of  nitrous  gas  entering  the  chamber. 

Lunge  has  shown  that  on  mixing  sulphurous  anhydride,  air,  water, 
and  nitric  oxide,  considerable  quantities  of  nitrous  oxide  are  formed. 
These  conditions  are  fulfilled  in  the  chambers  at  the  inlet  of  the 
steam.  It  being  impossible  to  analytically  determine  nitrous  oxide, 
the  author  tried  to  find  out  whether,  in  the  manufacture  of  very  weak 
acid  (114°  Tw.  =  S03  4“  4H20  instead  of  3H20)  an  increase  in  the  loss 
of  nitre  through  increased  reduction  took  place  in  the  first  chamber. 
The  temperature,  perfectly  constant  under  ordinary  conditions,  rose 
at  once  3°,  after  which  it  began  to  fall  to  46°,  which  fall  took  48  hours, 
so  that  nitre  had  to  be  introduced,  the  same  fall  of  temperature 
repeating  itself.  During  the  96  hours  the  experiment  lasted,  the 
extra  nitre  used  weighed  30  kilos.,  representing  10-i-  per  cent,  of 
the  total  loss  of  nitre  (2*76  per  cent).  This  is  the  loss  through 
reduction  in  the  production  of  S03  -f-  4H20  instead  of  S03  -f  3H20. 
Assuming  that  the  same  amount  is  reduced  for  the  first  three  equiva¬ 
lents  of  water,  31*5  per  cent,  of  the  total  nitre  is  lost  through 
reduction. 

In  conclusion,  it  is  stated  that  there  has  always  been  much  differ¬ 
ence  of  opinion  as  to  the  amount  of  oxygen  in  the  chamber  exit  gases. 
According  to  the  author,  it  depends  greatly  on  the  available  chamber 
space,  the  following  table  giving  the  results  of  working  chambers  with 
different  spaces  : — 


Chamber  space, 

Loss  of  nitre 

cubic  metres 

Oxygen  per  cent. 

per  cent,  on 

per  kilo.  8. 

per  yoI. 

sulphur. 

1-0 

4-5— 5*0 

4-0 

IT 

5*0  —  5-5 

3-7 

1-2 

5-5— 6-0 

3-5 

1-3 

6*0— 6-5 

3T 

1*4 

6*5 — 7*0 

2*8 

Working  the  chambers  much  higher  in  oxygen  increases  the  loss 
of  sulphurous  anhydride  considerably,  whilst  when  the  oxygen  is 
reduced,  a  greater  quantity  of  extra  nitre  has  to  be  used.  The  total 
loss  of  nitre  (2*75  per  cent.)  may  be  apportioned  as  follows: — 
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Percentage  on  S. 


Gay-Lussac  tower  . . 

33  33  *  * 

Glover  tower,  leak¬ 
age,  &c . 


0*330  p. 
0*192 


c. 

33 


0-082  „ 

0-866  „ 


Percentage  of  total  loss. 

12  p.  c.  as  nitrous  gases  soluble 
7  ,,  as  NO.  [in  H2S04. 

3-0  „ 

31*5  ,,  reduced  by  the  steam. 


1*470  ,,  =  53*5  „  accounted  for. 

1*280  ,,  =  46*5 ,,  unaccounted  for. 

D.  B. 

Strontium  Hydroxide.  (Dingl.  polyt.  253,  82— 84.)— C.  F. 
Claus  proposes  to  obtain  strontium  hydroxide  from  the  chloride  by 
the  addition  of  an  equivalent  of  barium  hydroxide  to  the  hot  solution. 
Strontium  hydroxide  crystallises  out,  and  barium  chloride  is  obtained 
by  evaporation  and  crystallisation.  Similarly,  Claus  prepares  stron¬ 
tium  hydroxide  from  the  sulphide  or  sulphydrate  by  adding  to  the 
hot  sulphide  solution  an  equivalent  of  barium  hydroxide.  Further, 
if  to  a  hot  solution  of  strontium  sulphide  a  solution  of  barium  sul¬ 
phide  be  added  in  equivalent  quantity,  strontium  hydroxide  is  formed, 
and  crystallises  out  on  cooling,  whilst  barium  sulphydrate  remains  in 
solution.  It  is  advisable  to  employ  an  excess  of  strontium  compound 
to  avoid  contamination  of  the  product  with  baryta.  On  mixing*  hot 
solutions  of  sodium  sulphide  and  strontium  sulphide,  a  similar  reaction 
takes  place.  By  evaporating  solutions  of  barium  sulphydrate  and 
sodium  sulphydrate,  mixing  with  coal-dust,  igniting  gently,  and  lixivia¬ 
ting,  solutions  of  barium  sulphide  and  sodium  sulphide,  respectively, 
are  obtained,  which  can  be  again  employed.  Mother-liquors  containing 
strontium  sulphydrate,  when  evaporated  and  ignited  with  coal-dust, 
give  strontium  hydroxide  on  lixiviation  with  hot  water.  The  mother- 
liquor,  after  the  separation  of  the  crystals,  consists  of  strontium  sul¬ 
phydrate,  and  is  treated  in  a  similar  manner  until  all  the  strontium  is 
obtained  as  hydroxide.  If  the  solution  of  strontium  sulphydrate  is 
treated  with  an  equivalent  of  sodium  sulphate,  a  precipitate  of  stron¬ 
tium  sulphate  is  formed,  which  can  be  filtered  off,  mixed  with  coal- 
dust,  and  ignited  like  fresh  celestine.  The  ignited  mass,  when 
extracted  with  water,  gives  strontium  hydroxide.  Strontium  sul¬ 
phydrate  can  also  be  decomposed  by  magnesium  sulphate.  Strontium 
carbonate  is  obtained  from  a  solution  of  the  sulphydrate  by  adding 
an  equivalent  of  magnesium  chloride,  boiling  to  expel  hydrogen  sul¬ 
phide,  and  then  passing  into  the  solution  carbonic  anhydride,  by 
which  strontium  carbonate  is  precipitated  and  magnesium  chloride  is 
reformed.  Hot  furnace  gases,  deprived  of  free  oxygen,  can  be  used 
for  this  purpose. 

To  obtain  zinc  sulphide  and  strontium  hydroxide,  Claus  treats 
calamine  with  ammonia  solution,  precipitates  zinc  sulphide  by  means 
of  potassium  sulphide,  and  distils  off  the  ammonia  from  the  solution. 
The  potassium  carbonate  remaining  in  solution  is  rendered  caustic  by 
means  of  lime,  and  treated  with  a  hot  solution  of  strontium  sul¬ 
phide.  On  cooling,  strontium  hydroxide  falls  out,  and  the  potassium 
sulphide  can  be  used  over  again  to  precipitate  fresh  zinc  solution. 

J.  T. 


TECHNICAL  CHEMISTRY. 


1225 


Process  for  Working  up  Strontium  Sulphate.  ( Dingl .  polyt . 
J.,  252,  332.) — Urquhart  and  Rowell  treat  native  strontium  sulphate 
(ccelestine)  with  sulphuric  acid  to  remove  the  greater  portion  of  the 
iron  and  alumina.  The  product  is  then  boiled  with  a  mixed  solution 
of  sodium  sulphate  and  sodium  carbonate.  The  resulting  mixture  of 
strontium  sulphate  and  carbonate  is  heated  in  a  furnace  with  an 
excess  of  sodium  carbonate,  and  on  lixiviating  the  melt  with  hot 
water  strontium  carbonate  is  obtained,  together  with  the  liquor  used 
for  the  first  treatment  of  the  strontium  sulphate.  D.  B. 

Cement  and  its  Adulteration.  (Dingl.  polyt .  253,  426 — 

431.) — This  paper  is  an  abstract  from  the  report  of  the  general  meet¬ 
ing  of  the  German  Society  of  Cement  Manufacturers,  held  in  February 
1884.  The  question  in  regard  to  the  adulteration  of  Portland 
cement  with  less  valuable  substances  wyas  again  discussed.  Bdhme 
stated  that  in  his  experiments  on  the  influence  of  additions  to  mixed 


Name. 

I. 

Sp.  gr. 

II. 

Loss  on 
ignition. 

III. 

Alkalinity 
of  the 
water  in 
which 

0*5  gram 
of  the  sub¬ 
stance  is 
placed. 
Hecinormal 
acid  used. 

IV. 

1  gram 
of  sub¬ 
stance 
requires 
normal 
acid. 

V. 

1  gram 
of  sub¬ 
stance 
reduces 
potassium 
permanga¬ 
nate. 

VI. 

3  grams 
of  sub¬ 
stance 
absorb 
carbonic 
aiilv- 
dride. 

Portland  cements — 

pc. 

c.c* 

c.c. 

mg. 

mg. 

A . 

3  T55 

1  *58 

6*25 

20*71 

0*79 

1*4 

B . 

3*125 

2*59 

4*62 

21  *50 

2*38 

1*6 

C . 

3*155 

2*11 

4*50 

20*28 

0*93 

1  *8 

L> . 

3*141 

1  *98 

5*10 

21  *67 

1  *12 

1*0 

E . 

3*144 

1  *25 

6*12 

19  *60 

0*98 

1*6 

F . 

3*134 

2  04 

4*95 

20  *72 

1*21 

1*1 

G . 

3*144 

0*71 

4*30 

20  *20 

0*89 

0*0 

H . 

3*125 

1  *11 

4*29 

20*30 

1*07 

0*7 

I . 

3*134 

1  00 

4*00 

19*40 

2*01 

0*0 

K . 

3*144 

0*54 

4  *21 

20*70 

0  *98 

0*0 

L . 

3  154 

1*49 

4*60 

18*80 

2*80 

0*3 

M  . 

3*125 

1*25 

5*50 

20  *70 

2*33 

0*0 

Hydraulic  limes 

A . 

2*441 

18*26 

20*23 

21  *35 

1*40 

27*8 

B . 

2*551 

17  *82 

22*73 

26*80 

0*93 

31  *3 

C . 

2*520 

19*60 

19  *72 

19*96 

0*98 

47*7 

Slag  dusts  :  — 

A . 

3*012 

0*76 

0*91 

14*19 

74*67 

3*6 

B . 

3*003 

1  *92 

0*70 

13*67 

60*67 

3  *5 

C . 

2*967 

1  *11 

1  *00 

9  *70 

44*34 

2*9 

Ground  slags  :  — 

A . 

3  *003 

0*32 

0*31 

3*60 

64-40 

2*4 

B . 

2*873 

0*43 

0*11 

8*20 

73*27 

2  2 
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cements,  lie  never  experienced  an  increase  in  the  tenacity  as  against 
that  of  unadulterated  cement ;  moreover,  the  bearing  qualities  of 
mixed  cements  are  less  than  those  of  unmixed  cement.  Dyckerhoff 
experimented  in  a  similar  direction.  His  results,  which  are  tabulated 
in  the  original  paper,  clearly  demonstrate  the  injurious  effect  of 
additions  on  the, tenacity  and  durability  of  Portland  cement. 

Fresenius  has  undertaken  a  series  of  experiments  on  Portland 
cement  at  the  request  of  the  above  Society.  He  obtained  twelve 
samples  of  pure  cement  from  different  parts  of  Germany,  England, 
and  France,  and  these  were  compared  with  three  kinds  of  hydraulic 
lime,  three  of  weathered  slag-dust,  and  two  of  ground  slag.  The 
results  are  illustrated  by  the  table,  p.  1225. 

The  numbers  in  the  case  of  pure  Portland  cement  should  be  as  fol¬ 
lows  : — (1),  sp.  gr.  at  least  3T25,  not  lower  than  3’1  ;  (2),  loss 
on  ignition  between  0'34  and  2'59  per  cent.,  or  at  least  not  much 
higher;  (3),  alkalinity  of  aqueous  solution  of  0‘5  gram  of  cement, 
corresponding  to  4  to  6*25  c.c.  of  decinormal  acid ;  (4),  volume  of 
normal  acid  neutralised  by  1  gram  of  the  cement  18’80  to  21*67  c.c.  ; 
(5),  weight  of  potassium  permanganate  reduced  by  1  gram  of  cement 
between  0  79  and  2*80  mgrms.,  or  at  least  not  much  higher  ;  (6),  weight 
of  carbonic  anhydride  absorbed  by  3  grams  of  cement  0  to  1*8  mgrms. 
The  tests,  I,  III,  IV,  and  V,  are  applicable  for  the  detection  of  slag, 
and  I,  II,  III,  and  VI,  for  the  detection  of  hydraulic  lime.  Experi¬ 
ments  were  made  by  mixing  9  parts  of  pure  Portland  cement  with 
1  part  of  hydraulic  lime,  with  1  part  of  slag-dust,  and  with  1  part 
of  ground  slag  respectively,  and  it  was  found  that  the  adulteration 
could  in  every  case  be  detected  by  the  determinations  given  above. 


D.  B. 


Process  for  the  Recovery  of  Slag.  (Dingl.  polyt.  /.,  252,  528.) 
— Frank  (Ger.  Pat.  27,106,  September,  1883)  utilises  a  solution  of 
magnesium  chloride  of  1*06  sp.  gr.  for  dissolving  sulphuretted  and 
phosphoretted  slags.  The  fluid  mass  is  poured  into  this  solution,  the 
sulphides  and  sulphites  contained  in  the  slag  being  decomposed ; 
whilst  the  combined  lime  present  in  the  basic  slag  is  converted  into 
calcium  chloride,  and  thus  indirectly  effects  a  concentration  and 
facilitates  the  solution  of  the  phosphates  contained  in  the  slag. 

D.  B. 

Formation  and  Employment  of  Slags.  (Dingl.  poly t.  J.t  253, 

163 — 173  ;  204 — 206.) — G.  Hilgenstock  finds  that  no  phosphorus  is 
carried  away  by  the  waste  gases  of  the  blast  furnaces.  The  phos¬ 
phorus  is  usually  introduced  as  iron  or  calcium  phosphate,  and  as  the 
presence  of  iron  induces  the  reduction  even  of  earthy  phosphates  by 
carbon,  it  may  be  accepted  that  the  whole  of  the  reduced  phosphorus 
is  reduced  only  on  account  of  its  great  affinity  for  iron,  and  forms  iron 
phosphide. 

Finkener  has  shown  (ibid.y  249,  264)  that  tribasic  iron  phosphate, 
heated  in  a  stream  of  hydrog’en,  first  gives  steam  at  a  clear  red  heat, 
and  at  a  white  heat  hydrogen  phosphide  and  phosphorus  are  pro¬ 
duced  ;  but  the  reaction  is  not  very  probable  in  a  blast  furnace  where 
the  hydrogen  from  the  moisture  introduced  by  the  blast  is  so  dilote, 
and  the  amount  of  phosphate  is  so  small.  The  less  reducing  agent  is 
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preseat,  and  the  lower  the  temperature,  the  more  phosphoric  acid  goes 
into  the  slag.  The  analyses  of  23  successive  runnings  of  highly 
phosphoric  pig  show  the  following  limits  : — 

P. .  . .  3*26  per  cent.  Si....  103  C. .  . .  2*01 

12*12  „  0*02  „....  0-87 

so  that,  other  things  being  equal,  silicon  and  carbon  diminish  as  phos¬ 
phorus  increases.  Carbonic  oxide,  at  high  temperatures,  is  more  stable 
than  silica  or  phosphoric  acid,  and  silica  is  more  stable  than  phos¬ 
phoric  acid.  It  is  not  the  phosphorus  as  such  which  replaces  the 
carbon  and  silicon,  but  the  phosphoric  acid,  at  whose  expense  silicon 
and  carbon  are  oxidised.  If  the  oxygen  of  the  phosphoric  acid  be  not 
present,  that  is,  if  an  iron  rich  in  phosphorus  be  fused  with  one  rich 
in  silicon  or  in  .carbon,  the  whole  amount  of  the  three  elements  is 
found  in  the  alloy.  Iron  rich  in  phosphorus,  with  0‘8  per  cent,  carbon 
and  no  silicon,  is  exceedingly  fluid  when  fased.  The  amount  of  phos¬ 
phorus  that  may  be  retained  by  iron  appears  to  be  unlimited,  as  in  the 
case  of  manganese.  One  sample  contained  25’65  per  cent.  The  iron 
becomes  more  and  more  brittle,  and  the  fracture  crystalline,  similar  to 
that  of  ferromanganese.  Such  iron  also  becomes  less  and  less  affected 
by  the  magnet.  Iron  with  9’6  per  cent,  phosphorus  is  sensibly  less 
magnetic  than  ordinary  iron.  With  16  per  cent.,  a  powerful  magnet 
had  only  slight  action,  whilst  with  25*6  per  cent,  the  action  was 
scarcely  perceptible. 

A.  Ledebur  considers  fluid  slags  as  solutions  of  various  oxygen 
compounds  in  one  another,  whose  constituents  can  arrange  themselves 
in  various  groups  during  cooling.  Analyses  are  given  of  slags  which 
had  been  slowly  and  rapidly  cooled ;  but  the  differences  in  composition 
are  too  slight  to  account  for  physical  differences.  It  is  noticeable 
that  slag  cooled  quickly  is  rapidly  and  almost  completely  decomposed 
by  hydrochloric  acid,  whilst  that  cooled  slowly  resists  the  action  of 
the  acid  very  strongly. 

The  richer  a  pig  iron  is  in  carbon,  silicon,  and  manganese,  and  the 
higher  the  furnace  temperature  is,  so  much  the  less  iron  goes  into  the 
slag.  The  lower  the  temperature,  the  more  manganese  goes  into  the 
slag.  If  the  temperature  be  higher  and  the  fuel  applied  be  more 
than  is  required  to  reduce  all  the  manganese  in  the  charge,  then  silicon 
is  reduced.  Grey  pig  is  formed  when  the  amount  of  manganese 
present  is  not  sufficient  to  prevent  the  formation  of  graphite  induced 
by  the  silicon,  or  in  presence  of  much  manganese  a  silicon-iron-man- 
ganese  alloy  is  formed.  Owing  to  the  higher  temperature  in  the 
Bessemer  process,  the  affinity  of  carbon  for  oxygen  is  considerably 
increased  as  compared  with  the  puddling  process.  As  long  as  carbon 
is  present  in  the  bath,  the  amount  of  iron  in  the  slag  will  be  less  than 
in  puddling  furnace  slag.  When  the  carbon  has  disappeared,  the 
slag  is  still  poorer  in  iron,  owing  to  the  action  of  the  iron  in  the  slag 
on  the  converter  lining.  The  higher  the  temperature  and  the  richer 
the  iron  is  in  manganese,  the  less  iron  goes  into  the  slag.  Con¬ 
tinued  blowing  after  the  carbon  has  been  removed  increases  the  propor¬ 
tion  of  iron  in  the  slag;  but  if,  on  the  other  hand,  the  burning  of 
certain  substances,  as  phosphorus  in  the  basic  process,  increases  the 
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final  temperature,  and  also  increases  the  amount  of  slag,  the  propor¬ 
tion  of  iron  is  diminished  thereby. 

In  the  Siemens-Martin  process,  the  temperature  is  high  and  the 
furnace  lining  is  siliceous,  so  that  the  slag  must  contain  considerably 
more  silica  and  less  iron  than  in  the  older  refining  processes  for  pro¬ 
ducing  wrought  iron.  On  the  whole,  the  slags  range  between  the 
same  limits  as  Bessemer  slags  do.  A  detailed  account  is  given  of  the 
working  of  two  baths  in  this  process.  The  silica  in  the  slag  always 
increases  with  the  manganese,  and  with  the  temperature  at  which  the 
charge  has  been  worked,  whilst  the  amount  of  iron  falls  as  the  tempe¬ 
rature  has  been  higher,  and  as  the  manganese  and  carbon  of  the  iron 
have  been  higher. 

L.  Gamier  has  applied  blast  furnace  slag  as  a  preventive  of 
phylloxera  in  vineyards  with  advantage  :  this  is  attributed  to  the 
sulpher  present  in  the  slag. 

R.  Hasenclever  describes  Scheibler’s  method  of  treating  basic  slags 
(this  vol.,  p.  783).  The  slag  is  roasted,  treated  with  steam,  and  free 
lime  removed  as  milk  of  lime  by  washing  with  water.  The  residue  is 
then  treated  with  hydrochloric  acid  in  suitable  quantity,  about  T25to 
1*5  kilos,  of  acid  to  1  kilo,  of  slag.  The  solution  separated  from  the 
insoluble  residue  is  now  precipitated  by  means  of  the  milk  of  lime 
previously  obtained.  The  dicalcium  phosphate  can  be  directly  applied 
for  agricultural  purposes.  The  calcium  phosphate  can  easily  be 
obtained  containing  35 — 37  per  cent,  of  phosphoric  acid. 

Potassium  Ferrate  and  Manganate. — B.  Platz  found  a  deposit  in  a 
blown-out  blast  furnace,  reaching  down  to  the  boshes,  about  0’6  m. 
thick,  consisting  of  a  slaggy  mass  of  grey  to  black  colour.  In  water 
it  gave  a  deep-red  solution  of  potassium  ferrate.  Minute  black  needle- 
shaped  crystals  were  visible  in  the  cavities  of  the  mass  ;  also  a  bluish- 
green  crust  of  potassium  manganate  covered  some  of  the  fragments. 
Two  samples  of  the  deposit  had  the  following  composition  : — 


Fe.,03  . 

13*72 

7-83 

FeO . 

24*75 

12-77 

M.nO . 

.  0-46 

0-92 

SiO, . 

11*98 

6-66 

AL03  . 

6-72 

3T0 

CaO . 

33-02 

59-62 

MgO . 

1-27 

1-41 

CaS . 

1-35 

1-37 

93-27 

93-66 

The  remainder  was  mainly  alkaline  carbonates  and  sulphates. 

J.  T. 

Utilisation  of  Metallic  Slags  rich  in  Phosphorus.  ( Dingl . 
polyt.  J .,  253,  135 — 136.) — Rocour,  in  a  supplementary  patent,  modi¬ 
fies  his  plan  for  treating  such  slags.  By  a  reducing  fusion  in  a  blast 
furnace,  a  regulus  is  obtained  containing  20 — 20'5  per  cent,  phos¬ 
phorus.  The  powdered  regulus  is  mixed  with  finely-divided  anhy- 
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(Irons  sodium  sulphate,  say  3 — 7  parts  to  each  part  of  phosphorus  in 
the  regulus,  and  the  mixture  is  heated  to  redness  in  a  flame  as  little 
oxidising  as  possible ;  a  large  portion  of  the  phosphorus  becomes 
converted  into  sodium  phosphate  with  development  of  heat ;  whilst  a 
portion  of  the  iron  and  manganese  becomes  converted  into  phosphate, 
sulphide,  and  oxide.  The  mass,  when  treated  with  water,  gives  a 
solution  of  sodium  phosphate.  If  the  insoluble  residue  contains  a 
considerable  amount  of  iron  and  manganese  phosphate,  it  is  dried, 
powdered,  and  heated  with  sodium  sulphate  and  coal-dust.  On  heating 
the  mixture  to  redness  in  a  reducing  flame,  the  sulphate  becomes  sul¬ 
phide,  and,  at  a  high  temperature,  sodium  phosphate  is  formed,  the 
iron  and  manganese  becoming  converted  into  sulphide.  After  washing 
out  the  soluble  sodium  phosphate,  the  residue  can  be  roasted  free 
from  sulphur,  and  may  be  used  as  a  inanganiferous  iron  ore.  The 
procedure  is  rapid,  but  the  reactions  are  not  very  complete,  so  that 
a  considerable  amount  of  phosphorus  remains  insoluble.  Instead  of 
sodium  sulphate,  soda  or  potash  may  be  used;  also  nitrates  of  these 
bases.  The  phosphorus  regulus  can  also  be  blown  in  a  basic-lined 
converter,  with  gradual  addition  of  lime  or  dolomite.  A  basic  slag, 
relatively  poor  in  iron  and  manganese,  is  obtained,  which  is  suffi¬ 
ciently  rich  to  serve  as  manure,  or  may  be  used  for  the  production  of 
superphosphate.  The  metals  may  be  converted  into  steel  in  the  same 
heat.  J.  T. 

Earthenware  Enamels.  (DingL  polyt.  /.,  252,  374 — 379.)  — 
Heinecke  gives  an  account  of  experiments  made  with  different  glazes, 
from  which  the  following  conclusions  may  be  drawn  :  Alumina  glass, 
composed  of  several  flux  radicles,  is  more  transparent  than  glass  of  a 
similar  character,  but  containing  less  flux  radicles.  Glaze  composed 
of  materials  which  yield  glass  with  great  difficulty,  should  contain  a 
larger  proportion  of  silicic  acid  than  glaze  formed  from  more  readily 
fusible  substances,  to  prevent  their  decomposition  by  the  action  of 
the  clay  mass  at  an  elevated  temperature,  or  of  the  atmosphere  at  the 
ordinary  temperature.  A  certain  amount  of  boric  acid  prevents  the 
devitrification  of  the  glaze  by  the  bases  of  the  clay  substance.  Acid 
alumina  enamels  are  less  subject  to  devitrification  than  enamels 
containing  a  smaller  amount  of  acid  and  alumina.  Calcareous  enamels 
do  not  adhere  firmly  to  clay  masses,  when  they  contain  a  large  per¬ 
centage  of  lime,  such  as  the  Yelten  clay  masses. 

Schumacher  attributes  the  cause  of  the  severance  of  the  enamel 
from  the  clay  substance  to  a  tension  between  them,  occasioned  mainly 
by  the  presence  of  a  large  amount  of  silicic  acid. 

Seger  discusses,  at  some  length,  the  influence  of  sulphuric  acid  on 
glazes.  The  formation  of  blisters  on  porcelain  is  due  to  the  presence 
of  sulphuric  acid,  or  sulphates  in  the  composition  of  the  enamel,  or  in 
the  water  employed  for  making  it  up.  D.  B. 

Extraction  of  Metals  by  Electricity.  (DingL  jpolyt.  /.,  253, 
32 — 33.) — R.  P.  Hermann  treats  zinc  ores  with  acids,  and  precipitates 
the  metal  electrolytically,  after  converting  it  into  a  double  alkaline,  or 
alkaline  earthy  salt. 
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M.  Kiliani  proposes  to  extract  calamine,  zinc-ash,  &c.,  with  ammoni- 
acal  liquor  containing  carbonate,  and  then  to  precipitate  electrolytically, 
employing  iron  anodes. 

M.  Body  recommends  mixing  the  powdered  ore  with  ferric  salts 
alone,  or  with  the  addition  of  common  salt,  by  which  advantage  is 
taken  of  the  property  of  ferric  salts  to  pass  into  the  ferrous  state  in 
the  presence  of  metallic  oxides  or  sulphides,  under  the  influence  of  an 
electric  current.  This  change  leads  to  the  solution  and  precipitation 
of  the  metal,  subsequently  the  ferrous  salt  can  be  readily  converted 
into  the  ferric  state,  and  is  again  ready  for  use.  The  finely  powdered 
mineral  is  exposed,  in  moist  heaps,  to  the  action  of  the  air,  and 
repeatedly  ground.  The  ore  may  then  be  placed  in  a  tank  provided 
with  a  bottom  of  pressed  coke,  in  which  is  embedded  the  negative 
pole  of  a  dynamo,  whilst  the  other  pole  is  connected  with  the  ore  at 
one  or  more  points. 

In  treating  certain  ores  of  gold  and  silver,  a  cast-iron  drum  is 
employed,  which  is  connected  with  the  negative  pole  of  a  dynamo, 
and  is  slowly  revolved.  Within  the  drum  are  several  cast-iron  balls. 
Through  the  drum,  and  isolated  from  it,  passes  a  fixed  axle,  which  is 
connected  with  the  positive  pole  of  the  machine,  and  which  carries  a 
series  of  coke  or  graphite  plates  dipping  into  a  solution  of  ferric 
salts  containing  the  mineral.  The  axle  is  hollow,  and  serves  for  the 
introduction  of  liquid  to  the  drum  ;  a  steam  pipe,  terminating  within 
the  liquid,  also  passes  through  it.  When  the  silver  is  reduced, 
mercury  is  passed  into  the  drum,  and  the  amalgam  is  collected  in  the 
ordinary  way.  The  method  is  advantageous  for  ores  which  contain 
only  0*05  per  cent,  of  silver.  J.  T. 

Improvements  in  Metallurgy.  (Dingl.  polyt.  252,  515 — 519.) 
— For  the  preparation  of  aluminium,  and  alloys  of  aluminium,  Weldon 
fuses  cryolite  with  calcium  chloride,  or  other  non-metallic  chloride,  or 
sulphide,  and  reduces  the  resulting  aluminium  chloride,  or  sulphide, 
with  manganese,  to  which  sodium  may  be  added. 

Frishmuth  proposes  to  heat  ignited  bauxite,  or  corundum,  in  retorts, 
to  the  temperature  of  volatilisation.  The  ascending  fumes  of  alumina 
are  brought  into  contact  with  the  vapour  of  sodium,  the  resulting 
aluminium  being  obtained  in  the  form  of  a  fine  dust,  which  is  made 
into  balls  by  fusion  with  fluxes. 

Niewerth  mixes  ferrosilicon  with  aluminium  fluoride  in  equivalent 
proportions,  and  fuses  the  mixture,  the  products  being  volatile  silicon 
fluoride  and  an  alloy  of  iron  and  aluminium.  In  order  to  prepare 
aluminium-bronze  therefrom,  the  alloy  is  fused  with  copper.  By 
substituting  aluminium  chloride  for  the  pure  aluminium  fluoride, 
silicon  chloride  and  an  alloy  of  aluminium  and  iron  are  said  to  be 
formed ;  pure  silicon  is  said  to  yield  pure  aluminium  with  aluminium 
chloride. 

To  extract  metals  from  certain  ores,  burnt  pyrites,  slag,  &c.,  Fohr 
employs  a  weak  solution  of  magnesium,  calcium,  or  sodium  chloride, 
with  or  without  the  application  of  heat.  The  main  portion  of  copper, 
lead,  and  similar  metals,  are  dissolved.  The  lixiviated  ore  is  then 
treated  with  bromine-water  in  the  dark,  which  dissolves  the  gold 
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completely  and  the  silver  partially,  all  metallic  sulphides  of  copper, 
lead,  zinc,  &c.,  being  decomposed.  Finally  the  ore  is  again  treated 
with  the  above  chloride  liquor,  when  the  silver  and  lead  are  completely 
removed. 

Lipp  and  Schneider  give  the  following  analyses  of  iron :  I,  charcoal 
pig  iron  from  Hieflau  in  Styria ;  II,  grey  pig  iron  from  Witkowitz  in 
Moravia  ;  III,  the  same  from  Rokycau  in  Bohemia  ;  IV,  grey  pig  iron  ; 
V,  steel;  VI,  steel  plate,  all  three  from  FTeuberg  in  Styria;  and 
VII,  “  Kudsiver  Normalstahl.” 


I. 

II. 

III. 

IY. 

Y. 

YI. 

VII. 

Carbon  combined. 

2  -442 

0*370 

0-125 

0-257 

0*164 

0-131 

0-873 

Graphite . 

1-631 

3-414 

2*830 

3 -4*^5 

— 

— 

— 

Silicon  . 

0-684 

3-640 

3-951 

1-353 

0-023 

0-014 

0-280 

Phosphorus . 

0-068 

0'701 

1-412 

0-059 

0-067 

0  -030 

0*021 

Sulphur . 

0-025 

0-015 

0-044 

o-ooi 

0-011 

0-026 

o-oii 

Copper . 

trace 

0  *252 

trace 

0'029 

0-060 

0-163 

0  -044 

Cobalt  and  nickel. 

trace 

0-030 

0-025 

0-019 

0*008 

0  -030 

trace 

Manganese . 

2-992 

1-834 

0-169 

3-414 

0-088 

0  180 

0*215 

Iron  by  difference 

92-158 

89  -744 

91  444 

91 -433 

99-579 

99-426 

98  -556 

Flue  dust  from  Neuberg  contained,  according  to  Schneider,  when 
dried  at  100° — 

Fe203.  EeO.  Mn304.  CuO.  ALOa.  CaO.  MgO. 

40-50  16-59  2-98  0-06  2*95  6*35  3-93 

K20  and  Na20.  Si02.  S03.  P205.  C.  C02  and  H20. 

0*85  13-75  0*30  0*072  4-75  6'79 

Zinc  from  Sag  or,  in  Carniola,  contained  0*943  per  cent,  lead, 
0*008  iron,  and  0*002  sulphur.  According  to  Lipp  and  Schneider, 
tungsten  steel  (I),  and  tungsten  iron  (II),  had  the  following  com¬ 
position  : — 

Fe.  W.  Mn.  Co  and  Ni.  Si.  P.  S.  C. 

I.  85*0  11-028  1*493  traces  0*263  0  007  trace  2147 

II.  68*363  28-181  0*986  trace  0*233  0*008  trace  1-882 

The  method  adopted  by  Lipp  and  Schneider  for  conducting  these 
analyses  is  briefly  described  in  the  original  paper.  D.  B. 

Preparation  of  Magnesium.  By  J.  Walter  ( Dingl .  polyt.  /.,  252, 
337 — 339). — The  author  has  made  a  series  of  experiments  in  order  to 
determine  whether  Marquardt’s  suggestion  to  prepare  magnesium  by 
distilling  magnesia  with  coal  in  zinc  furnaces  is  practicable.  Accord  - 
ing  to  the  views  upheld  by  Weldon,  this  reduction  would  be 
impossible,  as  in  this  case  the  same  thermochemical  relations  which 
stand  for  aluminium  are  applicable.  By  the  combustion  of  magnesium 
74.900  cal,  are  liberated,  according  to  the  equation  Mg  -f  O  =  MgO. 
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The  reduction  would  be  effected  in  accordance  with  the  equation 
2MgO  +  C  =  2Mg  -f  COo,  which  requires  2  X  74,900  =  149,800  cal. 
(whilst  the  heat  of  formation  of  carbonic  anhydi'ide  only  amounts  to 
97,000  cal.),  or  according  to  the  equation  MgO  +  C  =  Mg  -j-  CO, 
which  requires  74,900  cal.,  the  combination  of  C  +  O  =  CO,  yielding 
only  29,000  cal.  These  numbers  do  not  however  correspond  with  the 
conclusion  drawn  therefrom,  viz.,  that  the  reduction  of  an  oxide  only 
takes  place  when  the  heat  of  combination  of  the  element  with 
oxygen  is  less  than  that  of  the  reducing  agent  with  oxygen.  Weldon 
explains  this  contradiction  by  supposing  that,  in  the  case  of  aluminium, 
the  reduction  of  sodium  from  its  carbonate,  by  means  of  carbon, 
depends  on  a  preliminary  process  of  dissociation.  Fischer,  on  the 
other  hand,  shows  that  the  decomposition  of  steam  by  carbon  occurs 
at  300 — 350°,  a  temperature  at  which  steam  could  not  undergo  dis¬ 
sociation. 

In  order  to  obtain  the  requisite  temperatures,  the  author  made  use 
of  Perrot’s  gas  furnace.  In  the  first  series  of  trials,  the  temperature 
employed  was  a  bright  red  heat,  magnesium  in  the  form  of  oxide, 
carbonate,  and  tartrate,  being  used,  whilst  in  the  second  series  of 
experiments,  the  same  materials  were  exposed  to  an  extreme  white 
heat.  Although  the  conditions  were  more  favourable  than  in  the  case 
of  zinc  furnaces,  the  author  failed  to  obtain  reduced  magnesium. 

h>.  B. 

White  Lead  Manufacture.  (Dingl.  polyt.  2  5  2,  372 — 374.) — 
Roth  and  Sylvester  propose  to  pass  an  electric  current  through  a 
solution  of  sodium  acetate,  using  lead  plates  as  poles.  Lead  acetate 
is  said  to  be  formed  at  the  positive  pole,  whilst  free  sodium  hydroxide 
is  produced  at  the  negative  pole,  the  mixture  of  the  two  resulting  in 
the  precipitation  of  lead  hydroxide,  which  is  converted  into  white 
lead  by  the  introduction  of  carbonic  anhydride. 

Gardner  recommends  to  heat  lead  with  graphite,  carbon,  platinum, 
or  similar  substances  (all  of  which  should  be  electronegative  to  lead) 
in  a  solution  consisting  of  1  part  lead  acetate,  or  1  part  nitric  acid, 
in  40  parts  water,  or  acetic  acid  in  24  parts  water.  Basic  lead  salts, 
or  lead  oxide,  or  lead  suboxide,  is  said  to  be  produced.  After  the 
lapse  of  one  to  two  hours,  the  lead  is  taken  out  of  the  solution,  and 
the  latter  on  addition  of  acetic  acid,  or  nitric  acid,  used  for  a  further 
operation.  If  the  conversion  of  the  lead  is  effected  in  chambers,  the 
metal  is  brought  into  contact  with  carbon  or  platinum,  according  to 
various  modes  of  arrangement.  Ozonised  air  is  introduced  into  the 
chamber,  or  produced  therein  by  electric  discharges.  D.  B. 

Manufacture  of  Cuprammonium  and  Zincammonium  Com¬ 
pounds,  and  their  Technical  Application.  By  C.  R.  A.  Weight 
(Dingl.polyt.  /.,  253,37 — 38,  from  Jour.  Soc.  Chem.  Industry,  1884, 121). 
— During  the  past  few  years,  many  attempts  have  been  made  to  utilize 
on  a  manufacturing  scale  the  power  possessed  by  cuprammonium 
and  zincammonium  solutions  of  pectising  cellulose  and  similar  sub¬ 
stances,  so  as  to  produce  a  kind  of  vegetable  parchment.  The  process 
consists  essentially  in  the  preparation  of  a  concentrated  solution  of 
cuprammonium  hydroxide,  and  the  passing  of  the  goods  to  be  treated 
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through  a  bath  of  this  material  at  just  such  a  rate  as  will  permit  of 
the  peetising  and  gelatinising  of  the  exterior  of  the  fibres  composing 
the  paper  or  canvas,  &c.,  without  wholly  disintegrating  the  mass;  so 
that  the  material  on  emerging  from  the  bath  retains  coherence  enough 
to  enable  it  to  be  passed  through  the  usual  drying  apparatus  of  a 
paper-mill.  This  drying  converts  the  film  of  pectised  cellulose  coat¬ 
ing  each  filament  into  an  insoluble  solid  varnish.  In  order  to  build 
up  thick  cards,  two  or  more  layers  of  paper  are  passed  simultaneously 
through  the  bath,  and  then  pressed  together  and  dried  as  a  whole. 
By  careful  treatment,  the  copper  present  in  the  solution  taken  up  by 
the  material  is  wholly  converted  during  the  drying  into  a  com¬ 
pound  with  the  pectised  cellulose.  Mineral  acids  dissolve  out  the 
copper.  Instead  of  cuprammonium  hydroxide  alone,  in  certain 
cases  a  mixture  of  this  with  zincammonium  hydroxide  may  be 
used.  The  pectised  cellulose  then  contains  both  zinc  and  copper, 
indicating  apparently  that  a  zinc  cellulose  compound  has  also  been 
formed.  Zincammonium  hydroxide  alone,  however,  does  not  pectise 
paper  sufficiently  to  give  good  results.  Cuprammonium  salts  give  less 
satisfactory  results  than  the  hydroxide.  The  solution  employed  con¬ 
tains  from  100  to  150  grams  ammonia  and  20  to  25  grams  of  copper 
per  litre  ;  this  is  prepared  by  the  action  of  ammonia  solution  on  copper 
turnings  in  the  presence  of  a  current  of  air.  Brass  turnings  give  the 
zinc-copper  compound.  Zinc  alone  is  only  slightly  attacked  under 
these  conditions.  The  presence  of  iron  accelerates  the  solvent  action. 
Pure  cuprammonium  solution  has  absolutely  no  effect  on  iron. 

Experiments  made  to  ascertain  the  amount  of  ammonia  carried  off 
from  an  aqueous  solution  by  a  current  of  air  showed  that  in  dissolving 
11*4  kilos.  (25  lbs.)  of  copper  in  ammonia  solution  (150  grams  NH3  in 
1  litre),  2  to  9  kilos.  (5  to  20  lbs.)  ammonia,  according  to  the  tem¬ 
perature,  were  removed.  In  practice,  this  ammonia  is  recovered 
in  the  form  of  a  weak  copper  solution.  The  solubility  of  the 
copper  diminishes  gradually  as  the  liquid  becomes  richer  in  that 
metal.  Also  when  the  solution  is  proceeding  most  rapidly  only  a 
small  portion  of  oxygen  passed  into  the  solution  is  absorbed.  When 
the  concentration  of  the  copper  solution  does  not  exceed  12  to  15 
grams  per  litre,  it  is  very  stable  ;  such  a  solution  is  well  adapted  for 
the  preservation  of  sleepers  and  timbers  generally.  J.  T. 

Extraction  of  Cobalt  and  Manganese  from  their  Ores. 

( Ding l .  polyt.  */.,  252,  392.) — Herrenschmidt  and  Constable  treat 
ores  containing  cobalt  or  manganese  with  ferrous  sulphate  and 
enough  water  to  form  a  paste  ;  the  iron  salt  is  said  to  react  on  the 
oxides  of  cobalt  and  manganese  contained  in  the  ores  ;  on  boiling  the 
mixture  a  solution  of  cobaltous  or  manganous  sulphate  is  obtained, 
which  is  separated  from  the  residue  and  treated  with  a  suitable  agent, 
so  as  to  convert  the  proto-salt  into  the  corresponding  per-salt. 

D.  B. 

Absorption  of  Carbonic  Anhydride  by  Beer.  By  T.  Langer 
(Tried.  Centr .,  1884,  286). — The  amount  of  gas  which  beer  will 
absorb  is  dependent  on  the  temperature  and  on  the  pressure,  for  at 
0 — 5°  with  constant  pressure  the  amount  present  =  0*01  weight  per 
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cent.  =  50  c.c.  per  litre  for  every  1° ;  and  the  same  increase  is 
observable  when  the  temperature  remains  constant,  bnt  the  pressure 
increases  31*3  mm.  mercury.  Strong  beer  absorbs  a  larger  volume  of 
gas  than  weak  beer,  other  things  being  equal.  Water  mixed  with 
alcohol  absorbs  less  gas  than  water  alone,  and  the  reducing  effect 
of  alcohol  on  absorption  increases  within  limits  with  the  increase  of 
alcohol,  and  more  especially  is  this  remarked  at  low  temperatures  ; 
yet,  for  all  this,  1  litre  beer  can  absorb  more  carbonic  anhydride 
than  the  same  quantity  of  water  at  the  same  temperature. 

E.  W.  P. 

Date-sugar.  ( Bied .  Centr .,  1884,  284.) — Date-sugar  is  obtained 
from  the  palm  by  making  incisions  in  the  lower  branches,  and  collect¬ 
ing  the  sap  which  flows  nearly  continuously  from  November  up  to 
March  ;  the  sap  is  then  clarified  and  boiled  down.  E.  W.  P. 

Manufacture  of  Starch.  By  C.  Schaub  (Bied.  Centr.,  1884,  285). 
When  the  yield  of  potato-starch  is  low,  it  arises  from  one  of  three 
causes — (1)  low  quality  of  potatoes  ;  (2)  the  potatoes,  although  good, 
may,  by  reason  of  a  deficiency  of  water,  not  yield  up  all  the  starch 
they  contain,  and  this  is  frequently  the  case,  especially  in  small 
factories  ;  (3)  potatoes  and  supply  of  water  being  good,  the  machi¬ 
nery  may  work  ineffectively.  The  author  mentions  additions  to  the 
machinery  which  should  be  made.  E.  W.  P. 

Bleaching  Yams  and  Fabrics.  (Bingl.  polyt.  J.,  252,  392.) — 
Thomson  and  Ruckman  (Grer.  Pat.,  26,839,  March,  1883)  boil  linen 
yarns  and  fabrics  for  three  hours  in  a  solution  containing  2*4  grams 
potassium  cyanide  in  a  litre  of  water,  wash,  and  repeat  this  treat¬ 
ment.  For  cotton,  this  operation  may  be  omitted,  unless  the  material 
has  been  brought  in  contact  with  fatty  or  oily  substances,  in  which 
case  the  above  solution  is  used  in  a  more  dilute  form  (half  the 
strength).  The  fabric  thus  prepared  is  placed  in  closed  vessels,  and 
treated  with  a  solution  of  chloride  of  lime  containing  5*3  grams  per 
litre.  As  soon  as  the  vessel  is  full,  the  solution  is  drawn  off,  and 
carbonic  anhydride  passed  in.  This  operation  is  repeated  until  the 
fabric  assumes  the  desired  degree  of  whiteness.  It  is  then  taken  out, 
washed  in  water,  and  pressed.  In  most  cases  a  slight  yellow  tinge  is 
retained  within  the  fabric,  owing  to  the  presence  of  traces  of  iron  in 
the  bleaching  agent.  To  remove  this  coloration,  the  fabric  is  drawn 
through  a  bath  of  oxalic  acid  (about  4'6  grams  per  gallon),  washed 
with  water,  pressed,  and  toned  with  indigo  or  aniline  violet. 

D.  B. 

Gaseous  Chlorine  as  Discharge  in  Calico-printing.  By  A. 

Scheurer  (Dingl.  polyt.  J .,  2  5  3,  208 — 211). — In  his  handbook  on 
calico-printing,  J.  Persoz  has  pointed  out  that  indigo-blue  can  be  dis¬ 
charged  by  gaseous  chlorine;  chlorine  in  the  dry  state  attacks  indigo 
slowly,  but  in  the  presence  of  water  the  action  is  rapid.  Experiments, 
however,  show  that  the  practical  application  of  the  proposal  is  difficult, 
as  the  goods  must  be  exposed  to  the  gas  for  at  least  two  minutes,  and 
in  this  time  the  dry  blue  colour  is  sensibly  affected.  The  following  is 
a  means  of  reducing  the  time  of  exposure  required  :  a  piece  moistened 
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with  weak  soda-lye  had  its  blue  colour  discharged  with  only  10  seconds’ 
exposure  to  chlorine;  a  lye  of  about  16 — 17°  B.  is  most  suitable. 
Turkey-red  thus  treated  became  yellow  in  20  seconds,  and  white  in 
50  seconds.  Aniline  black  is  destroyed  immediately.  A  mixture  of  ani¬ 
line  oil  and  soda-lye,  printed  and  exposed  to  chlorine,  causes  the  forma¬ 
tion  of  an  intense  black  compound  which  contains  chlorine,  whilst  a 
solution  of  aniline  salt  alone  under  similar  conditions  gives  a  lively 
chamois-yellow  of  very  stable  character,  which  is  not  destroyed  by  pro¬ 
longed  exposure  to  chlorine.  If  on  the  contrary  a  drop  of  soda- lye  be 
placed  on  the  dye,  and  it  be  again  exposed  to  chlorine,  the  colour  is 
then  discharged.  Hypochlorites,  even  when  concentrated,  do  not  act 
rapidly  on  indigo.  Free  hypochlorous  acid  acts  like  chlorine  in  the 
presence  of  soda.  This  acid  cannot  act  in  the  free  state  in  this  reaction, 
since  free  alkali  is  present ;  and  in  fact  after  the  colour  has  been  dis¬ 
charged  by  chlorine  in  the  presence  of  soda,  the  piece  has  an  alkaline 
reaction.  The  active  agent  is  apparentlv  oxygen  as  hydroxyl,  2NaHO 
+  2C1  =  2NaCl  +  2HO  and  2HO  =  H30  +  O.  J.  T; 

Kephir.  By  H.  Struve  ( Ber .,  17,  1364 — 1368). — Kephir  is  a 
variety  of  fermented  milk  prepared  in  the  Caucasus,  the  use  of  which 
for  medicinal  purposes  has  in  the  last  two  years  spread  over  a  great 
part  of  Russia.  It  is  prepared  from  milk  by  fermentation  with  the 
so-called  kephir- grains  in  leather  bottles.  During  the  fermentation, 
a  considerable  quantity  of  the  ferment  is  produced :  it  is  removed, 
dried  in  the  sun,  and  preserved  to  effect  fresh  fermentations.  An 
analysis  of  kephir-grains  dried  at  100°  gave — 


Water .  11*21 

Fat .  3*99 

Soluble  peptone-like  substances .  10*98 

Proteids  soluble  in  ammonia  .  10*32 

,,  „  potash  .  30*39 

Insoluble  residue  .  33*11 


Microscopic  examination  of  the  insoluble  residue  showed  it  to  con¬ 
sist  of  a  mixture  of  yeast  cells  with  Kern’s  “  Bacterium  dispora  cau- 
casica .”  In  a  few  cases,  Lepthothrix  and  Oidium  lactis  were  also 
observed.  The  whole  of  the  active  matter  of  the  ferment  was  con¬ 
tained  in  the  insoluble  residue.  From  fermentation  experiments 
made  by  the  author,  it  appears  that  the  yeast-cells  alone  are  essen¬ 
tial  to  the  fermentation,  the  Bacterium  dispora  caucasica  taking  no 
part  whatever  in  the  action.  The  yeast- cells  have  been  modified  to 
a  certain  extent  by  having  grown  in  contact  with  the  leather  of  the 
bottles,  and  thus  rendered  capable  of  exciting  the  peculiar  kephir- 
fermentation.  A.  J.  (x. 

Improvements  in  the  Manufacture  of  Sugar.  {Dingier, 
252,  287 — 293.) — Steffen’s  defecation  process  for  obtaining  sugar 
from  molasses  is  conducted  in  the  following  manner : — Molasses  or 
syrups  are  diluted  with  cold  water  in  vessels  fitted  with  agitators. 
The  temperature  of  the  solution  should  not  exceed  35°,  and  its  con- 
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centration  should  correspond  with  6 — 12  per  cent,  of  sugar.  A 
known  quantity  of  this  solution  is  run  into  a  vessel  provided  with  an 
agitator  and  treated  with  from  50  to  100  parts  of  powdered  lime  to 
each  100  of  sugar,  to  form  calcium  saccharate.  The  mixture  is  passed 
through  filter-presses  and  the  solution  of  calcium  saccharate  collected 
in  suitable  vessels  ;  to  100  parts  of  sugar  contained  in  this  filtrate, 
about  65  parts  of  lime  are  then  added  for  the  separation  of  the  inso¬ 
luble  saccharate,  which  is  washed  and  decomposed  in  the  usual  way. 

To  facilitate  the  use  of  half-shadow  saccharometers,  Allary,  instead 
of  illuminating  the  polarising  apparatus,  proposes  to  enclose  it  in  a 
black  paper  cylinder,  the  circular  opening  of  which  is  covered  with 
translucent  yellow  paper  or  with  yellow  glass.  The  observer  covers 
his  head  and  the  whole  apparatus  with  a  black  cloth  and  places  the 
tube  in  the  direction  of  a  light  wall.  The  reading  of  the  degrees  is 
effected  in  daylight. 

Stuckenberg  (Ger.  Pat.,  25,218,  May,  1883)  has  found  that  in  the 
production  of  strontia-sugar  from  molasses  by  Scheibler’s  process,  the 
excess  of  strontium  hydroxide  necessary  to  effect  the  separation  of 
strontium  disaccharate  acts  essentially  as  free  alkali.  Since  stron¬ 
tium  disaccharate  is  almost  insoluble  in  alkaline  solutions,  the  excess 
of  strontium  hydroxide  may  be  replaced  by  potassium  or  sodium 
hydroxide.  D.  B. 

Adulteration  of  Verdigris.  By  M.  Astre  (/.  Pharm.  [5],  7, 
386 — 388). — The  author  has  found  that  a  commercial  specimen  of 
verdigris  was  adulterated  to  the  extent  of  about  10  per  cent,  with  a 
siliceous  earth  coloured  by  Prussian  blue.  W.  R.  D. 

Abridged  Process  for  Turkey-red  Dyeing  and  Printing  with 
Alizarin.  By  A.  Muller  ( Dingier ,  252,  219).— It  is  known  that 
a  number  of  the  volatile  organic  ammonia  bases  produce  precipi¬ 
tates  with  alkyl  radicles,  alumina  (and  tin),  and  saline  solutions, 
which  dissolve  in  an  excess  of  the  precipitant,  for  instance,  mono-,  di-, 
and  tri-ethylamine,  butyl-  and  amyl-amine,  and  di-  and  tri-amines.  The 
author  utilised  this  property  experimentally  in  order  to  combine  the 
mordanting  of  the  fabric  with  oil  and  alumina  in  one  operation, 
whereby  the  chalk-bath  necessary  at  other  times  is  omitted,  the  fabric 
being  ready  to  receive  the  alizarin  after  it  has  been  dried  and  the 
base  removed  by  volatilisation.  A  clear  saturated  solution  of  alumi¬ 
nium  hydroxide  in  10  per  cent,  ethyl  amine  was  treated  with  about 
15  per  cent.  Turkey-red  oil  neutralised  with  ethylamine.  The  fabric 
after  being  boiled  and  dried  was  treated  with  the  clear  mordant  and 
dried  at  the  ordinary  temperature.  It  was  then  dyed  with  alizarin 
and  soaped,  a  bright  red  colour  being  obtained. 

The  author  is  of  opinion  that  if  it  were  possible  to  prepare  ammo¬ 
nias  of  the  above  type  cheaply  on  a  large  scale,  the  success  of  this 
method  would  be  established,  especially  if  the  volatile  bases  employed 
could  be  recovered  by  some  suitable  arrangement.  D.  B. 
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Infra-red  Radiation  Spectra  of  Metallic  Vapours.  By  EL 

Becquerel  (Com-pt.  rend..  99,  374 — 376). — The  metals  were  volatilised 
in  the  electric  arc,  and  the  spectra,  obtained  by  means  of  a  Ruther¬ 
ford’s  grating  or  a  carbon  bisulphide  prism,  were  projected  on  a 
screen  covered  with  some  phosphorescent  substance  (Abstr.,  1883, 
761).  A  table  is  given  showing  the  wave-lengths  of  a  number  of 
lines  in  the  infra-red  spectra  of  potassium,  sodium,  strontium,  cal¬ 
cium,  magnesium,  aluminium,  zinc,  cadmium,  lead,  thallium,  bismuth, 
silver,  and  tin.  C.  EL  B. 

Chemical  Action  of  Light.  By  D.  Amato  ( Gazzetta ,  14,  57 — 

72). — The  author  has  long  held  the  opinion  that  many  reactions 
which  are  said  to  take  place  through  the  direct  action  of  light  are  not 
due  entirely  to  that  cause,  but  that  light  acts  only  under  certain 
determinate  conditions  of  temperature ;  consequently,  there  are  limits 
of  temperature  within  which  light  does  not  act  in  this  way.  In  sup¬ 
port  of  this  opinion,  the  author  has  made  numerous  experiments, 
which  are  given  in  detail  in  the  paper. 

It  is  usually  stated  in  text-books  that  light  acts  on  liquid  hydrogen 
phosphide,  and  decomposes  it  into  solid  and  gaseous  hydrogen  phos¬ 
phides.  The  author  found,  however,  that  inflammable  gaseous  hydrogen 
phosphide  (containing  liquid  phosphide)  loses  its  property  of  taking 
fire  spontaneously  on  contact  with  the  air,  it  kept  over  water  in  the 
dark  for  24  hours  at  a  temperature  of  10 — 12°,  whilst  the  same  gas 
confined  over  mercury  remains  unchanged.  It  was  proved  that  this 
decomposition  is  due  to  the  oxygen  dissolved  in  the  water.  At  a  tem¬ 
perature  of  29°,  and  exposed  to  diffused  light,  gas  confined  over 
mercury  w^as  decomposed  with  deposition  of  solid  hydrogen  phos¬ 
phide,  whilst  the  same  gas,  if  kept  at  10°,  was  not  decomposed,  even 
when  exposed  to  the  brilliant  July  sunlight  of  Italy.  In  another 
experiment,  in  which  the  gas  was  exposed  to  the  full  heat  of  the  sun 
(39°),  whilst  the  light  was  completely  excluded  by  a  black  varnish 
(  made  with  glue  and  lampblack),  the  gas  was  not  acted  on.  From 
this  it  would  seem  that  neither  the  most  brilliant  sunshine  (at  tem¬ 
peratures  below  10°)  or  heating  to  a  temperature  of  39°,  are  indi¬ 
vidually  capable  of  effecting  the  decomposition  of  liquid  hydrogen 
phosphide,  but  that  this  takes  place  readily  by  the  joint  action  of  sun¬ 
light  and  heat. 

Similar  experiments  were  made  with  a  mixture  of  chlorine  and 
hydrogen,  and  it  was  found  that,  if  cooled  to  — 12°,  it  could  be  exposed 
to  the  direct  rays  of  the  sun  for  hours  without  combination  taking 
place.  Care,  however,  must  be  taken  that  the  chlorine  is  not  exposed 
to  the  sun’s  rays  even  for  an  instant  before  cooling,  as  insolation  renders 
chlorine  capable  of  combining  with  hydrogen  even  in  the  dark.  At  a 
temperature  of  39°,  there  is  no  action  if  light  is  excluded. 
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Silver  chloride,  if  cooled  to  — 12°,  is  not  acted  on  by  the  direct 
solar  rays,  but  if  allowed  to  get  warm,  decomposition  begins  imme¬ 
diately.  Paternd  has  also  observed  that  chlorine  and  ethylene  do 
not  combine  in  diffused  light  if  the  temperature  is  low,  or  only  very 
slowly. 

Another  substance  which  is  usually  supposed  to  undergo  decom¬ 
position  on  exposure  to  light  is  Fehling’s  test.  The  author  finds, 
howmver,  that  this  change  is  due  to  dust  from  the  atmosphere,  and 
the  fact  of  keeping  the  bottle  containing  the  solution  wrapped  up  in 
paper  and  in  a  cupboard  preserves  it,  merely  inasmuch  as  it  keeps  it 
comparatively  free  from  dust.  If  the  solution  be  boiled  in  a  narrow¬ 
necked  flask  for  some  hours,  and  after  being  allowed  to  settle,  the 
clear  liquor  is  decanted  into  a  clean  well-stoppered  bottle,  it  may  be 
exposed  for  any  length  of  time  to  the  direct  rays  of  the  sun  without 
undergoing  any  change.  In  order  to  ensure  success,  the  bottle  should 
be  rinsed  out  successively  with  permanganate  solution  and  distilled 
water  before  introducing  the  Fehling’s  test.  In  order  to  prove  that 
the  dust  in  the  air  is  the  cause  of  decomposition,  two  samples  pre¬ 
pared  as  above  were  taken,  and  through  one  of  them  a  current  of  air 
from  the  laboratory  was  passed  previously  to  closing  the  bottle.  After 
exposure  to  light  for  a  year,  cuprous  oxide  was  deposited  in  the  solu¬ 
tion  contaminated  with  dust  from  the  air,  wdiilst  the  other  remained 
unchanged. 

The  author  has  also  noticed  that  solutions  prepared  in  the  ordinary 
way,  after  being  kept  for  some  time — a  year  or  more — yield  an 
abundant  deposit  of  cuprous  oxide  if  cautiously  neutralised  with 
sulphuric  acid,  and  this  even  in  the  cold,  but  more  readily  when 
heated.  A  solution  recently  prepared,  or  one  treated  in  the  manner 
above  described,  does  not  behave  in  this  way. 

From  these  experiments  the  author  concludes  that — at  all  events 
for  the  substances  above  mentioned — light  acts  only  under  certain 
conditions  as  to  temperature,  and  heat  only  under  the  influence  of 
light,  and  that  neither  of  them  acts  in  the  absence  of  the  other. 

c.  e.  g. 

Electricity  of  Flames.  By  J.  Elster  and  H.  Geitel  (Ann. 
Phys.  Chew.,  22,  123 — 127). — This  paper  is  a  reply  to  a  communica¬ 
tion  of  Kollert’s  on  the  same  subject  (this  vol.,  651).  The  authors 
think  that  Robert  has  overlooked  the  results  of  their  investigation 
on  “  The  Development  of  Electricity  by  the  Contact  of  Gases  with 
Incandescent  Bodies”  {Ann.  Phys.  Ghem.  [2],  19,  558),  by  which  they 
show  that  the  so-called  electricity  of  flames  is  merely  a  special  case 
of  a.  much  more  general  class  of  phenomena,  namely,  that  gases  in 
contact  with  any  incandescent  substances  become  positively  elec¬ 
trified.  Thus  the  stralum  of  air*  surrounding  the  flame  has  a  positive 
charge,  which  in  Kollert’s  mode  of  experimentation  affects  the  indi¬ 
cations  of  the  electrometer,  which  also  are  liable  to  be  modified  by 
the  electrical  condition  of  the  air  of  the  room.  The  present  paper 
gives  determinations  made  by  the  author’s  arrangement  of  the 
electrodes  after  the  air  of  the  apartment  had  been  electrified  to  a  high 
potential,  sometimes  positively  and  sometimes  negatively,  by  means  of 
an  electrical  machine.  The  observed  value  of  the  flame  potential 
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was  independent  of  this  condition  and  nearly  constant,  having  a  mean 
of  0*65  Daniell.  A  flame  is  regarded  by  the  authors  as  merely  a 
current  of  heated  gas,  which  negatively  electrifies  the  incandescent 
bodies  in  contact  with  it,  or  the  incandescent  particles  it  may  contain. 

R.  R. 

A  New  Cell  founded  on  the  Oxidation  of  Carbon  in  the 
Cold.  By  A.  Bartoli  and  G.  Papasogli  ( Gazzetta ,  14,  85 — 90). — 
The  authors  allude  to  their  experiments  on  the  electrolysis  of  different 
liquids,  using  carbon  electrodes,  in  which  the  latter  were  attacked, 
giving  rise  to  organic  compounds,  such  as  mellic  and  hydromellic 
acids,  mellogen,  &c.  (Abstr.,  1882  and  1883).  From  thermochemical 
considerations,  they  were  led  to  determine  the  electromotive  force  of 
different  varieties  of  carbon  in  contact  with  platinum  and  gold ;  and 
the  results  of  these  measurements  were  so  favourable,  that  they  were 
enabled  to  construct  a  cell,  somewhat  feeble,  but  still  sufficiently  con¬ 
stant  to  be  used  for  several  months  for  working  electric  bells. 

Experiments  were  made  with  electrodes  of  gold  or  platinum,  and 
gas-carbon,  charcoal,  or  graphite,  using  sulphuric,  hydrochloric, 
acetic,  nitric,  and  chromic  acids ;  also  solutions  of  sulphates,  nitrates, 
chromates,  and  permanganate,  and  in  all  cases  the  electromotive  force 
was  appreciable.  The  carbons  employed  were  rather  long,  only  about 
one  quarter  of  their  length  being  immersed  in  the  liquid,  and  every 
care  was  taken  to  guard  against  polarisation  currents. 

With  solutions  of  sodium  or  potassium  hydroxide,  sp.  gr.  IT  to  1*3, 
platinum  and  different  specimens  of  gas-carbon  and  charcoal,  the 
electromotive  force  varied  from  0*06  to  0T7  Daniell,  after  24  hours’ 
immersion.  With  solutions  of  sodium  and  potassium  carbonate,  the 
electromotive  force  was  feeble,  but  amounted  to  O’lO  to  0*17  Daniel! 
if  the  carbons  had  been  previously  saturated  with  a  solution  of  the 
hydroxide. 

Strong  solutions  of  sodium  hypochlorite,  made  by  decomposing 
“  chloride  of  lime”  with  sodium  carbonate,  gave  an  electromotive  force 
equivalent  to  0*4  to  0*5  Daniell  after  24  hoars’  immersion.  With 
graphite,  it  was  rather  less.  Gas-carbon  by  itself  is  not  attacked  even 
by  concentrated  solutions  of  alkaline  hypochlorites,  but  the  action 
commences  immediately  if  contact  is  made  with  a  plate  of  platinum 
or  gold  immersed  in  the  liquid.  Arc-light  carbons  ^vvere  entirely 
disintegrated  and  destroyed  in  a  month’s  time,  the  solution  becoming 
deep  yellow,  and  containing  mellic  acid  and  other  benzenecarboxylic 
acids.  Calcium  hypochlorite  gives  similar  results,  but  the  electro¬ 
motive  force  is  less,  varying  from  0*10  to  0*20  Daniell. 

The  influence  of  temperature  on  the  cell  was  also  studied  in  a 
gold  |  gas-carbon  element,  with  sodium  hypochlorite:  the  electromo¬ 
tive  force  varied  from  0*18  to  0‘27  Daniell,  as  the  temperature  was 
raised  from  14°  to  100°. 

By  modifying  the  conditions,  surrounding  the  platinum  pole  with  a 
solution  properly  chosen,  and  separated  from  the  hypochlorite  by  a 
porous  septum,  the  authors  have  arranged  a  cell  which  remains  prac¬ 
tically  constant  for  months.  C.  E.  G. 
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Battery  with  Carbon  Electrodes.  By  D.  Tommasi  and  Radiguet 
( Gompt .  rend.,  99,  129 — 130).  —  This  battery  consists  of  a  rect¬ 
angular  porcelain  cell,  on  the  bottom  of  which  is  placed  a  carbon 
plate  surrounded  by  a  paste  of  lead  peroxide,  which  constitutes  the 
positive  pole.  Above  this  is  another  plate  of  carbon,  on  the  upper 
surface  of  which  are  placed  pieces  of  gas-carbon,  the  two  plates  being 
separated  by  parchment  paper,  which  divides  the  cell  into  two  com¬ 
partments.  A  small  quantity  of  a  saturated  solution  of  common  salt 
is  poured  into  each  of  the  compartments  in  such  a  way  that  the  lead 
peroxide  is  not  disintegrated,  and  the  fragments  of  gas-carbon  on  the 
second  plate  are  only  partially  covered.  The  electromotive  force  of 
the  pile  is  0*6  volt,  and  is  not  sensibly  altered  by  the  substitution  of 
a  solution  of  ammonium  sulphate  or  chloride,  or  sodium  sulphate,  or 
even  dilute  sulphuric  acid,  for  the  sodium  chloride,  C.  H.  13. 

Galvanic  Batteries  for  the  Electric  Light.  By  I.  Probert 
( Dingl .  polyt.  J.,  253,  252). — From  a  comparison  of  the  cost  of  pro¬ 
ducing  the  electric  light  by  means  of  dynamo- machines  and  galvanic 
batteries,  the  author  infers  that  for  working  the  light  on  a  large  scale, 
galvanic  (primary)  batteries  have  no  prospect  of  success.  A  reduc¬ 
tion  in  the  cost  of  batteries  suitable  for  the  illumination  of  houses 
may  be  possible  in  four  directions: — (1)  by  substituting  cheaper 
metals  for  zinc,  e.g .,  lead  or  iron ;  (2)  by  employing  hydrochloric 
acid  in  the  place  of  sulphuric  acid  ;  (3)  by  completely  exhausting  the 
solution ;  and  (4)  by  recovering  valuable  bye-products. 

In  referring  to  primary  batteries,  the  author  states  that  Holmes  and 
Burke’s  element  consists  of  eight  cells  tilled  with  sodium  nitrate 
dissolved  in  dilute  sulphuric  acid.  It  is  provided  with  a  syphon 
arrangement  for  filling  and  emptying  the  cells  and  conducting  the 
gaseous  products  to  a  vessel,  where  they  are  dissolved  or  absorbed. 
The  hydrogen  decomposes  the  sodium  nitrate,  sodium  sulphate  and 
nitric  acid  being  formed.  The  electrodes  are  carbon  and  amalga¬ 
mated  zinc.  In  Ross’s  element  each  cell  contains  two  carbon  plates, 
which  are  placed  in  dilute  hydrochloric  acid.  To  the  latter  a  sub¬ 
stance  called  “  eureka  ”  is  added,  the  composition  of  which  is  kept 
secret.  In  the  Edco  or  Heap  battery,  zinc  carbons  and  potassium 
dichromate  are  the  depolarisers,  and  dilute  sulphuric  acid  is  the 
exciting  agent.  The  cells  are  lined  with  lead,  their  capacity  being 
equal  to  6*75  litres  (1*5  galls.).  The  cost  of  the  solution  amounts  to 
one  shilling  per  gallon.  The  zinc  plates  are  254  mm.  Jong  and 
152  mm.  wide,  and  weigh  1*36  kilos.  The  E.M.F.  is  equal  to  2  volts 
and  the  resistance  0*2  ohm.  The  zinc  plates  in  Oliphant,  Burr,  and 
Go  wan’s  battery  are  coated  with  a  thin  film  of  gold  before  amalga¬ 
mation,  whereby  a  diminution  in  the  local  action  is  said  to  be 
effected.  D.  B. 

Conversion  of  Liquid  Batteries  into  Dry  Piles.  By  Onimus 
(Gompt.  rend.,  98,  1577—1578). — Batteries  containing  solution  of 
ammonium  chloride,  zinc  chloride,  Ac.,  may  be  converted  into  dry 
piles  by  mixing  these  solutions  with  plaster  of  Paris  and  allowing  the 
mixture  to  solidify.  If  mixtures  of  ferric  oxide  or  manganese 
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peroxide  with  plaster  of  Paris  are  employed,  the  electromotive  force 
is  slightly  higher  than  with  plaster  of  Paris  alone,  and  when  ferric 
oxide  is  used  the  battery  quickly  regains  its  original  electromotive 
force  when  the  circuit  is  broken.  When  the  battery  is  exhausted  the 
solid  plaster  is  simply  again  moistened  with  the  solution. 

C.  H.  B. 

Electrolysis  of  Solid  Glass.  By  E.  Warburg  (Ann.  Phys.  Cliem ., 
21,  622-646)  . — When  calcium  sodium1  glass  is  submitted  to  electro¬ 
lysis  at  a  temperature  of  300°  between  electrodes  of  mercury,  a  badly 
conducting  film  of  Si02  separates  at  the  anode,  and  in  a  short  time 
reduces  the  intensity  of  the  current  to  a  small  fraction  of  its  original 
value.  This  film  has  a  greater  or  less  thickness  according  as  a 
greater  or  less  electromotive  force  has  been  in  operation  for  a  given 
time.  It  acts  like  the  dielectric  of  a  condenser  between  plates,  one 
of  which  is  the  conducting  part  of  the  glass  and  the  other  the 
mercury  of  the  anode.  The  capacity  of  this  condenser  is  independent 
of  the  difference  of  potential  between  its  conducting  surfaces,  and  it 
varies  from  I  to  20  B.E.  But  when  sodium  amalgam  is  substituted 
for  the  mercury  at  the  anode,  the  same  wreight  of  sodium  is  taken  up 
by  the  glass  as  is  liberated  at  the  kathode,  so  that  the*  weight  of  the 
glass  remains  unchanged,  and  its  transparency  and  other  properties  are 
not  perceptibly  affected  by  the  electrolysis.  B.  R. 

Electrical  Conductivity  of  Distilled  Water  and  of  Ice.  By 

G.  Eoussereau  (Compt.  rend.,  99,  80 — 82). — The  specific  resistance 
of  distilled  water  at  15°  was  found  to  vary  between  118,900  ohms  and 
712,500  ohms,  the  maximum  being  obtained  with  water  which  had 
been  redistilled  two  or  three  times'  in  a  platinum  apparatus.  The 
resistance  of  water  kept  in  a  glass  vessel  at  about  15°  diminishes  by 
about  one-thirtieth  after  24  hours,  owing  to  the  solvent  action 
of  the  water,  and  the  diminution  is  very  much  more  rapid  at 
higher  temperatures.  If  the  water  is  kept  in  platinum  vessels  exposed 
to  the  air,  its  resistance  diminishes  slowly,  owing  to  the  solution  of  the 
small  quantity  of  salts  and  acid  vapours  present  in  the  atmosphere. 
Carbonic  acid  has  but  little  effect  on  the  conductivity.  In  many  cases 
the  resistance  of  distilled  water  is  affected  by  small  quantities  of 
dissolved  substances  carried  over  during  distillation. 

The  variation  in  the  resistance  of  distilled  water  with  the  tempe¬ 
rature  between  0°  and  21°  is  represented  with  great  accuracy  by 
Poiseuille’s  formula  for  the  variation  of  the  internal  friction, 
1  +  at  +  or,  in  other  words,  the  resistance  of  distilled  w^ater  is 
proportional,  within  certain  limits,  to  the  coefficient  of  internal 
friction. 

The  resistance  of  water  becomes  15,000  times  greater  at  the 
moment  of  congelation,  the  specific  resistance  of  ice  varying  between 
4865  megohms  at  —  1°,  and  53,540  meghoms  at  —  17°.  The  resistance 
of  ice  shows  variations  corresponding  with  the  resistance  of  the  water 
from  which  it  was  formed.  0.  H.  B. 

Electrical  Conductivity  of  Dilute  Solutions.  By  E.  Bouty 
( Compt .  rend.,  99,  30 — 32). — Many  oi'ganic  substances  do  not  sensibly 
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diminish  the  resistance  of  distilled  water,  whilst  even  those  which  are 
the  best  conductors  have  a  resistance  from  50  to  200  times  as  great 
as  that  of  neutral  salts. 

Anhydrous  acids  and  alkalis  are  non-conductors  ;  hydrated  acids 
and  alkalis  conduct  in  the  same  manner  as  salts. 

Organic  alkalis  in  dilute  aqueous  solution  have  a  resistance  600  to 
800  times  as  high  as  that  of  salts ;  and  ammonia,  which  forms  no 
definite  compound  with  water,  has  a  resistance  110  times  as  great  as 
that  of  salts.  On  the  other  hand,  potassium,  sodium,  barium,  calcium, 
lithium,  and  thallium  hydroxides  are  good  conductors.  The  ratio  of 
the  resistance  of  a  solution  of  potassium  hydroxide  to  that  of  an 
equivalent  solution  of  potassium  chloride,  for  example,  is  about  0*4, 
but  the  ratio  is  higher  the  more  dilute  the  solution. 

An  aqueous  solution  of  arsenious  anhydride  is  practically  a  non¬ 
conductor,  and  solutions  of  carbonic  anhydride  and  hydrogen  sulphide 
have  a  resistance  far  higher  than  that  of  salts.  None  of  these  sub¬ 
stances  form  definite  compounds  with  water.  A  solution  of  sul¬ 
phurous  anhydride  at  20°,  on  the  other  hand,  has  a  resistance  only  2*33 
times  as  great  as  that  of  an  equivalent  solution  of  potassium  chloride. 
The  conductivity  of  the  acid  solution  decreases  much  less  than  that 
of  the  salt  solution  when  cooled  down  to  0°,  probably  owing  to  the 
formation  of  a  further  quantity  of  a  hydrate.  The  resistance  of 
dilute  solutions  of  sulphuric  acid  varies  in  a  complex  manner  with  the 
degree  of  dilution,  but  is  never  more  than  about  one- third  of  the 
resistance  of  an  equivalent  salt  solution.  The  different  inorganic  and 
organic  acids  furnish  every  degree  of  conductivity  between  the  non¬ 
conductor  arsenious  anhydride  and  the  good  conductor  sulphuric 
acid.  Boric  acid  and  pyrogallol  have  a  resistance  as  high  as  arsenious 
oxide,  whilst  nitric,  hydrochloric,  and  picric  acids  conduct  almost  as 
well  as  sulphuric  acid.  C.  H.  B. 

Compounds  obtained  by  Means  of  Gas  Batteries  and  the 
Silent  Discharge.  By  A.  Figuier  ( Corny  t .  rend.,  98,  1575 — 1577). 
— The  apparatus  employed  consisted  of  two  hollow  graphite  cylinders 
closed  at  one  end,  and  coated  internally  with  spongy  metal  or  spongy 
carbon  so  as  to  prevent  polarisation.  These  cylinders  were  supported 
by  a  lid  which  closed  hermetically  the  vessel  containing  the  liquid 
conductor,  the  latter  being  alkaline  when  the  product  of  the  reaction 
was  acid,  and  vice  versa.  In  some  cases  the  gases  were  subjected 
to  the  silent  discharge  before  being  placed  in  the  battery.  The 
compounds  produced  are  formed  in  contact  with  the  poles,  and  in 
greater  abundance  at  the  positive  pole.  Although  the  current  pro¬ 
duced  may  be  very  feeble,  the  energy  of  the  reaction  may  be  relatively 
large.  In  the  following  table  the  substance  placed  second  constituted 
the  positive  pole  : — 

Air  and  sulphurous  anhydride  produce  sulphuric  anhydride. 

Hydrogen  and  chlorine  ,,  hydrochloric  acid. 

Oxygen  and  chlorine  ,,  chloric  acid. 

Nitrogen  and  oxygen  ,,  nitric  anhydride. 

Hydrogen  and  nitrogen  „  ammonia. 
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Carbonic  oxide  and  sodium  car-  produce  sodium  oxalate  and  form- 
bonate  ate. 

Ethylene  and  oxygen  „  formic  and  acetic  acids. 

Hydrogen  and  carbonic  anhydride  ,,  formic  and  acetic  acids. 

Methane  and  carbonic  anhydride  ,,  acetic  acid. 

The  ozonisers  employed  were  provided  with  armatures  coated  with 
platinum  black,  and  were  so  arranged  that  their  temperature  could  be 
raised.  Under  the  influence  of  the  discharge  oxygen  combines 
directly  with  sulphur,  selenium,  chlorine,  iodine,  and  bromine,  but 
has  no  action  on  tellurium.  Hydrogen  combines  with  sulphur,  selenium, 
ordinary  phosphorus,  and  nitrogen,  but  has  no  action  on  tellurium, 
arsenic,  antimony,  and  red  phosphorus.  Oxygen  oxidises  formic  acid 
and  formates,  carbonic  oxide  combines  with  hydroxides,  &c. 

C.  H.  B. 

Action  of  the  Induction  Spark  on  Benzene,  Toluene,  and 
Aniline.  By  A.  Destrem  ( Compt .  rend.,  99,  138). — The  spark  from 
a  coil  of  moderate  size  worked  by  three  Bunsen  cells  was  passed  into 
the  liquids  between  platinum  points  placed  very  close  together,  and 
the  gaseous  products  of  decomposition  were  collected  and  analysed: — 

Benzene  yields  acetylene  42 — 43;  hydrogen  57 — 58  =  100. 

Toluene  ,,  ,,  23 — 24;  „  76 — 77  =  100. 

Aniline  ,,  ,,  21;  hydrogen,  65;  hydrocyanic  acid,  9; 

nitrogen,  5  —  100. 

Carbon  is  also  liberated  in  a  bulky  form,  that  from  the  aniline  being 
considerably  more  dense  than  that  from  the  other  two  compounds. 
Benzene  and  toluene  yield  some  diphenyl  and  a  brown-red  compound 
soluble  in  the  hydrocarbons.  C.  H.  B. 

New  Method  of  directly  Measuring  Absolute  Magnetic 
Intensity.  By  A.  Leduc  (Compt.  rend.,  99,  186 — 187). — A  modified 
form  of  the  manometer  of  Lippmann’s  galvanometer  (this  vol.,  p.  881) 
is  employed.  A  current  of  from  1  to  3  amperes  is  passed  through 
the  manometer,  and  the  latter  is  placed  in  the  magnetic  field,  the 
intensity  of  which  is  measured  by  the  rise  or  fall  of  the  mercury  in 
the  arm  of  the  manometer.  C.  H.  B. 

Magnetism  of  Organic  Bodies.  By  S.  Wleugel  and  S. 
Henrichsen  (Ann.  Phys.  Chem.,  22,  121 — 123). — The  authors  have 
examined  the  magnetism  of  compounds  of  the  C«H2w+l  alcohol 
radicals.  The  results  show  that  the  molecular  magnetism  is  increased 
by  a  nearly  constant  amount  for  each  CH2  in  the  compound,  and  that 
it  is  equal  to  the  sum  of  the  partial  magnetism  of  the  alcohol  radicals 
and  that  of  the  remaining  parts  of  the  compound.  In  the  compounds 
the  specific  magnetism  is  nearly  the  same  for  OH,  I,  Br,  and  S,  but 
for  Cl  it  is  much  greater.  Propyl  alcohol  and  isopropyl  alcohol  show 
exactly  the  same  value,  whilst  isobutyl  alcohol  has  the  value  found  by 
calculation  for  butyl  alcohol.  For  H  in  alcohol  radicals,  the  value 
—  780*5  is  found,  whereas  C  has  only  —  5*6.  The  latter  value  is  so 
insignificant  compared  with  the  former,  that  the  observed  results  agree 
nearly  as  well  with  C  =  0,  H  =  —  807*6.  R.  R, 
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Specific  Heat  of  Mellite.  By  A.  Bartoli  and  E.  Stracciati 
( Gazzetta ,  14,  105 — 114). — Three  well-crystallised  examples  of  mellite 
were  examined  :  the  first,  from  Bohemia,  had  a  sp.  gr.  of  1*60 ;  the 
second,  from  Artern  in  Thuringia,  was  of  sp.  gr.  1*57,  and  the  third 
from  Malanka  in  the  Urals,  of  sp.  gr.  1*59.  The  results  of  the  analysis 
in  each  case  corresponded  with  the  formula  C12A12012  +  18H20.  The 
specific  heat  of  the  specimens  was  determined  between  the  tempe¬ 
ratures  of  80°  and  0°  in  three  several  ways  :  namely,  with  Bunsen’s 
calorimeter,  with  a  water  calorimeter,  and  by  Kopp’s  method.  Full 
details  of  the  experiments  are  given,  and  the  results  tabulated.  The 
mean  of  the  results  is  as  follows  : — 

Bohemian  mellite,  by  Bunsen’s  calorimeter,  between  0°  and  79°  = 
0*33005. 

Bohemian  mellite,  by  the  water  calorimeter,  between  47d  and  79° 

=  0*32816. 

Thuringian  mellite  between  25°  and  79°  =  0*33155. 

Uralian  mellite  between  27°  and  79°  =  0*33489. 

Mellite  by  Kopp’s  method  between  15*5°  and  69°  =  0*33592. 

The  mean  of  all  these  gives  the  number  0*33211. 

By  means  of  Person’s  formula  ( Gazzetta ,  8,  429),  the  approximate 
value  0  20958  is  deduced  for  the  specific  heat  of  anhydrous  mellite, 
C12A12012.  C.  E.  G. 

Thermal  Effect  of  Mixing  Liquids.  By  Koxovaloff  (Bull  Soc. 
Glum .,  41,  340). — The  thermal  eifect  of  mixing  liquids  depends  on 
the  cohesive  energy  of  each  liquid,  indicated  by  the  heat  of  vapori¬ 
sation  and  on  the  degree  of  disaggregation,  that  is  to  say,  upon  the 
relative  quantities  of  the  two  liquids.  This  view  is  confirmed  by  the 
existence  of  liquids  which,  when  mixed,  give  rise  either  to  an 
absorption  or  evolution  of  heat  depending  on  their  relative  quantities. 
The  former  eifect  ensues  in  the  solution  of  a  liquid  of  great  cohe¬ 
sive  energy.  The  author  agrees  with  the  statement  of  Dossios,  that 
solution  may  be  regarded  as  the  result  of  a  strain  between  the  force 
of  molecular  cohesion  of  homogeneous  and  heterogeneous  liquids,  but 
does  not  attribute  an  absolute  character  to  the  cohesive  force. 

W.  R.  D. 

Thermal  Effect  of  Solution.  By  Alex^kff  (Bull.  Soc.  Chim., 
41,  256). — In  the  case  of  liquids,  solubility  is  always  attended  with 
an  absorption  of  heat  if  the  substances  do  not  react  with  each  other. 
Solution  is  thermally  distinguished  from  mixture  by  the  fact  that  in 
the  latter  instance  thermal  absorption  reaches  the  maximum  when  the 
liquids  are  present  in  equal  proportions.  Thus  aniline  with 
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But  when  solution  occurs  the  amount  of  heat  absorbed  increases  as 
the  quantity  of  substance  dissolved  becomes  greater.  Thus  the  solu- 
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tioti  of  1*85  parts  of  aniline  in  100  parts  of  water  is  equal  to  —  5  cal., 
and  when  the  quantity  of  aniline  is  raised  to  97*01  parts  the  thermal 
effect  is  equal  to  —  228  cal.  W.  R.  D. 

Displacement  of  Chlorine  by  Bromine  in  Silver  Chloride. 

By  T.  S.  Humpidge  (Ber.,  17,  1838 — 1839). — Before  becoming  ac¬ 
quainted  with  Potilitzin’s  work  on  this  subject  (this  vol.,  955),  the 
author  had  observed  a  displacement  of  chlorine  by  bromine  in  silver 
chloride  even  at  the  ordinary  temperature.  Freshly  precipitated  and 
well  washed  silver  chloride  was  covered  with  bromine- water,  and 
allowed  to  stand  for  some  time  :  after  24  hours  at  11°,  5*28  per  cent.  ; 
after  76  hours  at  11*9°,  10*15  per  cent. ;  after  7  hours  at  44*4°,  11*28 
per  cent. ;  and  after  12  hours  at  44*4°,  14*53  per  cent,  of  chlorine  had 
been  displaced  by  bromine.  The  author  points  out  that  these  results 
are  even  more  opposed  to  Berthelot’s  “  principe  du  travail  maximum  ” 
than  those  given  by  Potilitzin,  who  employed  higher  temperatures. 
The  author  undertook  these  researches  and  is  continuing  them,  for  the 
purpose  of  throwing  light  on  the  influence  of  time,  temperature,  and 
mass  in  chemical  reactions.  L.  T.  T. 

Thermochemical  Researches  on  Fluorine  Compounds.  By 

Guntz  (Atm.  Chirn.  Phys .  [6],  3,  1 — 66). — In  this  memoir  are  collected 
the  author’s  various  determinations  on  the  heats  of  combination, 
formation,  and  solution  of  the  metallic  compounds  of  fluorine  ;  a 
greater  part  of  the  work  has  already  appeared  in  abstract  (Abstr., 
1881,  5,  544—546,  704,  884).  A  few  incidental  points  of  interest  are 
alluded  to  in  the  course  of  the  memoir. 

Potassium  fluoride  is  described  by  Berzelius  as  having  an  alka¬ 
line  reaction  ;  the  perfectly  dry  salt  is  however  quite  neutral,  and  its 
alkalinity  in  aqueous  solution  is  due  to  a  slight  loss  of  acid  during* 
evaporation,  and  the  consequent  formation  of  free  alkali.  As  the  heat 
of  formation  of  potassium  hydrogen  fluoride  is  considerable,  the 
author  examined  its  degree  of  dissociation  in  dilute  solution  by 
causing  to  react  together  various  proportions  of  potassium  fluoride, 
hydrofluoric  acid,  and  water  ;  the  results  were — 

KF  (1  eq.)  with  HF  (1  eq.)  in  4  kilos,  water,  absorbs  —  0*33  cal. 

KF  „  „  HF  (f  eq.)  ,,  „  „  —  0  36  „ 

KF  „  „  HF  (5  eqs.)  „  „  „  -  078  „ 

The  heat  of  absorption  increases  with  increase  in  the  proportion  of 
acid ;  the  results  of  the  converse  reaction  were — 

HF  (1  eq.)  writh  KF  (1  eq.)  in  4  kilos.  w~afer,  absorbs  —  0*33  cal. 

HF  „  „  KF  (f  eq.)  „  „  „  -  0*36  „ 

HF  „  „  KF  (5  eqs.)  „  „  „  —  074  „ 

The  same  phenomenon  is  here  noticeable,  and  thus  the  presence  of 
an  excess  of  one  or  other  of  the  components  modifies  the  chemical 
equilibrium  and  increases  the  proportion  of  constituents  combined,  a 
result  analogous  to  that  obtained  by  Berthelot  and  P.  de  Saint  Gilles 
in  their  researches  on  etherification. 

The  interaction  of  hydrofluoric  acid  with  potassium  chloride,  and  of 
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hydrochloric  acid  with  potassium  fluoride,  was  also  studied  with  the 
following  results  : — 1 

2HF  (gas)  +  2KC1  (solid)  =  2KF  (solid)  +  2HCI  (gas) 

absorbs .  —  22  cal. 

2HF  (gas)  +  2KC1  (solid)  =  KF.HF  (solid)  +  KOI 

(solid)  +  HC1  (gas)  evolves .  +10  ,, 

2HC1  (gas)  +  2KF  (solid)  =  2KC1  (solid)  +  2HF  (gas) 

absorbs  *  r  ■  •  -  22 

2HC1  (gas)  ’+  2KF  (solid)  '=  KF.HF*  (solid ;  ’+  KC1 

(solid)  4“  HC1  (gas)  evolves .  +32  ,, 

These  experiments  show  that  the  hydrochloric  acid  is  converted 
into  the  chloride,  in  presence  of  excess  of  fluoride,  while  the  liberated 
hydrofluoric  acid  forms  potassium  hydrogen  fluoride  ;  whilst,  in  pre¬ 
sence  of  excess  of  chloride,  the  hydrofluoric  acid  is  gradually  converted 
into  potassium  hydrogen  fluoride,  but  on  account  of  the  decomposition 
of  this  salt  by  water  the  change  is  limited  to  one-fifth  of  the  theoretical 
quantity. 

On  comparing  the  heats  of  neutralisation  of  various  bases  with 
hydrochloric,  hydrofluoric,  and  sulphuric  acids  respectively,  it  is  seen 
that  the  values  for  hydrofluoric  and  sulphuric  acids  are  far  closer  to 
one  another  than  those  of  hydrochloric  and  hydrofluoric  acids. 

Determinations  of  the  heat  of  formation  of  the  chloride  and  oxy¬ 
chloride  of  antimony  are  also  given,  and  an  investigation  on  the  fluo- 
silicates  (cf.  Abstr.,  1884,  884). 

Antimony  trichloride  is  decomposed  by  water  with  formation  of  the 
oxychlorides,  SbCbCl,  Sb205Cl,  and  the  hydrated  oxide.  The  heat  of 
neutralisation  of  antimonious  oxide  was  determined  either  by  the 
direct  solution  of  the  oxide  in  hydrochloric  acid,  or  indirectly  by  dis¬ 
solving  antimony  trichloride  in  hydrofluoric  acid,  and  comparing  the 
heat  evolved  with  that  disengaged  by  the  solution  of  an  equivalent 
weight  of  antimonious  oxide  in  hydrofluoric  acid. 

The  mean  result  of  these  two  independent  methods  was — 

Sb203  (anhyd.)  +  6HC1  (gas)  =  2SbCl3  (solid)  +  3H20 

(solid)  .  =  94 ‘4  cal. 

It  was  found  that  the  decomposition  of  antimony  chloride  by  water 
does  not  give  exactly  the  oxychloride  Sb305Cl ;  definite  equilibrium  is 
established  only  after  a  long  interval  of  time. 

Silicon  Fluoride. — From  Thomsen’s  data  of  the  heat  of  solution  of 
silicon  in  hydrofluoric  acid,  and  of  silicon  fluoride  in  water,  the  author 
calculates  for  the  heat  of  formation  of  silicon  fluoride  : 

Si  (cryst.)  +  F4  (gas)  =  SiF4  (gas)  =  269’4  cal. 

The  action  of  steam  on  silicon  fluoride  with  formation  of  hydro¬ 
fluoric  and  silicic  acids  is  an  endothermic  change  : 

SiF4  (gas)  +  2H20  (gas)  =  2HF  (gas)  +  Si02  (sol.)  =  —  25‘8  cal. ; 

consequently  it  can  only  take  place  provided  that  the  temperature  is 
sufficiently  high  to  prevent  the  secondary  reaction,  viz.,  combination 
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of  hydrofluoric  acid  with  water,  and  formation  of  hydrofkmsilicic 
acid,  which  develops  an  amount  of  heat  sufficient  to  compensate  the 
absorption.  This  theoretical  deduction  is  completely  in  accordance 
with  the  experiments  of  Hautefeuille,  who  demonstrated  that  silicon 
fluoride  is  not  decomposed  by  steam  above  150°.  V.  H.  V. 

Combustion  of  Explosive  Gases  in  various  States  of  Dilu¬ 
tion.  By  A.  Witz  ( Compt .  rend.,  99,  187 — 190). — The  heat 
developed  by  the  explosive  combustion  of  water-gas,  mixed  with 
twice  its  volume  of  oxygen,  is  notably  less  than  that  developed  by  the 
explosion  of  water-gas  alone,  and  the  difference  is  greater  when  car¬ 
bonic  anhydride  is  substituted  for  oxygen.  C.  H.  B. 

Non-existence  of  Ammonium  Hydroxide.  By  D.  Tommasi 
(Bull.  See.  Chim 41,  444 — 445). — The  author  points  out  that  there 
is  a  great  discrepancy  between  the  calculated  and  experimental  heat 
of  formation  of  ammonium  hydroxide.  The  former  is  54‘2  cal.,  but 
the  latter  only  21  cal.,  whereas  the  heats  of  formation  of  other 
hydroxides  (sodium,  lithium,  calcium,  Ac.)  determined  experimentally, 
auree  wdth  the  calculated  results.  From  this  the  author  concludes 
that  a  hydroxide  of  ammonium  is  not  contained  in  the  aqueous  solu¬ 
tion  of  ammonia-gas,  or,  more  strictly,  that  the  constitution  of  this 
solution  differs  from  that  of  the  other  alkaline  hydroxides. 

W.  R.  D. 

Lithium  Oxide.  By  Beketoff  (Bull.  Soc.  Chim.,  41,  311 — 312). 
— The  heats  of  formation  of  the  oxides  of  lithium,  sodium,  and  potas¬ 
sium  were  determined,  and  also  the  heats  of  hydration  of  the  same 
oxides,  with  the  following  results,  which  are  in  accordance  with  the 
theoretical  predictions  of  the  author  : — 


JVL  +  0.  M2O  +  TLO .  +  Aq. 

Li .  140,000  13,000  26,000 

NTa .  108,000  35,400  55,000 

K  .  97,000  42,000  67,000 


Lithium  oxide  prepared  by  T roost’s  method  always  contains  carbonate. 
When  anhydrous  lithium  carbonate  is  dissolved  in  water,  heat  is 
evolved;  moreover,  the  solubility  of  this  compound  decreases  with  an 
increase  of  temperature.  These  facts  point  to  the  existence  of  an 
unstable  hydroxide.  W.  R.  D. 

Mixed  Liquids  of  Constant  Boiling  Point.  By  D.  Konova- 
eoff  (Ber.,  17,  1531 — 1539). — In  a  former  communication  (Abstr., 
18tfl,  1093)  the  author  showed  that  two  miscible  liquids  form  a 
mixture  of  constant  boiling  point  wdien  the  vapour-tension  curve 
(taken  as  a  function  of  the  composition  of  the  mixture)  has  a  maxi¬ 
mum  or  a  minimum.  From  a  review  of  existing  data,  and  an  exami¬ 
nation  of  many  fresh  mixtures,  the  author  now  draws  the  following 
conclusions. 

i.  When  the  vapour-tension  curve  of  a  mixture  of  constant  boiling 
point  has  a  minimum  (i.e.,  when  the  vapour-tension  of  the  mixture  is 
less  than  that  of  either  of  the  constituents),  the  constituent  of  lower 
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boiling  point  preponderates  in  the  mixture.  ii.  When  the  tension- 
curve  shows  a  maximum  ( i.e .,  exceeds  that  of  either  of  the  constitu¬ 
ents),  the  liquid  of  greater  vapour-tension  forms  the  larger  proportion 
of  the  mixture,  iii.  The  ratio  between  the  two  constituents  of  a 
mixture  of  constant  boiling  point  approaches  more  nearly  to  equality 
the  nearer  together  their  vapour-tensions  are  in  the  free  state;  and 
diverges  more  from  equality  the  further  apart  their  vapour-tensions 
are.  iv.  The  greater  the  mutual  action  of  the  two  liquids  on  one 
another,  the  greater  is  the  tendency  to  the  formation  of  a  mixed  liquid 
having  a  minimum  curve.  L.  T.  T. 

Different  Methods  of  Distillation  compared.  By  H.  Kreis 
( Annalen ,  224,  259 — 269). — A  series  of  quantitative  experiments  on 
fractional  distillation  shows  that  the  best  results  are  obtained  for 
mixtures  boiling  about  100°  by  using  Linnemann’s  tubes  ( Annalen , 
160,  195),  or  the  simpler  and  less  expensive  apparatus  devised  by 
Hempel  ( Zeits .  Anal.  Ghem .,  20,  Part  IV).  A  flask  provided  with  a 
bulb  on  its  neck  yields  better  results  than  a  long-necked  flask  for 
mixtures  boiling  about  300°.  W.  C.  W. 

Production  of  very  Low  Temperatures  by  Means  of  Me¬ 
thane.  By  L.  Cailletet  ( Gompt .  rend .,  98,  1565 — 1566). — When 
methane  is  slightly  compressed,  and  cooled  by  means  of  liquid 
ethylene  boiling  under  ordinary  atmospheric  pressure,  it  condenses 
to  a  colourless  very  mobile  liquid,  and  if  this  liquid  methane  is 
allowed  to  boil  under  atmospheric  pressure  the  temperature  produced 
is  sufficiently  low  to  liquefy  oxygen  immediately.  C.  H.  B. 

The  Freezing  Point  of  Saline  Solutions.  By  F.  M.  Raoult 
(Gompt.  rend.,  99,  324 —326) .—Determinations  of  the  freezing  points 


of  solutions  of  salts  of  polyatomic  metals 
water  give  the  following  results  : — 

which  are  not  decomposed  by 

Reduction  of 
freezing  point 
bv  1  gram  of  salt 

Molecular 

weight. 

in  100  grams 
of  water. 

Molecular 

reduction. 

Stannic  chloride  . . 

260 

0-370 

96-3 

Aluminium  chloride.  .  .  . 

268 

0-481 

129*0 

Chromic  chloride  (violet) 

318 

0-408 

130-0 

Ferric  chloride . 

325 

0*396 

129-0 

Aluminium  nitrate  .... 

283 

0-458 

129-8 

Chromic  nitrate  (violet). 

333 

0-384 

128-0 

Aluminium  sulphate.  .  .  . 
Chromic  sulphate  (vio- 

343 

0-129 

44‘4 

let) . 

393 

0-115 

45-4 

Ferric  sulphate . 

400 

0-115 

46-0 

From  these  results,  and  others  previously  obtained  (this  vol.,  pp.  701 
and  808),  it  follows  that — 

(1.)  When  in  a  solution  of  a  salt  of  a  monovalent  metal  containing 
1  equivalent  of  the  metal  in  100  grams  of  water,  the  monovalent 
metal  is  replaced  by  an  equivalent  quantity  of  a  bivalent  or  multivalent 
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metal,  the  molecular  reduction  of  the  freezing  point  is  diminished  by 
a  practically  constant  quantity,  about  10'5. 

(2.)  When  in  a  solution  of  a  salt  of  a  strong  monobasic  acid 
containing  1  equivalent  of  the  acid  in  100  grams  of  water,  the  mono¬ 
basic  acid  is  replaced  by  an  equivalent  quantity  of  a  strong  dibasic 
acid,  the  molecular  reduction  of  the  freezing  point  is  likewise 
diminished  by  a  practically  constant  quantity,  about  14. 

The  sums  and  differences  of  the  partial  reductions  of  the  freezing 
point  by  saline  radieles  being  thus  known,  it  is  possible  to  calculate 
the  absolute  values  of  these  reductions  if  it  is  admitted  that  there  is  a 
constant  ratio  between  the  partial  reductions  produced  by  electro¬ 
negative  and  electropositive  radicles  of  the  same  atomicity.  It  is 
thus  found  that  the  partial  reductions  caused  by  saline  radicles 


approximate  to  the  following  values  : 

Partial 

molecular 

reduction. 

Univalent  electronegative  radicles  (Cl,  Br,  OH,  hT03,  &c.) 

20 

Bivalent  ,,  ,,  ,, 

(S04,  Cr04,  &c.)  .... 

11 

Univalent  electropositive  ,, 

Bi-  or  multivalent  electropositive 

(H,  K,  hTa,  &c.)  .... 

15 

radicles . 

(Ba.Mg.Al,) . 

8 

From  these  data  it  is  possible  to  calculate  approximately  the  mole¬ 
cular  reduction  of  the  freezing  point  caused  by  the  majority  of  salts 
formed  by  the  union  of  a  strong  acid  with  a  strong  base.  The  values 
thus  obtained  agree  very  closely  with  the  results  of  experiment,  and 
it  follows  that  the  molecular  reduction  of  the  f  reezing  point,  produced  ly 
salts  formed l  by  the  monobasic  and  bibasic  acids ,  is  sensibly  the  sum  of 
the  partial  molecular  reductions  of  the  electropositive  and  electronegative 
radicles.  These  facts  prove  that,  contrary  to  the  author’s  previous 
belief,  the  general  law  of  congelation  is  not  applicable  to  salts  dis¬ 
solved  in  water,  and  they  justify  the  criticisms  of  Debray  ( Compt .  rend., 
1883,  97,  825).  It  would  seem,  however,  that  this  law  is  applicable 
to  the  constituent  radicles  of  the  salts,  almost  as  if  these  radicles  wrere 
simply  mixed  in  the  solutions,  and  this  constitutes  further  evidence 
that  the  radicles  of  salts  dissolved  in  water  act  independently  in 
modifying  the  physical  properties  of  the  solvent.  C.  H.  B. 

Absorption  of  Chlorine  by  Carbon,  and  its  Combination 
with  Hydrogen.  By  Berthelot  and  Guntz  {Compt.  rend.,  99, 
7—8). — Melsens  found  that  when  hydrogen  is  passed  over  purified 
wood-charcoal  saturated  with  chlorine,  hydrochloric  acid  is  formed, 
but  there  is  a  reduction  of  temperature.  The  authors  find  that  the 
absorption  of  35'5  grams  of  chlorine  by  purified  charcoal  develops 
-f  6*78  cal.,  a  quantity  almost  double  the  heats  of  volatilisation  of 
liquid  bromine  and  iodine,  but  still  considerably  below  the  heat 
of  formation  of  hydrochloric  acid.  When,  however,  hydrogen  is 
passed  over  the  charcoal  saturated  with  chlorine,  hydrochloric  acid 
is  formed,  and  a  considerable  proportion  of  the  absorbed  chlorine  is 
given  off  unchanged.  The  amount  of  chlorine  thus  given  off  is  seven 
times  as  great  as  the  volume  of  hydrochloric  acid  formed,  the  heat 
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absorbed  by  the  first  change  is  greater  than  that  developed  by  the 
second,  hence  the  reduction  of  temperature.  0.  H.  B. 

Behaviour  of  Vegetable  Tissues,  Starch,  and  Charcoal, 
towards  Gases.  By  J.  Bohm  ( Bied .  Gentr .,  1884,  316—319). — 
Experimenting  with  cork  and  pine-wood,  the  author  found  that  the 
first  portions  of  the  gas  removed  from  them  in  a  vacuum  contained 
from  6  to  12  per  cent,  more  oxygen  than  common  air;  raspings  of 
wood  or  cork  did  not  absorb  hydrogen  or  oxygen,  and  the  same  was 
found  to  be  the  case  with  pine-wood,  which  was  easily  permeated  by 
air  under  pressure,  as  also  was  deal  which  had  lain  long  in  water,  and 
was,  therefore,  to  some  extent,  decayed.  As  the  tissue  of  wood  contains 
air  rich  in  oxygen,  it  follows  that  this  gas  must  diffuse  more  readily 
through  the  walls  than  nitrGgen.  Carbonic  anhydride  is  absorbed  in 
quantities  which  vary  in  proportion  with  the  amount  of  aqueous 
vapour  present,  cork  powder  absorbing  less  than  wood.  Starch 
absorbs  most  carbonic  anhydride  when  perfectly  dry,  and  the  gas  is 
not  wholly  removable  in  a  vacuum,  but  completely  by  immersion  in 
water.  Charcoal  condenses  but  a  small  amount  of  air,  and  that 
which  is  first  removed  is  richer  in  oxygen  than  that  which  follows. 
Freshly-ignited  charcoal  absorbs  many  times  its  volume  of  air,  and 
relatively  more  oxygen  than  nitrogen,  the  latter  being  completely 
removable,  the  former  only  partly  by  boiling*  water.  Freshly-ignited 
coal  absorbs  neither  nitrogen  nor  hydrogen,  but  some  carbonic  anhy¬ 
dride  and  much  oxygen,  which  probably  is  employed  in  oxidising 
hydrocarbons.  E.  W.  P. 

Coagulation  of  Colloids.  By  E.  Grimaux  ( Gompt .  rend.,  98, 
1578 — 1581). — Colloids  may  be  divided  into  two  groups,  according  as 
their  coagulation  is  prevented  or  hastened  by  dilution. 

The  first  group  includes  ferric  hydroxide,  soluble  silica,  the  nitro- 
genised  colloids,  albumin,  and  the  amidobenzoic  colloids,  the  coagula¬ 
tion  of  which  requires  a  longer  time  or  a  higher  temperature  the 
more  dilute  the  solution.  In  such  cases,  coagulation  is  analogous  to 
etherification.  Just  as  ethereal  salts  are  formed  with  elimination  of 
water,  so  ferric  hydroxide  and  silicic  hydroxide,  Si(OH)4,  undergo 
condensation  with  elimination  of  water,  forming  respectively  in  the 
first  place  such  compounds  as  Fe4O(OH)I0  and  Si20(0H)6.  Coagula¬ 
tion,  like  etherification,  takes  place  very  slowly  at  the  ordinary 
temperature,  especially  if  the  solutions  are  dilute,  but  both  changes 
are  accelerated  by  the  action  of  heat,  and  attain  their  maximum  limit 
more  quickly  the  higher  the  temperature.  Salts  which  promote 
coagulation  act  as  dehydrating  agents,  just  as  barium  chloride  impedes 
the  saponification  of  ethyl  benzoate  (Bert helot).  Coagulation,  how¬ 
ever,  unlike  etherification,  is  generally  not  reversible,  but  even  here 
the  difference  is  not  absolute,  for  under  certain  conditions  coagulated 
silicic  or  ferric  hydroxide  can  redissolve  in  water,  and,  on  the  other 
band,  the  decomposition  of  ethereal  salts  by  water  is  never  complete, 
whatever  the  proportion  of  water.  The  gradual  contraction  of  the 
coagulum  is  due  to  a  continuation  of  the  process  of  condensation,  with 
further  elimination  of  water. 
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When  coagulation  is  promoted  by  dilation,  as  in  the  case  of  ferric 
derivatives,  Schweizer’s  reagent,  calcium  saccharate,  Ac.,  it  is  due  to 
dissociation  produced  by  the  action  of  the  water.  This  explanation 
is  supported  by  the  fact  that  in  these  cases  coagulation  by  addition  of 
water  is  impeded,  or  even  entirely  prevented,  by  the  presence  of  an 
excess  of  one  of  the  constituents  of  the  colloid.  C.  H.  B. 

The  Dehydrating  Action  of  Salts.  By  D.  Tommasi  (Compt. 
rend.,  99,  37 — 38). — Grimaux’s  researches  on  the  coagulation  of 
colloids  lead  to  the  conclusion  that  salts  promote  the  coagulation  of 
some  colloids  by  acting  as  dehydrating  agents.  There  are,  however, 
cases  in  which  certain  salts  produce  an  exactly  opposite  effect,  and 
prevent  the  dehydration  of  other  substances.  The  temperature 
required  to  convert  cupric  hydroxide  into  cupric  oxide,  for  example,  is 
higher  in  presence  of  sodium  acetate, sulphate,  and  hydroxide,  potassium 
bromide,  chlorate,  and  iodide,  than  in  pure  water,  and  the  presence  of 
10  per  cent,  of  calcium  chloride,  of  saccharose,  and  of  even  0*3  per 
cent,  of  manganese  sulphate,  prevents  the  dehydration  of  cupric 
hydroxide,  even  at  100°.  Potassium  chloride,  sodium  carbonate,  and 
stronger  solutions  (10  per  cent.)  of  sodium  hydroxide  facilitate  the 
conversion  of  cupric  hydroxide  into  the  oxide.  0.  H.  B. 

Cohesion  of  Saline  Solutions  and  of  their  Admixtures.  By 

O.  Rother  (Ann.  Phys.  Cfieni .,  21,  576 — 615). — In  his  determina¬ 
tions  of  capillary  cohesion,  the  author  has  made  use  of  tubes  of 
an  elliptical  section,  which  he  has  found  very  uniform  in  calibre,  and 
in  which  the  liquid  rises  to  a  greater  height  than  in  the  more  usually 
employed  circular  tubes  of  equal  area  of  bore,  thus  admitting  of 
more  accurate  measurements  being  made.  He  distinguishes  the 
actual  cohesion  of  each  solution  from  the  specific  cohesion ,  the  latter 
being  obtained  by  referring  the  observed  value  to  the  molecular 
Aveight  of  the  salt.  The  experimental  results  are  shoAvn  in  an 
extended  series  of  tables,  and  a  plate  accompanies  the  paper,  giving 
graphic  representations  of  the  determinations.  Among  the  general 
laws  proceeding  from  these,  and  fully  discussed  in  the  paper,  the 
most  interesting  are,  perhaps,  the  following  : — The  actual  cohesion 
increases  with  the  quantity  of  salt  in  the  solution,  being,  in  fact,  a 
linear  function  of  that  quantity,  and  it  is  greater  with  salts  of  smaller 
molecular  weights.  Solutions  containing  equal  percentages  of  K2SO4 
and  of  Na2S04  have  the  same  actual  cohesion.  The  specific  cohesion 
increases  more  rapidly  with  the  small  than  with  the  larger  per¬ 
centages  of  salt.  Equal  quantities  of  NaCl  and  of  KCJ,  dissolved  in 
equal  quantities  of  water,  give  solutions  of  the  same  specific  cohesion. 
The  cohesion  of  solutions  containing  knOAvn  quantities  of  one  or  more 
salts  may  be  expressed  in  mathematical  formulae  involving  the 
capillary  constants.  R.  R. 

Diffusion  of  Gases  through  a  Porous  Septum.  By  G.  Hanse- 
mann  (Ann.  Phys.  Chem .,  21,  546 — 562). — The  object  of  the  re¬ 
searches  recorded  in  this  paper  is  to  test  the  validity  of  the  theory 
of  the  diffusion  of  gases  through  a  porous  septum,  enunciated  in  1871 
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by  Stefan  (Wien.  Akad.  Ber .,  63,  111),  who  treats  it  as  a  particular 
ease  of  his  general  theory  of  gas  motion,  in  which  he  regards  the 
porous  substance  as  a  gas  with  immovable  particles.  This  theory 
involves  the  assumption  that  the  free  diffusion  of  the  two  gases  in  the 
very  narrow  spaces  of  the  porous  body  takes  place  exactly  as  in  larger 
spaces,  but  according  to  the  author’s  results  and  deductions,  this  does 
not  appear  to  be  the  case,  and  his  experiments  do  not  confirm  Stefan’s 
theory.  R.  R. 

Colour  of  Chemical  Compounds,  mainly  as  a  Function  of  the 
Atomic  Weights  of  the  Component  Elements.  By  T.  Carnelley 
(Ber.,  17,  2151 — 2156). —  The  colour  of  chemical  compounds  has  been 
studied  by  Ackroyd,  who  drew  the  conclusions  (I)  that  with  increas¬ 
ing  temperature  the  colour  of  a  compound  approaches  more  and  more 
to  the  red  end  of  the  spectrum,  and  at  a  sufficiently  high  temperature 
passes  into  brown  and  black;  (II)  in  binary  compounds  an  increase 
in  the  amount  of  the  electronegative  element  causes  a  change  of 
colour  towards  the  red  end  of  the  spectrum,  and  finally  into  brown 
and  black.  To  these  rules  the  author  adds  a  third  : — In  a  series  of 
compounds,  AxKy,  BxRy,  CxBy,  &c.,  in  which  it  is  an  element  or 
group  of  elements,  and  A,  B,  0.,  &c.,  are  elements  belonging  to  the 
same  sub-group  in  MendelejefFs  table  of  the  natural  classification  of 
the  elements,  with  the  increasing  atomic  weight  of  the  elements 
A,  B,  C,  &c.,  the  colour  of  the  compound  approaches  the  red  end  of 
the  spectrum,  and  in  many  cases  passes  into  brown  and  black.  Of 
426  substances  examined  only  14  exceptions  to  the  last  rule  were 
found,  and  only  four  of  these  did  not  admit  of  explanation.  The 
paper  concludes  with  a  theoretical  explanation  of  the  subject. 

A.  J.  Gr. 

Specific  Volumes  of  Liquids.  By  W.  Lossen  and  A.  Zander 
(Anwalen,  225,109 — 120). — This  memoir,  a  continuation  of  former 
researches  (Abstr.,  1882,  1259  ;  1883,  13),  deals  with  observations  of 
the  coefficients  of  expansion  and  specific  volume  of  additive  compounds 
of  the  aromatic  hydrocarbons.  The  results  obtained  are  compared 
with  previous  determinations  for  olefine  hydrocarbons  metameric  with 
them,  and  also  with  their  isologues  in  the  aromatic  series.  The  fol¬ 
lowing  table  contains  a  summary  of  results;  in  the  first  column  is  the 
name  of  the  substance,  in  the  second  the  observed  boiling  point,  the 
third,  fourth,  and  fifth  the  experimental  values  for  a-4,  b~G,  c-9,  in  the 
general  equation  V  =  1  +  at  -{-  hi 2  -f  cf,  and  in  the  sixth  the  specific 
volumes  at  the  boiling  point  : — - 


Hesahydrotoluene,  6,-11  u . .  . . 
Hexahydroisoxylene,  C8I116  . . 

^Naphthalene,  . 

Hexahydronaphtbalene, 
Ci0H14 . 


Boiling 

point. 


96 
118 
217  ’I 


Sp.  TOl. 


•43104 
•<  061 
•56843 
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It  has  been  remarked  by  Wreden  that  the  sp.  gr.  of  the  addi¬ 
tive  compounds  of  the  aromatic  hydrocarbons-  is  greater  than  that 
of  the  isomeric  olefines  ;  the  presumable  converse  of  this  statement, 
viz.,  that  the  specific  volume  of  the  former  is  less  than  that  of  the 
latter,  is  confirmed,  for  the  observed  specific  volume  of  hexa-hydro- 
isoxylene  and  -hydrotoluene  are  less  by  about  125  than  those  of  their 
corresponding  metamerides,  caprylene  and  heptylene. 

Cymene  and  hexahydronaphthalene  are  metameric,  the  specific 
volume  of  the  latter  derived  from  the  benzene  nuclei  is  12*8  less  than 
that  of  the  former,  containing  one  such  nucleus,  this  difference  being 
approximately  equal  to  that  observed  between  the  olefines  and  their 
metamerides  in  the  aromatic  series. 

In  the  table  given  in  the  memoir,  the  specific  volumes  of  hydrocar¬ 
bons  containing  the  same  numbed  of  carbon-atoms,  but  a  different 
number  of  hydrogen -atoms,  are  compared  ;  it  is  thus  shown  that  the 
difference  of  specific  volumes  of  isologues  in  the  paraffin  and  the 
aromatic  derivatives  are  approximately  equal. 

Thus  toluene,  xylene,  and  naphthalene  are  precisely  to  the  same 
degree  unsaturated  hydrocarbons  as  amylene,  styrene,  and  diallyl. 
This  conclusion  is  in  direct  opposition  to  the  observations  of  Schiff  on 
the  specific  volume,  and  of  Thomsen  on  the  heat  of  combustion  of  ben¬ 
zene,  which  have  tended  to  establish  that  in  this  hydrocarbon,  each 
carbon-atom  is  united  to  three  other  carbon-atoms,  and  thus  is  formed 
a  combination  with  affinities  completely  satisfied.  V.  H.  V. 

A  Hydrometer  for  Demonstrating  Alterations  in  Weight  in 
Chemical  Changes.  By  M.  Greger  (Ber.,  17,  568—571). — A 
description  of  a  sensitive  hydrometer  for  lecture  purposes,  requiring 
the  accompanying  plates  to  be  of  service.  P.  P.  B. 

Apparatus  for  Collecting  Solid  Carbonic  Anhydride.  By 

Ducretet  ( Compt .  rend.y  99,  235 — 237). — The  apparatus  consists  of  a 
cylindrical  ebonite  receiver,  provided  with  a  hollow  ebonite  handle, 
and  fitted  with  a  cover  which  can  be  fastened  by  means  of  a  bayonet 
joint.  A  tube,  also  of  ebonite,  is  fixed  obliquely  in  the  cover,  and 
passes  down  nearly  to  the  bottom  of  the  receiver.  This  tube  is  con¬ 
nected  with  the  reservoir  of  liquid  carbonic  anhydride,  and  the  latter 
strikes  against  the  ebonite  sides  of  the  receiver.  A  much  greater 
yield  of  the  solidified  gas  is  obtained  than  with  the  original  Thilorier’s 
apparatus.  The  displaced  air  and  the  evolved  carbonic  anhydride 
eseape  down  the  hollow  handle. 

The  impact  of  the  liquefied  gas  on  the  ebonite  develops  sufficient 
electricity  to  produce  a  continuous  discharge  of  sparks  1  cm.  long, 
between  the  metallic  fittings  of  the  ebonite  tube  and  the  connecting 
tube  of  the  reservoir  of  the  liquid.  C.  H.  B. 
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Apparatus  for  Preparing  Oxygen  Quickly.  By  B.  Tacke 
(B  er.,  17,  1831 — 1832). — This  consists  of  a  wrought-iron  cylinder, 
1  metre  long  and  4  cm.  internal  diameter,  to  the  open  end  of  which  a 
flanged  iron  elbow  delivery  tube  is  screwed,  the  joint  being  made 
perfectly  tight  by  the  help  of  a  leaden  washer.  The  cylinder  is  filled 
with  700 — 800  grams  of  potassium  chlorate,  and  laid  horizontally,  the 
end  of  the  elbow  tube  (which  points  downwards)  is  then  joined  by 
means  of  a  cork  and  mercury  joint  to  a  glass  tube  a  metre  long,  and 
ending  under  mercury.  The  end  of  this  tube  is  turned  up  under  a 
funnel  which  contains  a  little  caustic  potash  to  wash  the  oxygen,  and 
the  funnel  is  connected  with  any  convenient  delivery  tube.  When  as 
much  oxygen  as  is  required  has  been  obtained,  the  source  of  heat  is 
removed,  and  the  mercury  rises  in  the  glass  tube.  The  joints  remain 
tight  for  any  length  of- time,  and  the  apparatus  is  ready  for  use  again 
at  a  moment’s  notice.  Should  by  any  chance  a  leak  take  place,  this 
is  at  once  shown  by  the  fall  of  the  mercury  in  the  glass  tube. 

L.  T.  T. 

Crystallisation  of  Sulphur,  By  Maquenne  (Bull.  Soc.  Chim 41, 
238 — 239). — When  hydrogen  persulphide,  either  alone  or  mixed  with 
carbon  bisulphide,  is  allowed  to  decompose  spontaneously,  octahedral 
sulphur  is  deposited.  If,  however,  the  hydrogen  persulphide  is  mixed 
with  ether,  the  sulphur  is  deposited  in  perfectly  transparent  scales, 
which  are  extremely  thin,  and  rapidly  become  opaque  and  transformed 
into  a  mass  of  octahedra,  plainly  visible  under  the  microscope. 
When  hydrogen  persulphide  is  allowed  to  remain  for  24  hours  in 
the  cold  in  contact  with  ether,  decomposition  takes  place  slowly, 
and  orthorhombic  crystals  are  formed,  w*hich  often  attain  the  length 
of  from  8 — 10  mm.  The  yield  is  small ;  500  grams  of  hydrogen  per¬ 
sulphide  gave  only  4  grams  of  crystals  perfect  enough  to  examine. 
The  crystalline  form  of  the  product,  which  was  proved  to  be  pure 
sulphur,  was  that  of  an  orthorhombic  prism,  of  106°  20',  surmounted 
by  an  apex,  the  angles  of  which  wmre  identical  with  those  of  the  ordi¬ 
nary  octahedron.  The  faces  b  of  the  ordinary  octahedron  exactly 
form  an  angle  of  106°  20',  and  hence  it  would  seem  that  this  prism 
is  a  deformation  of  the  octahedron,  in  which  half  the  faces  have  been 
developed  to  the  detriment  of  the  others.  The  crystals  melt  at  about 
117°,  and  have  a  density  of  2*041 — 2*049.  They  thus  appear  to  be  a 
variety  intermediate  between  the  a  and  /3  varieties  of  crystallised 
sulphur.  The  crystals  dissolve  in  carbon  bisulphide  and  in  benzene, 
and  are  deposited  in  octahedra  when  these  solutions  are  evaporated. 
When  immersed  in  su  perfused  sulphur,  or  in  a  supersaturated  solu¬ 
tion,  the  crystals  give  rise  to  octahedra,  which  seem  to  be  identical 
with  those  described  by  Gernez  (Abstr.,  1884,  889),  under  the  name  of 
nacreous  beads.  It  is  probable  that  the  crystals  discovered  by  the 
author  have  previously  been  confounded  with  the  clinorhombic 
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variety  of  sulphur,  which  they  resemble  in  being  readily  transformed 
into  the  a- form  of  the  octahedron.  W.  R.  D. 


Experiments  to  Combine  Sulphur  with  Sulphur.  By  H. 

Prinz  ( Annalen ,  223,  371 — 378). — The  author  has  tried  a  number  of 
reactions  in  which  it  appeared  probable  that  compounds  would  be 
formed  containing  sulphur  in  union  with  sulphur.  In  no  case  were 
such  products  formed.  The  reactions  investigated  were  the  following  : 
-—Sulphurous  chloride  and  hydrogen  sulphide  do  not  react  at  ordinary 
temperatures ;  at  60°  they  yield  hydrochloric  acid,  sulphur,  and  sul¬ 
phurous  anhydride.  Sulphuric  hydroxychloride  and  hydrogen  sul¬ 
phide  react  at  ordinary  temperatures,  forming  sulphuric  acid,  hydro¬ 
chloric  acid,  sulphur  sulphochloride,  and  sulphur.  Ethyl  sulphate 
and  sulphur  do  not  react  at  100°.  Ethyl  sulphite  and  sulphur  at  200° 
do  not  react,  but  the  ethyl  salt  is  decomposed.  Ethyl  sulphite  and 
ethyl  sulphide  do  not  react  at  180°.  Sulphurous  chloride  and  sodium 
mercaptide  yield  diethyl  disulphide,  sulphurous  anhydride,  hydro¬ 
chloric  acid,  sodium  chloride,  sulphur,  and  carbon.  Ethylsulphonic 
chloride  and  sodium  mercaptide  react  at  150°,  yielding  sulphurous 
anhydride,  hydrochloric  acid,  diethyl  disulphide,  sodium  chloride,  and 
carbon.  Die  thy  lie  sulphoxide  and  sulphur  do  not  react.  A.  J.  G. 


Constitution  of  Disulphur  Dichloride.  By  H.  Prinz  ( Annalen , 
223,  355 — 371). — Carius  having  obtained  disulphur  dichloride,  S>CL, 
by  the  action  of  phosphoric  sulphide  on  sulphurous  chloride,  regarded 
its  formation  as  being  analogous  to  that  of  phosphoric  sulphochloride 
from  phosphoric  sulphide  and  phosphoric  oxychloride,  and  assigned  to 


it  the  constitution 


S=S< 


Cl 

Cl 


(sulphur  sulphochloride). 


The  author 


has  reinvestigated  the  question  with  results  that  are,  in  his  opinion, 
not  in  accord  with  Carius’  theory. 

Experiments  to  convert  Disulphur  Dichloride  into  Sulphurous  Chloride . 
— Disulphur  dichloride  does  not  react  with  sulphurous  anhydride  even 
when  heated  with  it  for  a  day  at  100°.  It  reacts  with  antimonious 
anhydride,  or  antimonie  anhydride,  forming  antimonious  chloride, 
sulphurous  anhydride,  and  sulphur.  With  arsenious  or  arsenic  an¬ 
hydride,  it  yields  arsenious  chloride,  sulphurous  anhydride,  and  sulphur. 
It  has  no  action  on  phosphorous  or  phosphoric  anhydride.  With 
selenious  anhydride,  it  yields  diselenium  dichloride  and  sulphurous 
anhydride. 

Experiments  to  convert  Sulphurous  Chloride  into  Disulphur  Dichloride . 
— Sulphurous  chloride  when  heated  with  sulphur  for  six  hours  at  100°  is 
converted  into  disulphur  dichloride  and  sulphurous  anhydride.  This, 
however,  according  to  the  author  is  not  due  to  the  replacement  of 
oxygen  by  sulphur,  but  to  the  decomposition  of  sulphurous  chloride 
into  sulphurous  anhydride  and  sulphur  tetrachloride,  the  latter  being 
then  converted  by  the  sulphur  into  disulphur  dichloride.  Sulphur 
has  no  appreciable  action  on  phosphoric  oxychloride,  on  acetic  chloride 
or  anhydride,  on  benzoic  chloride,  or  on  ethyl  alcohol.  Sulphurous 
chloride  and  antimony  trisulphide  react  to  form  antimonious  chloride, 
sulphur,  and  sulphurous  anhydride.  Sulphurous  chloride  when  heated 
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with  phosphoric  sulphide  for  eight  hours  at  100°  yields  sulphurous 
anhydride,  phosphoric  sulphochloride,  phosphoric  oxychloride,  and 
sulphur,  not  a  trace  of  disulphur  dichloride  being  formed.  At  150°, 
disulphur  dichloride  is  formed,  but  in  all  probability  is  due  to  the 
action  of  the  liberated  sulphur  on  sulphurous '  chloride.  Selenium 
when  heated  for  four  hours  at  180°  with  sulphurous  chloride  yields 
sulphurous  anhydride,  selenious  chloride,  and  disulphur  dichloride. 

A.  J.  G. 

Compounds  of  Sulphurous  Anhydride.  By  A.  Geuther  ( An - 
nalen ,  224,  218—224). — The  crystalline  hydrate  of  sulphurous  acid 
melts  at  14°,  and  has  the  formula  S02,7H20,  or  H2S03,6H20. 

Potassium  hydrogen  sulphite ,  KHSOa,,has  an  acid  reaction.  At  190°, 
it  is  decomposed  into  a  mixture  of  sulphate  and  thiosulphate,  and  at  a 
higher  temperature  sulphur  sublimes  and  a  poly  sulphide  is  produced. 

Potassium  pyrosulphite ,  K2S205,  behaves  in  a  similar  manner  under 
the  influence  of  heat. 

Th e  neutral  sulphite,  K2S203  4-  2H20  is  decomposed  at  a  temperature 
below  a  red  heat  forming  sulphate  and  poly  sulphide. 

BthoxyThioxyl  chloride,  which  has  been  described  by  Michaelis  and 
Wagner  {Per.,  7,  1074),  is  decomposed  on  distillation  into  ethyl 
chloride  and  sulphurous  anhydride.  W.  0.  W. 


Density  of  Sulphuric  Acid.  By  G.  Lunge  (Per.,  17, 1748—1751). 
In  answer  to  Mendelejeff  (Per.,  Ref.,  1884,  302),  the  author  shows  that 
the  number  1*8384  obtained  by  him  and  Naef  for  the  density  of 
15° 

sulphuric  acid  at  is  probably  amongst  the  most  correct,  if  not  the 


most  correct  yet  obtained,  and  does  not  differ  considerably  ”  from 
Marignac’s  two  determinations,  but  lies  between  them.  He  shows  that 
the  corrections  applied  by  Mendelejeff  to  Marignac’s  earlier  determina¬ 
tion  are  not  justifiable.  L.  T.  T. 


Compounds  of  Tellurous  Anhydride  with  Acids.  By  D. 

Klein  ( Compt .  rend.,  99,  326 — 328). — Paste  Tellurium  Nitrate, 
4Te02,N205  -b  1|H20. — Tellurium  is  treated  with  a  large  excess  of 
moderately  strong  nitric  acid  (sp.  gr,  1*15 — 1*35),  and  the  liquid  evapo¬ 
rated  at  a  gentle  heat  until  crystals  appear  on  the  surface.  As  the 
liquid  cools,  crystals  of  the  basic  nitrate  separate  in  considerable 
quantity.  Basic  tellurium  nitrate  is  soluble  in  warm  nitric  acid  diluted 
with  five  or  six  times  its  volume  of  water,  and  is  deposited  unchanged 
when  the  liquid  cools.  It  begins  to  decompose  at  the  melting  point 
of  lead,  and  the  whole  of  the  nitric  acid  is  expelled  at  a  dull  red  heat, 
a  residue  of  tellurous  anhydride  being  left.  When  this  anhydride  is 
dissolved  in  hot  nitric  acid,  the  basic  nitrate  is  again  formed. 

Pasic  tellurium  sulphate,  2Te02,S03,  is  obtained  by  dissolving 
tellurous  anhydride  in  hot  sulphuric  acid  diluted  with  three  or  four 
times  its  weight  of  water,  and  evaporating  the  solution  on  a  sand-bath. 
The  basic  sulphate  is  deposited  in  scales  consisting  of  rhombic  tables. 
It  is  only  slightly  soluble  in  cold  dilute  sulphuric  acid. 

Both  the  basic  nitrate  and  the  basic  sulphate  are  decomposed  by  a 
large  excess  of  warm  water,  a  residue  of  tellurous  anhydride  being 
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leffc.  The  basic  sulphate  is  probably  the  compound  described  by 
Berzelius  as  Te02,2S03.  C.  H.  B. 

Critical  Temperature  and  Pressure  of  Nitrogen.  Boiling 
Points  of  Nitrogen  and  Ethylene  under  Low  Pressures.  By 

K.  Olzewskt  ( Gompt .  rend 99,  133 — L36). — The  following  table 
gives  the  boiling  point  of  ethylene  under  different  pressures  : — 


Pressure. 

Boiling  point. 

Pressure. 

Boiling  point 

750  mm. 

-  103° 

107  mm. 

-  126° 

546  „ 

-  105 

72  „ 

-  129*7° 

441  „ 

-  108 

56  „ 

-  132° 

346  „ 

-  Ill 

31  „ 

-  139 

246  „ 

-  115*5° 

12  „ 

-  148 

146  „ 

-  122° 

9-8,, 

-  150*4° 

The  critical  temperature  of  nitrogen  is  —  146°,  and  the  critical 
pressure  35  atmos.  The  following  table  shows  the  relation  between 
the  boiling  point  of  liquid  nitrogen  and  the  pressure  : — 


Atmos. 

Boiling  point. 

35 

-  146° 

31 

-  148*2° 

17 

-  160*5 

1 

-  194*4 

vacuum 

-  213° 

The  author  criticises  some  of  Wroblewski’s  observations. 

C.  H,  B. 

Critical  Temperature  and  Pressure  of  Air ;  Relation 
between  its  Boiling  Point  and  the  Pressure.  By  K.  Olzewski 
(Gompt.  rend.,  99,  184 — 186). — The  air  was  liquefied  under  pressure 
in  a  glass  tube  cooled  by  means  of  ethylene.  Its  critical  temperature 
is  —140°,  and  the  critical  pressure  39  atmos.  The  relation  between 
the  boiling  point  of  liquid  air  and  the  pressure  is  shown  in  the 
following  table 

Pressure  in 
atmos. 

39*0 
33  0 
27-5 
20-0 
14-0 

The  boiling  point  of  air  under  atmospheric  pressure  is  practically 
that  calculated  from  the  boiling  points  of  its  constituents,  but  in  a 
vacuum  this  relation  does  not  hold  good,  and  it  would  seem  that  the 
nitrogen  evaporates  more  rapidly  than  the  oxygen.  C.  H.  B. 

Product  of  the  Action  of  Bromine  on  Nitric  Oxide.  By  O. 

Froelich  (. Annalen ,  224,  270— 273). — Landolt  states  that  three  com- 


Boiling 

point. 

-  140° 

-  142 

-  146 

-  152 

-  158-5° 


Pressure  in 
atmos. 

12-5 

6*8 

4*0 

TO 

vacuum 


Boiling 

point. 

-  160*5° 

-  169-0 

-  176*0 

-  191*4 

-  205*0 
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pounds,  NOBr,  NOBr2,  and  NOBr3  are  formed  by  the  action  of  bromine 
on  nitric  oxide.  The  author,  however,  regards  the  di-  and  tri-bromide 
as  mixtures  of  nitrosyl  bromide  with  free  bromine,  as  they  are  com¬ 
pletely  separated  into  these  constituents  by  distillation.  When  the 
so-called  tribromide  acts  on  sodium  ethylate,  a  mixture  of  sodium 
bromide,  sodium  acetate,  ethyl  nitrite,  and  alcohol  is  obtained,  showing 
that  the  body  acts  like  a  mixture  of  bromine  and  nitrosyl  bromide. 

w.  c.  w. 

Vitreous  and  Ordinary  Amorphous  Silica.  By  D.  Lin  do  ( Ghem . 

News ,  50,  25 — 26). — According  to  text- books,  silica,  as  obtained  in 
the  analysis  of  silicates,  has  the  aspect  of  a  white  earthy  powder.  If 
the  contents  of  the  dish  are  stirred  when  crusts  begin  to  form,  and 
the  stirring  be  continued  until  the  mass  is  dry,  the  silica  will  always 
present  this  appearance  to  the  unaided  eye  ;  under  the  microscope 
with  reflected  light,  it  will  appear  either  in  the  form  of  amorphous 
dead -white  masses,  which  in  very  thin  layers  are  slightly  translucent 
— ordinary  amorphous  silica ;  as  a  mass  entirely  composed  of  perfectly 
transparent  particles  with  sharp  edges  and  angles — vitreous  silica;  or, 
as  a  mixture  of  these  two  varieties.  If  the  melt  has  been  acted  on  by 
strong  acid  without  dissolving  it  first  in  water,  or  if  very  little  water 
has  been  used  to  dissolve  it,  the  silica  left  on  evaporating  to  dryness 
will  be  the  ordinary  amorphous  form.  If  the  melt  has  been  dissolved 
in  a  considerable  quantity  of  water,  so  that  on  adding  the  strong  acid 
none  of  the  silica  is  precipitated,  all  the  silica  will  be  in  the  vitreous 
form.  If  the  melt  has  been  dissolved  in  a  moderate  amount  of  water, 
so  that  on  adding  the  acid  part  the  silica  is  precipitated,  and  a  portion 
held  in  solution,  the  silica  will  be  found  of  both  forms.  If  an  acid 
solution  of  the  melt  in  which  all  the  silica  remains  dissolved  is  evapo¬ 
rated  to  dryness  without  stirring,  the  silica  wTill  form  a  transparent 
jelly,  and  on  continuing  to  heat  vitreous  silica  will  be  obtained  in 
transparent  particles,  having  the  appearance,  when  washed  and  dried, 
of  coarsely-powdered  glass.  It  contains  water,  which  can  only  be 
expelled  completely  by  strong  ignition.  Ordinary  amorphous  silica 
examined  in  a  drop  of  water  under  the  microscope  by  transmitted 
light,  will  be  found  to  consist  of  granular  flakes,  which  have  a 
yellowish-brown  colour,  whilst  vitreous  silica  appears  colourless. 
Ignited  intensely  over  the  blast  it  appears  unaltered,  and  samples  so 
treated  retain  their  transparency  after  being  exposed  to  the  air  for 
several  weeks.  Some  samples  retain  their  hygroscopic  property 
after  several  intense  ignitions  ;  other  samples  lose  this  property  com¬ 
pletely  after  the  first  ignition.  The  author  failed  to  detect  any 
difference  either  in  composition  or  appearance  under  the  microscope  in 
those  samples  that  lost  their  hygroscopic  property  so  readily,  although 
he  is  inclined  to  attribute  this  peculiarity  to  the  presence  of  foreign 
matter.  Since  Jenzsch  has  shown  the  existence  of  amorphous  silica 
of  sp.  gr.  2  6,  increase  of  density  is  no  proof  that  the  amorphous  has 
passed  into  the  crystalline  state.  J.  T. 

Phosphoric  Anhydride.  By  P.  Haetefeuille  and  A.  Perrey 
(Compt.  rend.,  99,  33 — 35). — Phosphoric  anhydride  exists  in  three 
modifications,  viz.,  crystalline,  amorphous  and  pulverulent,  amorphous 
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and  yifcreous.  All  three  varieties  are  produced  when  phosphorus  is 
burnt  in  a  glass  tube  in  a  current  of  air,  the  crystalline  form  being 
deposited  in  the  cold  part  of  the  tube,  the  pulverulent  in  the  hotter 
part,  and  the  vitreous  in  that  part  which  is  heated  just  to  redness. 

Crystallised  phosphoric  anhydride  is  obtained  by  distilling  the 
products  of  the  complete  combustion  of  phosphorus.  It  forms  colour¬ 
less  transparent  highly  refractive  monoclinic  crystals,  which  are 
either  isolated  or  in  snow-like  masses,  or  in  the  form  of  an  opaline 
crust,  according  to  the  conditions  of  condensation.  At  about  250°, 
the  crystallised  anhydride  has  a  vapour- tension  of  760  mm.,  but  at  a 
somewhat  higher  temperature  it  polymerises,  and  the  vapour-tension 
sinks  to  a  few  mm.  It  can  be  rapidly  distilled  in  a  current  of  gas  at 
250°,  but  at  a  higher  temperature  distillation  is  much  more  difficult. 
It  dissolves  immediately  in  water,  with  development  of  89*16  cal. 
for  P205,  forming  a  limpid  solution. 

Amorphous  pulverulent  phosphoric  anhydride  is  a  polymeride  of 
the  crystalline  variety,  and  is  obtained  by  heating  the  latter  at  440°. 
It  dissolves  comparatively  slowly  in  water,  with  development  of 
82*64  cal.  for  P205.  The  difference  between  this  value  and  the  heat  of 
hydration  of  the  crystalline  variety,  6*52  cal.,  is  the  heat  developed  by 
polymerisation,  and  approaches  closely  to  the  heat  of  polymerisation 
of  cyanuric  acid  (6*4  cal.,  Troost  and  Hautef euille) .  The  pulverulent 
anhydride  is  less  volatile  than  the  crystalline  variety,  and  yields  the 
latter  when  sublimed. 


Vitreous  phosphoric  anhydride  is  obtained  by  heating  either  of  the 
preceding  varieties  to  incipient  redness  under  pressure.  It  forms  a 
colourless  transparent  glass  which  splits  up,  with  phosphorescence,  on 
cooling,  owing  to  unequal  contraction.  It  volatilises  slowly  but  com¬ 
pletely  when  heated  to  incipient  redness,  and  yields  the  crystalline 


anhydride.  The  vitreous  anhydride  dissolves  very  slowly  in  water. 

C.  H.  B. 


Phosphorus  Sulphides.  By  E.  Dervin  {Bull.  Soc.  Ghim .,  41, 
433 — 436). — When  twro  parts  of  sulphur  and  one  of  phosphorus 
trisulphide  (P2S3)  are  dissolved  in  carbon  bisulphide,  and  the  solution 
exposed  to  the  light  for  one  or  two  months,  fine  pale-yellow  trans¬ 
parent  needles  of  the  tetrasulphide,  PS4,  are  formed.  This  compound 
is  not  affected  by  heating  under  pressure  with  carbon  bisulphide.  In 
the  above  reaction  crystalline  spherical  grains  of  P4844  (P2S3,2PS4) 
are  also  formed.  This  compound  is  produced  more  readily  by  heating 
in  sealed  tubes  at  180°  sulphur  with  phosphorus  trisulphide,  the 
latter  in  excess,  dissolved  in  carbon  bisulphide.  When  this  compound 
is  heated  with  carbon  bisulphide  under  pressure  at  200°,  it  is  resolved 
into  PS4  which  crystallises  out,  and  P2S3  which  remains  dissolved. 
But  this  decomposition  does  not  occur  if  a  considerable  quantity  of 
the  trisulphide  is  previously  dissolved  in  the  carbon  bisulphide. 
Unsuccessful  attempts  were  made  by  similar  means  to  form  com¬ 
pounds  of  the  trisulphide  with  PS3  and  PS5.  The  pentasulphide,  PS5, 
was  obtained  by  fusing  sulphur  with  amorphous  phosphorus,  and  was 
crystallised  by  heating  under  pressure  with  carbon  bisulphide,  but 
the  compound  PS3  could  not  be  produced  in  a  similar  way;  the  fused 
mass  yields  crystals  of  PS*  when  heated  under  pressure  with  carbon 
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bisulphide.  The  author  considers  that  either  the  compound  known  as 
PS3  is  a  mixture  of  (P2S3,2PS4)  with  PS4,  or  that  the  compound  really 
exists  in  the  fused  mass,  but  is  decomposed  when  heated  with  carbon 
bisulphide,  yielding  the  tri-  and  tetra-sulphide  5PS3  =  P2S3  -b  PS4. 

W.  R.  D. 

Polysulphides  of  Sodium,  By  H.  Bottger  (. Annalen ,  335 — 342). 
— Sodium  mono  sulphide,  Na2S  +  5H20,  was  prepared  by  saturating 
one-half  of  an  alcoholic  solution  of  soda  with  hydrogen  sulphide, 
then  adding  the  other  half  of  the  soda  and  allowing  it  to  crystallise  ; 
access  of  air  being  carefully  prevented.  It  forms  long  white  prisms, 
loses  3  mol.  H20  at  100°,  is  rendered  anhydrous  by  heating  to  180°, 
and  oxidises  readily  on  exposure  to  air.  The  hydrated  salt  is  readily 
and  completely  decomposed  by  carbonic  anhydride  in  the  cold,  whilst 
the  anhydrous  salt  is  only  appreciably  decomposed  on  heating  above 
100°  in  a  current  of  the  gas. 

The  polysulphides  were  prepared  by  heating  on  the  water-bath 
alcoholic  solutions  of  the  monosulphide  wtth  the  calculated  amount  of 
sulphur,  the  liquid  being  subsequently  cooled  to  —  10°  to  —  15°  to 
obtain  crystals. 

Sodium  disulphide ,  Na2S2  +  5H20,  forms  groups  of  sulphur-yellow 
crystals.  It  loses  3  mols.  H20  at  100°. 

Sodium  trisulphide ,  Na2S3  -b  3H20,  forms  dark  golden-yellow  con¬ 
centrically  grouped  crystals.  It  loses  2  mols.,  H20  at  100°,  fusing  to 
a  liver-coloured  mass,  and  becomes  anhydrous  at  190°. 

Sodium  tetrasulphide ,  Na2S4  +  8H20,  is  obtained  in  orange-red, 
concentrically  grouped  crystals.  Heated  above  100°,  a  part  of  its 
sulphur  is  evolved  as  hydrogen  sulphide. 

Sodium  pentasulphide ,  Na2S5  4*  8H20,  forms  dark  orange-yellow 
crystals.  It  commences  to  decompose  at  100u.  A.  J.  G. 

Constitution  of  the  Alkali  Polysulphides.  By  H.  Bottger 
{Annalen,  223,  342 — 345). — If  the  alkali  tetra-  and  penta-sulphides 
are  the  analogues  of  the  sulphites  and  sulphates,  containing  sulphur 
in  place  of  oxygen,  they  should,  in  the  author’s  opinion,  on  being  boiled 
with  lead  hydroxide,  yield  plumbic  sulphide,  and  the  alkaline  sulphite 
or  sulphate  respectively.  On  boiling  a  solution  of  sodium  penta¬ 
sulphide  with  lead  hydroxide,  the  products  obtained  were  lead  sulphide 
and  sodium  thiosulphate.  Sodium  tetrasulphide  yields  the  same  pro¬ 
ducts,  and,  in  addition,  sodium  hydroxide.  A.  J.  G. 

Constitution  of  Polysulphides  and  Polyoxides.  By  A.  Geuther 
{Annalen,  224,  201 — 218). — The  author  is  of  opinion  that  the  con¬ 
stitution  of  the  polysulphides  and  polyroxides  can  only  be  explained 
on  the  assumption  of  the  variable  valency  of  the  elements.  He  fixes 
the  maximum  valency"  of  potassium  and  sodium  at  5,  and  of  barium, 
strontium,  and  calcium  at  10.  W.  C.  TV. 

Relation  between  the  Pressure  and  the  Temperature  of 
Transformation  of  Silver  Iodide.  By  Mallard  and  Le  Chatelier 
{Gompt.  rend.,  99,  157 — 160). — Silver  iodide  changes  at  146°  from 
the  hexagonal  to  the  cubic  system  (this  vol.,  p.  16),  with  absorption 
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of  heat  and  contraction  of  volume.  The  phenomenon  is  analogous  to 
the  freezing  of  water,  and  it  might  be  expected  that  an  increase  of 
pressure  would  lower  the  temperature  of  transformation,  and  that 
under  very  high  pressure  the  transformation  would  take  place  at  the 
ordinary  temperature.  By  means  of  a  screw  press  provided  with  a 
Bourdon  manometer  similar  to  that  used  in  their  experiments  on 
combustion,  the  authors  find  that  the  transformation  of  silver  iodide 
takes  place  at  the  ordinary  temperature  under  somewhat  high 
pressure,  and  when  the  pressure  is  released  the  iodide  returns  to  its 
original  condition.  At  20°  the  pressure  required  to  effect  the  change 
is  about  2475  kilos,  per  square  centimetre,  and  under  this  and  all  higher 
pressures  the  silver  iodide  crystallises  in  the  cubic  system,  whilst 
under  lower  pressures  it  crystallises  in  the  hexagonal  system. 

The  change  under  pressure  is  accompanied  by  a  contraction  of 
0T6,  a  contraction  about  ten  times  as  great  as  that  observed  by 
Rodwell  at  146°  under  atmospheric  pressure;  approximate  determi¬ 
nations  by  the  authors  indicate  that  the  contraction  at  146°  is  about 
O  il.  C.  H.  B. 

Ammonio-silver  Compounds.  By  A.  Retohler  (Ber.,  17, 
1840 — 1842). — Dry  silver  phosphate,  Ag3P04,  was  kept  for  some  time 
in  an  atmosphere  of  ammonia.  At  the  end  of  14  days  absorption 
had  almost  entirely  ceased,  and  1  mol.  of  phosphate  had  then  absorbed 
between  3  and  4  mols.  NH3.  As  the  silver  compound  always  shows  a 
slight  tint  of  yellow,  the  author  believes  the  pure  compound  to  have 
the  formula  Ag3P04,4NR3.  By  the  action  of  ethyl  iodide  on  ammonio- 
silver  nitrite,  nitroethane  is  formed  besides  the  compounds  already 
mentioned  (this  vol.,  157).  With  methyl  iodide  the  reaction  is  quite 
analogous  to  that  with  ethyl  iodide,  ammonia,  silver  iodide,  methyl 
nitrite  and  nitromethane  being  produced.  L.  T.  T. 

Crystallised  Barium  Manganite.  By  G.  Rousseau  and  A. 
Saglier  {Compt.rend.,  99,  139 — 141). — A  mixture  of  2  grams  barium 
manganate  and  10  grams  barium  chloride  w7as  heated  in  a  platinum 
crucible  in  a  Forquignon  and,  Leclercq  furnace  at  1500 — 1600°  for 
four  hours,  allowed  to  cool,  and  the  fused  mass  treated  several  times 
with  boiling  water  to  remove  chloride  and  undecomposed  manganate, 
and  finally  with  dilute  acid  to  remove  a  small  quantity  of  carbonate. 
The  residue  consisted  of  small  opaque  bluish-black  crystals,  with  a 
lustre  resembling  that  of  crystallised  silicon  ;  sp.  gr.  =  5*85.  These 
crystals  have  the  composition  BaMn03,  and  dissolve  readily  in  hydro¬ 
chloric  acid  with  evolution  of  chlorine,  but  are  not  so  soluble  in  nitric 
acid.  This  crystallised  barium  manganite  is  quite  distinct  from 
psilomeiane,  and  its  existence  affords  further  evidence  that  manganese 
peroxide  is  really  an  acid-forming  oxide.  C.  H.  B. 

Compounds  of  Haloid  Salts  with  Oxysalts  of  the  same 
Metal.  By  H.  Le  Chatelier  {Compt.  rend.,  99,  276 — 279). — When  a 
mixture  of  boric  anhydride  and  calcium  oxide  in  any  proportions  is 
thrown  into  fused  calcium  chloride,  the  mixture  becomes  incandescent 
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and  dissolves  completely  to  a  clear  liquid,  but  after  some  time  the 
liquid  becomes  turbid  owing  to  the  separation  of  a  crystalline  calcium 
chloroborate ,  which  can  be  obtained,  by  gradual  solidification,  in 
triclinic  prisms  several  millimetres  in  length.  This  compound  has 
the  composition  3Ca0,B203,CaCl2.  It  is  slowly  decomposed  by 
alcohol  and  rapidly  by  water  or  moist  air. 

Calcium  chloro ferrite,  2Ca0,2Fe203,CaCl2,  is  obtained  in  a  similar 
manner,  and  forms  very  brilliant  prisms  with  easy  cleavage,  the 
angle  between  the  faces  of  the  prism  being  139°.  This  compound  is 
usually  obtained  in  thin  lamellae  which  are  not  altered  by  water  or 
air. 

Similar  experiments  with  sulphuric  and  carbonic  acids,  chromium, 
aluminium,  and  zinc  oxides,  and  manganese  peroxide  gave  negative 
results.  C.  H.  B. 

Calcium  Oxychloride,  Silicates,  and  Chlorosilicates :  Arti¬ 
ficial  Production  of  Wollastonite.  By  A.  Gorgeu  ( Compt.  rend., 
99,  256 — 259). — When  calcium  chloride  is  fused  at  a  bright  red  heat  in 
a  current  of  moist  air,  it  is  gradually  converted  into  oxychloride  and 
eventually  into  oxide.  The  oxychloride  appears  to  have  the  composi¬ 
tion  CaCb,CaO,  but  cannot  be  isolated  because  it  is  rapidly  decomposed 
by  alcohol  and  water.  As  the  fused  mass  approaches  this  composition, 
the  evolution  of  hydrochloric  acid  slackens  considerably,  but  never 
ceases  entirely  until  the  whole  mass  is  converted  into  oxide.  If 
fusion  is  stopped  at  this  point  and  the  broken  residue  is  left  in  con¬ 
tact  with  strong  alcohol  for  two  days,  it  yields  insoluble  slender 
needles,  or  bire tractive  lamellse,  which  contain  only  1  mol.  calcium 
chloride  to  8  mols.  of  calcium  oxide,  and  are  soluble  in  a  solution  of 
sugar.  The  presence  of  silica  facilitates  the  decomposition  of  the 
chloride,  but  the  presence  of  alkaline  chlorides  retards  it  con¬ 
siderably. 

The  action  of  precipitated  silica  on  calcium  chloride,  in  equal 
molecular  proportions,  at  a  high  temperature,  in  presence  of  water- 
vapour,  yields  the  silicate  0aSi03,  whilst  with  twice  the  amount  of 
chloride  the  normal  silicate  Ca2Si04  is  formed.  If  the  proportion 
of  chloride  is  as  high  as  7  mols.,  chlorosilicates  alone  are  obtained, 
and  in  presence  of  20  per  cent,  of  an  alkaline  chloride,  the  product  is 
identical  with  wollastonite.  With  finely  powdered  sand  in  place  of 
precipitated  silica,  decomposition  takes  place  more  slowly. 

One  of  the  chlorosilicates  obtained,  Si02,2Ca0,CaCl2,  has  been 
described  by  Le  Chatelier  (Compt.  rend.,  1883).  It  forms  rectangular 
birefractive  plates  belonging  to  the  rhombic  system.  The  other 
seems  to  have  the  composition  Si02,Ca0,CaCl2,  and  forms  almost 
regular  hexagonal  plates,  the  two  optical  axes  of  which  approach  each 
other  very  closely.  The  formation  of  the  first  compound  requires 
prolonged  fusion  in  presence  of  moisture,  whilst  the  second  is  formed 
much  more  rapidly.  Both  compounds  are  decomposed  by  water  and 
a  solution  of  carbonic  acid,  and  dissolve  easily  in  dilute  acids,  although 
the  acid  silicate  is  insoluble  in  a  5  per  cent,  solution  of  acetic  acid. 

Artificial  wollastonite  is  obtained  by  fusing  1  gram  of  silica  with 
15  grams  of  calcium  chloride  and  3  grams  of  common  salt  at  a  cherry- 
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red  beat  in  a  current  of  moist  air  for  half  an  hour.  The  product  is 
treated  with  cold  water  and  acetic  acid,  and  a  residue  is  obtained  con¬ 
sisting  of  long  prisms  of  wollastonite  mixed  with  round  grains  of 
tridymite.  Artificial  wollastonite  is  identical  in  chemical  and  optical 
properties  and  crystalline  form  with  the  natural  mineral,  but  is 
somewhat  softer,  the  hardness  of  the  mineral  being  5,  whilst  that  of 
the  artificial  product  is  only  3*5.  C.  H.  B. 

Calcium  Oxysulphides.  By  A.  Geuther  (. Annalen ,  224,  178 — 
201). — The  crystals  which  Herschell  obtained  by  boiling  sulphur  in 
milk:  of  lime  and  allowing  the  solution  to  cool  in  a  vessel  from  which 
air  was  excluded,  have  been  analysed  by  Rose,  Schone  ( Pogg .  Ann.,  117, 
17)  and  others.  They  have  the  composition  CaS3,2CaO  +  L0  or  11H20. 
The  crystals  dissolve  in  hydrochloric  acid  with  formation  of  hydro¬ 
gen  supersulphide,  H2S3,  and  a  slight  evolution  of  sulphuretted 
hydrogen.  Schone  regarded  the  compound  as  CaS4,3CaO  -f  12H20, 
but  his  results  are  vitiated  by  the  fact  that  he  decomposed  the 
crystals  before  analysis  by  washing  them  with  water. 

Buchner’s  crystals,  prepared  by  acting  on  milk  of  lime  with  sul¬ 
phuretted  hydrogen  and  slightly  exposing  the  solntion  to  the  atmo¬ 
sphere,  or  by  boiling  calcium  monosulphide  with  water  and  sulphur, 
have  also  been  investigated  by  Rose  and  by  Schone.  The  former 
assigns  to  the  compound  the  formula  CaS5,5CaO  4-  20H2O,  while  the 
latter  regards  it  as  CaS4,4CaO  +  18H20.  The  author  considers  that 
the  composition  of  the  crystals  is  best  represented  by  CaS3,3CaO  + 
14  orl5H20  (compare  Divers,  Trans.,  1884,  p.  270).  The  existence 
of  the  strontium  oxy sulphide,  SrS4,SrO  +  12H20,  described  by 
Schone,  is  regarded  by  the  author  as  doubtful.  W.  C.  W. 

Preparation  of  Di-  and  Tri-calcium  Phosphates  by  Precipi¬ 
tation.  Bv  E.  L.  de  Bouquet  ( Bied .  Gentr .,  1884,  411). — The  process 
is  the  subject  of  a  patent.  Into  a  hydrochloric  acid  solution  of  a 
phosphate  is  run,  in  fine  jets,  a  solution  of  calcium  hydrosulphide, 
preferably  obtained  from  the  residues  of  the  Leblanc  soda  process. 
Sulphuretted  hydrogen  escapes,  and  the  diphosphate  is  precipitated; 
if  the  acid  solution  is  treated  with  the  reagent  to  complete  alkaline 
reaction,  the  triphosphate  is  reformed.  J.  F. 

Crystallised  Aluminium  Orthophosphate.  By  A.  de  Schulten 
(Compt.  rend.  98,  1583— 1584).— A  concentrated  solution  of  sodium 
aluminate  is  strongly  acidified  with  phosphoric  acid  and  heated  in 
sealed  tubes  at  250°  for  several  hours.  Aluminium  orthophosphate 
A12(P04)2,  is  deposited  in  small  pointed  hexagonal  prisms  of  sp.  gr. 
about  2*59.  The  crystals  do  not  lose  weight  at  a  bright  red  heat,  and 
do  not  melt  even  at  a  white  heat.  They  are  insoluble  in  concentrated 
nitric  and  hydrochloric  acids  and  are  attacked  with  difficulty  by  hot 
concentrated  sulphuric  acid,  but  they  are  decomposed  when  fused 
with  sodium  carbonate. 

The  presence  of  sodium  phosphate  seems  to  be  essential  to  the 
crystallisation  of  aluminium  phosphate.  If  aluminium  hydroxide  or 
aluminium  chloride  is  heated  with  phosphoric  acid  in  a  sealed  tube, 
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only  a  fine  crystalline  powder  is  obtained,  but  if  the  phosphoric  acid 
is  replaced  by  a  very  acid  solution  of  sodium  phosphate,  the  alum¬ 
inium  phosphate  is  obtained  in  distinct  prisms. 

By  varying  the  proportions  of  the  reagents,  crystallised  double 
phosphates  may  be  obtained.  Arsenic  acid  yields  similar  derivatives. 

C.  H.  B. 

Some  Fluorine  Compounds  of  Copper.  By  L.  Balbiano 
( Gazzetta ,  14,  74 — 84). — The  compounds  formed  by  the  action  of 
ammonia  on  cnpric  chloride,  bromide,  and  iodide  have  been  prepared 
and  examined,  but  as  the  corresponding  fluorine  derivatives  are  un¬ 
known,  the  author  thought  it  desirable  to  undertake  their  investiga¬ 
tion. 

Copper  Fluorides . — A  fluoride  and  an  oxyfluoride  of  copper  were 
described  by  Berzelius,  but  no  analysis  of  the  latter  was  made.  The 
author  endeavoured  to  prepare  cupric  fluoride,  by  mixing  warm, 
solutions  of  cupric  sulphate  and  potassium  fluoride,  but  found  that  a 
greenish-white  precipitate  of  cupric  oxyfluoride,  CuF.OH,  was  at  once 
formed,  whilst  potassium  cupric  sulphate  remained  in  solution,  and 
was  deposited  as  the  solution  cooled,  the  reaction  being  2CuS04-f 
2KF  +  H20  =  CuF.OH  +  CuK2(S04)2  -I-  HF.  Similar  results  were 
obtained  with  cupric  chloride  except  that  no  double  potassium  salt 
was  formed. 

The  oxyfluoride  is  formed  with  great  readiness,  for  when  cupric 
oxide  or  carbonate  is  added  to  solution  of  hydrofluoric  acid,  the  oxy¬ 
fluoride  begins  to  separate  long  before  the  acid  is  saturated.  In  order 
to  prepare  cupric  fluoride,  cupric  carbonate  is  dissolved  in  aqueous 
hydrofluoric  acid,  and  alcohol  of  95  per  cent,  added,  when  the  fluoride, 
CuF2,2H20,  is  precipitated  as  a  pale  blue  crystalline  powder  which  is 
only  sparingly  soluble  in  water  and  is  very  readily  decomposed,  with 
formation  of  the  oxyfluoride.  This  happens  if  the  solution  is  heated  ; 
the  crystals  decompose  also  in  4  or  5  days  with  evolution  of  hydro¬ 
fluoric  acid  if  kept  in  a  glass  bottle,  and  more  slowly  in  a  platinum 
vessel.  Cupric  fluoride  absorbs  ammonia  readily  in  accordance 
with  the  requirements  of  the  equation  CuF2,2H20  +  3NH3  — 
CnOHF(NH2)2  -f  NH.F  -f  HA  yielding  a  product  soluble  in  water ; 
all  attempts,  however,  to  isolate  a  cuprammonium  compound  were 
ineffectual,  the  oxyfluoride  being  invariably  obtained  instead. 

Cupric  Fiuosilicate. — This  salt  was  prepared  by  Stolba’s  method 
(J.  pr.  Chem.  102,  7)  and  twice  recrystallised.  It  contains  6  mols. 
H20  (Marignac  6 ;  Stolba  6|),  two  of  which  it  loses  at  90°,  or  in  a 
vacuum  over  sulphuric  acid.  When  heated  to  130 — 140°,  it  is  decom¬ 
posed  in  accordance  with  the  equation  CuSiF6,6H20  =  CuF.OH  -j-  SiF4 
-f  HF  +  5H20,  a  residue  of  cupric  oxyfluoride  being  left.  Cupric 
fiuosilicate  containing  4  mols.  H20,  absorbs  ammonia,  but  no  cupram- 
monium  derivative  of  hydrofluosilicic  acid  is  formed.  On  treating  the 
bright  blue  product  of  the  reaction  with  water,  a  blue  mass  is  left 
undissolved,  consisting  of  silica  and  a  cuprammonium  compound ;  the 
latter  is  soluble  in  dilute  ammonia,  and  on  heating  this  solution 
cupric  oxyfluoride  is  deposited.  The  action  of  ammonia  on  the 
fiuosilicate  is  therefore  :  CuSiF6,4H20  -f-  7NH3  =  CuF.OH,2NH3  + 
5NH4F  +  Si02  +  HA 
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The  water  of  crystallisation  in  the  fluorine  compounds  of  copper 
seems  to  Rave  great  influence  on  the  action  of  ammonia.  It  is 
possible,  however,  that  cuprammonium  compounds  might  be  formed 
from  the  anhydrous  fluorides  by  the  action  of  ammonia. 

C.  E.  G. 

Bromine  Compounds  of  Tin.  By  B.  Raymax  and  K.  Preis 
(. Annalen ,  223,  323 — 334). — Most  of  the  results  detailed  in  this  paper 
have  already  appeared  (Abstr.,  1883,  424),  the  following  are  new 

Stannous  bromide ,  SnBr2,  prepared  according  to  Baland’s  method, 
by  heating  tin  in  a  current  of  hydrobromic  acid,  and  purified 
by  distillation,  forms  a  transparent  crystalline  mass  of  pale-yellow 
colour,  melts  at  215*5°  to  a  pale-yellow  transparent  liquid,  and  re¬ 
solidifies  at  215°.  It  has  sp.  gr.  5*117  at  17°.  Water  partly 
decomposes  it  with  separation  of  a  white  oxybromide. 

A  hydrate  of  stannous  bromide ,  SnBr2  4-  H20,  is  obtained  by 
dissolving  tin  in  warm  concentrated  hydrobromic  acid.  It  can  be 
obtained  crystallised  in  colourless  needles  or  in  thin  prisms.  Am¬ 
monium  stannous  bromide ,  (NH4),SnBr4  +  H20,  forms  fine  colourless 
needles.  Ammonium  stannous  chlorobromide ,  (NH4)2SnBr2Cl2  H-  H>0, 
is  obtained  by  strongly  cooling  mixed  solutions  of  stannous  bromide 
and  ammonium  chloride.  It  forms  white  porcelain-like  crystals  of  the 
rhombic  system,  a  :  b  :  c  —  0*69588  :  1  :  0*77240.  Observed  faces 
ooP,  coPcb,  Pcb.  Crystals  were  also  obtained  containing  less  chlorine 
than  the  above. 

Stannic  bromide  is  obtained  by  sublimation  in  small  well-formed 
crystals  showing  numerous  faces  and  possessing  almost  the  lustre  of 
the  diamond.  The  following  double  salts  are  described  ;  they  are 
obtained  by  evaporation  and  crystallisation  of  mixed  solutions  of  the 
component  salts  : — 

Sodium  stannic  bromide ,  Na2SnBr6  +  6H20,  forms  pale-yellow  pris¬ 
matic  crystals,  very  soluble  in  Avater.  Calcium  stannic  bromide , 

CaSnBr6  -f  6H20, 

crystallises  in  slender  needles  and  is  very  deliquescent.  Strontium 
stannic  bromide ,  SrSnBr6  +  6H20,  could  only  be  obtained  mixed 
with  stannic  bromide  as  a  pale-yellow,  deliquescent,  crystalline  mass. 
Magnesium  stannic  bromide ,  MgSnBr6  +  1UH20,  forms  deliquescent 
pale-yellow  tabular  crystals.  Manganous  stannic  bromide, MnSnBr6  -f- 
6H20,  forms  large  pale-yellow  deliquescent  crystals.  Ferrous  stannic 
bromide,  FeSnBr«  +  6H20,  forms  granular  crystals  of  green  to  yellow 
colour.  Nickel  stannic  bromide,  NiSn  Br6  -f-  8H20,  forms  apple-green 
granular  deliquescent  crystals.  Cobalt  stannic  bromide ,  CoSnBr6 
-j-  10H2O,  is  obtained  in  yellowish-red  tabular  deliquescent  crystals. 

A.  J.  G. 

Idunium,  a  New  Element.  By  M.  Websky  ( Dingl .  polyt .  /.,  253, 
391). — The  author  found  an  element  resembling  vanadium  in  a  mineral 
obtained  from  the  Aquadita  Mine,  La  Plata.  This  mineral  was  com¬ 
posed  mainly  of  zinciferous  lead  vanadate.  On  treating  the 
vanadic  acid  with  ammonium  chloride,  ammonium  vanadate  is  pre- 
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cipitated,  idunic  acid  remaining  in  the  mother-liquor,  which  on 
addition  of  ammonium  sulphide  is  separated  as  red  idunic  oxide. 

D.  B. 

Arsenovanadic  Acid.  By  P.  Fernandez  (Per.,  17,  1632). — 
Chemically  pure  vanadic  acid,  obtained  by  precipitating  ammonium 
meta vanadate  with  nitric  acid,  is  added  in  excess  to  a  warm  concen¬ 
trated  solution  of  arsenic  acid,  and  the  whole  boiled  for  some  hours. 
The  solution  is  then  filtered  and  concentrated,  when  brilliant  gold- 
coloured  crystalline  nodules  are  obtained.  The  arsenovanadic  acid 
thus  formed  has  the  composition  As205,V205,11H20. 

A.  K.  M. 

New  Tungstoborates.  By  D.  Klein  ( Compt .  rend.,  99,  35 — 37). 

- — When  3  parts  of  boric  acid  are  dissolved  in  a  boiling  solution  of 
4  parts  of  sodium  paratungstate,  the  liquid  yields  no  precipitate  with 
inorganic  acids.  The  excess  of  boric  acid  and  the  borates  which  are 
formed  are  removed  by  crystallisation,  when  a  heavy  mother-liquor  is 
obtained  closely  resembling  that  produced  by  the  action  of  boric  acid 
on  normal  sodium  tungstate  (Abstr.,  1881,  224,  and  Compt.  rend.  91, 
1070).  When  this  mother-liquor  is  evaporated  over  sulphuric 
acid,  it  deposits  the  disodium  tungstoborate  previously  described.  If 
the  still  liquid  portion  is  acidified  with  hydrochloric  acid  and  mixed 
with  barium  chloride,  it  yields  a  pulverulent  white  precipitate,  and  the 
filtrate  on  concentration  deposits  rhombohedral  crystals  which  are 
under  examination,  and  afterwards  triclinic  prisms,  which  when 
recrystallised  yield  a  salt  crystallising  in  quadratic  octahedra — in  all 
probability  di-barium  tungstoborate  (loc.  cit.).  The  triclinic  salt 
has  the  composition  10WO3,B2O3,2BaO  +  16H20. 

If  the  mother  liquor  from  the  sodium  tungstoborate  is  concentrated 
without  addition  of  hydrochloric  acid,  it  yields  first  a  pulverulent 
deposit  and  afterwards  monoclinic  crystals  which  have  the  same 
con] position  as  the  triclinic  crystals  already  described,  and  like  them 
are  decomposed  by  recrystallisation.  C.  H.  B. 

Double  Chlorides  of  Chromium.  By  L.  Godefroy  {Compt. 
rend.,  99, 141 — 144). — The  amorphous  violet  substance  obtained  when 
an  excess  of  hydrochloric  acid  acts  on  potassium  dichromate  in  pre¬ 
sence  of  a  little  alcohol  is  not  pure  chromic  potassium  chloride,  but  is 
a  mixture  of  this  salt  with  chromic  chloride.  Compounds  of  chromic 
chloride  with  other  metallic  chlorides  are  formed  whenever  the  two 
chlorides  are  brought  in  contact  in  presence  of  hydrochloric  acid  of 
at  least  32‘5  per  cent.  Combination  is  promoted  by  elevation  of 
temperature,  but  is  prevented  within  certain  limits  by  the  presence 
of  water.  The  best  method,  however,  of  preparing  the  chromic  potas¬ 
sium  chloride,  Cr2Cl6,4KCl,  for  example,  is  to  mix  700  grams  of 
alcohol  with  300  grams  of  finely  powdered  potassium  dichromate,  and 
pass  chlorine  gas  into  the  mixture  for  six  or  eight  hours.  The 
theoretical  yield  of  the  double  chloride  is  obtained  as  a  violet-red 
precipitate. 

The  double  chlorides  obtained  by  this  method  form  crystalline 
powders  of  various  colours,  the  colour  deepening  and  varying  in  tint 
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with  elevation  of  temperature.  They  can  be  obtained  in  distinct 
crystals  by  heating  the  powders  with  a  sufficient  quantity  of  40  per 
cent,  hydrochloric  acid  in  sealed  tubes  at  120 — -130°,  and  cooling  very 
slowly.  The  double  chlorides  are  very  stable  even  at  a  high  tem¬ 
perature,  but  they  decompose  rapidly  in  presence  of  a  trace  of 
moisture.  When  thrown  into  water,  they  at  first  dissolve  with  their 
characteristic  colour,  but  the  double  salt  quickly  decomposes  with 
formation  of  hydrochloric  acid,  the  chloride  of  the  second  metal,  and  an 
oxychloride  which  crystallises  with  difficulty.  Decomposition  ceases 
when  the  liquid  contains  32*5  per  cent,  of  free  hydrochloric  acid. 

Double  iodides  and  bromides  are  obtained  under  the  same  condi¬ 
tions.  C.  H.  B. 

Chromic  Acid  and  Chromic  Anhydride.  By  H.  Moissan  ( Gow.pt . 
rend .,  98,  1581 — 1583). — Purification  of  Chromic  Anhydride. — In  order 
to  purify  chromic  anhydride  from  sulphuric  acid,  which  it  frequently 
contains,  it  is  very  carefully  fused  in  a  platinum  capsule,  heated  until 
the  greater  part  of  the  sulphuric  acid  is  driven  off,  and  the  contents 
of  the  capsule  then  poured  on  to  a  porcelain  slab.  The  unexpelled 
sulphuric  acid  runs  out  first,  and  the  chromic  anhydride  which  after¬ 
wards  flows  from  the  capsule  and  solidifies  almost  instantly  contains 
but  traces  of  sulphuric  acid. 

Chromic  Acid. — An  excess  of  chromic  anhydride  is  mixed  with  a 
small  quantity  of  water,  the  mixture  heated  at  100°  for  a  short  time, 
and  the  liquid  poured  off  and  cooled  in  melting  ice.  After  some  time, 
it  deposits  small  red  highly  deliquescent  crystals  which  melt  readily, 
and  give  off  water  when  heated,  leaving  chromic  anhydride.  The 
crystals  have  the  composition  H2Cr04. 

Action  of  Hydrochloric  Acid  Gas  on  Chromic  Anhydride. — When 
purified  and  dry  chromic  anhydride  is  treated  with  hydrochloric  acid 
gas,  chromyl  dichloride  is  formed  at  ordinary  temperatures,  and  the 
reaction  is  accelerated  by  heat.  The  water  which  is  also  produced 
decomposes  part  of  the  chromyl  dichloride,  and  yields  an  oily  sub¬ 
stance  entirely  soluble  in  water.  This  substance  was  obtained  by 
Dumas,  but  has  not  been  analysed.  Hydrobromic  and  hydriodic 
acids  under  the  same  conditions  give  no  similar  reaction.  Perfectly 
dry  chlorine  has  no  action  on  chromic  anhydride,  but  if  it  contains 
hydrochloric  acid,  or  if  it  contains  water  and  is  heated  at  150°, 
chromyl  dichloride  is  formed. 

The  chromates  of  the  alkalis,  barium,  lead,  and  silver  all  yield 
chromyl  dichloride  when  treated  with  hydrochloric  acid  gas. 

C.  H.  B. 

Sulphur  Compounds  of  Molybdenum.  By  G.  Kruss  (Bcr.,  17, 
1769 — 1774). —In  a  previous  communication  (this  vol.,  160)  the 
author  described,  under  the  name  of  orthoxythiomolybdates,  a  series 
of  salts  derived  from  an  acid,  H2Mo02S2,  lying  midway  between 
H2Mo04  and  H2MoS4.  He  has  now  obtained  other  intermediate  acids, 
and  therefore  proposes  to  modify  his  nomenclature  by  calling  the 
above  compounds  dithiomolybdates.  The  following  table  contains  the 
new  compounds  he  has  obtained  : — 
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Name. 

Formula. 

Character. 

Behaviour  with  wrater. 

Sodium  monothiomolybdate. . 

JfajjMoOsS 

Pale  yellow 
crystalline 

Soluble  to  golden  solu¬ 
tion. 

Potassium  dithiomolybdate  . . 

K2Mo02S2 

Golden  yel¬ 
low  needles 

Soluble. 

Potassium  sulphomolybdate. . 

K8Mo4S907 

Yellow  mo¬ 
noclinic 
prisms 

Soluble. 

Pertliiomolybdic  acid . 

H2MoSs 

Red,  amor¬ 
phous 

Very  sparingly  soluble. 

Hydrogen  potassium  perthio- 
molybdate 

KHJV1oS5 

Red,  crystal¬ 
line 

The  three  first-named  salts  were  obtained  by  melting  together 
molybdic  acid  and  the  respective  alkaline  carbonate,  and  treatment  of 
the  melt  with  alkaline  sulphide.  The  free  acid  may  be  obtained  from 
the  last  salt  in  the  above  list  by  treating  it  with  acetic  acid.  Potas¬ 
sium  sulphide  dissolves  this  acid  to  a  brownish-red  solution,  which 
probably  contains  K2MoS5.  This  salt  is,  however,  very  unstable,  and 
its  solution  is  decomposed  by  boiling  with  evolution  of  hydrogen  sul¬ 
phide,  separation  of  sulphur,  and  formation  of  molybdenum  trisul¬ 
phide.  L.  T.  T. 

Sulphur  Compounds  of  Molybdenum.  By  G.  Kruss  (. Annalen , 
225,  1 — 57). — In  this  paper  a  fuller  account  is  given  of  the  prepara¬ 
tion  and  properties  of  sulphur  compounds  of  molybdenum  described 
by  the  author  in  the  Berichte  (this  vol.,  p.  160,  and  preceding 
Abstract).  The  principal  classes  of  compounds  here  investigated  are 
the  oxythiomolybdates,  the  thiomolybdates,  and  the  perthiomolyb- 
dates. 

Oxythiomolybdates ,  intermediate  between  the  molybdates  and  the 
thiomolybdates,  are  divisible  into  several  series  according  as  the 
oxygen-atoms  of  molybdic  acid  are  replaced  by  sulphur.  Monothio- 
molybdates  of  general  formula  M'2Mo03S,  in  which  M'  represents  a 
7nonatomic  metal.  The  sodium  salt  obtained  by  treating  sodium  tri¬ 
molybdate  with  sodium  hydrogen  sulphide  is  a  hygroscopic  golden 
substance,  a  solution  of  which  gives  a  blue  coloration  with  sulphuric 
acid,  probably  due  to  the  liberation  of  monothiomolybdic  acid.  Vi- 
thiomolybdates  of  general  formula  M'2Mo02S2,  obtained  by  passing 
hydrogen  sulphide  into  concentrated  solutions  of  the  molybdates  in 
the  alkaline  hydrates,  crystallise  in  golden  or  reddish-g’oldeu  needles. 
Derivable  from  them  are  the  pyrodithiomoly dates  of  general  formula 
M/HMo204S3,  the  salts  of  an  acid,  H2M02O4S3  (2H2Mo202S2  —  H2S), 
which  stand  in  the  same  relation  to  dithiomolybdates  as  ortho-  to 
pvro-phosphoric  acid,*  the  ammonium  salt  of  which,  on  treatment 
with  ammonia,  is  reconverted  into  the  ammonium  salt  of  dithio- 

*  Tn  the  Abstract  mentioned,  the  last  two  lines  on  p.  160  should  read  thus :  Am¬ 
monium  pyroxythiomohbdate  is  a  reddish  golden  precipitate,  having  the  composi¬ 
tion  jNH4.HMo204S3,  the  salt  of  an  acid,  H2Mo204S2  (  =  2H2Mo02S2  —  H2S),  &c. 


MINERALOGICAL  CHEMISTRY. 


1269 


molybdic  acid,  thus  :  NH4HMo204S3  +  NH3  =  (NH4)3Mo02S2  + 
Mo02S.  Solutions  of  the  alkali  pyromolybdates  give  brown  or 
reddish-brown  precipitates  with  solutions  of  salts  of  aluminium, 
chromium,  manganese,  copper,  lead,  silver,  and  uranium;  and  yellow 
precipitates  with  mercury,  platinum,  lanthanum,  and  caesium  salts. 
There  is  also  described  a  potassium  thiomolybdate,  K8Mo4Sg07,  pre¬ 
pared  by  dissolving  potassium  trimolybdate  in  potassium  hydrosul¬ 
phide,  with  addition  of  alcohol.  A  red  oil  is  precipitated,  from  which 
golden-yellow  monoclinic  prisms  can  be  separated.  This  salt  can  be 
distinguished  from  potassium  thio-  and  dithio-molybdate  by  forming 
an  immediate  precipitate  with  solutions  of  barium  salts. 

Thiomolybdates ,  M2MoS4,  obtained  by  passing  hydrogen  sulphide 
into  solutions  of  the  molybdates  in  concentrated  alkalis,  are  brilliant 
red  compounds,  crystallising  in  the  rhombic  system.  If  the  alkalis 
be  more  concentrated,  salts  are  formed  of  the  composition  M'GMo2S9, 
called  basic  thiomolybdates,  of  which  the  potassium  salt  crystallises  in 
red  rectangular  plates.  Its  aqueous  solution  gives  yellow  precipitates 
with  calcium,  strontium,  and  magnesium  salts,  golden-brown  with 
manganese,  and  olive-green  with  cadmium  salts. 

The  oxythio-  and  thio-inolybdates  give  a  golden-green  coloration  to 
a  Bunsen  flame  ;  the  absorption  spectrum  of  aqueous  solutions  of  the 
oxy thiomolybdates  is  at  the  most  refrangible  end  of  the  spectrum, 
but  of  the  normal  thiomolybdates  at  the  red  end. 

Perthiomolybdates.  —  In  the  course  of  the  preparation  of  molybdenum 
tetrasulphide,  there  was  obtained  a  certain  quantity  of  blood-red 
crystals  of  the  composition  KHM0S5,  probably  formed  by  the  action 
of  hydrogen  sulphide  on  potassium  pyrothiomolybdate,  an  inter¬ 
mediate  product  of  the  reaction,  thus  :  K2Mo207  +  H2S  =  KHMoS5  + 
KHS  +  MoS2.  In  solutions  of  this  salt,  dilute  acids  cause  a  preci¬ 
pitation  of  perthiomolybdic  acid,  H2MoS5,  insoluble  in  water  and 
alcohol.  It  readily  gives  off  hydrogen  sulphide,  and  is  converted 
into  molybdenum  tetrasulphide.  This  potassium  salt  forms  the  first 
case  of  an  acid  primary  thio-sa.lt ;  it  may  be  reproduced  from  the  acid 
by  heating  it  with  potassium  hydrosnlphide. 

In  conclusion,  brief  mention  is  made  of  sulphur-derivatives  of 
vanadic  and  manganic  acids.  V.  H.  Y. 
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Presence  of  the  Diamond  in  an  Indian  Pegmatite.  By 

Chaper  {Ann.  Chim.  Phijs.  [6],  2,  284-— 288). — After  noticing  the 
various  theories  as  to  the  origin  and  formation  of  the  diamond,  the 
author  announces  that  he  has  found  diamonds  in  situ  in  a  pegmatite, 
in  Nizam,  in  the  Presidency  of  Madras.  The  results  of  his  observa- 
t  ons  show  that  the  pegmatite  contains  epidote  to  a  large  amount,  and 
also  oligoclase  and  microcline,  and  it  seems  more  than  probable  that 
it  is  this  rock  which  has  furnished  the  diamonds  contained  in  the 
VOL.  xlyi.  4  r 
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various  deposits  worked  in  Hindostan.  There  appears  to  be  more 
than  one  mode  of  formation  of  the  diamond,  as  it  would  be  very 
difficult  to  show  any  analogy  between  the  pegmatite  and  either  the 
magnesian  mud  of  the  South  African  diamond  beds,  or  the  rock 
which  has  given  rise  to  the  latter  by  its  disintegration,  as  it  contains 
no  granitic  fragments. 

As  the  diamond  has  been  found  in  a  rock  as  ancient  as  pegmatite, 
it  may  be  found  in  all  the  products  of  the  erosion  or  disintegration  of 
pegmatite ;  that  is  to  say,  in  the  quartzites  with  or  without  mica,  in 
the  clays,  in  pudding-stones,  &c.  Moreover,  the  presence  of  the 
diamond  in  itacolumites  and  other  secondary  rocks,  accompanied  by 
crystallised  quartz,  apatite,  rutile,  oligist,  Ac.,  is  no  evidence  that  it 
has  been  formed  in  the  sedimentary  deposits.  C.  E.  G. 

Origin  and  Distribution  of  Phosphorus  in  Coal  and  Cannel 
Coal.  By  A.  Carnot  ( Gompt .  rend .,  99,  154 — 156). — The  presence 
of  phosphorus  in  coal  ash  has  already  been  observed  by  several 
chemists.  The  author  has  determined  the  amount  of  this  element  in 
various  fossil  plants,  and  in  different  samples  of  coal,  with  the  follow¬ 
ing  results  ; — 

P  per  cent. 


t - - ^ 


I. 

II. 

Fossil  calamodendrom . 

0*00195 

0*00245 

,,  cordaites . 

0-00082 

traces 

lepidodendron  . 

traces 

traces 

,,  psaronius  (fern) . 

0-00271 

0-00712 

Mineral  charcoal . 

0-00399 

Coal  from  Commentry . 

0-00163 

„  Ferrieres . 

0-01385 

Anthracite . 

0-01467 

Cannel  from  Commentry . 

0-04260 

0*03912 

„  Lancashire . 

0-02852 

„  Wigan . 

0*02246 

,,  Newcastle  . .  . 

traces 

,,  Glasgow . 

0-00572 

„  Virginia . 

0-02771 

Paraffin  shale  from  New  South 

Wales . 

0-01956 

Boghead  cannel  from  Autun  .... 

traces 

,,  ,,  Frioul  .... 

0*06275 

Microscopic  examination  shows  that  cannel  is  composed  of  decom¬ 
posed  vegetable  fragments  of  very  various  character,  but  generally 
contains  a  large  number  of  spores  or  pollen  grains  very  irregularly 
distributed  (Renault).  The  two  specimens  which  were  almost  free 
from  phosphorus  were  found  to  be  equally  free  from  spores.  Analysis 
of  the  spores  and  pollen  of  the  modern  representatives  of  carboni¬ 
ferous  plants  ( Lastrcea ,  Polystichum ,  Osmunda ,  Lycopodium ,  Ac.) 
shows  that  these  parts  are  very  much  richer  in  phosphorus  than  the 
other  organs  of  the  plants.  It  follows  that  the  greater  part  of  the 
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phosphorus  present  in  coal  has  been  derived  from  the  spores  and  the 
pollen  of  the  plants  from  which  it  has  been  formed. 

In  the  same  piece  of  coal,  there  are  frequently  alternate  brilliant 
and  dull  layers,  the  former  having  been  derived  from  the  wood,  bark, 
and  roots,  the  latter  from  the  leaves  and  other  debris.  In  a  sample 
from  Commentry  the  dull  layers  gave  10*5  per  cent,  of  ash,  and  con¬ 
tained  0*00815  per  cent,  of  phosphorus  ;  the  bright  layers  contained 
3*8  per  cent,  of  ash  and  0*00326  of  phosphorus.  0.  H.  B. 

Deposit  of  Saltpetre  (Potassium  Nitrate)  at  Cochabamba, 
Bolivia.  By  Sacc  ( Oorwpt .  rend.,  99,  84 — 85)^— To  the  east  of 
Cochabamba,  near  the  village  of  Arane,  there  is  an  immense  saline 
deposit  of  the  composition  :  Potassium  nitrate,  60’ 7  ;  borax,  traces  of 
sodium  chloride  and  water,  30‘7  ;  organic  matter,  8'6  =  100.  The 
soil  on  which  this  deposit  rests  is  brown  and  inodorous  when  dry,  but 
when  moistened  it  evolves  ammonium  carbonate  and  hydrosulphide. 
It  has  the  composition  : — incombustible  residue,  74*2  ;  borax  and  salts, 
15*5;  organic  matter,  water,  and  ammonium  salts,  10*3  —  100.  The 
incombustible  residue  consists  of  very  fine  sand,  and  a  very  large  pro¬ 
portion  of  calcium,  iron,  and  magnesium  phosphates.  The  saltpetre 
has  been  formed  by  the  oxidation  of  the  ammoniacal  salts  in  the  soil 
in  presence  of  potash  and  soda  derived  from  the  decomposition  of  the 
slates  on  which  the  soil  rests.  The  potassium  nitrate  has  reached  the 
surface  by  capillary  action,  whilst  the  more  soluble  sodium  nitrate 
has  been  washed  down  by  the  rains  to  the  drier  and  hotter  districts 
along  the  coast.  Fossil  bones  are  very  common  in  the  district,  and 
it  is  possible  that  this  deposit  at  Arane,  which  is  sufficient  to  supply 
saltpetre  to  the  whole  world,  is  the  product  of  the  decomposition  of  a 
gigantic  deposit  of  prehistoric  animals.  C.  EL.  B.. 

Pinnoite,  a  New  Borate  from  Stassfurt.  By  H.  Staute  (Ber., 
17,  1584 — 1586). — This  mineral  differs  in  its  chemical  and  physical 
properties  from  the  borates  previously  found  at  Stassfurt.  It  has  a 
sulphur  or  straw-yellow  colour,  but  is  sometimes  green,  with  a  shade 
of  red  or  grey.  Hardness  is  3 — 4 ;  sp.  gr.  =  2*27..  Its  formula  is 
MgB204,3H20.  When  heated,  it  decrepitates,  becomes  white,  and 
melts  with  some  difficulty,  imparting  a  green  coloration  to  the  flame. 
Mineral  acids  dissolve  it  readily  on  heating.  When  boiled  with 
water,  an  alkaline  liquid  is  obtained,  from  which  a  flocculent  precipi¬ 
tate  separates,  but  redissolves  as  the  solution  cools.  A.  K.  M. 

Haydenite.  By  H.  N.  Morse  and  W.  S.  Bayley  ( Amer .  Ghem. 

6,  24—25). — This  mineral  from  Baltimore  was  first  described  as 
an  independent  species  by  Cleavelaud,  and  confirmed  by  Levy’s 
assertion  of  its  monosymmetric  form.  J.  D.  Dana  and  Des  Cloizeau 
have,  however,  found  the  mineral  to  be  really  rhombohedral,  like 
chabazite;  but  the  only  two  published  analyses  by  B.  Silliman  and 
Delesse  do  not  agree  with  each  other,  or  with  Rammelsberg’s  formula 
for  chabazite.  The  author  has  analysed  an  apparently  undecom¬ 
posed  material,  with  the  result  that  its  composition  agrees  with  the 
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chabazite  formula,  and  haydenite  is,  therefore,  chemically  and  physi¬ 
cally  identical  with  chabazite. 


Si02. 

A1203. 

Fe.203. 

CaO. 

MgO. 

BaO. 

k2o. 

h2o. 

49-29 

18-06 

0-79 

5-13 

0-86 

1-46 

3T6 

21-31 

=  100*07 

49T9 

18-07 

0-88 

5-19 

0-86 

1-48 

2-84 

21*31 

=  9981 

H.  B. 

Avalite.  Bv 
•/ 

S.  M.  Losanitsch  (Ber.,  17,  1774- 

-1775) 

. — Avalite 

the  name  the  author  gives  to  a  new  chromium  mineral  which  he  has 
obtained  from  the  neighbourhood  of  Mount  Avala,  near  Belgrade. 
This  mineral  occurs  in  clay,  and  many  minerals  from  that  district,  in 
the  form  of  small  gTeen  scales.  The  author  freed  it  from  clay,  &c., 
by  levigation,  the  mineral  being  specifically  lighter  than  the  clay. 
This  mineral  is  not  attacked  by  the  ordinary  acids,  but  is  easily 
decomposed  by  means  of  hydrofluoric  acid,  or  by  fusion  with  alkaline 
carbonates.  The  analyses  gave  the  following  results  : — 


I. 

II. 

III. 

Si02 . 

56*13 

55-59 

bl*52 

Cr203 . 

14*59 

10*39 

9*82 

AIA, . 

14*37 

16*60 

1414 

K20  . 

3*54 

3^69 

2-51 

Fe203 . 

1*10 

2*55 

1*28 

MgO . 

0*43 

1-74 

1*20 

Chromite . 

1*68 

1*80 

3*43 

H20  (hygroscopic) . 

2-39 

1*39 

073 

Loss  on  ignition  . . 

5-38 

5*42 

4*48 

9961 

99-17 

99*11 

The  author  considers  the  water,  chromite,  iron,  and  magnesium  to 
be  impurities.  The  green  colour  of  much  of  the  quarzite  occurring  in 
serpentine  from  the  district  of  Belgrade  is  due  to  the  presence  of 
avalite.  L.  T.  T. 

Origin  of  Phosphorites  and  Ferruginous  Clays  in  Limestone 
Districts.  By  Dieulafait  ( Compt .  rend.,  99,  259 — 262). — From 
numerous  analyses  of  phosphorites  and  the  associated  rocks,  the 
author  concludes  that  the  calcium  phosphate  existing  in  the  caverns 
in  the  south-west  of  France  does  not  represent  one- tenth  of  that  which 
existed  in  the  limestone  which  has  been  removed  during  the  forma¬ 
tion  of  the  caverns.  The  ferruginous  clays  which  accompany  and 
often  cover  the  phosphates  have  the  same  composition  as  the  residue 
obtained  when  the  rocks  forming  the  walls  of  the  eavern  are  treated 
with  a  dilute  oxidising  acid.  Substances  such  as  manganese,  nickel, 
cobalt,  zinc,  copper,  and  iodine,  which  exist  in  very  small  quantities 
in  the  ordinary  rocks  of  the  phosphatic  districts,  are  found  in  rela¬ 
tively  high  proportion  in  the  phosphorite  and  the  clays  associated 
with  it.  It  is  possible,  therefore,  that  the  phosphorites  in  the  south¬ 
west  of  France  have  been  extracted  from  the  surrounding  rocks  by 
chemical  reactions  in  the  wret  way.  C.  H.  B. 
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The  Granite  District  of  the  Black  Forest.  By  J.  H.  Kloos 
( Jahrb .  f.  Min.,  1884,  1,  66). — The  principal  rock  of  the  middle 
portion  of  the  Wiesen  Valley  is  a  coarsely  granular  biotite^granite-, 
which  differs  from  the  ordinary  granite  of  the  Black  Forest  in  that 
muscovite  is  always  absent.  In  this  granitic  mass,  other  crystalline 
rocks  are  frequently  met  with,  both  in  veins  and  in  irregular  masses. 
The  description  of  these  rocks  in  the  neighbourhood  of  the  Wiesen 
Valley,  forms  the  subject  of  this  paper,,  special  attention  being  paid 
to  the  diorites  and  gabbro  of  Ehrsberg,  Waldmatt,  and  Kastel. 

This  granitic  district  of  the  southern  portion  of  the  Black  Forest 
presents  remarkable  examples  of  the  structural  and  physical,  dif¬ 
ferences  between  minerals  of  the  same  or  similar  composition  from 
the  older  and  more  recent  massive  rocks,  and  also  of  the  alterations  and 
decompositions  to  which  these  minerals  have  been  subjected  after  they 
have  built  up  the  rocks.  The  structure  and  physical  properties  of 
the  orthoclase,  the  principal  mineral  in  the  predominating  biotit  e- 
granite,  are  totally  different  from  those  of  the  potash  felspar  usually 
met  with  in  similar  districts  of  the  more  recent  crystalline  rocks.  A 
labradorite,  perfectly  and  uniformly  filled  with  a  powder  rich  in 
manganese,  like  that  presented  in  the  Ehrsberg  gabbro,  is  unknown 
in  more  recent  eruptive  rocks.  Diallage  and  the  green  radiated  horn¬ 
blende  occur  in  this  district  in  a  form  totally  different  from  that 
usual  in  trachytes,  basalts,  and  other  more  recent  rocks.  The 
occurrence  of  the  quartz  proves  that  it  has  crystallised  out  under 
unusual  conditions,  or  that  subsequent  metamorphism  has,  to  a  great 
extent,  taken  place.  An  excellent  example  of  the  subsequent  altera¬ 
tion  of  a  mineral  by  the  action  of  water  is  presented  by  the  conversion 
of  labradorite  into  an  albite  and  zeolitic  mineral.  The  various  stages 
of  this  alteration  may  be  seen  both  in  the  granite  itself  and  in  the 
rock  masses  subordinate  to  it.  As  examples  may  be  mentioned  the 
alteration  of  the  plagioclase  from  the  granitic  and  diorific  rocks  into 
mica-like  minerals,  finally  resulting  in  perfect  pseudomorplis ;  and 
secondly,  the  alteration  of  the  biotite  of  the  finely  granular  granites 
into  mica,  which  occurs  to  a  small  extent  in  the  Ehrsberg  diorite,  and 
in  a  very  well-marked  manner  in  the  Kastel  gabbro ;  the  alteration 
of  the  biotite  of  the  finely  granular  granites  into  a  soft  scaly  unelastic 
substance;  the  alteration  of  olivine  into  serpentine  in  the  Ehrsberg 
picrite  ;  the  alteration  of  augite  or  hornblende  in  the  minettes  into  a 
new  fibrous  yellow  mineral,  the  exact  nature  of  which  has  not  yet 
been  determined  ;  and  the  alteration  of  the  pinite  and  other  con¬ 
stituents  in  the  pinite-porphyry,  are  further  examples. 

B.  H.  B. 

Mica-diorites  and  Kersantites  of  Southern  Thuringia  and 
the  Frankenwald.  By  R.  Pohlmann  {Jahrb.  /.  Min.,  1884,  Beil  age , 
67 — 160). — The  vein  rocks,  rich  in  mica,  occurring  in  the  northern 
flank  of  the  Fichtelgebirge,  described  by  Giimbel  as  “  lamprophyry,” 
are,  for  the  most  part,  kersantites ;  mica-diorites  and  minettes  occur 
to  a  smaller  extent.  The  kersantites  are  porphyritic  rocks,  and  con¬ 
tain  as  constituents  brown  magnesium  mica,  felspar,  augite  partially 
replaced  by  hornblende,  quartz,  cal  cite,  titanite,  apatite,  magnetite, 
and  chromite.  The  magnesium  mica  was  always  found  to  be  optically 
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biaxial.  It  probably  belongs  partly  to  anomite,  and  partly  to  mer- 
oxene.  In  order  to  determine  the  chemical  nature  of  the  magnesium 
mica,  that  from  the  Barenstein  rock  was  analysed,  giving  the  folio w- 


MgO. 

18-74 


ing  results : — 

Si02.  TiOs. 

ai203. 

Mn203. 

Fe203. 

FeO. 

CaO. 

38-72 

0-75 

16-26 

trace 

7-40 

5-25 

1-86 

K20. 

Na20. 

F. 

h2o. 

Total. 

Sp.  gr. 

8-89 

trace 

trace 

2-60 

100-47 

2-88 

The  felspar  is,  for  the  most  part,  triclinic  (oligoclase,  labradorite)  ; 
but  orthoclase  is  also  present.  The  rather  light  coloured  monoclinic 
augite  on  decomposing  hardly  ever  passes  into  uralite,  but  into 
chloritic  products.  The  presence  of  chromite  crystals  is  worthy  of 
note.  The  calcite  is  always  of  a  secondary  nature.  The  same  is,  to  a 
certain  extent,  true  of  the  quartz,  if  the  porphyritic  crystals  are  not 
taken  into  account. 

The  mica  diorites  are  sometimes  rich  in  augite  and  hornblende,  as, 
for  example,  in  the  rock  from  Marlesreuth ;  at  other  times  these 
bisilicates  are  entirely  wanting,  as  is  the  case  in  the  rock  from 
Kodelschutz. 

Contact  alterations  of  the  kersantite  were  observed,  both  in  the 
rock  itself  and  in  the  limestones  and  slates,  but  they  are  of  slight 
importance.  The  kersantites  do  not  essentially  differ  in  structure  and 
mineralogical  composition  from  those  known  in  other  districts.  The 
term  “lamprophyre  ”  is  consequently  incorrect  from  a  petrographical 
point  of  view,  more  especially  as  it  was  used  as  a  collective  name  for 
rocks  of  different  classes.  B.  H.  B. 


Composition  of  the  Water  of  the  New  Mineral  Springs  at 
Freyersbaeh.  By  K.  Birnbaum  (Ber.,  17,  1614—1615). — The  com¬ 


pares  per  10,000. 


Alfred’s 

spring. 

Friedrich’s 

spring. 

Lithion’s 

spring. 

Ferrous  bicarbonate  . 

0  *4410 

0  -5875 

0  -3040 

Calcium  bicarbonate  . 

10-3995 

15  -2750 

15  2425 

Magnesium  bicarbonate . 

3  *0778 

4-4949 

4*6233 

Tricalcium  phosphate . . 

0  0500 

0  *0075 

traces 

Calcium  sulphate . 

0  0843 

0*1465 

0  -1197 

Potassium  sulphate . . 

0  -3369 

2  *3962 

2  -7954 

Sodium  sulphate . 

6  -2008 

6  -9940 

6  -5662 

Sodium  bicarbonate . 

1  0206 

2-3499 

2  *1930 

Magnesium  chloride  . 

0*2426 

0*1967 

0*2869 

Lithium  chloride . 

0  0917 

0*1300 

0-1754 

Silicic  acid  .  . 

0-9308 

1  -0841 

1  0236 

Carbonic  anhydride . 

16*7847 

19-7149 

16-6063 

Nitrogen  . 

0  '0130 

1 *5525 

0-0161 

Total . 

40-1737 

54  -9297 

49  -9524 
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position  of  this  water  is  similar  to  that  of  the  mineral  water  examined 
by  Bunsen  ( Zeit .  Anal.  Chem.,  1871, 10,  391),  but  differs  from  the  latter 
in  tbe  proportion  of  the  constituents,  and  in  containing  a  considerable 
amount  of  lithium  salts,  as  shown  in  the  table,  p.  1274. 

Gaseous  Constituents.  Number  of  Cubic  Centimeters  in  10,000  grams 

Water. 


Alfred’s 

spring. 

Friedrich’s 

spring. 

Lithion’s 

spring. 

Total  carbonic  anhydride  . 

13,434*9 

17,219  -5 

15,546  *2 

Loosely  combined  do . 

2,447  '2 

3,594  -0 

3,548*3 

Total  combined  do . 

4,894  -4 

7,188  -0 

7,096  '6 

Free  carbonic  anhydride . 

8,540-5 

10,031  *5 

8,449*6 

Nitrogen  . 

10*3 

1,235  -9 

12-8 

Temp,  of  water  (that  of  the  air 
being  10*4°) 

11  -7° 

11-6° 

11-5° 

Sp.  gr.  at  12° . 

1 -0025 

1  0035 

1-0025 

A.  K.  M. 
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Properties  of  Liquid  Methane  and  its  Use  as  a  Refrigerator. 

By  S.  Wroblewski  (Compt.  rend.,  99,  136 — 137).  —  The  methane 
employed  was  obtained  by  heating  sodium  acetate  with  soda-lime, 
and  was  liquefied  by  means  of  liquid  ethylene.  Its  critical  tem¬ 
perature  is  — 73*5°  and  the  critical  pressure  56*8  atmos.  The  fol¬ 
lowing  table  shows  the  relation  between  the  boiling  point  and  the 
pressure  : — - 


Atmos. 

Boiling  point. 

56*8 

-  73'5° 

52*5 

-  75-9 

24*9 

-  98-2 

16*4 

—  113-4 

67 

-  1309 

At  atmospheric  pressure,  methane  does  not  solidify,  but  boils 
between  — lo5  and  — 160°,  and  thus  gives  a  temperature  intermediate 
between  those  obtained  with  liquid  oxygen  and  liquid  ethylene  re¬ 
spectively.  C.  H.  B. 

Behaviour  of  Ethylidene  Chloride  with  Ethylamine  and 
Amylamine.  By  A.  W.  Hofmann  ( Ber .,  17,  1907 — 1908). — When 
ethylidene  chloride  is  heated  with  ethylamine,  collidine  and  ethyl 
chloride  are  formed,  together  with  small  quantities  of  ammonia  and 
triethylamine : — 
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T.  4C2H4C!2  +  71SrHoEt  =  C*HaiN,HCl  +  6NH2Et,HCl  +  EtCI. 

II.  3(NH2Et,HCl)  =  2NH4CI  +  NEt3HCl. 

Amylamine  yields  collidine,  diamylamine,  triamylamine,  and 
ammonium  chloride. 

Acetamide  also  yields  collidine,  together  with  acetic  chloride. 

L.  T.  T. 

Action  of  Chlorine  on  Isobutylene.  By  Ch^choukoff  {Bull. 
Soc.  Ghim .,  41,  253 — 254). — The  action  of  chlorine  on  isobutylene 
does  not  give  rise  to  a  chloride  of  that  hydrocarbon,  but  to  two  iso¬ 
meric  chlorisobutylenes.  The  first,  isocrotyl  chloride ,  CMe2!CHCl, 
forms  isobutaldehyde  when  the  aqueous  solution  is  heated  ;  and  when 
warmed  with  sodium  ethylate,  it  yields  ethyl  isocrotyl  ether.  The 
second  chi orisobutylene  distils  at  72 — 78°,  and  is  insoluble  in  water. 
On  heating  it  with  a  solution  of  potassium  carbonate,  it  yields  an 
alcohol  boiling  at  111 — 115°.  This  combines  with  bromine,  forms  a 
crystalline  alcoholate,  and  evolves  hydrogen  chloride  when  treated  with 
phosphorus  pentachloride.  The  corresponding  ethereal  acetate  boils 
at  119 — 121°.  The  constitution  of  this  chlorisobutylene  is  probably 
CHo.‘CMe.CH2Cl,  and  that  of  the  alcohol  CH2!CMe.CH2.OH. 

W.  R.  D. 

Caucasian  Petroleum.  By  Mafkownikoff  and  Oglobine  {Bull. 
Soc.  Chim .,  41,  258). — Hydrocarbons  of  the  C«H2W  series,  called  by 
the  authors  naphthenes ,  constitute  the  principal  part  of  Caucasian 
petroleum.  The  members  of  this  group  of  hydrocarbons  do  not  form 
nitro-derivatives,  and  resemble  the  paraffins  in  not  yielding  additive 
compounds,  and  also  in  the  formation  of  alcohols  from  the  chlorinated 
derivatives.  Certain  of  the  chlorinated  derivatives  are  convertible, 
by  abstraction  of  hydrogen  chloride,  into  hydrocarbons  of  the  CrtH2«_2 
series,  which  behave  like  unsaturated  compounds,  and  may  be  termed 
• naphthylenes .*  When  oxidised,  the  naphthenes  form  oxidation-pro¬ 
ducts  or  are  converted  into  higher  isologues,  and  thus  possess  all  the 
characters  of  closed -chain  hydrocarbons.  The  portion  of  Caucasian 
petroleum  having  a  higher  boiling  point,  probably  contains  hydro¬ 
carbons  of  the  C«H2ra_2  and  CWH2»_4  series,  whilst  10  per  cent,  of  the 
petroleum  consists  of  benzenoid  hydrocarbons  belonging  to  known 
series,  and  also  to  a  series  of  hydrocarbons  isomeric  with  styrolene 
and  its  isologues.  These  compounds  furnish  brominated  derivatives, 
but  no  additive  compounds.  Their  benzenoid  character  is  exhibited 
in  the  formation  of  nitro-  and  sulpho-derivatives.  The  petroleum  also 
contains  acid  and  neutral  compounds  containing  oxygen. 

W,  R.  D. 

Preparation  of  Cyanides  and  Ferrocyanides  from  Trimethyl- 
amine.  By  E.  Willm  {Bull.  Soc.  Ghim.,  41,  449 — 451). — This 
paper  describes  the  commercial  application  of  the  decomposition  of 
trimethylamine  at  a  red  heat  by  which  the  whole  of  the  nitrogen  is 
obtained  as  hydrocyanic  acid  and  ammonium  cyanide,  together  with 

*  It  would  be  better,  perhaps,  to  call  these  hydrocarbons  naphtbines  (analogous 
to  ethine),  seeing  that  the  term  naphthyl  has  long  been  used  to  signify  the  hypo¬ 
thetical  radical  C’ioH7. — C.  E.  Gh 
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gaseous  hydrocarbons.  The  vapour  of  trim e thy lamine  is  passed  into 
a  retort  heated  to  bright  redness,  and  the  products  are  passed  first 
into  sulphuric  acid,  where  the  ammonium  cyanide  is  converted  into 
hydrocyanic  acid  ;  and  secondly  into  a  solution  of  soda,  potash,  or 
calcium  hydroxide,  where  the  acid  is  converted  into  the  corresponding 
cyanide.  In  this  way,  concentrated  solutions  of  the  cyanides  are 
obtained,  while  the  gaseous  hydrocarbons,  free  from  ammonia  and 
hvdrogen  cyanide,  pass  on  and  are  collected  for  use  in  lighting  the 
works.  From  the  solution  of  alkaline  cyanide,  the  corresponding 
ferrocyanide  is  obtained  by  adding  ferrous  oxide,  freshly  precipitated 
from  a  solution  of  ferrous  chloride  by  milk  of  lime,  and  this  liquid 
after  filtering  yields,  without  further  concentration,  crystals  of  ferro¬ 
cyanide,  which  are  as  pure  as  those  obtained  after  the  third  crys¬ 
tallisation  by  the  older  method.  The  process  appears  to  have  an 
important  bearing  on  the  economical  utilisation  of  the  residues  from 
molasses.  W.  ft.  D. 


Constitution  of  some  Simple  Cyanogen-compounds.  Bv 

G.  Calmels  (Compt.  rend ,  99,  239 — 241). — When  finely  powdered 
mercuric  cyanide  is  heated  with  an  equal  weight  of  methyl  iodide  in 
sealed  tubes  at  110°,  the  products  are  mercuric  iodide,  methylcar- 
bamine,  and  a  tarry  substance  formed  by  the  polymerisation  of  the 
carbamine  at  the  moment  of  its  formation.  Zinc  cyanide  must  be 
boiled  for  at  least  two  days  with  ethyl  iodide  (in  a  flask  with  an  in¬ 
verted  condenser),  in  order  to  obtain  an  appreciable  quantity  of 
ethylcarbamine.  The  failure  of  this  reaction  with  certain  cyanides 
is  due  to  the  fact  that  the  conversion  of  these  cyanides  into  iodides 
requires  a  temperature  at  which  the  carbamine  is  decomposed. 

When  an  ethereal  solution  of  zinc-ethyl  is  mixed  with  an  ethereal 
solution  of  cyanogen  iodide,  zinc  cyanide  is  precipitated  and  ethyl 
iodide  is  formed.  The  addition  of  an  ethereal  solution  of  cyanogen 
iodide  to  dry  zinc  methyl  iodide,  however,  produces  a  considerable 
development  of  heat,  and  zinc  iodide,  zinc  cyanide,  methyl  iodide,  and 
methyl  carbamine  are  formed.  When  an  ethereal  solution  of  mer¬ 
curic  methide  is  heated  with  an  equivalent  quantity  of  cyanogen 
iodide  in  a  sealed  tube  at  50°,  mercuric  cyanide  is  formed ;  but  if  the 
temperature  is  raised  to  100°,  the  inverse  reaction  takes  place  and 
ethylcarbamine  is  produced.  The  action  of  cyanogen  iodide  in 
ethereal  solution  on  metallic  zinc  yields  zinc  cyanide  and  free  iodine, 
the  latter  slowly  combining  with  the  excess  of  zinc.  It  is  evident 
that  in  these  reactions  the  metallic  cyanide  is  formed  in  preference 
to  the  iodide,  but  this  fact  does  not  determine  the  constitution  of 
cyanogen  iodide,  for  a  metallic  cyanide  is  always  an  intermediate 
product  of  the  action  of  this  substance  on  organo- metallic  radicles. 
When,  however,  an  ethereal  solution  of  aluminium-ethyl  is  mixed 
with  a  similar  solution  of  cyanogen  iodide,  aluminium  iodide  and 
acetonitrile  are  produced,  but  no  trace  of  ethylcarbamine  is  formed. 
It  follows  that  the  constitution  of  cyanogen  iodide  is  represented  by 
the  formula  NEEC — I,  and  is  strictly  analogous  to  the  constitution  of 
the  chloride  and  bromide. 

These  reactions  confirm  the  existence  of  two  distinct  groups, 
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cyanides  and  isocyanides,  amongst  the  most  simple  compounds  of 
cyanogen.  C.  H.  B. 

Ethereal  Salts  of  Cyanuric  Acid.  By  Ponomareff  {Bull.  Soc. 
Chim .,  41,  315). — The  ethereal  salts  of  cyanuric  acid  were  obtained 
by  the  action  of  sodium  methoxide  and  ethoxide  on  cyanogen  iodide 
or  bromide,  or  on  the  polymerides  of  the  latter.  These  compounds 
combine  with  mercuric  chloride,  and  when  ethyl  cyanurate  is  heated 
at  180 — 200°,  it  is  converted  into  ethyl  isocyanurate.  Heated  to  a 
moderate  extent  with  baryta* water,  barium  diethyl  isocyanurate  is 
formed;  the  corresponding  acid  is  isomeric  with  that  obtained  by 
Limpricht.  The  ethereal  salt  can  be  reformed  by  heating  the  lead 
salt  of  the  acid  with  ethyl  iodide.  The  acid  obtained  by  decomposing 
the  ethereal  salts  of  cyanuric  acid  with  potash  is  identical  with  that 
derived  from  carbamide.  The  same  ethereal  salts  can  be  obtained  by 
heating  the  silver  salt  of  cyanuric  acid  with  ethyl  or  methyl  iodide, 
but  there  are  also  produced  the  corresponding  salts  of  isocyanuric 
acid.  When  mono  potassium  and  dipotassium  evanurates  are  treated 
in  a  similar  maimer  at  180°,  the  first  salt  gives  rise  to  the  diethyl- 
derivative,  and  the  second  salt  to  the  triethyl-derivative  of  cyanic 
acid.  The  author  concludes  that  the  salts  of  the  formula  (CONEt)3 
are  more  stable  than  those  of  the  formula  (CNOEt)3. 

W.  R.  D. 

Specific  Volumes  of  Normal  Fatty  Acids  and  Alcohols, 

By  A.  Zander  {Annaleni  224,  56 — 95). — The  author  has  determined 
the  sp.  gr.  and  specific  volume  of  the  following  compounds : — 


Boiling 

point. 

Sp.  gr. 
at  0°. 

Sp.  gr.  at 
the  boiling 
point. 

Spec.  vol. 

Acids . 

Formic  . . . . . 

100 ’8 

1 -2415 

1-1175 

41  1 

Acetic  . . . 

118  T 

1 -0701 

0  -9372 

63-8 

Propionic . .  , .  . . 

141  -8 

1  0133 

0  -8589 

86*0 

formal  butyric  . 

162-4 

0  -9746 

0  -8099 

108  -4 

Tso  ..  . 

154  1 

0-9651 

0  -8054 

108-9 

Normal  valeric . . 

185-4 

0  -9562 

0  -7828 

130  0 

enproic  . 

204  7 

0  -9446 

0  -7589 

152*5 

heptoic  . 

223  *2 

0  -9313 

0  7429 

174-6 

,,  octoic . * . 

236-5 

0  9270 

0-7264 

197  8 

Alcohols. 

Methyl  . . . 

66'2 

0  *8111 

0-7483 

42*6 

Normal  propyl . 

..  butvl  . . . . 

97  -4 
117  *5 

0 -8177 

0  -8233 

0  -7369 

0  7247 

81  -2 
101-9 

ftmvl  . 

137-8 

0-8282 

0-7117 

123-4 

•'*«•»*****'** 

hexvl  . . 

157  *3 

0  -8312 

0-6958 

146-2 

>>  ntAji  ************** 

lieotvl  . 

175  -8 

0-8342 

0  -6876 

168*3 

tr  J  . . . 

ootvl  . . 

195*5 

0-8375 

0  -6807 

190  -6 

))  •  •  •  . . .  •  • 
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The  author  has  also  determined  the  rate  of  expansion  of  these 
liquids.  The  following  table  shows  the  volume  they  occupy  at  dif¬ 
ferent  temperatures,  the  volume  at  0°  being  taken  as  unity 


Alcohols. 

10°. 

20°. 

0 

O 

CO 

50°. 

o  * 

O 

00 

130°. 

150°. 

Normal  propyl . 

Iso  5)  . 

Normal  butyl . 

„  amyl . 

„  hexyl . 

„  hept-yl  . 

„  octyl . 

1  -0082 
1  ‘0108 
1  *0087 
1*0091 
1  0087 
1  *0083 
1  *0080 

1 *0174 
1*0218 
1  *0179 
1  *0183 
1*0177 
1  0167 
1  *0162 

1  *0273 
1 *0332 
1  0277 
1  *0276 
1  0270 
1  *0254 

1  *0247 

1  *0494 
1  *0577 
1  0489 
1*0470 
1  *0469 

1  *0435 

1  *0427 

1  *0865 
1  *1001 
1  *0847 

1  *0796 

1  *0804 

1  *0736 

1  *0729 

1*1502 
1 *1488 
1*1362 
1*1320 

1 *1816 
1*1671 

L  *1594 

Acids. 

t-* 

o 

0 

20°. 

50°. 

100°. 

150°. 

200°. 

Formic  . 

1 *0097 

1 *0106 

1 *0106 

1  *0196 

1 *0213 

Acetic . 

1  *1159 

Propionic  . 

1*0214 

1 *1199 

— 

Normal  butyric . 

1 *0104 

1 *0210 

1*1149 

1*1853 

— 

Isobutvric  . 

1 *0110 

1 *0098 

1 *0095 

1*0205 

1  *0198 
1*0192 

1 *1895 

_ 

Normal  valeric . 

1 *1705 

„  caproic . 

1*1660 

1*2375 

„  lieptoic . 

1 *0087 

1  *0176 

1 *1570 

1  *2216 

,,  octoic  . 

1 *0092 

1 *0185 

1*0469 

1 *1542 

1  2204 

w.  c.  w. 


Action  of  Aluminium  Chloride  on  a  Mixture  of  Alcohols 
of  the  Paraffin  Series  with  Ethyl  Chlorocarbonate.  By  B. 

Pawlewski  ( Ber .,  17,  1606 — 1607). — The  author  finds  this  reaction  is 
similar  to  that  recently  described  by  him  in  which  ethyl  phenylcar- 
bonate  is  produced  (this  vol.,  p.  1005).  Aluminium  chloride,  in  con¬ 
siderable  excess,  is  added  gradually  to  a  mixture  of  propyl  alcohol 
with  ethyl  chlorocarbonate,  and  the  whole  allowed  to  remain  for 
several  hours ;  the  mass  is  then  warmed,  when  a  violent  action  sets  in 
accompanied  by  an  abundant  evolution  of  hydrochloric  acid.  The 
product  is  treated  with  water  and  a  10  per  cent,  solution  of  hydro¬ 
chloric  acid,  then  dried  and  fractioned.  The  ethylic  propylearbonate, 
PrO.COOEt,  obtained  boils  at  145*6°  (corr.)  ;  its  sp.  gr.  is  0*9532  at 
20°.  A.  K.  M. 

Purification  of  Methyl  Alcohol.  By  J.  Regnauld  and  Villejean 
( Compt .  rend.,  99,  82 — 84). — Methyl  alcohol  prepared  from  methyl 
oxalate  almost  always  contains  small  quantities  of  some  substance, 
possibly  either  acetone  or  ethyl  alcohol,  which  yfields  iodoform  when 
treated  with  iodine.  To  obtain  perfectly  pure  methyl  alcohol,  the 
alcohol  prepared  from  the  oxalate  is  mixed  with  10  per  cent,  of 
iodine,  and  sodium  hydroxide  added  gradually  until  the  reaction  is 
distinctly  alkaline.  The  liquid  is  then  carefully  distilled.  In  this 
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process  the  foreign  organic  substances  are  converted  into  iodoform, 
and  the  latter  is  decomposed  by  the  alkali  into  an  iodide  and  a 
formate. 

The  peculiar  saffron-like  odour  observed  when  iodine  is  mixed  with 
an  aqueous  solution  of  potash  or  soda  was  obtained  by  the  authors 
with  iodine  liberated  by  the  action  of  chlorine  on  a  solution  of  fused 
potassium  iodide  in  water  distilled  with  potassium  permanganate, 
and  recently  fused  sodium  hydroxide.  The  glass  vessels  containing 
these  substances  had  previously  been  strongly  heated,  and  were 
exposed  to  the  air  as  little  as  possible.  It  is  evident  therefore  that  if 
the  odour  is  due  to  iodoform  formed  from  traces  of  organic  matter, 
the  quantity  of  iodoform  must  be  infinitesimal.  C.  H.  B. 

Action  of  Zinc  Propyl  on  Acetic  Chloride.  By  Markownikoff 
(v  ull.  Soc.  Chim 41,  259 — 260).  From  analogy,  it  was  expected 
that  the  reaction  of  zinc  propyl  with  acetic  chloride  would  give  the 
tertiary  alcohol,  methyl  dipropyl  carhinol ,  but  it  is  found  to  yield  the 
secondary  alcohol,  methyl  propyl  carbinol,  and  propylene.  This  is 
explained  by  the  action  of  water  on  the  unstable  compound 
CMePr2.ZnOPr,  thus  : — • 

CMe(C3H7)2.ZnOC3H7  +  2H20  =  C3H6  +  Zn(OH)2  + 

CHMe(C3H7).OH* 

W.  R.  D. 

Cetyl  Alcohol  and  Cetylacetic  Acid.  By  F.  Krafft  (Ber.,  17, 
1627 — 1631).  In  a  previous  paper  (Abstr.,  1883,  1075)  the  author 
described  the  preparation  of  hexadecyl  alcohol  by  the  reduction  of 
palmitaldehyde,  and  proved  its  identity  with  the  chief  constituent  of 
“cetyl  alcohol”  from  spermaceti.  Commercial  cetyl  alcohol  (m.  p. 
45 — 47*5°)  contains  also  octodecyl  alcohol ,  CisH^O,  and  probably  some 
lower  homologues.  The  hexadecyl  alcohol  and  octodecyl  alcohol  may 
be  separated  by  converting  the  mixture  into  the  acetic  ethers  and 
fractioning.  The  purified  octodecyl  alcohol  crystallises  in  white 
scales,  melts  at  5*9°,  and  boils  at  210°  (15  m.m.),  agreeing  with  the 
alcohol  obtained  from  stearaldehyde  ( loc .  cit .).  To  obtain  cetylacetic 
acid,  cetyl malonic  acid  is  first  prepared  by  the  action  of  sodium  ethyl¬ 
ate  on  ethyl  malonate  and  cetyl  iodide.  Cetylmalonic  acid,  Ci9H36Ch, 
melts  at  120 — 121°,  and  begins  to  decompose  at  about  this  temperature, 
whilst  at  150 — 180°  it  rapidly  breaks  up  into  carbonic  anhydride  and 
cetylacetic,  acid ,  C^H^Ch.  After  purification  this  melts  at  69*2°, 
crystallises  in  large  nacreous  plates,  and  is  identical  with  ordinary 
(normal)  stearic  acid.  Gruthzeit  states  that  the  two  are  isomeric 
(Abstr.,  1881,  408).  A.  K.  M. 

Chemical  Composition  of  Carnauba  Wax.  By  H.  Sturcke 
( Annalen ,  223,  283 — 314). — Carnauba  wax  is  obtained  from  Gopernica, 
cerifera ,  a  Brazilian  palm.  It  has  been  investigated  by  Berard  {Bull. 
Soc.  Chim.  [1],  9,  41),  Story-Maskelyne  (this  Journal,  1869,  87),  and 

*  This  equation  is  obviously  incorrect.  Arguing  from  Butlerow’s  results,  the 
reaction  should  probably  be  represented,  CMe(C3H7)2.ZnOC3H7  +  2HsO  =  C3Hfi 
+  C3H3  +  Zn (OH) 2  +  (JHMe(C3H7).OH. — W.  R.  D. 
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Piverling,  who  all  find  it  to  consist  mainly  of  myristyl  cerotate.  In 
the  alcoholic  extract  of  the  wax,  Berard  found  free  cerotic  acid; 
Story-Maskelyne,  on  the  contrary,  found  free  myricyl  alcohol,  whilst 
Pi  veiling  found  the  substance  soluble  in  boiling  alcohol  to  be  dis¬ 
tinguished  from  myricyl  alcohol  by  its  melting  point  and  elementary 
composition. 

Carnauba  wax  forms  a  hard,  brittle,  amorphous,  straw-yellow  mass, 
melting  at  83 — 83*5°.  In  confirmation  of  Story-Maskelyne’s  state¬ 
ment,  myricyl  alcohol  dissolves  out  on  boiling  with  alcohol;  it  is 
accompanied  by  a  small  quantity  of  myricyl  cerotate,  which  is  soluble 
in  boiling  alcohol  to  the  extent  of  about  0*82  gram  per  litre.  The 
wax  was  saponified  by  boiling  it  with  alcoholic  soda.  The  non-acid 
constituents  were  separated  by  fractional  solution  in  and  crystallisa¬ 
tion  from  light  petroleum  and  subsequently  from  alcohol.  There  were 
thus  obtained:  1.  A  crystalline  hydrocarbon  of  paraffin-like  nature, 
melting  at  59 — 59*5°,  and  resolidifying  at  58*7 ;  2.  A  crystalline 
alcohol  of  the  formula  C27H560,  melting  at  76°  ;  on  heating  this  with 
soda-lime,  Ac.,  it  is  converted  into  an  acid  melting  at  78*1 — 78*4° ; 
3.  Myricyl  alcohol,  C^H^O,  free  and  in  combination  (as  myricyl 
cerotate),  forming  about  45  per  cent,  of  the  wax  employed.  It  crystal¬ 
lises  in  lustrous  white  tables,  melts  at  85*5 — 85*7°,  resolidifies  at  85*3°, 
is  sparingly  soluble  in  the  cold,  but  readily  in  hot  alcohol,  ether, 
benzene,  light  petroleum,  and  chloroform.  By  heating  it  with  soda- 
lime,  it  is  converted  into  melissic  acid ;  the  formula  C3oH60O2  for  this 
acid  is  confirmed  by  fresh  analyses  of  the  acid,  and  of  its  lead  and  silver 
salts.  It  crystallises  in  lustrous  white  plates  or  needles,  melts  at 
89*9 — 90*2°,  resolidifies  at  89*2°,  is  readily  soluble  in  hot  alcohol,  light 
petroleum,  chloroform,  and  carbon  bisulphide,  sparingly  in  boiling 
ether.  The  lead  salt  melts  at  118 — 119°,  and  resolidifies  at  117*5°,  it 
is  sparingly  soluble  in  boiling  toluene  and  glacial  acetic  acid,  in¬ 
soluble  in  alcohol  and  ether ;  4.  A  dihydric  alcohol  of  the  formula 
Co^H^CHs.OH)^  It  forms  a  pure  white  microcrystalline  powder  or 
fine  needles,  melts  at  103*5 — 103*8°,  resolidifies  at  102*5°,  is  sparingly 
soluble  in  light  petroleum,  more  readily  in  a  mixture  of  benzene  and 
ether.  By  heating  it  with  soda-lime,  Ac.,  it  is  converted  into  a 
bibasic  acid ,  which  forms  white  crystalline  flocks,  melts  at  102*5°,  and 
resolidifies  at  100*2°  ;  it  is  soluble  in  boiling  alcohol,  benzene,  and  a 
mixture  ot  ether  and  light  petroleum.  The  lead  salt,  Co3H46(COO)2Pb, 
is  insoluble  in  boiling  ether,  alcohol,  and  benzene,  scarcely  soluble  in 
boiling  toluene,  readily  in  boiling  glacial  acetic  acid.  It  is  decom¬ 
posed  when  heated  to  125°. 

The  separation  of  the  acids  obtained  by  the  saponification  proved 
exceedingly  troublesome,  and  was  effected  by  a  combined  process  of 
fractional  solution  in  light  petroleum,  and  fractional  precipitation 
with  magnesium  acetate.  The  products  obtained  were  :  1.  An  acid 
of  the  formula  C23H47.COOH,  isomeric  with  lignocerie  acid,  and 
occurring  only  in  small  quantity.  It  forms  a  fine  crystalline  powder, 
melts  at  72*5°,  resolidifies  at  71*8°,  is  readily  soluble  in  boiling  alcohol, 
ether,  light  petroleum,  and  benzene.  The  lead  salt,  (C^H^Oa^Pb, 
melts  at  110 — 111°,  and  resolidifies  at  108 — 109°;  2.  The  main  acid 
constituent  is  either  identical  or  isomeric  with  cerotic  acid,  C2?H5iO. 
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It  agrees  with  cerotic  acid  from  bees- wax  in  all  its  properties,  except 
that  after  fusion  the  resolidified  acid  exhibits  no  trace  of  crystalline 
structure;  3.  A  substance  of  lactone-like  nature  presumably  of  the 
CH 

formula  Ci9H38<C  qq2>0.  It  forms  a  white  crystalline  powder,  melts 


at  103*5°,  is  sparingly  soluble  in  boiling  90  per  cent,  alcohol,  some¬ 
what  more  soluble  in  absolute  alcohol,  benzene,  and  toluene,  readily 
in  boiling  isobutyl  alcohol.  When  heated  with  soda-lime,  Ac.,  it 
yields  a  bibasic  acid,  melting  at  89*5 — 90°,  whose  lead  salt  on  analysis 
gave  numbers  agreeing  with  the  formula  Ci9H38(COO)2Pb. 

A.  J.  GT. 

Action  of  Sulphur  on  Sodium  Mercaptide.  By  H.  Bottger 
( Annalen ,  223,  346 — 348). — Sulphur  when  heated  at  100°  with 
sodium  mercaptide  in  presence  of  absolute  alcohol  yields  ethyl 
bisulphide  and  sodium  polysulphides.  Experiments  were  made  to 
find  a  readier  method  of  preparing  sodium  mercaptide ;  by  the  action 
of  ethyl  sulphide  on  sodium  sulphide ;  of  mercaptan  on  sodium 
hydrosulphide ;  of  ethyl  sulphide  on  sodium  hydrosulphide ;  and  of 
sodium  sulphide  on  mercaptan,  but  in  each  case  with  negative 
results.  A.  J.  G. 


Ethyl  Sulphides.  By  H.  Bottger  (Annalen,  223,  348 — 354). 
According  to  Muller  (this  Journal,  1871,  904),  sulphur  does  not  act  on 
ethyl  sulphide  even  on  heating  the  mixture  for  four  days  at  150°. 
The  author  finds  that  by  heating  the  mixture  for  24  hours  at  180°, 
the  monosulphide  is  in  part  converted  into  di-,  tri-,  tetra-,  and  pro¬ 
bably  also  penta-sulphide. 

Sulphur  chloride  acts  violently  on  ethyl  sulphide,  hydrochloric 
acid  being  evolved,  carbon  separating,  and  ethyl  polysulphides  being 
formed. 

Sulphurous  di  chloride  when  mixed  with  ethyl  sulphide,  and  gently 
heated,  reacts  with  it  to  form  hydrochloric  acid,  sulphurous  anhydride, 
carbon,  and  ethyl  polysulphides.  Sulphuric  dichloride  reacts  in  a 
similar  manner. 

By  the  action  of  sulphuric  hydroxyehloride  on  ethyl  sulphide,  there 
are  formed  sulphuric  acid,  sulphurous  anhydride,  hydrochloric  acid, 
and  water,  whilst  carbon  separates.  A.  J.  G. 

A  New  Ethylic  Phosphate.  By  A.  Getjther  (Annalen, 
224,  274 — 282). — An  ethylic  phosphate  of  the  composition 

(EtO)3H.PO.P(OEt)4,  is  obtained  when  phosphorous  trichloride  acts 
on  an  excess  of  sodium  ethylate  (which  has  been  dried  at  180°  in  an 
atmosphere  of  hydrogen)  in  the  presence  of  absolute  ether.  Alcohol, 
ethylene,  and  ethyl  phosphine,  are  also  formed  during  the  reaction. 
The  new  phosphate  is  a  colourless  liquid  lighter  than  water.  It  boils 
between  150°  and  160°,  with  gradual  decomposition  into  alcohol  and 
ethyl  phosphite  and  phosphate.  W.  0.  W. 

Dichlorovinyl  Methyl  Ether.  By  A.  Denaro  ( Gazzetta ,  14, 

117 — 120). — The  four  known  vinyl  ethers  are,  vinyl  ethyl  ether, 
C2H3.OEt ;  monochloro vinyl  ethyl  ether,  C3H2C1.0Et;  dichlorovinyl 
ethyl  ether,  C2HCl3.OEt;  and  trichlorovinyl  ethyl  ether,  CCl3.OEt, 
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but  up  to  tbe  present  time  vinyl  methyl  ether  and  its  derivatives  have 
not  been  examined. 

Dichlorovinyl  methyl  ether ,  C2HCl2.OMe,  is  prepared  by  heating 
potassium  methylate  (144  grams)  with  trichlorethylene  (104  grams) 
for  16  hours  at  50 — 60°,  in  a  flask  furnished  with  a  reflux  condenser  ; 
water  is  then  added,  and  the  ether  which  separates  is  dried  over 
calcium  chloride,  and  fractionally  distilled  to  separate  the  small 
portion  of  unattached  trichlorethylene.  The  ether  is  a  colourless 
liquid  of  agreeable  odour,  recalling  that  of  acetal.  It  boils  at 
109 — 110°,  and  its  sp.  gr.  is  1*2934  at  0°  and  1*1574  at  100°.  When 
exposed  to  the  air,  it  slowly  decomposes  with  evolution  of  hydrochloric 
acid. 

When  the  ether  is  boiled  with  sulphuric  acid  diluted  with  four 
parts  of  water  in  a  reflux  apparatus,  it  is  decomposed  with  formation 
of  a  crystalline  substance,  which  may  be  extracted  from  the  product 
by  skaking  it  with  ether  :  this  melts  at  56 — 57°,  distils  at  118 — 
121°,  and  appears  to  be  identical  with  Paterno’s  dichloraldehyde ;  the 
reaction  in  which  it  is  formed  being 

CC12 !  CH.OMe  +  S02(0H)2  =  CHCl2.CHO  +  SO,(OH).OMe. 

From  its  mode  of  formation  and  the  action  of  sulphuric  acid  on  it, 
there  can  be  no  doubt  that  the  constitutional  formula  of  the  ether  is 
CC12 !  CH.OMe.  C.  E.  G. 

Allyl  Dimethyl  Carbinol.  By  Poutokine  (Bull.  Soc.  Chim 41, 
268). — The  fractional  distillation  of  crude  allyl  dimethyl  carbinol 
yields  an  alcohol  boiling  at  174°,  which  is  attacked  by  bromine,  hydro- 
bromic  acid  being  evolved,  and  when  oxidised  it  yields  acetic  and 
butyric  acids.  It  probably,  therefore,  contains  the  isopropyl-group, 
and  may  be  represented  as  C3H7.CH  !  CH.CH2.CMe2.OH. 

W.  R.  D. 

Dipropyl  Propylidenic  Oxide.  By  B.  Schudel  ( Monatsh .  Chem ., 

5,  245 — 250). — This  compound  is  formed  by  the  action  of  phosphine 
on  a  mixture  of  normal  propyl  alcohol  and  propaldehyde,  but  only  in 
small  quantities.  A  much  better  yield  is  obtained  by  heating  a 
mixture  of  the  alcohol  and  aldehyde  with  acetic  acid  in  sealed  tubes 
at  100°.  The  product  is  fractionated  until  the  thermometer  rises  to 
110°,  and  the  residue  is  then  heated  with  potash  in  a  silver  flask  con¬ 
nected  with  a  reflux  condenser,  for  some  hours ;  it  is  finally  washed 
with  water  and  dried  over  calcium  chloride.  In  this  manner  a  liquid 
is  obtained,  the  chief  portion  of  which  boils  at  163 — 164°,  and  consists 
of  dipropyl  propylidenic  oxide,  CHEt(OPr)2.  It  is  a  liquid  of  sp.  gr.  = 
0*8495  at  0°,  and  boils  at  165*6°  (corr.),  and  barometer  at  747  mm. 
The  determinations  of  its  vapour-density  gave  the  numbers  81*78  and 
80*14  (H=l). 

That  the  oxide  is  in  reality  dipropyl  propylidenic  oxide  is  shown 
by  the  fact  that,  when  heated  with  acetic  anhydride  in  sealed  tubes 
at  180°,  it  yields  propyl  acetate  and  the  compound  CHEt(OAc)2,  as 
represented  by  the  following  equation  : — 

CHEt(OPr)2  +  2Ac20  =  2Pr.OAc  +  CHEt(OAh)2. 

P.  P.  B. 
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Action  of  Ammonium  Chloride  on  Glycol  at  High  Tempe¬ 
ratures.  By  A.  W.  Hofmann  (Her.,  17,  1905— 1906).— No  trace  of 
ethylenediamine  is  formed,  but  a  pyridine  base  which  proved  to  be 
collidine.  The  reaction  must  take  place  according  to  the  equation 

4C2H602  +  H3N,HC1  =  C8HUN,HC1  +  8H20. 

The  temperature  employed  was  300 — 400°.  L.  T.  T. 

Butylic  Glycerol  Triacetin.  By  L.  Prunier  ( Gompt .  rend.,  99, 
193 — 195). — The  butylic  glycerol  previously  described  (Gompt.  rend., 
80,  1603),  when  heated  with  acetic  anhydride  in  sealed  tubes  at 
140°,  yields  a  triacetin  which  can  be  obtained  almost  solid  by  evapora¬ 
tion  over  sulphuric  acid  and  lime.  It  is  a  neutral  substance  with  a 
bitter  taste.  C.  H.  B. 

A  General  Reaction  of  Polyhydride  Alcohols  in  Presence 
of  Borax  and  Paratungstates.  By  D.  Klein  (Gompt.  rend.,  99, 
144 — 147). — In  presence  of  an  aqueous  solution  of  borax,  dulcitol 
behaves  in  the  same  manner  as  mannitol  (Gompt.  rend.,  86,  826). 
Dulcitol  is  neutral  to  litmus,  and  borax  is  distinctly  alkaline,  but  a 
solution  containing  less  than  0*5  mol.  of  borax  for  each  molecule  of 
dulcitol  is  strongly  acid,  the  acidity  being  greater  the  smaller  the 
proportion  of  borax ;  a  solution  containing  0*5  mol.  of  borax  for  each 
mol.  of  dulcitol  is  neutral ;  and  a  solution  containing  a  higher  propor¬ 
tion  of  borax  is  alkaline,  the  alkalinity  increasing  with  the  amount  of 
borax  present.  These  results  were  obtained  by  mixing  saturated 
solutions  of  the  two  substances  at  about  15°.  None  of  the  solutions 
showed  any  rotatory  power.  The  acid  solution  first  mentioned 
acquires  an  alkaline  reaction  when  diluted  with  a  large  quantity  of 
water. 

With  solutions  of  sodium  paratungstate,  dulcitol  also  behaves  in  the 
same  way  as  mannitol.  A  mixture  of  concentrated  solutions  of  the 
two  substances  has  an  acid  reaction  after  boiling.  The  dulcitol 
solution,  however,  has  no  rotatory  power.  The  solubility  of  dulcitol 
is  largely  increased  by  the  presence  of  sodium  paratungstate,  and  to 
a  still  greater  extent  by  the  presence  of  borax. 

These  reactions  are  perfectly  general,  and  are  produced  by  all 
biborates,  soluble  paratungstates,  and  all  non-condensed  polyhydric 
alcohols,  the  proportion  of  the  alcohol  required  to  produce  an  acid 
reaction  being  lower  the  higher  the  hydricity  of  the  alcohol., 
Hydroxy  acids,  such  as  mucic  acid,  which  contain  a  large  number  of 
OH  groups,  give  similar  reactions.  An  increase  of  rotatory  power 
only  takes  place  when  the  alcohol  itself  is  optically  active.  Saccha¬ 
rose  and  dextrin  do  not  give  these  reactions. 

The  reactions  admit  of  very  simple  explanation.  Ethereal  salts  of 
the  alcohol  employed  are  formed,  and  play  the  part  of  acids  having 
a  greater  saturating  capacity  than  the  inorganic  acid.  They  require 
for  the  formation  of  neutral  salts  a  higher  proportion  of  the  base  than 
was  combined  with  the  inorganic  acid,  and  consequently  give  acid 
solutions.  C.  H.  B. 
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Persite,  a  Sugar  analogous  to  Mannitol.  By  A.  Muntz  and 
V.  Makcano  (Gompt.  rend.,  99,  88 — 40). — Laurus  persea,  a  tree  of 
moderate  height,  very  abundant  in  the  tropics,  bears  a  fruit  with  a 
fleshy  pericarp,  rich  in  oil,  and  a  ligneous-looking  seed.  In  1831 
Avequin  stated  that  this  seed  contained  a  large  quantity  of  mannitol, 
and  Melsens  found  that  this  mannitol  has  the  same  percentage  com¬ 
position  as  that  derived  from  manna. 

The  sugar  is  easily  extracted  from  the  seeds  by  triturating  them 
with  boiling  alcohol,  or  water  containing  a  little  basic  lead  acetate. 
It  crystallises  rapidly,  and  can  be  purified  by  repeated  crystallisation 
from  alcohol.  It  has  the  composition  C6H1406,  and  melts  at  183*5 — 184°, 
like  dulcitol,  whereas  the  melting  point  of  mannitol  is  164 — 164*5°. 
Unlike  dulcitol,  however,  it  yields  oxalic  acid  without  any  mucic  acid 
when  oxidised  with  boiling  nitric  acid.  This  sugar,  to  which  the 
author  gives  the  name  persite ,  is,  in  fact,  analogous  to  but  not 
identical  with  mannitol. 

Persite  is  comparatively  insoluble  in  cold  water,  a  saturated  solution 
at  15°  containing  only  6  per  cent.,  but  it  is  very  soluble  in  hot  water, 
from  which  it  separates  in  a  farinaceous  mass  on  cooling.  It  is  only 
very  slightly  soluble  in  cold  alcohol,  but  its  solubility  increases  with 
the  temperature  :  a  boiling  saturated  alcoholic  solution,  as  it  cools, 
deposits  persite  in  a  bulky  mass  of  very  slender  needles.  Persite 
even  in  concentrated  solutions  has  no  action  on  polarised  light,  but 
it  acquires  a  distinct  dextrorotatory  power  on  adding  borax  to  the 
solution.  It  has  no  action  on  an  alkaline  copper  solution  even  after 
boiling  with  dilute  inorganic  acids,  and  it  does  not  undergo  true 
alcoholic  fermentation. 

When  treated  with  a  mixture  of  fuming  nitric  acid  and  sulphuric 
acid,  persite  yields  a  trinitro- derivative  which  detonates  violently  on 
percussion.  Nitropersite  is  only  slightly  soluble  in  cold  alcohol,  but 
is  somewhat  soluble  in  boiling  alcohol,  from  which  it  is  deposited  in  a 
bulky  crystalline  mass.  It  is  also  somewhat  soluble  in  ether.  A 
solution  in  a  mixture  of  alcohol  and  ether  has  a  dextrorotatory  power 
of  +  2T. 

When  heated  at  about  250°,  persite  gives  off  water  without 
becoming  dark-coloured,  and  yields  a  substance  analogous  to  man- 
nitan. 

Persite  occurs  in  the  seeds  of  Laurus  persea  to  the  extent  of  6  to  8 
per  cent. ;  in  the  pericarp  from  1*8  to  6*3  per  cent,  according  to  the 
stage  of  maturity ;  and  in  the  dry  leaves  about  2  per  cent.  When  the 
fruit  is  completely  ripe,  the  proportion  of  persite  has  considerably 
diminished,  whilst  that  of  oil  has  increased,  and  hence  it  would  seem 
that  persite,  like  mannitol  in  the  olive,  contributes  to  the  formation  of 
the  fatty  bodies.  During  the  germination  of  the  seeds  the  persite 
disappears.  C.  H.  B. 

Circular  Polarisation  of  Cane-sugar.  By  B.  Tollens  ( Ber ., 
17,  1751 — 1758). — About  eight  years  ago,  the  author  and  Schmitz, 
working  independently,  both  came  to  the  conclusion,  now  generally 
accepted,  that  cane-sugar,  as  well  as  dextrose  and  some  other  sub¬ 
stances  investigated  by  Landolt,  have  no  unchangeable  specific 
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rotation,  but  that  this  decreases  slowly  as  the  concentration  increases. 
Hesse’s  investigation  of  the  rotation  of  very  dilute  solutions  ( Annalen , 
176,  89  and  189)  seemed  to  show,  however,  that  in  solutions 
containing  only  1  to  8  per  cent,  sugar,  the  rotation  ([a]D  =  68°  about) 
was  much  higher  than  those  containing  10  per  cent,  and  upwards 
([«]d  ==  66'5 — 64°).  The  author  has  now  made  a  careful  series  of 
determinations  with  very  dilute  solutions ;  he  used  a  Landolt- 
Laurent  instrument,  and  believes  the  results  to  be  correct  to  within 
2'.  He  has  found  no  such  increase  of  rotation  for  dilute  solutions, 
but  if  anything  a  very  slight  decrease  ;  and  concludes,  therefore,  that 
ct  the  specific  rotation  of  very  dilute  solutions  of  cane-sugar  follows 
the  same  law  as  that  of  concentrated  solutions,”  and  that  “only  one 
equation  is  needed  for  calculating  the  specific  rotation  of  cane-sugar 
solutions  whatever  their  concentrations.”  The  formula  he  previously 
gave  ( Ber .,  10,  1410)  for  the  specific  rotation  of  concentrated  solu¬ 
tions,  [a]D  =  66-386°  +  0-015035°P  -  0-0003986°P2,  where  P  = 
percentage  concentration  of  the  solution,  is  applicable  to  all  concen¬ 
trations.  The  following  table  shows  the  results  obtained  compared 
with  those  calculated  by  means  of  the  above  formula. 


Weight  of  sugar 
in  100  grams 
solution  or  P. 

Rotation  for  [a]o* 

Difference. 

Found. 

Calculated. 

grams. 

1  -1062 

66-341° 

66  -402° 

-  0  -061c 

1 *6767 

66  499 

66  -410 

+  0'089 

1 -9870 

66  '276 

66  *414 

-  0-148 

2 -0435 

66*429 

66  -415 

+  0-014 

3  0421 

66*198 

66-428 

-  0*229 

4-9850 

66-450 

66 -451 

-  o-ooi 

6  *8427 

66  -482 

66*470 

+  0*012 

9 -0014 

66  -458 

66*489 

-  0  031 

9*8963 

66-454 

66  -496 

-  0  -042 

34-8717 

66  -397 

66-426 

-  0  -029 

67  -4507 

65  -529 

65  *587 

-  0-058 

The  sugar  employed  was  carefully  purified  by  repeated  crystallisa¬ 
tion  from  water,  and  finally  by  precipitation  from  its  aqueous  solution 
by  alcohol. 

The  author  is  at  present  carrying  out  similar  investigations  with 
dextrose,  and  already  finds  that  the  specific  rotation  decreases  with 
dilution  of  the  solution  rather  than  increases.  L.  T.  T. 

Melitose  from  Cotton-seed.  By  H.  Bjtthausen  (/.  pr.  Chem. 
[2],  29,  351 — 357). — This  sugar,  which  was  discovered  by  Johnston 
in  1843,  and  further  examined  by  Berthelot,  has  hitherto  been  found 
only  in  Tasmanian  manna.  The  author  finds  that  it  is  contained  in 
large  quantity  in  cotton-seed,  and  has  prepared  it  from  cotton-cake. 
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The  cake  i3  extracted  with  hot  alcohol  (sp.  gr.  0*848),  and  the  extract 
is  concentrated,  when  it  deposits  crystalline  lumps ;  these  are  washed 
with  cold  alcohol  (80  per  cent.)  and  then  dissolved  in  alcohol  heated 
to  70° ;  the  solution  is  treated  with  animal  charcoal  and  allowed  to 
remain  3  to  5  days,  when  it  deposits  tufts  of  lustrous  acicular  crys¬ 
tals.  The  yield  of  pure  melitose  is  3  per  cent,  of  the  raw  material. 
Melitose  dissolves  in  6  parts  of  water  at  16°,  and  is  almost  insoluble 
in  absolute  alcohol.  The  aqueous  solution  has  a  higher  dextro¬ 
rotatory  power  than  cane-sugar:  [»]/  =  117*4°  (Berthelot  gives 
=  88°  for  the  hydrates,  and  [a]_/  =  102°  for  anhydrous 
melitose).  It  does  not  reduce  Fehling’s  solution  even  on  boiling. 
After  boiling  with  dilute  sulphuric  acid,  the  rotatory  power  is  reduced 
to  about  one-half  the  original,  [«]j  =  61*8°,  whilst  Berthelot  states  that 
it  is  only  reduced  by  one-third.  The  analysis  agrees  with  the  formula 
Ci2H220n,3H20.  It  undergoes  partial  fusion  below  90°,  and  only 
loses  the  last  traces  of  water  very  slowly,  but  if  heated  without  fusion, 
the  greater  part  of  the  water  passes  off  at  84 — 85°,  and  the  remainder 
is  then  readily  removed  at  104 — 108°  without  fusion. 

P.  F.  F. 

Non-identity  of  Arabinose  and  Lactose.  By  C.  Scheiblee 
( Ber .,  17,  1729 — 1732). — Claesson  (Abstr.,  1881,  795)  has  disproved 
Kiliani’s  view  of  the  identity  of  arabinose  and  lactose  (Abstr.,  1881, 
243).  C.  O’Sullivan  (Trans.,  1884,  41  et  seq .)  has  described  four 
different  arabinoses  obtained  from  gum  arabic,  and  which  he 
designates  «,  (3,  7,  and  5  arabinose.  The  author  is  inclined  to  think 
that  O’Sullivan’s  a-compound  is  identical  with  his  arabinose,  the 
7-compound  with  lactose  (galactose),  and  the  /3-compound  a  mixture 
of  the  two. 

The  author  has  prepared  the  phenylhydrazine  compounds  of  arabin¬ 
ose  and  lactose.  Phenylarabinosazone  is  precipitated  in  the  form  of 
oily  drops  which  soon  solidify,  it  melts  at  157 — 158°.  Phenyl - 
galactosazone  is  precipitated  at  once  in  crystalline  form  and  melts  at 
170 — 171°.  E.  Fischer  found  the  melting  point  of  the  latter  to  be 
182°.  L.  T.  T. 

New  Method  for  Preparing  and  Estimating  Glycogen.  By 

A.  Landwehb  ( Zeit .  Physiol.  Chem .,  8,  165 — 174). — The  extract 
of  the  liver,  made  in  the  ordinary  way,  is  boiled  with  a  small 
quantity  of  zinc  acetate,  to  coagulate  all  the  albumin.  The  filtrate 
from  this  precipitate  is  placed  on  the  water-bath  with  an  excess  of 
ferric  chloride,  and,  after  heating,  the  whole  of  the  iron  is  precipitated 
with  soda.  This  precipitate  is  collected,  washed  with  hot  water-, 
and  dissolved  in  hydrochloric  or  acetic  acid ;  the  latter  is  prefer¬ 
able  (in  this  case  hydrochloric  acid  must  also  be  added  after  solution) : 
it  is  then  poured  into  three  times  its  volume  of  alcohol.  The  glycogen 
thus  prepared  is  free  both  from  ash  and  from  nitrogen. 

The  quantitative  determination  can  be  made  either  by  weighing 
the  pure  precipitated  glycogen,  after  drying  in  a  vacuum  over  sul¬ 
phuric  acid  and  in  the  water- oven  at  120°,  or  by  calculating  as 
glycogen  the  difference  between  the  iron  precipitate  weighed  after 
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drying  at  120°  and  the  oxide  of  iron  left  after  ignition.  This,  how¬ 
ever,  is  open  to  objection,  as  the  percentage  of  water  is  very  variable 
in  the  excess  of  oxide  of  iron  that  must  necessarily  always  be  present. 

J.  P.  L. 

Polarimetric  Investigation  of  Various  Forms  of  Cellulose. 

By  A.  Levallois  ( Compt .  rend .,  99,  43 — 45). — Cellulose  prepared  by 
the  action  of  ferrous  chloride  solution  on  guncotton  and  on  collodion 
pyroxylin  was  dissolved  in  an  ammonio-copper  solution,  and  the 
rotatory  power  of  this  solution  compared  with  that  of  a  similar 
solution  of  pure  cellulose  from  paper,  with  the  following  results  : — 

Deviation. 

Pure  cellulose  . .  9*5° 

Cellulose  from  trinitro-cellulose  .  8 ’5 

Cellulose  ,,  pyroxylin .  8’5 

The  differences  observed  may  be  attributed  to  hydration  produced 
by  prolonged  washing  of  the  reduced  cellulose  with  hydrochloric 
acid.  The  product,  in  fact,  had  the  appearance  of  hydrocellulose. 

Similar  determinations  were  made  with  a  cuprammonium  solu¬ 
tion  of  cellulose  which  had  been  immersed  in  sulphuric  acid  of 
a  definite  strength  for  different  periods  of  time.  In  the  first  series, 
the  acid  employed  was  sulphuric  acid  of  66°,  diluted  with  its  own 
volume  of  water,  and  in  the  second  series  the  same  acid  diluted  with 
only  half  its  volume  of  water. 


1st  Series. 

2nd  Series. 

Immersed  10  seconds. . 

„  30  ,, 

8-8 

9*5 

Immersed  1  minute  . . 

9-5 

>> 

1  minute  . . 

9*0 

„  5  minutes. . 

87 

■7) 

5  minutes. . 

9*0 

1  K 

,,  J-U  ,,  .  . 

87 

J7 

15  „  . . 

8*8 

These  results  are  practically  identical.  As  Bechamp  has  shown, 
the  acid  converts  the  cellulose  into  a  pasty  mass,  which  is  entirely 
dissolved  in  about  five  minutes.  The  acid  solution,  when  poured 
gradually  into  a  large  volume  of  water,  yields  very  heavy  translucid 
cellules,  which  are  only  freed  from  acid  with  some  difficulty.  If  the 
action  of  the  acid  is  prolonged,  the  solution  is  only  precipitated  wdien 
poured  into  a  very  large  volume  of  water,  and  the  precipitate  does 
not  form  instantly.  If,  however,  the  solution  is  poured  into  alcohol, 
it  is  at  once  precipitated.  The  precipitate  in  either  case  is  subjected 
to  prolonged  washing  with  alcohol,  and  when  dried  forms  a  friable 
substance,  slightly  soluble  in  water,  and  very  soluble  in  a  cupram¬ 
monium  solution ;  but  the  latter  solution  has  only  about  half  the 
rotatory  power  of  a  solution  of  pure  cellulose.  C.  H.  B. 

Conversion  of  Primary  Amines  into  Nitriles.  By  A.  W. 

Hofmann  ( Ber .,  17,  1920 — 1921). — In  a  previous  communication 
(this  vol.,  p.  1114),  the  author  showed  that  the  amide  of  an  acid  of  the 
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fatty  series  may  be  converted  into  the  nitrile  of  the  next  lower 
member  of  the  series.  The  occurrence  of  the  amines  of  the  lower 
homologue  in  this  reaction  point  to  the  fact  of  the  intermediate  forma¬ 
tion  of  amines.  Taking  into  account  the  conversion  of  amines  into 
mono-derivatives  of  nitrogen  bromide  (Abstr.,  1883,  789),  the  author 
thinks  the  reaction  must  be  looked  upon  as  taking  place  in  three 
stages  : — 

I.  C8H17.CONH2  +  Br2  -f  4NaOH  =  C8H17.ISrH3  +  2NaBr 

4-  Na2C03  4-  2H20. 

It.  C8H17.NH2  4-  2Br2  +  2NaOH  =  C9H17.NBr2  +  2NaBr  4-  2H20. 
III.  C8H17.NBr2  4-  2NaOH  =  C7H15.CN  +  2NaBr  4-  2HaO. 

L.  T.  T. 

Trimethylenediamine.  By  E.  Fischer  and  H.  Kooh  ( Ber .,  17, 
1799 — 1801). — The  authors  have  prepared  and  examined  this  com¬ 
pound,  as  it  seems  to  be  a  suitable  starting  point  for  the  preparation 
of  the  less  oxvgenised  members  of  the  uric  acid  group. 

It  was  prepared  by  the  action  of  alcoholic  ammonia  on  tri¬ 
methylene  bromide.  Niederist  studied  the  reaction  of  these  bodies 
on  one  another,  obtaining  a  number  of  complicated  derivatives 
(. Monatsh .  Chem .,  1880,  838),  but  appears  to  have  overlooked  the 
formation  of  the  amine.  Trimethylene  bromide  was  mixed  with 
8  to  9  times  its  weight  of  an  alcoholic  solution  of  ammonia  saturated 
at  0°,  and  the  mixture  was  allowed  to  remain  for  two  or  three 
days  in  well-closed  vessels,  at  the  ordinary  temperature.  The  liquid 
was  then  evaporated  to  dryness,  when  the  hydro  bromide  of  the  base 
was  left  mixed  with  bye-products,  which  appeared  similar  to  those  of 
Niederist,  but  were  not  further  examined.  Trimethylenediamine , 
CeH6(NH2)2,  is  a  colourless  mobile  liquid  resembling  ethylene  and 
propylene  diamines.  It  distils  at  135 — 136°,  and  forms  a  cloud  when 
brought  in  contact  with  moist  air.  When  mixed  with  water,  consider¬ 
able  development  of  heat  takes  place  ;  when  exposed  to  the  atmo¬ 
sphere  it  absorbs  carbonic  anhydride,  and  is  converted  into  the 
carbonate.  It  is  miscible  in  all  proportions  with  alcohol,  ether, 
benzene,  and  chloroform  ;  the  anhydrous  compound  attacks  cork  and 
indiarubber  readily.  The  hydrochloride,  C3H6(NH3C1)2,  crystallises 
in  well-formed  colourless  prisms,  easily  soluble  in  water.  The  hydro¬ 
bromide,  sulphate,  and  nitrate  are  all  crystalline,  but  the  two 
latter  exceedingly  deliquescent.  The  platinochloride  forms  pale  red 
glittering  crystals,  sparingly  soluble  in  water.  L.  T.  T. 

Acediamine.  By  A.  W.  Hofmann  (Ber.,  17,  1924 — 1926). — 
Strecker  showed  (Annalen,  103,  328)  that  when  acetamide  was 
acted  on  by  dry  hydrochloric  acid  gas,  acediamine,  C2H6N2,  was 
formed.  Tawilderow  (Ber.,  5,  477)  could  not  obtain  acediamine 
by  Strecker’s  process,  and  contended  that  the  substance  Strecker  had 
obtained  was  really  a  mixture  of  diacetamide  hydrochloride,  and 
ammonium  chloride.  Whilst  working  at  some  allied  compounds,  the 
author  has  repeated  Strecker’s  work,  with  perfectly  satisfactory 
results,  obtained  a  good  yield  of  acediamine,  and  found  none  of 
Tawilderow  s  difficulties. 
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In  order  to  assimilate  the  nomenclature  to  that  he  employed  for 
the  phenyl-derivative  he  prepared  ( Monatsber .  Berl .  Ahad .,  1865, 
640),  the  author  proposes  to  substitute  the  name  ethenyldiamine  for 
Strecker’s  acediamine.  L.  T.  T. 

Triacetonamine  and  its  Homologues.  By  E.  Fischer  (Ber.,  17, 
1788 — 1799). — In  continuation  of  former  communications  on  this 
subject  (Abstr.,  1883,  790  and  1153),  the  author  describes  a  number 
of  derivatives  of  triacetonamine  which  he  has  investigated. 

Triacetonalkamine  is  best  prepared  by  the  reduction  of  triaceton¬ 
amine  in  slightly  acid  solution  by  sodium-amalgam.  A  much  better 
yield  is  obtained  than  if  the  reduction  is  carried  out  in  alkaline  solu¬ 
tions.  Triacetonine,  already  described  (loo.  cit .),  is  best  purified  by 
the  help  of  its  hydrobromide ;  this  salt  crystallises  from  boiling 
water  in  large  prisms.  The  free  base  distils  at  146 — 147°  under 
740  mm.  pressure ;  it  is  poisonous,  and  inhalation  of  its  vapour 
causes  giddiness,  head-ache,  and  sickness.  It  forms  an  unstable  but 
crystalline  hydroxide.  The  hydriodide  and  aurochloride  are  both 
sparingly  soluble  in  cold  water.  A  solution  of  the  sulphate,  when 
warmed  with  sodium  nitrite,  yields  nitroso triacetonin e,  CgH^N.lTO, 
which  has  a  strong  odour  of  camphor,  and  crystallises  in  yellowish 
plates,  soluble  in  alcohol,  ether,  and  benzene,  very  sparingly  so  in 
water.  When  it  is  boiled  with  hydrochloric  acid,  a  base  is  formed  which 
very  closely  resembles  triacetonine.  When  reduced  with  zinc  and 
acetic  acid,  nitrosotriacetonine  yields  a  base  which  reduces  Fehling’s 
solution  strongly,  and  is  probably  a  secondary  hydrazine.  When 
heated  with  methyl  iodide,  triacetonine  yields  methyltriacetonine , 
which,  however,  is  better  obtained  by  the  action  of  sulphuric  acid  on 
methyltriacetonalkamine  at  100°.  Methyltriacetonine  is  a  colourless 
oil,  sparingly  soluble  in  water,  and  easily  volatile  in  a  current  of 
steam.  Its  hydrobromide  and  hydriodide  are  easily  soluble,  and  it 
does  not  form  a  hydrate.  Its  aurochloride  crystallises  in  small, 
characteristic  yellow  prisms.  It  is  not  attacked  by  nitrous  acid,  and 
is  probably  a  tertiary  base. 

Triacetonine  is  an  unsaturated  compound,  and  if  its  hydriodide  is 
heated  at  150°  with  excess  of  hydriodic  acid,  the  sparingly  soluble 
hydriodide  of  an  iodated  base,  C9H18NI,HI,  is  formed.  Moniodotetra- 
methylpiperidine,  C9H18NI,  is  liberated  from  this  hydriodide  by  the 
action  of  potash,  and  crystallises  in  colourless  plates,  easily  soluble  in 
alcohol,  ether,  and  chloroform,  insoluble  in  water.  It  melts  at  90°. 
The  hydrochloride  is  more  soluble  than  the  hydriodide.  When 
reduced  with  sodium-amalgam  in  aqueous  solution,  it  yields  a  base 
very  similar  in  properties  to  triacetonine.  The  quantity  of  this  base 
obtained  was  too  small  for  the  author  to  determine  whether  it  was 
tetramethy  lpiperidine. 

Pseudo-triacetonalkamine ,  described  by  Heintz  (this  Journal,  1877, 
i,  592)  as  a  bye-product  in  the  preparation  of  triacetonalkamine,  was 
also  obtained  by  the  author.  He  believes,  however,  that  Heintz’s 
formula,  C9Hi9NO,  is  not  correct,  and  that  C9H16NO,  or  some  multiple 
thereof,  more  probably  expresses  its  true  composition.  It  probably  is 
not  a  simple  acetone-base,  but  is  of  higher  molecular  weight.  It  is 
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undoubtedly  related  to  the  alkamines,  as  when  treated  with  sulphuric 
acid  at  100°  it  yields  pseudotriacetonine,  easily  soluble  in  alcohol,  and 
volatile  in  a  current  of  steam.  It  melts  at  128°,  and  forms  sparingly 
soluble  hydrobromide  and  hydriodide.  It  was  only  obtained  in  small 
quantity,  and  did  not  yield  satisfactory  analytical  results,  but  its 
formula  appears  to  be  C8H14N. 

Vinyldiacetonamine ,  C8H15NO,  already  described  by  Heintz  (this 
Journal,  1877,  ii,  878),  is  best  obtained  by  the  action  of  paraldehyde 
on  diacetonamine  oxalate.  When  reduced  by  sodium- amalgam  in 
acid  solution,  it  yields  vinyldiacetonalJcamine ,  C8HnNO,  which  melts  at 
123°,  and  is  easily  soluble  in  water  and  alcohol,  very  sparingly  so  in 
ether.  It  yields  easily  soluble  salts  with  mineral  acids  and  with  gold 
and  platinum  chlorides.  Its  composition  is  the  same  as  Wertheim’s 
conhydrine,  which  it  resembles  so  closely  that  the  author  is  inclined 
to  look  upon  the  two  bases  as  identical.  When  heated  with  concen¬ 
trated  sulphuric  acid,  vinyldiacetalkamine  yields  mnyldiacetonine , 
C8Hi5^N",  a  colourless  oil,  which  may  be  distilled  in  a  current  of  steam, 
and  has  an  odour  resembling  that  of  conine.  When  purified,  this 
base  distils  at  137°  under  741  mm.  pressure.  It  is  less  soluble  in 
boiling  than  in  cold  water,  and  is  miscible  in  all  proportions  with 
alcohol,  ether,  and  chloroform.  Its  hydriodide  crystallises  in  sparingly 
soluble  needles,  the  hydrochloride  and  hydrobromide  are  much  more 
soluble.  It  forms  a  crystallisable  hydroxide  and  a  characteristic  auro- 
chloride.  It  is  converted  into  a  nitrosamine  by  the  action  of  nitrous 
acid.  It  combines  with  hydriodic  acid  in  a  manner  similar  to  tri- 
acetonine,  forming  iodotrimethylpipGridiney  C8H16hJT ;  this  crystallises 
in  regular  colourless  prisms  which  melt  at  60°,  and  are  easily  soluble 
in  ether,  almost  insoluble  in  water. 

Benzaldiacetonamine ,  Ci3Hi7NO,  was  first  prepared  by  Heintz 
(Abstr.,  1879,  54),  but  the  author,  having  overlooked  Heintz’ s  work, 
redescribed  it  (this  vol.,  54)  under  the  name  of  benzodiacetonamine. 
He  now  proposes  to  revert  to  Heintz’s  nomenclature.  This  compound 
yields  benzaldiacetonalkamine  (this  vol.,  p.  54)  on  reduction,  which  is 
converted  into  the  corresponding  acetonine  by  the  action  of  strong 
sulphuric  acid.  Benzaldiacetonine,  C^HnN,  has  an  odour  resembling 
at  once  that  of  piperidine  and  of  benzaldehyde.  It  distils  undecom¬ 
posed,  does  not  solidify  at  —  20°,  and  is  volatile  in  steam.  Its  hydro¬ 
chloride  is  easily  soluble ;  its  hydrobromide  and  hydriodide  very 
sparingly  so.  It  forms  an  aurochloride  which  crystallises  in  long 
yelJow  needles.  When  heated  in  acid  solution  with  sodium  nitrite, 
it  yields  a  nitroso-compound. 


Heintz  gave  triacetonamine  the  formula  NH<( 


CMe2.CH2v  pQ  a 
CMe2.CH2>LU‘  Ac' 


cepting  this  formula  as  probably  correct,  the  bodies  just  described 
will  be  represented  by  the  following  formulae : — 


CMe*.CH2 

H<  >CH.OH 

xCMe2.CH/ 

Triacetonalkamine, 


CMe2.CH2 

NH(  >CH. 

xCMe2.CH  ^ 

Triacetonine. 
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CHMe.CEL 

NH<  NCH.OH 

xCMc2-CH./ 

Yinyldiacetonalkauiine. 


CHPh.CEL 

NH<  >CH.OH. 

XCMe2-CH/ 

Benzaldiacetonalkamine. 


Latterly  the  formula 


CH :  CH, 


\ 


ch:ch 


/ 


N  for  pyridine  has  been  gaining 


ground.  In  the  formation  of  acetonines  from  the  corresponding  alk- 
amines  the  conditions  seem  to  be  very  favourable  for  the  bringing 
about  of  such  a  linking  of  carbon  with  nitrogen.  In  every  case, 
however,  the  imide-group  has  remained  intact,  the  elements  of  water 
having  been  split  off  from  the  carbon  nucleus,  and  thus  formed  an 
unsaturated  body.  There  seems,  therefore,  to  be  no  inclination  for 
the  nitrogen  in  these  bodies  to  unite  with  the  carbon-atom  occupying 
the  para-position  ;  and  although  the  case  may  be  different  with  the 
less  hydrogenised  pyridine  nucleus,  the  author  considers  that,  at 
present  at  least,  the  older  formula  for  pyridine  should  be  retained  in 
preference  to  the  new.  L.  T.  T. 


Imidoethers  from  Acetone  Cyanhydrin  and  Allyl  Cyanide. 

By  A.  Pinner  ( Ber .,  17,  2007 — 2010). — Ghlorobutyrimido-ether  hydro¬ 
chloride,  C3H6Cl.C(OEt)  !  HH,HC1,  is  prepared  by  saturating  a  mix¬ 
ture  of  equal  molecular  proportions  of  allyl  cyanide  and  ethyl  alcohol 
with  hydrochloric  acid  gas.  It  crystallises  in  large,  thick,  colourless 
prisms.  It  dissolves  readily  in  water,  but  the  solution  soon  decom¬ 
poses  with  separation  of  ethyl  /3-chlorobntyrate.  Alcoholic  potash 
appears  to  convert  it  into  crotonic  acid.  On  long  standing,  it  becomes 
liquid,  and  the  oil  on  distillation  yields  ethyl  /3-chlorobutyrate  and  an 
amide  which  crystallises  in  thin  colourless  needles,  melts  at  149 — 152°, 
and  is  readily  soluble  in  alcohol  and  benzene,  probably  crotonamide. 
Ammonia  converts  the  imido-ether  hydrochloride  into  an  uncrystal- 
lisable  amidine  hydrochloride. 

Hy  droxyisobutyrimido-eth er  hydrochloride , 

CMe2(OH).C(OEt)  :  KH,HCI, 

is  obtained  by  the  action  of  hydrochloric  acid  on  a  mixture  of  alcohol 
and  acetone  cyanhydrin.  It  can  only  be  crystallised  with  difficulty. 
By  treatment  with  ammonia,  it  is  converted  into  hydroxyisobutyr ami¬ 
dine  hydrochloride ,  CMe2(OH).C(NH2)  !NH,HC1,  which  crystallises  in 
large,  thick,  transparent  plates,  and  is  readily  soluble  in  alcohol  and 
water. 

By  allowing  a  mixture  of  cinnamon  oil  and  dry  hydrocyanic  acid  to 
stand  for  some  weeks,  cinnamaldehyde  cyanhydrin ,  C9H8O.HCN,  is 
obtained  in  white  granular  crystals  melting  at  80 — 81°,  readily  soluble 
in  alcohol  and  benzene,  sparingly  soluble  in  light  petroleum.  Hydro¬ 
chloric  acid  and  alcohol  convert  it  into  a  crystalline  imido-ether. 

Cyanbenzin,  C2iH2iN3,  when  pure,  crystallises  in  slender  interlaced 
needles,  and  melts  at  221°.  A.  J.  G. 

Hydroxy-base  of  Cyanmethine,  CeH^!).  By  R.  Wollner 
(J.  jor.  Ghem.  [2],  29,  131 — 134). — The  hydroxy-base  of  cyanmethine 
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obtained  by  the  action  of  nitrons  acid  on  cyanmethine  in  acetic  acid 
solution  (Abstr.,  1883,  653),  differs  from  the  corresponding  cyan- 
ethine-com pound  in  being  very  soluble  in  water.  The  author  has 
prepared  it  in  a  pure  state  by  heating  crude  cyanmethine  with  con¬ 
centrated  hydrochloric  acid  in  closed  tubes  at  180°,  evaporating, 
neutralising  with  soda,  and  extracting  the  hydroxy-base  with  benzene. 
It  forms  very  soluble  crystalline  salts  with  nitric  and  oxalic  acids, 
and  a  platinochloride  crystallising  in  plates. 

The  author  has  endeavoured  to  prepare  the  base  C6H8X2,  analogous 
to  cyanconine,  CgHxJ^  (Abstr.,  1883,  352).  By  the  action  of  phos¬ 
phorus  pentachloride  on  the  hydroxy-base  an  oil  containing  chlorine 
was  obtained,  soluble  in  ether,  alcohol,  and  benzene,  insoluble  in 
water,  and  nearly  insoluble  in  concentrated  hydrochloric  acid.  With 
hydrochloric  acid  gas,  this  forms  a  solid  compound,  probably  a  hydro¬ 
chloride,  which  is  insoluble  in  alcohol  and  ether,  bnt  very  hygro¬ 
scopic  ;  it  is  decomposed  by  water  into  the  original  oil  and  hydrochloric 
acid.  On  reducing  this  oil  with  hydrochloric  acid  and  zinc,  neutra¬ 
lising  with  soda,  and  distilling  with  steam,  a  distillate  is  obtained 
having  an  alkaline  reaction,  and  giving  a  double  salt  with  Tnercuric 
chloride.  These  compounds  are  probably  analogous  to  chlorocyan- 
conine  and  cyanconine,  but  were  obtained  in  quantities  too  small  for 
analysis. 

On  heating  the  hydroxy-base  of  cyanmethine  with  methyl  iodide  at 
150°,  iodides  of  methylated  ammonias  are  obtained,  chiefly  tetra- 
methylammonium  iodide,  and  not  a  methylated  hydroxy-base  such  as 
is  formed  by  the  action  of  iodide  of  methyl  on  the  hydroxv-base  of 
cyanmethine.  A.  B. 

Compound  formed  by  Addition  of  Hydrochloric  Acid  to 
a-7-Dichlorocrotonaldehyde.  By  K.  Natterer  (Monatsh.  Chem ., 
5,  251 — 265). — In  a  former  communication  (Abstr.,  1883,  964),  the 
author  has  shown  that  cc-y-dichlorocrotonaldehyde  unites  directly  with 
hydrochloric  acid  to  form  a  compound  isomeric  with  butyl  chloral,  the 
constitution  of  which  may  be  represented  by  either  of  the  two  fol¬ 
lowing  formulae  : — 

CH2C1.CHC1.CHC1.CH0  or  CH2C1.CH2.CC12.CH0. 

The  object  of  this  investigation  has  been  to  decide  between  these 
two  formulae,  and  the  results  obtained  indicate  that  this  additive 
compound  of  hydrochloric  acid  and  a-7-diohlorocrotonaldebyde  is  re¬ 
presented  by  the  first  of  the  above  formulae  ;  for  if  it  is  boiled  with 
water  and  barium  carbonate,  it  yields  a  syrupy  compound,  which, 
when  dry,  forms  an  amorphous  mass,  not  convertible  into  erythrol, 
as  would  be  the  case  were  the  constitution  represented  by  the  second 
formula.  The  substance  obtained  resembles  the  carbohydrates,  and 
most  probably  has  the  constitution  OH.CH2.CH2.CO.CHO- 

These  conclusions  find  further  support  in  the  facts  that  the  tri- 
chlorobutyric  acid. ,  formed  by  the  oxidation  of  this  additive  compound, 
cannot  be  converted  into  an  unsaturated  acid  by  treatment  with 
zinc-dust  and  water,  or  by  heating  it  with  an  alcoholic  solution  of 
potassic  iodide.  The  trichlorobutyric  acid ,  which  has  the  constitution, 
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CH0CI.CH2.CCI2.COOH,  appears  to  form  a  lactone  by  replacement  of 
one  of  the  chlorine-atoms,  and  by  long-continued  boiling  with  water 
is  converted  into  an  acid  free  from  chlorine,  namely, 

OH.CH0.CH0.CO.COOH, 

which  resembles  pyroracemic  acid.  P.  P.  B. 

Formation  of  Amides  from  Ammonium  Salts.  By  K  Men- 
s  chut  kin  (J.pr.  CTiem,  [2],  29,  422— 436).— The  greater  part  of  this 
paper  has  already  appeared  in  a  shorter  form  (Per.,  17,  846,  and 
this  vol.,  p.  836).  The  author  gives  tables  containing  the  rate  (that  is, 
the  amount  formed  at  the  end  of  one  hour)  and  limit  of  “  amidation” 
of  primary,  secondary,  and  tertiary  acids  between  125°  and  212-5°. 
The  formation  of  amides  follows  the  same  law  as  that  of  etherifica¬ 
tion,  and  in  the  following  table  the  values  of  different  acids,  compared 
with  formic  acid,  are  given.  The  temperature  of  the  rate  is  155°,  and 
of  the  limit  125°  : — 


Coefficient  of 
etherification. 

Coefficient  of 
amidation. 

Rate. 

Limit. 

Rate. 

Limit. 

Primary  acids : — 

Formic  acid . 

100 

BfpHR 

100 

100 

Acetic  acid  . 

71-9 

88*5 

143-8 

Propionic  acid . 

66*7 

88-5 

— 

Butyric  acid . 

53  9 

74-8 

149  1 

Caproic  acid . 

53  6 

108-7 

83-8 

149  5 

Phenylacetic  acid. . . 

79  T 

115 

63-3 

— 

Secondary  acid : — 

Isobutyric  acid . 

43  4 

108 

64-5 

149-1 

Tertiary  acid  : — 

Benzoic  acid . . . 

13  *9 

112-9 

1  -3 

? 

Anisic  acid  . 

8*6 

110-4 

6-6 

? 

For  the  purpose  of  comparison,  the  author  gives  a  table  (p.  1297) 
in  which  various  results  are  shown  in  relation  to  the  above  acids.  In 
Column  I  are  given  the  results  for  the  affinities  of  the  acids  ascertained 
by  the  decomposition  of  acetamide  by  dilute  acids ;  in  Column  II 
the  decomposition  of  methyl  acetate  by  dilute  acids;  in  Column  III 
the  value  of  the  investigated  acids  on  salts,  the  above  being  Oswald’s 
results.  In  Column  IV  is  given  the  thermal  effect  of  the  formation 
of  the  salts  in  the  solid  state  by  Berthelot. 
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L 

II. 

III. 

IY. 

Formic  acid . 

100 

100 

100 

100 

Acetic  acid  .....  . 

48*4 

51*5 

34  1 

80 4  9 

Propionic  acid . 

— 

48-3 

26  6 

— 

Butvrie  acid . 

pp 

47  9 

25  1 

76-7 

Isobutyric  acid . 

1 

45  4 

23  6 

Isovalerianic  acid . 

64-2 

In  all  the  above  reactions,  the  acids  investigated  show  the  same 
relations.  In  all  the  columns  similar  changes  in  the  composition  or 
isomerism  of  the  acids  show  similar  changes  in  the  figures,  so  that  in 
all  the  reactions  the  same  series  are  obtained.  A.  B. 

Influence  of  Temperature  on  the  Rate  of  Certain  Reac¬ 
tions.  By  Menschutkin  (/.  _pr.  Chem.  [2],  29,  437 — 447). — In 
this  paper  are  given  the  conclusions  derived  from  the  author’s  investi¬ 
gations  on  the  formation  of  ethyl  acetate  from  acetic  acid  and  ethyl 
alcohol,  acetamide  from  acetic  acid  and  ammonia,  and  acetanilide 
from  acetic  acid  and  aniline.  These  reactions  are  not  simple  as  are 
the  combination  of  two  compounds,  or  the  decomposition  of  one  com¬ 
pound  into  two,  but  are  double  decompositions  and  the  more  com¬ 
plicated  as  they  are  reciprocal.  The  estimations  are  not  those  of  the 
rate  of  formation  or  decomposition,  but  the  differential  of  the  rate 
of  the  two  reactions.  Disregarding  this  disadvantage,  it  is  found 
that  the  influence  of  temperature  on  the  increase  in  the  rate  of  the 
reaction  is  regular.  The  method  of  investigation  has  been  to  warm 
molecular  weights  of  the  substance  for  an  hour  at  various  tempe¬ 
ratures,  and  then  estimate  the  quantities  of  ethereal  salt,  anilide,  or 
amide,  as  the  case  might  be,  which  were  formed. 

The  influence  of  the  temperature  on  the  increase  of  the  rate  of 
formation  of  ethyl  acetate  is  given  in  the  following  table.  In  the  first 
column  is  given  the  temperature  of  the  experiment ;  in  the  second 
the  percentage  of  ethyl  acetate  formed  ;  and  in  the  third  the  dif¬ 
ference  in  the  increase,  usually  between  10°. 


Temperature. 

Amount  of  ethyl 
acetate  formed. 

Difference. 

90° 

7*50 

6*0 

102 

13*50 

5*52 

112 

1902 

5*76 

122 

24*78 

7*82 

132 

32-60 

8*05 

142 

40*65 

6*17 

152 

46*82 

6*17 

162 

52*99 

4*46 

172 

57*45 

3*54 

182-5 

60*99 

2*99 

212*5 

63*98 

— 
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In  the  formation  of  the  ethereal  salt,  the  rate  increases  with  the  rise 
of  temperature  throughout,  but  the  amount  of  increase  has  a  maximum 
ana  then  diminishes.  This  maximum  lies  between  125°  and  14-5°, 
when  the  formation  is  about  half  completed.  The  rate  at  212*5° 
approaches  the  limit  of  the  reaction  (66*6  per  cent.).  The  author 
represents  these  reactions  by  means  of  curves,  of  which  the  abscissa  is 
the  temperature  and  the  ordinate  the  percentage  of  ethereal  salt, 
anilide,  or  amide  formed.  The  curve  of  the  rate  of  formation  of 
ethyl  acetate  has  the  appearance  of  an  elongated  letter  S. 

The  influence  of  temperature  in  the  formation  of  acetanilide  is 


shown  in  the  following 

table  : — 

Amount  of  acetanilide 

Temperature. 

formed. 

Difference. 

82° 

6*08 

2*42 

90 

8*50 

6*09 

102 

14*59 

6*92 

112 

21*51 

9*2 

122 

30*  7  1 

9*2 

132 

39*91 

7*74 

142 

47*65 

7*84 

152 

55*49 

6*08 

162 

61*57 

4*82 

172 

66*39 

2*48 

182*5 

68*87 

3*32 

212*5 

72*19 

— 

In  this  and  in  the  preceding  case,  the  commencement  of  the  forma¬ 
tion  begins  at  the  ordinary  temperature,  but  the  amount  is  small. 
The  maximum  of  the  increase  in  the  rate  is  between  122°  and  132°, 
and  in  this  case  it  is  again  half  completed.  The  curve  in  these  reac¬ 
tions  is  of  the  same  form  as  the  ethyl  acetate  curve. 

Finally,  in  the  case  of  acetamide,  the  following  results  have  been 
obtained  : — 


Amount  of  acetamide 


Temperature. 

formed. 

Difference. 

100° 

0 

1  27 

110 

1*27 

3*14 

121 

4*41 

4*61 

130 

9*02 

12*34 

140 

21*36 

15*60 

150 

36*96 

— 

152 

40*66 

— 

155 

50*90 

21*71 

160 

58*67 

13*66 

172 

72*33 

5*98 

182*5 

78*31 

4*52 

212*5 

82*83 

— 

In  this  increase,  the  maximum  of  increase  in  rate  is  sharper  and 
much  greater  than  in  the  two  former  cases.  At  212*5  the  rate  is 
almost  equal  to  the  limit  (84*0  per  cent.).  The  curve  is  like  an 
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upright  S,  and  the  maximum  in  the  increase  in  the  rate  is  about  half 
of  the  total  decomposition. 

In  these  reciprocal  reactions  the  limit  depends  on  the  rate  of  both 
reactions  being  the  same.  Berthelot  has  shown  that  temperature 
has  no  influence  on  the  limit  in  the  cases  of  different  systems  of 
alcohols  and  acids,  and  the  author  has  confirmed  this.  In  the  forma¬ 
tion  of  acetanilide,  the  author  shows  that  a  decrease  in  the  limit  takes 
place  by  rise  of  temperature,  and  in  the  formation  of  acetamide,  an 
increase.  The  following  table  shows  this  : — 


Acetamide. 

A. . 

Acetanilide. 

_ K _ 

r 

Temperature. 

100° 

;  7^1 

Limit. 

85*05  per  cent. 

r 

Temperature. 

.  ^ 
Limit. 

125 

83*11 

125° 

75*10 

per  cent. 

135 

82*39 

140 

78*18 

?? 

145 

81*22 

155 

81*46 

155 

79*68 

182*5 

82*82 

5  5 

182-5 

212-5 

78*85 

77-75  „ 

212*5 

8404 

5? 

Probably  in  these  cases  the  limit  may  become  constant  at  higher  tem¬ 
peratures. 

In  these  reactions,  the  differences  are  small  as  compared  with  the 
differences  in  the  chemical  properties  of  the  substances,  and  it  seems 
probable  that  the  above  experiments  show  the  general  character  of 
the  influence  of  temperature  in  such  reactions,  which  imply  double 
decomposition.  A.  B. 

Acids  contained  in  Beeswax.  By  P.  ISTafzger  ( Annalen ,  224, 

225 — 258). — Brodie’s  formula  for  cerotic  acid  ( Annalen ,  67,  180  ; 
71,  144)  ,  C27H54O2  has  been  called  in  question  by  Heintz  ( J .  pr.  Ghem., 
66,  1)  and  others.  Schalfejeff  ( Ber .,  9,  278  and  1688)  denies  that 
it  is  a  homogeneous  product,  and  states  that  it  is  a  mixture  of  the 
acid  C34H6802,  melting  at  91°,  with  other  acids  of  the  same  series. 

The  author  finds  that  the  cerine  of  beeswax  consists  chiefly  of  free 
cerotic  acid,  melting  at  78*5°,  mixed  with  a  small  quantity  of  acids  of 
the  oleic  series.  By  fractional  precipitation  of  the  alcoholic  solution 
with  magnesium  acetate,  a  small  quantity  of  an  acid  melfcing  at  89° 
was  isolated.  It  has  the  formula  C30H60O2  or  C3iH6202. 

Analyses  of  cerotic  acid  and  its  lead  and  silver  salts  failed  to  decide 
whether  the  acid  has  the  composition  C26H5202  or  C27H5402.  They 
prove,  however,  that  this  acid  is  not  identical  with  the  lignoceric  acid 
of  Hell  and  Hermann  (Abstr.,  1881,  249). 

Myricin  is  chiefly  composed  of  myricyl  palmitate  and  the  myricyl 
salt  of  an  acid  of  the  oleic  series.  W.  C.  W. 

Action  of  Bromine  on  Levnlinic  Acid(/l-Acetopropionic  Acid). 

By  C.  Hell  and  E.  A.  Kehrer  {Ber.,  17,  1981 — 1984) — Dibromlevu- 
linic  acid ,  C5H6Br203,  is  obtained  by  gradually  adding  bromine  to  an 
ethereal  solution  of  levulinic  acid,  the  reaction  being  very  vigorous. 
It  is  also  formed  by  adding  bromine  to  an  aqueous  solution  of  levu- 
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linic  acid  and  allowing  the  mixture  to  stand  for  some  days,  best  in 
sunlight.  It  crystallises  in  tufts  of  needles,  or  in  thick,  apparently 
rhombic,  prisms,  melts  at  112 — 113°,  and  is  decomposed  at  130 — 140°. 
It  is  readily  soluble  in  ether,  alcohol,  acetic  acid,  ethyl  acetate,  and 
acetone,  sparingly  soluble  in  cold  water,  chloroform,  and  benzene, 
practically  insoluble  in  light  petroleum.  It  is  not  decomposed  by  cold 
water,  whilst  hot  water  decomposes  it  with  elimination  of  all  its 
bromine  as  hydrobromic  acid,  and  an  amount  of  carbonic  anhydride 
equal  to  a  little  less  than  one-fifth  of  the  carbon  present  as  COOH ; 
the  other  decomposition-products  have  not  been  isolated.  The  bromine- 
derivative  was  also  prepared  from  synthetical  /3-acetopropionic  acid, 
and  agreed  in  all  particulars  with  that  above  described,  confirming 
the  statement  of  Conrad  (Abstr.,  1879,  453)  and  Tollens  (ibid.,  523), 
as  to  the  identity  of  levulinic  and  jS-acetopropionic  acid. 

a.  j.  g. 

Preparation  of  Glyoxal  Derivatives  from  Triehlorlactic  Acid. 

By  A.  Pinner  ( Ber .,  17,  1997 — 2002). — On  heating  a  mixture  of 
triehlorlactic  acid  and  carbamide  dissolved  in  a  little  water,  on  the 
water-bath  for  10 — 12  hours,  acetylene-carbamide  is  formed.  If  the 
water  be  omitted,  dichlorovinyl-earbamide  is  obtained  in  addition.  By 
the  action  of  excess  of  ammonia  on  triehlorlactic  acid,  glycosine  is 
formed,  one  of  the  nitrogenous  bases  obtained  by  Debus  by  action  of 
ammonia  on  glyoxal.  A  mixture  of  triehlorlactic  acid,  hydroxylamine 
hydrochloride,  and  sodium  carbonate  yields  glyoxime.  Phenylhydra- 
zine  acting  on  sodium  trichlorlactate  converts  it  into  the  compound 
C14H14N4,  previously  obtained  by  E.  Fischer  (this  vol.,  p.  1151)  from 
glyoxal  and  phenylhydrazine.  Sodium  amalgam  converts  trichlor- 
lactic  acid  into  a  crystalline  chlorinated  acid,  probably  monochlorlactic 
acid.  A.  J.  G. 

Thiolactic  and  Thiodilactylie  Acids.  By  J.  M.  LovUn  (7.  pr. 
Ghent.  [2],  29,  366 — 378). — An  acid  of  the  supposed  formula 
C2H4(SH).COOII,  is  described  by  Schacht  ( Annalen ,  129,  1),  and 
Bottinger  (Abstr.,  1876,  624)  ;  the  same  chemists  also  briefly  mention 
a  thiodilactylie  acid,  but  the  author  considering  it  very  doubtful 
whether  the  acids  described  by  them  were  really  those  in  question, 
has  subjected  these  acids  to  a  detailed  investigation. 

Action  of  ot-Chlor  opr  op  ionic  acid  on  Potassium  Sulphhydrate. — When 
pure  chloropropionic  acid  is  gradually  added  to  a  concentrated  solution 
of  potassium  sulphhydrate,  sulphuretted  hydrogen  is  evolved,  and 
potassium  chloride,  thiolactate,  and  thiodilactylate  are  formed  according 
to  the  equations  : — 

2KSH  +  CJBCl.COOH  =  KC1  +  C2H4(SH).COOK  +  H2S. 
C2H4(SH).COOK  +  KSH  =  C2KL(SK).COOK  +  H2S. 

C2H4(SK).COOK  +  C2H4CI.COOK  =  KC1  +  (C2H4.COOK)2S. 

The  thiodilactylate  was  precipitated  by  means  of  barium  chloride, 
and  the  thiolactic  acid  obtained  from  the  filtrate  by  acidulating  with 
sulphuric  acid  and  shaking  with  ether. 

a.-Thiolactic  acid ,  CHMe(SH).COOH,  may  be  prepared  more  easily 
by  saturating  an  aqueous  solution  of  pyruvic  acid  with  sulphuretted 
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hydrogen  at  a  gentle  heat,  strong  hydrochloric  acid  and  zinc  are  then 
added;  on  cooling,  the  thiolactic  acid  is  extracted  with  ether.  The  acid 
is  a  colourless  oily  liquid  of  unpleasant  odour,  and  miscible  with  water 
and  alcohol  in  all  proportions.  Ferric  chloride  gives  a  transient 
mdigo-blue  colour,  after  which  alkalis  give  an  intense  purple-red 
coloration  which  gradually  disappears  in  contact  with  the  air. 
Excess  of  ferric  chloride  converts  it  into  dithiolactylic  acid.  Cupric 
salts  added  in  excess  produce  a  deep- violet  solution  (distinction  from 
/i?- thiolactic  and  thioglycoliic  acids,  which  give  precipitates).  A 
number  of  salts  derived  from  thiolactic  acid  are  described ;  those 
metals  which  are  precipitated  from  an  acid  solution  by  sulphuretted 
hydrogen  form  acid  compounds,  by  displacement  of  the  hydrogen  which 
is  combined  with  sulphur,  of  the  type  C2H4(SR).COOH.  Ethylic  thio- 
lactate,  prepared  by  heating  a  mixture  of  thiolactic  acid  with  alcohol 
and  a  little  sulphuric  acid,  is  a  mobile  liquid  of  intensely  disagreeable 
odour,  and  only  slightly  soluble  in  water;  with  solutions  of  the  heavy 
metals,  it  behaves  like  mercaptan ;  thus  with  copper  it  forms  a  com¬ 
pound  [C2H4(COOEt)S],Cu2. 

Dithiodilactylic  acid ,  (C2H4.COOH)2S2,  is  prepared  by  the  oxidation 
of  thiolactic  acid  with  iodine  or  ferric  chloride  ;  it  crystallises  in  shining 
needles  or  hard  cakes,  which  melt  at  142°,  and  are  sparingly  soluble 
in  cold  but  readily  in  hot  water,  alcohol,  or  ether.  It  gives  no 
reactions  with  either  copper  or  iron  salts  ;  zinc  and  hydrochloric  acid 
convert  it  into  thiolactic  acid,  which  is  thus  most  readily  obtained  in 
a  pure  state.  The  author  regards  it  as  almost  beyond  doubt  that  the 
acid  prepared  by  Schacht  and  Bottinger  was  really  dithiolactylic  acid, 
the  percentage  composition  being  but  slightly  different  from  that  of 
thiolactic  acid. 

Thiodilactylic  acid ,  (C2H4.COOH)2S. — As  already  mentioned,  this 
acid  is  obtained  as  a  bye-product  in  the  preparation  of  thiolactic  acid. 
It  is  formed  as  the  principal  product  by  the  action  of  potassium 
a-chloropropionate  either  on  potassium  sulphide  or  on  basic  potassium 
thiolactate.  The  free  acid  is  obtained  from  its  barium  salt  by  acidu- 
lation  with  sulphuric  acid ;  it  crystallises  in  large  well-formed  mono¬ 
clinic  prisms  melting  at  125°.  The  acid  is  very  soluble  in  water, 
alcohol,  and  ether ;  it  suffers  no  change  from  contact  with  the  air,  and 
is  not  acted  on  by  nascent  hydrogen  or  sulphuretted  hydrogen. 

(3- Thiolactic  acid  (thiohydracry lie  acid),  CH2(SH).CH2.COOH,  is  ob¬ 
tained  by  the  action  of  /3-iodopropionic  acid  on  potassium  sulphhydrate  ; 
there  is  no  second  acid  formed  in  this  reaction.  It  is  best  prepared 
in  a  state  of  purity  by  reducing  /3-dithiodilactylic  acid.  It  is  a  colour¬ 
less  liquid  of  a  disagreeable,  penetrating  odour,  differing  from  that  of 
a-thiolactic  acid ;  with  the  latter  acid,  however,  it  agrees  in  most 
respects,  but  is  more  readily  oxidised  in  contact  with  the  air  to 
/3-dithiolactylic  acid,  and  with  cupric  salts  gives  a  light-violet  pre¬ 
cipitate,  which  soon  turns  to  a  dirty  green  colour.  The  compounds 
with  the  heavy  metals  are  similar  to  those  of  a-thiolactic  acid,  thus  : 
[CH2(COOH).CH2.S]2Hg. 

fi- Dithiodilactylic  acid ,  [CH2(COOH).CH2]2S2,  is  obtained  by  treating 
crude  thiohydracrylic  acid  with  ferric  chloride  as  long  as  a  transient 
blue  colour  is  produced,  a  voluminous  crystalline  precipitate  is  obtained, 
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which  is  washed  with  cold  and  recrystallised  from  hot  water.  The 
acid  forms  thin  silvery  plates  almost  insoluble  in  cold  water.  It  is 
reduced  to  thiohydracrylie  acid  by  nascent  hydrogen. 


P.  F.  F. 


Action  of  Ethyl  Dibromosueeinate  on  Ethyl  Malonate.  By 

W.  H.  Perkin,  jun.  ( Ber 17,  1652 — 1658). — Sodium  (4  grams)  is 
dissolved  in  absolute  alcohol  (50  grams),  ethyl  malonate  (14  grams) 
added,  and  then  gradually  an  alcoholic  solution  of  ethyl  dibromosuc- 
cinate,  the  whole  being  well  cooled  after  each  addition.  The  product 
is  heated  on  a  water-bath  until  it  becomes  neutral,  diluted  with  water, 
and  the  oil  extracted  with  ether.  The  ethy  lie  trimethylenetetracarboxylate , 
CH.COOEt 

(COOEt)2C<^  |  ,  obtained,  is  a  very  thick,  colourless  oil  of 


CH.COOEt 


agreeable  odour;  it  boils  at  245 — 247°,  and  does  not  solidify  in  a 
freezing  mixture.  In  order  to  obtain  the  free  acid,  the  ethyl  salt  is 
boiled  with  an  excess  of  soda  solution,  the  whole  evaporated  nearly  to 
dryness,  acidulated  with  dilute  sulphuric  acid,  and  extracted  with 
ether.  Trimethylenetetraearboxylic  acid  forms  a  hard,  colourless  crystal¬ 
line  mass,  and  melts  at  95 — 100°  with  evolution  of  carbonic  anhydride. 
It  is  a  strong  acid,  dissolves  readily  in  water,  ether,  alcohol,  and 
acetone,  sparingly  in  light  petroleum,  benzene,  and  toluene.  The 
silver  salt,  C7H208Ag4,  is  obtained  by  precipitation  from  the  ammonium 
salt  as  a  white  amorphous  precipitate ;  it  decomposes  suddenly  on 
heating.  The  ammonium  salt  is  not  precipitated  by  copper  sulphate, 
whilst  with  barium  chloride  it  yields  a  white  gelatinous  precipitate 
very  sparingly  soluble  in  water.  The  calcium  salt ,  C7H208Ca2,H20, 
separates  on  warming  a  solution  of  the  ammonium  salt  to  which 
calcium  chloride  has  been  added ;  it  is  much  more  soluble  in  cold 
than  in  hot  water.  When  trimethylenetetraearboxylic  acid  is  heated 
at  190 — 200°,  carbonic  anhydride  is  evolved,  and  trimethylenetricarb - 


CH.COOH 

oxylic  acid ,  COOH.CH/  |  ,  is  obtained  as  in  an  oil.  When 

xCH.COOH 


purified  it  is  crystalline,  melts  at  about  145 — 150°,  dissolves  readily 
in  water,  alcohol,  and  acetone,  and  sparingly  in  light  petroleum, 
benzene,  carbon  bisulphide,  and  chloroform.  When  it  is  heated,  it 
first  gives  off  water,  partially  carbonises  and  yields  a  small  quantity  of 
distillate ;  this  solidifies  on  cooling,  is  sparingly  soluble  in  ether,  and 
is  probably  the  anhydride  of  the  acid.  The  silver  salt ,  C6H306Ag3, 
forms  a  white  granular  precipitate,  and  does  not  explode  when  heated. 
The  ammonium  salt  yields  a  bright-green  sparingly  soluble  precipitate 
with  cupric  sulphate,  and  very  sparingly  soluble  white  precipitates 
with  barium  chloride  and  lead  acetate,  whilst  with  calcium  chloride 
no  precipitate  is  formed  except  on  warming,  the  calcium  salt  being 
much  more  soluble  in  cold  than  in  hot  water,  and  apparently  almost 
insoluble  in  boiling  water.  The  trimethylenetricarboxylic  acid  is 
isomeric  with  the  acid  described  by  Conrad  and  Guthzeit  (this  vol., 
p.  991),  with  aconitic  and  carboxylglutaconic  acids,  and  is  perhaps 
identical  with  Baeyer’s  aceconitic  acid  {Annalen,  135,  206). 
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At  the  end  of  the  paper,  a  table  is  given  containing  all  the 
trimethylene-  and  tetramethylene-derivatives  hitherto  prepared. 

A.  K.  M. 


Homologues  of  Glycidic  Acid.  By  Melikoff  {Bull.  Soc.  Chim., 
41,  311).  —When  crotonic  acid  is  acted  on  by  hypochlorous  acid, 
chloroxybutyric  acid  is  obtained  which  melts  at  62 — 63°,  and  this 
when  treated  with  alcoholic  potash  gives  the  potassium  salt  of 


propyleneoxy carboxylic  acid ,  0<^ 


CHMe 


CH.COOK  ,pLO 


,  which  crystallises 


in  small  prisms.  The  silver  salt  likewise  crystallises  in  prisms,  and 
its  aqueous  solution  forms  a  silver  mirror  when  boiled.  The  acid  melts 
at  84°  and  evolves  suffocating  vapours ;  it  forms  additive  compounds, 
and  combines  with  hydrochloric  acid,  evolving  heat  and  producing  an 
isomeric  chloroxybutyric  acid,  melting  at  85°.  The  acid  is  distin¬ 
guished  from  glycidic  acid  by  absorbing  water  when  exposed  to  the 
air,  with  formation  of  glyceric  acid.  When  heated  with  water  at 
120°,  propyleneglycolcarboxylic  acid  is  obtained,  of  which  the  barium 
and  silver  salts  were  examined.  Treated  with  ammonia,  the  acid  yields 
amidoxybutyric  acid ,  which  crystallises  in  prisms  and  combines  with 
both  acids  and  bases.  Metacrylic  acid  is  converted  by  hypochlorous 
acid  into  chlorisobutyric  acid ;  this  melts  at  106 — 107°,  and  boils  at 
230 — 235°  with  partial  decomposition.  It  is  decomposed  by  alcoholic 
potash,  yielding  metoxyacrylic  acid,  C4H503,-^H20.  The  potassium  salt 
of  this  acid  crystallises  in  prismatic  plates,  and  the  silver  salt  in 
needles.  The  free  acid  is  a  viscous  liquid,  which  combines  with 
hydrochloric  acid,  forming  chloroxyisobutyric  acid .  The  acids  con¬ 
taining  the  ethylene  oxide  residue  are  distinguished  by  combining 
directly  with  other  bodies.  W.  R.  D. 


Isomerism  of  Fumarie  and  Maleic  Acids.  By  Petrieff  {Bull. 
Soc.  Chim.,  41,  309)  . — The  additive  compounds  of  fumarie  and 
maleic  acids  are  distinguished  by  different  boiling  and  fusing  points ; 
when  they  are  saponified,  fumarie  acid  is  formed.  The  action  of 
chlorine  on  fumarie  acid  gives  rise  to  dichlorosuccinic  and  trichlor¬ 
acetic  acids.  Under  the  same  conditions,  maleic  acid  also  forms  a 
dichlorosuccinic  acid  which  differs  in  solubility  and  fusing  point  from 
that  obtained  from  fumarie  acid.  Fumarie  acid  combines  with 
hypochlorous  acid,  forming  a  liquid  which  yields  inactive  maleic  acid 
when  reduced  by  sodium-amalgam.  Maleic  acid  when  treated  in  the 
same  way  also  gives  inactive  maleic  acid  together  with  an  acid  of  the 
formula  C4IUO5,  which  is  probably  oxymaleic  acid,  and  an  acid  liquid 
having  the  composition  of  maleic  acid,  but  which,  when  heated,  is 
decomposed  into  carbonic  anhydride  and  a  substance  having  the 
formula  C6H10O5.  By  the  action  of  zinc  ethyl  on  the  neutral  ether  of 
fumarie  acid  ethylsuccinic  acid  was  obtained.  The  author  considers 
that  the  formula  for  fumarie  acid  which  has  been  proposed  by  Fittig, 
accurately  represents  the  constitution  of  the  acid,  but  does  not  admit 
the  formula  for  maleic  acid  which  has  been  suggested  by  the  same 
chemist.  W.  R.  D. 
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Action  of  Hydroxylamine  on  Meconic,  Comenic,  and  Pyro- 
meeonie  Acids,  By  E.  Odernheimer  ( Ber .,  17,  2081 — 2088). — 
By  the  action  of  hydroxylamine  hydrochloride  on  an  alcoholic  solu¬ 
tion  of  meconic  acid,  there  is  obtained  a  compound  of  the  formula 
C7H507H  +  H20.  It  crystallises  in  colourless  rosettes  of  small  needles, 
readily  soluble  in  water,  sparingly  soluble  in  alcohol,  ether,  and 
chloroform,  insoluble  in  light  petroleum ;  it  decomposes  suddenly 
when  heated  to  about  190°.  Heated  with  strong  hydrochloric  acid 
hydroxylamine  is  separated.  The  aqueous  solution  has  a  strongly 
acid  reaction  and  reduces  Fehling’s  solution  at  the  ordinary  tem¬ 
perature.  With  both  the  acid  and  salts,  ferric  chloride  gives  a  charac¬ 
teristic  red  coloration  similar  to  that  produced  by  meconic  acid. 
Two  silver  salts  were  obtained,  the  first  a  yellow  salt  by  the  addition  of 
silver  nitrate  to  a  neutral  solution  of  the  ammonium  salt,  it  is  very 
unstable ;  on  adding  ammonia  a  silver  mirror  is  deposited ;  the 
second  is  a  white  salt,  C7II307lSrAg2  +  H20,  formed  on  adding  silver 
nitrate  to  a  cold  aqueous  solution  of  the  free  acid ;  it  is  sparingly 
soluble  in  hot  water,  insoluble  in  alcohol.  The  normal  calcium  salt, 
C7H307NCa  +  4H20,  forms  thin  transparent  plates.  The  acid 
salt,  (C7H307N)2Ca  +  2H20,  is  obtained  by  addition  of  calcium 
chloride  to  the  free  acid;  it  crystallises  in  white  needles.  The  sodium 
salt,  C7H307NNa,  is  crystalline  and  insoluble  in  alcohol.  The  barium 
salt,  (C7H307N)2Ba  4-  10H2O,  crystallises  in  feathery  groups  of  needles. 
These  results  show  that  there  is  only  a  single  oxygen-atom  in  meconic 
acid  capable  of  entering  into  reaction  with  hydroxylamine,  and 
renders  it  very  probable  that  meconic  acid  is  a  ketonic  acid  of  the 
formula  C4HO(CO)(OH).COOH,  the  isonitroso-derivative  having  the 
formula  0^0(0  I  NOH)(OH).COOH.  The  author’s  experiments 
with  hydroxylamine  hydrochloride  and  comenic  and  pyromeconic 
acids  yielded  negative  results.  The  author  has  investigated  the 
action  of  hydroxylamine  on  dehydracetic  acid,  and  obtained  results 
confirming  those  of  Perkin  and  Bernhart  (this  vol.,  p.  1121). 

A.  J.  G. 

Action  of  Hydroxylamine  and  Ethylamine  on  Comanic 
Acid.  By  H.  Ost  (J.  pr.  Cher*.  [2],  29,  378— 380). —This  is  a 
preliminary  note  published  in  consequence  of  the  appearance  of  a  paper 
by  Y.  Meyer  (Abstr.,  this  vol.,  p.  993),  on  the  action  of  hydroxylamine 
on  chelidonic  and  meconic  acids.  On  mixing  equivalent  weights  of 
comanic  acid,  C5H302.C00H,  hydroxylamine  hydrochloride,  and 
sodium  carbonate  with  water,  and  heating,  the  whole  dissolves,  but 
soon  a  body  separates  haviug  the  composition  of  an  oximido-comanic 
acid,  C5H30(N0H).C00H.  This  substance,  however,  does  not 
behave  like  an  oximido-compound,  for  the  nitrogen  is  not  loosely  com¬ 
bined,  and  when  heated  with  fuming  hydrochloric  acid  no  hydroxyl¬ 
amine  is  eliminated,  but  at  200°  carbonic  anhydride  is  evolved  with 
formation  of  a  compound  C5H5N02.  Tin  and  hydrochloric  acid 
convert  the  oximido-compound  into  /3-hydroxypicolinic  acid,  which 
is  also  readily  formed  from  comanic  acid  and  ammonia.  It  would 
thus  appear  that  the  hydroxylamine  acts  similarly  to  ammonia,  and 
that  the  above  compound  is  a  dihydroxypyridinecarboxylic  acid. 
Ethylamine  converts  comanic  acid  into  an  acid,  C6H9N03  -f 
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•^H20,  which  appears  to  be  ethyl  pyridinehydroxycarboxylic  acid, 
C5H2EtN(OH).COOH.  Similarly  comenic  acid  and  efchylamine  give 
(JgHgNCh,  which  is  probably  dihydroxy-ethylpyridinecar  boxy  lie  acid, 
whilst  aniline  and  comenic  acid  give  a  corresponding  phenyl-com¬ 
pound,  C12H9N04.  P.  P.  P. 

Decomposition  of  Optically  Inactive  Compounds.  By  E. 

Jungfleisch  {Bull.  Soc.  Chim .,  41,  222 — 226). — The  author  considers 
that  the  separation  or  non-separation  of  inactive  compounds  by 
u  compensation  ”  is  determined  by  the  relative  solubility  of  the  inac¬ 
tive  compound,  and  of  the  two  compounds  into  which  it  is  capable  of 
being  separated.  If  the  original  compound  is  less  soluble  than  either 
of  the  compounds  of  which  it  is  constituted,  no  separation  is  effected 
by  crystallisation  ;  but  if  either  of  the  constituent  compounds  is  less 
soluble  than  the  original  compound,  separation  occurs  under  certain 
conditions  when  crystallisation  is  attempted.  This  being  the  case, 
the  result  will  vary  at  different  temperatures  ;  thus  it  has  been  noticed 
that  sodium  potassium  tartrate  can  be  crystallised  without  decompo¬ 
sition  near  0°,  the  salt  at  this  temperature  being  less  soluble  than 
either  the  dextrorotatory  or  lsevorotatory  salts  which  compose  it.  The 
unequal  solubility  of  the  two  products  of  the  decomposition  also 
appears  to  be  an  important  factor  in  producing  the  result.  This  has 
been  investigated  in  the  case  of  sodium  ammonium  racemate,  a 
process  for  the  separation  of  which  into  dextrorotatory  and  lsevo- 
rotatory  sodium  ammonium  tartrates  has  been  devised  by  the  author, 
and  fully  described  in  a  previous  Abstract  (Abstr.,  1882,  602).  As  the 
result  of  a  number  of  experiments,  it  is  noticed  that  in  the  first  crys¬ 
tallisation  the  dextrorotatory  salt  is  deposited  in  greater  quantity  than 
the  lsevorotatory,  but  in  the  second  crystallisation  the  reverse  is  the 
case.  Further,  a  supersaturated  solution  of  ammonium  sodium  race- 
mate,  from  which  the  dextrorotatory  and  lsevorotatory  salts  have 
been,  as  far  as  possible,  separated  by  crystallisation,  when  examined 
by  the  polariscope  is  feebly  lsevorotatory,  and  on  the  addition  of  boric 
acid  becomes  markedly  so.  These  facts  indicate  the  greater  solubility 
of  the  lsevorotatory  salt  in  the  saline  liquid.  The  decomposition  of 
cinchonine  racemate  into  dextrorotatory  and  lsevorotatory  cinchonine 
tartrate,  and  of  cinchonine  paraphenylgly  collate  into  the  two  active 
cinchonine  phenyl gly collates,  may  be  explained  by  the  wide  difference 
in  the  solubilities  of  the  constituent  salts.  The  behaviour  of  para- 
camphoric  acid  also  supports  this  view.  When  a  hot  concentrated 
solution  of  this  acid  is  cooled  and  fractionally  crystallised,  the  crystals 
which  separate  between  80°  and  40°  are  strongly  lsevorotatory,  whilst 
those  formed  below  40°  are  dextrorotatory.  By  re  crystallising  these 
fractions  they  become  more’  and  more  strongly  lsevo-  or  dextro-rota¬ 
tory.  In  this  way  crystals  were  obtained  containing  75  per  cent,  of 
the  lsevorotatory  acid.  When  a  solution  of  paracamphoric  acid  is 
crystallised,  and  the  crystals  allowed  to  remain  in  the  cold  in  contact 
with  the  mother-liquor,  they  are  reconverted  into  the  original  acid. 
The  difference  in  the  solubility  of  the  dextro-  and  Isevo-rotatory  cam¬ 
phoric  acids  can  be  still  further  increased  by  the  addition  of  acetic  acid. 

W.  R.  D. 
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Synthesis  of  Tartaric  Glueoside.  By  A.  Guyard  (Bull.  Soc . 
Ghim.j  41,  291). — When  tartaric  anhydride  is  added  to  glucose  which 
has  been  heated  to  incipient  fusion,  water  is  given  off,  and  a  white 
substance  remains  which  is  entirely  soluble  in  water.  The  aqueous 
solution  is  unaltered  by  prolonged  ebullition,  and  neither  tartaric  acid 
nor  glucose  can  be  detected  by  the  ordinary  reactions.  When  the 
solution  is  boiled  with  a  dilute  mineral  acid,  tartaric  acid  and  glucose 
are  regenerated.  W.  R.  D. 

Occurrence  of  Citric  Acid  in  the  Seeds  of  Leguminosse.  By 

H.  Ritthausen  (J.  pr.  Gkem.  [2],  29,  357 — 359). — Malic,  oxalic,  and 
citric  acids  have  been  proved  to  exist  in  the  seed  of  the  yellow  lupin 
(Lup.  luteus)  (Beyer,  Abstr.,  1872,  519;  J.  pr.  Ghem.  [2],  2,  339), 
by  the  author  and  others.  He  has  since  found  citric  acid  in  the 
seeds  of  Vida  sativa ,  V.  faba, ,  Fisum  sativum ,  and  phaseolus.  The 
powdered  seeds  were  extracted  with  water,  acidified  with  hydrochloric 
acid,  the  solution  neutralised  with  potash  or  soda  and  concentrated  ; 
the  residue,  after  filtration,  was  treated  with  basic  lead  acetate;  the 
precipitate  was  decomposed  with  sulphuretted  hydrogen  in  the  usual 
way,  and  the  clear  liquid  rendered  strongly  alkaline  with  lime- 
water.  The  precipitate,  consisting  chiefly  of  calcium  phosphate,  was 
filtered  off  and  the  solution  boiled  to  precipitate  the  calcium  citrate, 
from  which  the  citric  acid  was  prepared  by  decomposition  with  sul¬ 
phuric  acid.  P.  F.  F. 

Furfur  aldehyde.  By  A.  Gtjyard  (Bull.  Soc.  Chim .,  41,  289 — 291). 
— When  paper  steeped  in  aniline  acetate  is  immersed  in  a  liquid  con¬ 
taining  furfuraldehyde,  a  magnificent  rose-red  colour  is  produced. 
Furfural dehyde  is  contained  in  pyroligneous  acid,  and  it  is  to  this 
substance  that  acetic  acid,  prepared  from  pyroligneous  acid,  owes  the 
peculiar  odour  which  renders  it  unfit  for  the  preparation  of  vinegar. 
The  furfuraldehyde  can  be  removed  from  pyroligneous  acid,  from 
•which  the  tar  has  been  separated,  by  agitating  it  with  benzene.  The 
compound  remains  when  the  benzene  is  evaporated.  The  acid  can  be 
purified  by  distillation.  W.  R.  D. 


Constitution  of  Furfuraldehyde.  By  A.  Pawlinoff  and  G. 
Wagner  ( Ber .,  17,  1967 — 1969). —  One  of  the  authors  has  recently 
shown  that  aldehydes  combine  directly  with  zinc  alkyls  forming 
the  alkylates  of  secondary  alcohols  (Jour.  Buss.  Ghem.  Soc.,  1884, 
[i],  283).  Two  formulae  have  been  proposed  for  furfuraldehyde: 
OH.C=C.COH  CH=CH 


CH  =  CH 


by  Kanonnikoff,  and  [  |  by  Baeyer. 

HC - C.COH 

\>/ 


The  action  of  zinc  ethyl  gives  a  means  of  investigating  the  question, 
as  if  a  hydroxyl-group  be  present  it  will  attack  that  as  well  as  the 
aldehyde-group.  The  authors’  results  show  that  the  second  oxygen 
atom  is  not  present  as  hydroxyl,  the  product  of  the  reaction  yielding, 
on  treatment  with  water,  ethyl  furfuryl  carbinol ,  C4H3O.CHEt.OH. 
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Its  formation  is  represented  by  the  equations — 

C4H3O.CHO  +  ZnEta=  C4H3O.CHEt.OZnEt  and 
C4H3O.CHEt.OZnEt  +  2H20  =  C4H3O.CHEt.OH  +  C2H6  +  Zn(OH)2. 

It  is  a  colourless  viscid  liquid  of  agreeable  aromatic  odour,  and  is 
moderately  soluble  in  water.  It  boils  without  decomposition  at  180° 
under  749  mm.  pressure,  has  a  sp.  gr.  of  1066  at  0°,  and  of  1*053  at 
15*5°  (water  at  0°  =  1).  Acetic  anhydride  exerts  a  dehydratiug 
influence  on  it,  converting  it  into  a  mixture  of  hydrocarbons. 

A.  J.  G. 

Substitution-derivatives  of  Pyromueie  Acid.  By  H.  B.  Hill 

and  C.  It.  Sanger  (Ber.,  17,  1759 — 1764). — Tonnies  described 
(Abstr.,  1878,  785)  a  dibromopyromucic  acid  (m.  p.  184 — 186°), 
obtained  by  the  action  of  potash  on  pyromueie  acid  tetrabromide,  but 
did  not  give  the  details  of  its  preparation. 

If  an  alcoholic  solution  of  the  tetrabromide  is  poured  slowly  into 
excess  of  strong  alcoholic  soda,  care  being  taken  to  prevent  any  great 
rise  in  temperature,  the  sodium  salts  of  two  dibromopyromucic  acids 
are  obtained.  These  salts  are  sparingly  soluble  in  alcohol,  and  the 
acids  can  be  easily  separated  by  means  of  the  difference  in  the  solu¬ 
bilities  of  their  calcium  salts.  The  more  soluble  salt  yields  an  acid 
melting  at  192° ;  the  less  soluble  one  melting  at  168°.  The  former 
acid  crystallises  in  flat  needles,  easily  soluble  in  boiling  water,  in 
alcohol,  ether,  boiling  benzene  or  chloroform,  very  sparingly  in  carbon 
bisulphide  and  light  petroleum.  When  heated  with  dilute  nitric  acid 
(1:5)  it  dissolves  with  evolution  of  carbonic  anhydride,  and  the 
solution  contains  a  mixture  of  mucobromic  and  dibromomaleic  acids. 
This  acid  is  undoubtedly  the  same  as  that  obtained  by  Tonnies.  By 
the  action  of  bromine-water  on  his  acid,  Tonnies  obtained  an  easily 
soluble  substance  melting  at  88°,  which  he  believed  to  be  the  aldehyde 
of  di bro mo fu marie  acid.  The  authors  have  obtained  a  compound 
having  the  same  properties,  but  only  in  very  small  quantity.  When 
the  acid  is  suspended  in  water,  and  bromine  vapour  is  passed  into  the 
liquid  by  means  of  a  current  of  air,  tetrabromotetraphenol  (tetrabromo- 
furfuran),  C4Br40,  melting  at  64 — 65°,  is  formed,  according  to  the 
equation  C5H2Br203  +  2Br2  =  C4Br40  -j-  C02  +  2HBr. 

The  second  dibromopyromucic  acid,  melting  at  168°,  can  be  more 
easily  prepared  bv  the  action  of  bromine  (2  mols.)  on  dry  pyromueie 
acid.  The  resulting  mixture  of  the  acid  and  its  dibromide  is  treated 
with  water  to  decompose  the  bromide,  and  the  acid  purified  by  means 
of  its  calcium  salt :  some  dibromomaleic  acid  is  always  formed  in  the 
reaction.  This  dibromopyromucic  acid  is  easily  soluble  in  boiling 
water,  in  alcohol,  and  ether,  in  boiling  benzene  or  chloroform, 
sparingly  in  carbon  bisulphide.  When  heated  with  dilute  nitric  acid, 
it  is  oxidised  and  yields  monobromofumaric  acid,  C4H3Br04.  When 
bromine  is  allowed  to  act  on  the  acid  suspended  in  water,  monobromo- 
maleic  bromide,  C4HBr302,  is  formed.  This  last  reaction  seems  to 
proceed  most  regularly  wThen  the  bromine  is  added  quickly.  Mono- 
bromomale'ic  bromide  crystallises  in  long  white  needles  melting  at 
55°.  It  is  slowly  acted  on  by  boiling  water,  and  yields,  apparently,  a 
mixture  of  monobromofumaric,  monobromomaleic,  and  dibromosuc- 
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cinic  acids.  The  other  usual  solvents  dissolve  it  readily.  When 
decomposed  with  potash,  it  yields  monobromomaleic  acid. 

Judging  from  their  oxidation-products,  the  authors  believe  that  the 
two  acids  may  best  be  represented  by  the  formulae 

M.  p.  192°.  M.  p.  168°. 

CBr - CBr  CH - CBr 

II  II  and  ||  || 

CH.O.C.COOH  CBr.O.C.COOH. 

and  therefore  names  them  respectively  /4y-  and  (dh-dibromopyromucic 
acid. 

When  treated  in  ammoniacal  solution  with  zinc- dust,  both  acids 
yield  ft-monobromopyromucic  acid  melting  at  128 — 129°.  This  acid 
crystallises  in  needles,  and  is  easily  soluble  in  the  usual  solvents. 
When  boiled  with  dilute  sulphuric  acid,  it  yields  monobromofumaric 
acid  melting  at  176 — 177°. 

£-Monobromopyromucic  acid  melting  at  183  — 184°  combines  easily 
with  bromine  to  form  an  additive  product,  which  melts  at  170°  with 
decomposition  ;  this,  when  treated  with  alcoholic  potash,  readily  yields 
tribromopyromucic  acid ,  crystallising  in  small  tufts  of  needles  melting 
at  218 — 219°.  It  is  sparingly  soluble  in  boiling  water,  easily  in  ether  or 
alcohol,  and  almost  insoluble  in  light  petroleum  and  carbon  bisulphide. 
When  oxidised  by  moderately  strong  nitric  acid  (1  :  2),  it  yields 
dibromomaleic  acid  :  bromine-water  converts  it  into  tetrabromotetra- 
phenol,  together  with  a  small  quantity  of  dibromomaleic  acid. 

L.  T.  T. 

Optical  Behaviour  of  certain  Amido-acids.  By  E.  Schulze 
and  E.  Bosshard  ( Ber .,  17,  1610). — The  amido-acids  obtained  on 
heating  conglutin  with  hydrochloric  acid  are  optically  active  ;  leucine 
dissolved  in  hydrochloric  is  dextrorotatory,  and  tyrosine  laevorotatory ; 
glutaminic  acid,  under  the  same  conditions,  is  also  dextrorotatory. 
The  tyrosine,  leucine,  and  glutamic  acid,  which  are  obtained  by  the 
action  of  baryta-water  on  conglutin,  are  however  optically  inactive  ; 
this  applies  to  both  acid  and  alkaline  solutions,  and  in  the  case  of  the 
two  latter  substances  has  also  been  proved  for  aqueous  solutions. 
Differences  of  solubility  of  the  active  and  inactive  amido-acids  have 
also  been  observed.  A.  K.  M. 

Aceturic  Acid  (Aeetylglyeocoll).  By  T.  Curtius  (Ber.,  17, 
1663— 1674). — The  author  prepares  aceturic  acid  by  boiling  glycocine 
(40  grams),  dried,  and  finely  powdered,  with  acetic  anhydride 
(60  grams)  and  benzene  (250  grains)  for  four  hours,  the  flask  being 
frequently  shaken  to  prevent  the  glycocine  from  caking.  The  benzene 
is  distilled  off,  the  residue  dissolved  in  hot  alcohol,  and  the  solution 
decolorised  by  animal  charcoal.  The  reaction  is  nearly  quantitative, 
and  may  be  expressed  thus  : 

2NH2.CH2.COOH  -f  Xc20  =  2NHAc.CH2.COOH  4-  HaO. 

The  yield  is  not  so  good  when  finely  powdered  dry  glycocine-silver 
(30  grams)  is  boiled  with  acetic  chloride  (16  grams)  and  benzene 
(200  grams),  as  in  Kraut  and  Hartmann’s  method  ( Zeitschr .  /. 
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Ghem .,  1868,  79).  In  this  reaction,  however,  other  compounds  are 
formed,  as  in  the  reaction  between  benzoic  chloride  and  glycocine- 
silver  (Abstr.,  1883,  337)  ;  the  analogue  of  the  acid,  C10H11N3O4,  has, 
for  instance,  been  obtained,  and  forms  a  microcrystalline  powder 
melting  above  260°  after  first  blackening;  it  is  decomposed  by  boiling 
with  mineral  acids,  with  formation  of  acetic  acid,  glycocine,  and  a 
substance  which  yields  ammonia  when  heated  with  aqueous  alkalis. 
Aceturic  acid  separates  from  a  hot  saturated  aqueous  solution  in 
colourless  lanceolate  crystals  radiating  from  a  common  centre,  and 
from  a  dilute  solution,  by  evaporation  in  a  vacuum,  in  small  lustrous 
diaxial  crystals  ;  it  melts  at  206°.  A  litre  of  water  at  15°  dissolves 
27  grams  of  the  acid  ;  it  is  moderately  soluble  in  cold,  readily  in  hot 
alcohol,  and  very  readily  in  boiling  water,  but  is  insoluble  in  boiling 
ether,  benzene,  and  toluene;  it  is  only  sparingly  soluble  in  hot  glacial 
acetic  acid  or  acetone.  Aceturic  acid  gives  a  red  colour  with  ferric 
chloride  and  a  deep  blue  colour  with  phenol  and  hypochlorites,  and 
is  decomposed  by  acids  and  alkalis  much  more  readily  than  hippuric 
acid.  It  combines  with  hydrochloric  and  sulphuric  acids,  but  the 
salts  obtained  are  readily  decomposed  by  water ;  with  bases,  however, 
it  forms  stable  salts,  most  of  which  are  very  soluble  in  water.  The 
silver  salt ,  NHAc.CH2.COOAg,  is  moderately  soluble  in  cold,  very 
readily  in  hot  water,  and  insoluble  in  absolute  alcohol ;  the  ammonivm 
salt,  NHAc.CH2.C00NH4,H20,  crystallises  in  glistening  needles  or 
large  plates  which  effloresce  over  sulphuric  acid  ;  when  boiled  with 
water  or  alcohol,  it  splits  up  into  free  acid  and  ammonia  ;  it  is  mode¬ 
rately  soluble  in  cold,  very  readily  in  hot  water,  less  so  in  hot  alcohol. 
The  barium  salt ,  (NHAACH2.C00)2Ba,5H20,  crystallises  in  clusters 
of  needles  which  deliquesce  on  exposure  to  the  air,  and  lose  only 
a  part  of  their  water  when  heated  at  205°  ;  it  melts  at  about  200° 
and  decomposes  at  250 — 260°  :  water  and  spirit  dissolve  it  very  readily 
in  the  cold,  whilst  hot  absolute  alcohol  dissolves  it  but  sparingly.  The 
copper  salt ,  (]s7HAc.CH2.C00)2Cu,4^H20,  crystallises  in  azure-blue 
needles,  loses  3^H20  at  105°,  and  decomposes  a  little  above  120°  ;  it  is 
very  readily  soluble  in  cold  water  and  in  hot  absolute  alcohol.  The 
thallium  salt ,  NHAc.CH2.C00T1,2(?)H20,  forms  small  lustrous  crys¬ 
tals  resembling  anatase,  easily  soluble  in  cold  water.  The  nickel ,  mag- 
nesium ,  lead ,  and  mercurous  salts  are  also  crystalline.  The  methyl  salt , 
NHAc.CH2.COOMe,  forms  long  colourless  rhomboidal  plates,  melts 
at  58'5°,  and  boils  at  254°  (712  mm.)  ;  it  is  sparingly  soluble  in 
boiling  ether,  very  readily  in  alcohol,  chloroform,  benzene,  and  water. 
The  ethyl-derivative ,  NHAc.CH2.COOEt,  crystallises  in  large  rhombic 
plates,  is  hygroscopic,  and  very  readily  taken  up  by  all  solvents  ;  it 
melts  at  48°  and  boils  at  260°  (712  mm.).  The  conversion  of  ethyl 
aceturate  into  ethyl  acetylglycollate,  CH2(OAc).COOEt,  by  the  action 
of  chlorine  on  its  alkaline  solution  ( Annalen ,  99,  181)  is  very  im¬ 
perfect,  the  chlorine  attacking  the  acetyl-group,  and  the  ethyl  acetyl¬ 
glycollate  being  much  more  readily  decomposed  by  alkalis  than  the 
corresponding  benzoyl-compound.  A  quantitative  method  of  prepar¬ 
ing  it  consists  in  foiling  ethyl  diazoacetate  with  glacial  acetic  acid, 
N2CH2.COOEt  +  AcOH  =  CH2(OAc).COOEt  +  When  ethyl 
aceturate  is  gently  heated  with  aqueous  ammonia,  ammonium  acet- 
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urate  is  formed  together  with  aceturamide,  NHAc.OH2.CONH2.  This 
crystallises  in  large  colourless  plates  melting  at  137° ;  it  is  insoluble 
in  ether,  readily  soluble  in  alcohol  and  water,  and,  when  boiled  with 
these,  is  rapidly  decomposed  with  evolution  of  ammonia. 

A.  K.  M. 

Glutamic  Acid.  By  C.  Scheibler  ( Ber 17,  1725 — 1729).  The 
author  has  prepared  a  quantity  of  this  acid  from  beetroot  molasses 
obtained  in  working  the  strontium  process.  Oebbeke  has  examined 
and  -measured  crystals  of  this  acid,  and  of  its  hydrochloride,  side  by 
side  with  crystals  of  Hitt  hausen’s  glutamic  acid,  and  declares  them  to 
be  identical.  The  author  has  made  determinations  of  the  rotary 
power  of  glutamic  (amidoglutaric)  acid  and  its  salts  as  likely  to  prove 
of  value  in  determining  the  sugar  remaining  in  molasses.  A  Soleil- 
Scheibler  polariscope  was  used  with  a  column  of  solution  220  mm. 
long.  A  2  per  cent,  solution  of  the  free  acid  at  21°  had  a  sp.  gr. 
T0070,  and  a  rotation  T3°,  giving  [x]j  =  -+-1T60  or  [«]D  =  +  102°. 
A  4  per  cent,  solution,  rapidly  cooled  to  prevent  crystallisation,  gave 
a  rotation  2*7°  at  23°,  or  \_»]j  =  +12*0°,  or  [<*]D  =  +  10’6°.  A 
solution  containing  calcium  salt  equivalent  to  2  per  cent,  had  a  sp.  gr. 
1  0240  at  20°  and  a  rotation  — 1*2°  at  22°.  This  gives  for  the  salt 
[a] j  =  —  4*2°  or  [a]D  =  — 3‘7°;  and  for  the  acid  in  the  salt  [x]j  — 
—  5*3°  or  [«]d  =  — 4*7°.  A  4  per  cent,  solution  of  the  hydrochloride 
(=  3*205  per  cent,  acid)  had  a  sp.  gr.  1*0158  at  19°  and  a  rotation 
+  5*2,  giving  for  C6H9N04,HC1  [a],-  =  +  231°  or  [*]D  =  +20*4°,  or 
for  the  acid  therein  [«]j  =  +28*9°  or  [#]d  =  25’5°.  A  nitric  acid 
solution  shows  strong  dextro-rotation,  varying  in  amount  according  to 
The  quantity  of  nitric  acid  employed  in  the  solution.  L.  T.  T. 

Uric  Acid.  By  E.  Fischer  {Ber.,  17,1 776 — 1788). — In  continua¬ 
tion  of  his  previous  communication  (this  voh,  996),  the  author  de¬ 
scribes  several  more  derivatives  of  uric  acid  which  he  has  obtained, 
and  then  enters  into  a  theoretical  discussion  as  to  the  constitution  or 
uric  acid. 

Monomethyluric  Acids. — The  «-acid  described  by  Hill  (this  Journal, 
1876,  ii,  75)  yields  monomethylalloxan  and  carbamide  on  oxidation: 
when  heated  with  concentrated  hydrochloric  acid,  it  splits  up  into 
carbonic  anhydride,  ammonia,  methylamine,  and  glycocine.  The 
/1-acid,  briefly  described  by  the  author  (this  vol.,  996)  under  the  name 
of  trihydroxymethylpurin,  is  best  prepared  by  heating  dichlorhydroxy- 
methylpurin  with  concentrated  hydrochloric  acid  at  135 — 140°.  The 
ammonium  salt  is  not  decomposed  when  the  excess  of  ammonia  used 
in  its  preparation  is  boiled  off,  but  on  cooling  separates  from  the 
solution  as  a  gelatinous  mass.  When  treated  with  an  ammoniacal 
solution  of  silver  nitrate,  silver  is  deposited.  When  heated  with  phos¬ 
phoric  chloride  and  oxychloride  at  130°,  it  is  partly  reconverted  into 
tiichlorhydroxypurin.  When  oxidised  with  nitric  acid  or  chlorine- 
water  it  is  easily  decomposed  into  alloxan  and  methylcarbamide. 
When  heated  for  five  or  six  hours  at  170°  with  about  five  times  its 
weight  of  strong  hydrochloric  acid,  it  is  decomposed,  yielding  the 
same  products  as  the  a-acid. 

Dimethyhiric  Acids. — The  a-acid  of  Hill  is  decomposed  on  oxidation 
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into  monomethylalloxan  and  monomethyl  carbamide  :  when  heated 
with  hydrochloric  acid  at  170°,  it  yields  ammonia,  m^thylamine,  and 
gdycocine.  Its  ammonium  salt,  unlike  that  of  the  a-mono-acid,  is  de¬ 
composed  by  boiling — the  free  acid  being  re-formed.  When  heated 
for  some  time  at  125°  with  phosphoric  chloride  and  oxychloride,  an 
unstable  chlorinated  compound  is  produced  which,  however,  differs 
altogether  from  the  chlorinated  body  obtained  from  the  /3-acid.  The 
/3-acid  (already  described  under  the  name  of  trihydroxydimethylpurin) 
is  decomposed  when  heated  with  hydrochloidc  acid  at  170°,  yielding 
carbonic  anhydride,  ammonia,  methylamine,  and  sarcosine.  Its  am¬ 
monium  salt  is  not  decomposed  by  boiling.  When  heated  with 
phosphoric  chloride  and  oxychloride  at  135°,  it  is  almost  entirely 
reconverted  into  dichloroxydimethylpurin.  When  oxidised  with  nitric 
acid  or  chlorine- water,  traces  only  of  alloxan  are  produced,  the 
principal  product  being  a  body  of  the  composition  C7H10N4O5.  It  is 
formed  according  to  the  equation  C7H8N4O3  -f  H20  +  O  =  CtHjo^Os, 
and  is  a  derivative  of  mesoxalic  acid.  It  has  no  analogue  in  the 
oxidation-products  of  any  of  the  uric  acid  derivatives,  and  the  author 
proposes  to  name  it  oxy-fi-dimethyluric  acid.  It  crystallises  in  large, 
colourless,  and  well-formed  plates,  melts  at  173 — 174°,  and  is  com¬ 
pletely  decomposed  at  a  slightly  higher  temperature.  When  its 
aqueous  solution  is  boiled,  decomposition  sets  in,  gas  is  evolved  freely, 
and  easily  soluble  products  are  formed.  Ammonia  produces  no  red 
coloration,  hydrogen  sulphide  has  no  action,  but  hydriodic  acid 
reduces  it,  forming  an  easily  soluble  crystalline  compound  still  under 
investigation.  Barium  hydroxide  gives  no  precipitate  with  a  cold 
aqueous  solution  of  the  compound,  but  on  heating  barium  mesoxalate 
is  at  once  precipitated,  whilst  carbamide,  and  probably  dimethyl- 
carbamide,  remain  in  solution.  When  oxidised  with  chromic  mix¬ 
ture,  it  yields  cholestrophane,  05H6br203 :  this  formation  of  choles- 
trophane  proves  that  both  methyl-groups  in  this  compound,  and 
consequently  in  /3-dimethyluric  acid,  are  combined  with  the  two 
nitrogen-atoms  which  are  split  off  from  /3-monomethyluric  acid  in  the 
form  of  monomethylcarbamide.  Consequently  it  is  clear  that  in  uric 
acid  there  is  a  carbamido- group  containing  tivo  imido- groups  distinct  from 
the  nucleus  which  is  removed  as  alloxan  on  oxidation  in  acid  solution. 

Trimethyluric  Acid. — The  author  has  not  been  successful  in  his 
attempts  to  methylate  a-dimethyluric  acid.  When  the  lead  salt  of 
/3-dimethyluric  acid,  however,  is  heated  for  eight  hours  at  125 — 130° 
with  an  equal  weight  of  methyl  iodide  and  double  its  weight  of  ether, 
the  product  boiled  with  water,  the  hot  extract  treated  wTith  sulphuretted 
hydrogen,  and  the  filtrate  supersaturated  with  ammonia  and  concen¬ 
trated  to  a  small  bulk,  trimethyluric  acid  separates  out  as  a  white 
crystalline  mass  melting  at  345°.  It  is  slightly  soluble  in  alcohol  and 
chloroform,  readily  in  strong  hydrochloric  acid.  It  is  more  easily  soluble 
in  ammonia  than  in  water,  but  the  ammonium  salt  is  decomposed  again 
by  boiling.  Its  alkaline  salts  crystallise  in  needles.  With  ammo- 
niacal  silver,  it  yields  a  crystalline  compound  containing  silver  and 
ammonia  ;  this  is  easily  soluble  in  hot  water,  and  with  excess  of  silver 
nitrate  yields  a  pale  yellow  gelatinous  precipitate.  If,  however,  the 
acid  is  dissolved  in  a  large  quantity  of  hot  ammonia,  the  calculated 
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quantity  of  silver  nitrate  added,  and  the  ammonia  then  boiled  oft,  the 
normal  silver  salt,  CgHgAgiN^Os,  crystallises  out  in  thin  needles. 
Trimethylurie  acid  shows  the  murexide  reaction  much  more  strongly 
than  does  /3-dimethyluric  acid,  and  is  more  unstable  towards  acids. 
It  is  decomposed  by  fuming  hydrochloric  at  130°,  and  yields  a  crys¬ 
talline  compound  easily  soluble  in  boiling  water,  and  melting  at 
330°.  Trimethylurie  acid  is  isomeric  with  hydroxy  caffeine,  and 
their  melting  points  are  identical,  but  they  are  without  doubt  totally 
distinct  bodies. 

Tetramethyluric  acid  was  prepared  from  trimethylurie  acid  by  treat¬ 
ing  its  silver  salt  with  methyl  iodide.  It  crystallises  in  thin  white 
needles,  melts  at  218°,  and  distils  undecomposed.  It  is  easily  soluble 
in  boiling  water  or  chloroform,  more  sparingly  in  alcohol  and  ether. 
It  has  no  acid  properties,  but  is  very  unstable  towards  alkalis,  giving 
off  methylamine.  It  shows  the  murexide  reaction,  but  more  feebly 
than  the  trimethyl  acid.  It  is  isomeric,  but  not  identical  wTith  meth- 
oxycaffeine.  When  heated  with  hydrochloric  acid  at  170°,  this  acid 
yields  methylamine,  but  mo  trace  of  ammonia .  It  is  thus  clear  that  in 
tetramethyluric  acid  all  four  nitrogen-atoms  are  united  to  methyl. 

Taking  all  these  results  into  consideration,  the  author  looks  upon 

NH.CO.C.NH 

the  correctness  of  Medicus’  uric  acid  formula,  |  J|  \CO, 

co.nh.c.xip 

2  4 

as  fully  established,  and  he  proposes  for  convenience  of  nomenclature, 
Ac.,  to  number  the  four  imide-groups  as  above. 

In  a-monomethyluric  acid  the  methyl-group  must  be  in  position 
1  or  2,  in  the  /3-acid  in  4.  In  a-dimethyluric  acid  one  Me  must  be  at 
1  or  2,  the  other  at  4  ;  in  the  /3-acid  the  two  Me-groups  must  occupy 
3  and  4.  The  only  trimethylurie  acid  must  have  two  Me-groups  at 
3  and  4,  and  one  at  1  or  2. 

The  author  considers  the  formation  of  dichloroxymethylpurin  by  the 
action  of  phosphoric  chloride  on  /3-monomethyluric  acid  to  be  analo¬ 
gous  to  the  conversion  of  acid  amides  into  imido-chlorides  investigated 
by  Wallach.  L.  T.  T. 

Nitration  of  Benzene-derivatives.  By  P.  Spindler  ( Annalen , 
224,  283 — 313). —  In  addition  to  that  portion  of  the  research  which 
refers  to  the  nitration  of  benzene  (Abstr.,  1883,  975),  the  results  of 
the  author’s  experiments  on  the  nitration  of  chloro-  and  bromo-benzene, 
toluene,  ortho-,  meta-,  and  para-benzoic  nitranilide  are  given  in  the 
following  table. 

10  c.c.  of  nitric  acid  (sp.  gr.  1*5)  mixed  with  varying  quantities  of 
water  were  used,  and  the  results  are  expressed  in  molecules  of  hT02 
per  100  mols.  of  toluene,  Ac.,  taken. 
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lOc.c.  HNOs 
+  x  c.c.  HoO. 

Toluene. 

Days. 

_  A 

Chloro¬ 

benzene. 

Days. 

A 

Bromo- 

benzene. 

Days. 

Benzylnitranilide. 

Ortho.  Meta.  Para. 

Hours. 

—A _ 

i. 

10! 

t - 

1. 

10. 

1. 

10.' 

1. 

50. 

1. 

50. 

1. 

50. 

x  —  0 

94-6 

114 

88*5 

93*3 

115 

210 

240 

215 

224 

233 

X 

2  .. 

_ _ _ 

8/  4 

—  , 

-  — 

_ 

97 

207 

50 

201 

38 

220 

25  .. 

— 

— 

81*7 

87-1 

104*4 

— 

— 

— 

— 

— 

— 

4  .. 

— 

— 

— 

— 

— 

— 

0 

0 

0 

0 

0 

34 

5  .. 

22*5 

80*8 

4*4 

19*7 

0 

66*6 

— 

— 

- — 

— 

— 

— 

6  .. 

— 

— 

— 

— 

■ — 

— 

— 

— 

— 

— 

— 

0 

7-5  .. 

14*2 

32*8 

— 

— ■ 

— 

— 

— 

— 

— 

— . 

— 

20  .. 

— 

15*8 

— 

— 

~ 

~ 

~ 

The  author’s  theoretical  conclusions  on  this  subject  have  been 
already  published  ( loc .  cit.).  W.  C.  W. 


Replacement  of  Amido-groups  in  Aromatic  Derivatives  by 
Chlorine.  By  T.  Sandmeyer  ( Ber .,  17,  1633 — 1635). — In  an  attempt 
to  prepare  phenylacetylene  by  the  action  of  cuprous  acetylide  uu 
diazobenzene  chloride,  chlorobenzene  was  obtained.  This  result  is  due 
to  the  formation  of  cuprous  chloride,  and  is  best  carried  out  as  follows  : 
150  grams  of  a  10  per  cent,  solution  of  cuprous  chloride  in  hydro¬ 
chloric  acid  are  heated  almost  to  boiling  in  a  flask  provided  with  a 
reflux  condenser,  and  a  solution  of  diazobenzene  chloride  is  then 
gradually  added,  the  whole  being  kept  well  shaken  ;  each  drop  of  the 
diazobenzene  solution  produces  a  yellow  precipitate  which,  however,  at 
once  decomposes  with  evolution  of  nitrogen.  The  product  is  distilled 
in  a  current  of  steam,  dried  and  fractioned,  when  chlorobenzene  is 
obtained  of  constant  boiling  point  (130°).  In  explanation  of  this 
reaction,  the  author  suggests  the  two  equations:  PhN  !  NCI  + 
Cu2Cl,  =  PhN(CuCl).N(CuCl)Cl  and  PhN(CuCl).N(CuCl)Cl  =  N2 
+  Cu2Cl2-f  PhCl,  the  intermediate  compound  PhN(CuCl).N(CuCl)Cl 
being,  perhaps,  the  yellow  precipitate  mentioned.  Cupric  and  ferrous 
chlorides  do  not  act  in  this  way.  Metamidobenzoic  acid  has  in 
the  same  way  been  converted  into  metachlorobenzoic  acid,  and  the 
reaction  simplified  by  treating  a  mixture  of  the  amido-compound  and 
cuprous  chloride  with  potassium  nitrite.  The  author  is  trying  the 
reaction  with  other  substances,  and  already  finds  that  it  holds  with 
metanitraniline  and  paraphenylenediamine.  A.  K.  M. 

Reaction  of  Iodine  with  Carbon  Compounds  at  High  Tem¬ 
peratures.  By  B.  Rayman  and  K.  Preis  ( Annalen ,  223,  315 — 323). 
— In  earlier  communications  (Abstr.,  1879,  623 ;  1880,  463),  the 
authors  have  shown  that  by  the  action  of  iodine  at  250°  on  aromatic 
compounds  containing  long  side-chains,  the  side-chains  are  separated 
and  split  into  methyl-groups  which  then  enter  the  aromatic  nucleus, 
forming  methyl,  dimethyl,  &c.,  derivatives,  the  most  probable  course 
of  the  reaction  being  that  methyl  iodide  substitution-derivatives  of 
the  aromatic  nucleus  are  first  formed,  and  by  their  further  action 
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yield  free  iodine  and  aromatic  methyl  substitution-derivatives.  In 
accordance  with  this  view,  the  present  experiments  were  made  by 
heating  at  250°  aromatic  hydrocarbons  with  alkyl  iodides  and  a  small 
quantity  of  iodine.  To  remove  the  hydriodic  acid  formed  in  some  cases 
the  corresponding  alkyl  bromide,  in  others  isobuty  alcohol  was  added. 

Benzene  with  methyl  iodide  and  iodine  yielded  methane,  toluene, 
and  higher  hydrocarbons  not  investigated. 

Toluene  with  ethyl  iodide  and  iodine  gave  xylenes  (principally 
metaxylene),  a  hydrocarbon,  C9Hi2  (ethyltoluene  ?)  and  hydrocarbons 
of  higher  boiling  point,  probably  hydrides  and  ethylphenyls. 

Metaxylene  with  iodine  and  methyl  iodide  yielded  pseudocumene, 
mesitylene,  a  hydrocarbon,  Ci0H14,  most  probably  identical  with  that 
prepared  by  Holtmeyer  ( Zeit .  /.  Client .,  1867,  689)  from  mesitylene, 
and  a  hydrocarbon,  CnH16,  distilling  between  205°  and  223°. 

Commercially  pure  pseudocumene  (pseudocumene  and  mesitylene) 
with  ethyl  iodide  and  iodine  gave  symmetrical  (?)  ethyldimethyl- 
benzene. 

Hexyl  iodide,  when  heated  with  iodine  for  five  hours  at  256°,  yields 
a  combustible  gas  and  hydriodic  acid  in  large  quantities,  methyl  iodide 
in  small  quantity,  the  main  product  being  hexane.  A.  J.  G. 


Action  of  Methylene  Chloride  on  Toluene  and  Benzene.  By 

C.  Friedel  and  J.  M.  Crafts  (Bull.  Soc.  Ghim .,  41,  322 — 327). — 
Ditolylmethane,  dimethylanthracene,  together  with  para-,  meta-,  and 
probably  ortho-xylene,  are  obtained  by  acting  on  toluene  boiling  at 
110 — 111°,  witli  methylene  chloride  boiling  at  40 — 45°,  in  presence 
of  aluminium  chloride.  The  reactions  are  represented  in  the  following 
way:  2C6H5Me  +  CH2C12  =  CH2(C6H4Me)2  +  2HC1,  and  2C6H6Me 


+  2CH2C12 


C6H4Me 


/ 

\ 


C6H4Me  +  4HC1  +  H2. 


The  hydrogen 


liberated  in  this  reaction  reduces  the  methylene  chloride  to  methyl 
chloride,  and  this  reacting  with  toluene  in  presence  of  aluminium 
chloride  yields  xylene  ;  para-  and  meta-xylene  were  recognised  by 
their  oxidatiou-products,  but  the  ortho  variety  was  also  probably 
produced.  When  benzene  is  treated  with  methylene  chloride  in 
presence  of  aluminium  chloride,  diphenylmethane  and  anthracene  are 
obtained,  and  also,  by  a  secondary  reaction,  toluene.  The  decomposi¬ 
tions  are  C6H6  +  CH2C12  =  CHo(Ph)2  +  2HC1 ;  2C6H6  +  4CH2C12= 
C14H10  +  4HC1  +  2MeCl ;  and  C6H6  +  MeCl  =  C6H3Me  +  HC1.  The 
results  obtained  by  Schwarz  are  attributable  to  the  use  of  methylene 
chloride  containing  chloroform.  W.  It.  D. 

Action  of  Isobutyl  Chloride  on  Benzene.  By  E.  Gossin 
(Bull.  Soc.  Chim .,  41,  446 — 447). — By  the  action  in  the  cold  of 
50  grams  of  isobutyl  chloride  (boiling  at  68 — 69°)  on  150  grams  of 
benzene  and  about  50  grams  of  aluminium  chloride,  two  liquids  of  the 
formula  C10H14  are  obtained.  The  one  boils  at  166 — 167°,  and  is 
identical  with  the  compound  obtained  by  Fittig  from  bromobenzene 
and  isobutyl  bromide  ;  the  other  boils  at  152 — 155°,  and  is  formed  only 
in  very  small  quantity,  it  appears  to  be  tertiary  butylbenzene. 

W.  R.  D. 
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Derivatives  of  Metaxylene.  By  A.  Colson  ( Compt .  rencl ,  99, 

40 — 42.) — Crude  xylene  is  not  entirely  freed  from  paraxylene  even  by 
two  successive  treatments  with  dilute  nitric  acid,  and  the  dibromo- 
derivative  described  by  Radziszewski  and  Wispek  as  dibromometa- 
xylene  (melting  at  140—141°),  is  really  dibromo-para-xylene  in  a 
more  or  less  pure  condition. 

Dibromo  metaxylene ,  C6H4(CH2Br)2,  is  obtained  from  the  pure 

metaxylene  of  commerce  by  the  same  method  as  the  ortho-derivative, 
and  may  be  purified  by  recrystallisation  from  light  petroleum,  or,  if 
ebullition  and  too  long  contact  are  avoided,  from  alcohol  of  90°.  It 
forms  white  crystals  which  melt  at  77*1°,  and  dissolve  in  ether  and 
chloroform,  in  three  times  their  weight  of  boiling  light  petroleum, 
and  in  a  smaller  quantity  of  boiling  alcohol.  Sp.  gr.  of  the  crystals 
at  0°  =*•  1*734  ;  of  the  liquid  at  90°  =  1*61. 

Metaxylene  glycol ,  C6H4(CH2.OH)2,  is  obtained  by  saponifying  the 
dibromo-derivative  with  an  aqueous  solution  of  potassium  carbonate, 
evaporating  to  dryness  on  the  water-bath,  and  extracting  with  ether. 
On  slow  evaporation,  the  ether  leaves  an  oily  liquid  which  quickly 
solidifies  in  microscopic  crystals  melting  at  45*5 — 46*2°.  The  crystals 
are  inodorous  and  have  a  bitter  taste.  They  dissolve  in  about  seven 
limes  their  weight  of  ether  at  12°,  but  are  much  more  soluble  in  water 
and  very  readily  form  supersaturated  solutions.  They  also  have  a 
tendency  to  remain  in  superfusion  ;  the  sp.  gr.  of  the  liquid  at  18°  is 
1*16.  On  oxidation,  metaxylene  glycol  yields  isophthalic  acid,  and 
when  treated  with  concentrated  aqueous  hydrobromic  or  hydrochloric 
acid,  yields  the  corresponding  bromide  or  chloride.  Dichlorometa- 
xylene  is  a  crystalline  compound  which  melts  at  34*2°. 

The  following  table  gives  the  melting  point  of  several  derivatives 
of  the  xylenes  : — 


Para. 

Ortho. 

Meta. 

Dichloroxylene  .  . . 

100*5° 

54*5° 

34*2° 

Dibromoxylene  . .  . 

143-0 

94*9 

77-1 

Xyleneglycol . 

112*5 

64*6 

46*2 

Xylene . 

16*0 

p 

p 

C.  H.  B. 


Orthoxylene-derivatives.  By  G.  Leser  (. Ber .,  17, 1824—1826). 

CH 

- Orthoxylylene  sulphide ,  C6H4<^^jj2^>S,  was  prepared  by  treating  an 


alcoholic  solution  of  orthoxylylene  bromide  with  a  saturated  aqueous 
solution  of  potassium  sulphide,  and  then  distilling  in  a  current  of 
steam.  It  is  a  colourless  oil,  with  a  strong  odour  of  mercaptan.  It 
distils  undecomposed,  and  solidifies  to  large  crystals  a  little  above  0°. 
Orthoxylylenedi ethyl  ether ,  C6H4(CH2.OEt)2,  is  obtained  by  boiling 
orthoxylylene  bromide  with  a  large  excess  of  alcoholic  potash.  It  is 
a  light  colourless  oil  of  pleasant  odour,  and  boils  at  247 — 249°  under 
720  mm.  pressure.  Orthoxylylenedianilide  (or  diphenylorthoxylylene- 
diamine),  CeH^CH.NHPh^,  is  obtained  by  boiling  an  alcoholic 
solution  of  orthoxylylene  bromide  with  an  excess  of  aniline.  It 
crystallises  from  alcohol  in  small  colourless  needles  melting  at  172°. 
It  is  a  feeble  base,  and  is  soluble  in  concentrated  hydrochloric  acid, 
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but  is  reprecipitated  from  this  solution  on  the  addition  of  water. 
Orthoxijhjlene  iodide  is  obtained  by  digesting  the  bromide  with  excess 
of  potassium  iodide,  or  better  by  treatment  of  phthalic  alcohol 
(xylylene  hydroxide)  with  fuming  hydriodic  acid  and  amorphous 
phosphorus.  It  crystallises  from  ether  in  well- formed  yellow  prisms, 
melting  at  109 — -ll0°.  L.  T.  T. 

Preparation  of  Nitriles.  By  G.  Kruss  (Ber.,  17, 1766 — 1768). — 
Letts  showed  (this  Journal,  25,  1020)  that  most  of  the  aromatic 
nitriles  may  be  prepared  by  heating  potassium  thiocyanate  with  the 
respective  aromatic  acids,  the  reaction  taking  place  according  to  the 
equation — 

2R.COOH  +  CNSK  =  R.CN  +  B.COOK  +  H2S  +  CO* 

By  this  reaction  only  half  the  acid  employed  is  converted  into  the 
nitrile.  By  substituting  lead  thiocyanate  in  place  of  the  potassium 
salt,  the  author  is  enabled  to  convert  the  whole  of  the  acid  into  its 
nitrile, 

2Ph.COOH  +  Pb(CNS)2  =  2Ph.CH  +  PbS  +  H2S  +  2C02. 

The  acid  and  thiocyanate  are  heated  together  in  the  dry  state 
at  190 — 195°.  In  preparing  benzonitrile  by  this  process,  the  author 
obtained  50 — 60  grains  nitrile  from  100  grams  benzoic  acid,  as  com¬ 
pared  with  33  grams  obtained  by  Letts.  Letts  was  unable  to  obtain 
cinnamonitrile  by  his  method,  the  decomposing  point  of  potassium 
tliiocyanate  lying  below  the  temperature  necessary  for  the  reaction. 
Lead  thiocyanate  being  more  active  than  the  potassium  salt,  the 
author  succeeded  in  preparing  cinnamonitrile  by  the  new  process, 
obtaining  5  grams  nitrile  from  15  grams  acid.  L.  T.  T. 

Nitration  of  Thiophene-derivatives.  By  H.  Kreis  (Ber.,  17, 
2073 — 2075). — Although  thiophene  and  its  homologues  are  com¬ 
pletely  oxidised  by  treatment  with  nitric  acid,  thiophene-derivatives 
containing  negative  groups  can  be  nitrated. 

Iodonitrothiophene ,  CiSHJ.NOo. — On  mixing  iodothiophene  with 
excess  of  nitric  acid  at  the  ordinary  temperature,  a  violent  reaction 
takes  place,  and  the  compound  is  completely  oxidised.  If  the  nitric 
acid  is  added  drop  by  drop,  however,  with  continued  shaking,  and 
cooling  between  each  addition  of  acid,  the  required  nitro-compound 
is  formed.  It  crystallises  in  lemon-yellow  prisms,  has  an  intense 
bitter-almond-like  odour,  melts  at  74°,  and  is  soluble  in  alcohol ; 
insoluble  in  water. 

Dibromodinitrothiophene ,  C4SBr2(N02)2,  is  prepared  by  suspending 
dibromothiophene  in  five  times  its  volume  of  sulphuric  acid,  and 
adding  nitric  acid  drop  by  drop.  It  is  unnecessary  to  cool  the 
mixture.  It  forms  hard,  pale-yellow  crystals,  which  melt  at  134° ;  it 
is  readily  soluble  in  hot,  but  only  sparingly  in  cold  alcohol. 

A.  J.  G. 

Conversion  of  Aromatic  Amines  into  the  Ethers  of  the 
corresponding  Phenols.  By  A.  W.  Hofmann  (Ber.,  17,  1917 — 
1920). — In  order  to  obtain  tetramethylbenzene  (see  p.  1320)  more 
easily  than  by  the  action  of  hydrochloric  acid  on  the  nitrile,  the 
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author  converted  tetramethylamidobenzene  into  the  diazo-compound, 
and  boiled  that  with  alcohol.  Instead  of  the  expected  hydrocarbon, 
he  obtained  the  ethyl  ether ,  C6HMe4.OEt,  an  aromatic  oil  boiling  at 
236—237°. 

In  order  to  determine  whether  this  was  a  special  reaction  of 
the  body  in  question,  or  of  more  general  application,  he  has  prepared 
several  more  diazo-compounds,  and  decomposed  them  by  means  of 
alcohol. 

Cumidine  thus  treated  yielded  the  ether  C6H2Me3.OEt,  boiling  at 
223 — 224°,  together  with  a  sparingly  soluble  crystalline  substance 
which  melts  at  173°,  and  is  now  undergoing  investigation.  When 
methyl  and  amyl  alcohols  were  substituted  for  ethyl  alcohol,  the 
methyl  and  amyl  ethers  were  obtained  respectively.  The  methyl  ether 
boils  at  213 — 214°,  the  amyl  ether  at  265 — 266°. 

The  reaction  was  also  tried  with  aniline,  toluidine,  &c.,  and  in  all 
cases  the  corresponding  ethers  were  formed,  sometimes  together  with 
a  small  quantity  of  the  hydrocarbon.  It  is  therefore  clear  that  when  a 
diazo-compound  is  boiled  with  alcohol  the  diazo-group  displaced  is  not 
always  replaced  by  hydrogen,  but  often  by  an  oxy-radicle  (ethoxyl, 
methoxyl,  &c.)  (see  also  Haller,  this  vol.,  p.  1322).  L.  T.  T. 

Action  of  Nitro-hydrobromic  Acid  on  Organic  Compounds. 

By  H.  Brunner  and  C.  Kraemer  (Ber.f  17, 1872 — 1874). — The  authors 
are  now  engaged  in  investigating  the  action  of  a  mixture  of  hydro- 
bromic  and  nitric  acids  on  inorganic  and  organic  substances,  to 
determine  whether  it  acts  in  a  manner  analogous  to  aqua-regia.  The 
present  communication  treats  of  some  compounds  of  interest  in 
relation  to  the  authors’  work  on  the  phenol-colouring  matters  (see 
this  vol.,  pp.  1333  and  1340). 

Aniline,  dimethylaniline,  diphenylamine,  phenol,  quinol,  catechol, 
and  a-naphthol  yield  no  colouring  matters  when  treated  with  nitro- 
hydrobromic  acid.  Resorcinol  yields  a  lustrous  green  mass  which 
dissolves  in  alcohol  to  a  red  solution ;  this,  on  the  addition  of  an 
alkali,  turns  blue,  and  shows  a  brown  fluorescence.  This  colouring 
matter  has  the  formula  C36H25BrN2O10 ;  it  probably  must  be  consi¬ 
dered  as  a  brominated  derivative  of  the  compound  C36H26N20in. 

With  nitro-hydrobromic  acid,  orcinol  yields  a  reddish-brown 
amorphous  body  containing  bromine ;  this  is  being  investigated. 

L.  T.  T. 

Condensation-products  of  Aromatic  Bases  with  Aldehydes. 

By  0.  Fischer  and  C.  Schmidt  ( Ber .,  17,  1889 — 1896). — I.  Ortho - 
?iitrobenz aldehyde  and  Dimethylaniline . — The  leuco-base  orthonitro- 
tetramethyldiamidotriphenyl  methane  thus  produced  has  been  already 
described  (Abstr.,  1882,  834).  Its  crystals  are  monoclinic,  and  mea¬ 
surements  thereof  gave  a  :b  :  c  =  IT  795  : 1  :  0  5262  and  (3  —  85°  O'. 
Its  melting  point  is  159 — 160°.  By  oxidation  of  the  sulphate  of  this 
leuco-base  with  lead  dioxide,  the  colour-base  orthonltro-malachite- green, 
C03H25N3O3,  is  obtained.  It  forms  small,  orange,  lustrous  crystals 
which  melt  at  163°.  It  is  easily  soluble  in  benzene,  ether,  and 
alcohol.  Its  neutral  salts  are  green,  with  a  blue  shade.  The  re¬ 
duction-product  already  described  (Joe.  cit.)  forms  with  benzene 
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colourless  crystals  melting  at  134 — 135°.  The  leuco-base,  when 
boiled  with  acetic  anhydride,  yields  a  monacetyl-derivative,  melting 
at  186°.  This  body,  when  oxidised  with  a  peroxide,  yields  acetamido - 
benzaldehyde  green ,  a  beautiful  green  colouring  matter.  When  the 
acetyl-compound  is  converted  into  its  sulphate  before  oxidation,  the 
acetyl  is  eliminated  during  the  reaction,  C23H27N3O  being  formed. 
The  neutral  salts  of  this  base  are  green,  with  a  blue  shade.  The 
introduction  of  a  nitro-  or  amido-group  into  the  benzene  nucleus, 
in  the  para-position  to  the  methane-group,  thus  causes  a  tendency 
of  the  colour  towards  blue,  whilst,  as  is  known,  these  groups  in  the 
meta-position  scarcely  alter  the  colour-shade. 

II.  Orthonitrobenzaldehyde  and  Diethylaniline. — Analogous  com¬ 
pounds  are  produced  with  diethylaniline.  Orthonitrotetrethyldiamidotri - 
phenyl  methane  melts  at  109 — -110°.  Its  crystals  are  of  a  reddish -orange, 
belong  to  the  triclinic  system,  and  give  a  :  b  :  c  =  O’ 7720  :  1 :  0*8037, 
and  a  =  100°  55f,  /3  =  95°  52',  7  =  94°  38'.  The  amido-base  crys¬ 
tallises  in  needles  melting  at  136°.  The  colour-base  is  a  deep  bluish- 
green. 

III.  Van illine  and  Dimethylaniline. — The  leuco-base ,  C24H28N2O2, 

melts  at  135 — 136°,  and  forms  colourless  crystals.  The  colour-base  is 
violet.  L.  T.  T. 

Nitrotoluidine  (m.  p.  91-5°)  prepared  from  Liquid  Dini- 
trotoluene.  By  C.  Ullmann  ( Ber .,  17,  1957 — 1964). — Bernthsen 
has  shown  (Abstr.,  1883,  579)  that  two  nitrotoluidines  are  ob¬ 
tained  on  reducing  liquid  dinitrotoluene,  the  one  [Me  :  N02  :  NH2 
=  1:2:4]  already  known,  and  a  second  melting  at  91 ’5°,  and 
yielding  a  benzoyl-derivative  melting  at  167 — 167*5°.  This  latter 
had  been  previously  obtained  in  an  impure  form  by  Cunerth  (this 
Journal,  lb75,  82),  who  had  shown  the  methyl-  and  nitro-groups  to 
be  relatively  in  the  ortho-position.  The  author  confirms  this  result, 
and  further  shows  that  by  conversion  of  the  nitrotoluidine  into  a 
nitrocresol,  of  this  into  the  amidocresol,  and  by  then  eliminating  the 
amido-group  by  Griess’s  reaction,  orthocresol  is  obtained.  The 
nitrotoluidine,  therefore,  must  have  the  constitution  [Me  :  NO*  :  NH, 
=  1:2:6]. 

1:2:6  Nitrotoluidine  crystallises  in  long  silky  needles,  and  is 
readily  soluble  in  alcohol,  ether,  and  benzene.  The  hydrochloride , 
C6H3Me(N02).NIl2,HCl,  crystallises  in  long  flat  needles,  readily 
soluble  in  water,  and  also  readily  decomposed  by  it.  When  heated, 
it  begins  to  lose  hydrochloric  acid  at  80°.  The  sulphate  forms  small 
crystals,  relatively  sparingly  soluble  in  water.  The  acetyl- compound, 
C6H3Me(N02).NHAc,  obtained  by  the  action  of  acetic  chloride  on  an 
alcoholic  solution  of  the  base,  crystallises  in  long,  brilliant,  colourless 
needles,  melts  at  157*5 — 158°,  is  readily  soluble  in  alcohol  and  ether, 
sparingly  soluble  in  cold  water. 

Toluylenedmmine ,  C6H3Me(NIl2)2[l  :  2  :  6]. — The  hydrochloride  is 
obtained  by  heating  nitrotoluidine  on  the  water-bath  with  tin,  hydro¬ 
chloric  acid,  and  stannous  chloride ;  it  crystallises  in  thick  colourless 
needles.  The  free  base,  prepared  by  the  dry  distillation  of  the  hydro- 
chloiide  with  lime,  crystallises  in  yellowish-white  prisms,  and  melts 
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at  103‘5°.  It  appears  to  be  more  stable  than  its  isomerides.  The 
aqueous  solution  turns  brown  slowly  on  exposure  to  air.  Its  solution 
in  sulphuric  acid  gives  a  yellowish-brown  coloration  with  potassium 
nitrite.  With  paranitrosodimethylaniline  it  gives,  first  a  green,  and 
then  a  blue  coloration,  turning  violet  oil  long  standing ;  ordinary 
1:2:4  toluylenediamine  gives  the  same  reaction.  With  ferric 
chloride,  or  with  chromic  acid,  it  gives  a  deep  brown  coloration. 

Nitrocresol ,  C6H3Me(N02).0H  [1:2:6],  prepared  by  means  of  the 
diazo-reaction  from  the  1:2:6  nitrotoluidine,  crystallises  in  woolly 
yellow  needles,  melts  at  142 — 143°,  is  very  spaYingly  soluble  in  cold 
water,  readily  soluble  in  alcohol  and  ether,  soluble  in  aqueous  baryta 
or  soda,  with  intense  yellowish-red.  colour.  The  alkali  compounds 
could  not  be  isolated.  Silver  nitrate  gives  a  white  precipitate, 
sparingly  soluble  in  ammonia,  and  crystallising  from  dilute  nitric 
acid  in  interlaced  needles. 

Amidocresol ,  C6H3Me(ISrH2).OH  [1:2:  6],  is  obtained  as  hydro¬ 
chloride  by  the  reduction  of  the  nitrocresol  with  tin  and  hydrochloric 
acid  ;  by  treating  this  with  sodium  carbonate,  the  free  base  may  be 
obtained,  crystallising  in  concentrically  grouped  needles.  It  melts 
at  124 — 128°;  is  sparingly  soluble  in  cold  water  and  ether.  It  dis¬ 
solves  in  soda  and  ammonia,  without  characteristic  coloration.  % 
heating  it  with  sulphuric  acid,  and  then  pouring  into  water,  a 
solution  is  obtained  green  by  reflected,  flesh-coloured  by  transmitted 
light.  The  hydrochloride  crystallises  in  white  needles,  can  be  sub¬ 
limed,  is  readily  soluble  in  water  and  alcohol.  It  is  stable  in  the 
pure  and  dry  condition,  but  very  unstable  if  impure. 

Dihydroxy  toluene ,  C6H3Me(OH)2  [1:2:  6],  was  prepared  from  the 
1:2:6  amidocresol  by  Seville  and  Winther’s  method  (Trans.,  1882, 
415).  The  yield  was  very  small.  It  crystallises  in  nearly  colourless 
needles,  melts  at  63 — 66°,  has  a  biting  taste  and  phenol-like  odour, 
and  is  readily  soluble  in  water  or  alcohol.  It  dissolves  readily  and 
without  coloration  in  soda  and  in  ammonia,  the  solution  in  the 
latter  slowly  turning  a  pale  dirty  blue.  It  gives  a  white  precipitate 
with  bromine- water,  a  magenta  coloration  rapidly  changing  to 
yellowish-brown  with  bleaching-powder,  a  rose-red  with  chloroform 
and  soda.  It  reduces  ammoniacal  silver  solution  in  the  cold.  By 
heating  it  with  phthalic  anhydride,  and  dissolving  the  product 
in  soda,  a  rose-red  liquid,  with  strong  green  fluorescence,  is  obtained, 
it  is  probably  identical  with  7-isorcinol,  but  it  is  impossible,  from 
the  small  yield,  to  speak  as  yet  with  certainty.  A.  J.  G. 

Action  of  Dimethylparatoluidine  and  Dimethylaniline  on 
Ethylene  Bromide.  ByH.  Hubnee,  A.  Tolle,  and  W.  Athenstadt 
( Annalen ,  224,  331 — '353). — Ethylene  ditolyldimethylommonium  brom¬ 
ide >,  (C7H7Me.<;NBr)2C2H4,  and  a  small  quantity  of  ethylene  ditolyl- 
methylamine,  (C7H7MeN)2C2H4,  are  formed  when  a  mixture  of 
ethylene  bromide  and  dimethylparatoluidine  is  heated  at  100 — 110° 
in  sealed  tubes  for  four  days.  The  product  is  dissolved  in  water  and 
boiled,  in  order  to  remove  unaltered  dimethyltoluidine  and  ethylene 
bromide.  On  cooling,  a  portion  of  the  amine  crystallises  out,  and  the 
remainder  is  precipitated  by  ammonia.  The  solution  of  ethylene  di- 
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tolyldimethylammonium  bromide  is  converted  into  tbe  carbonate  by 
the  action  of  silver  carbonate.  The  single  salts  of  this  base  are  very 
soluble  in  alcohol  and  water ;  the  double  salts  crystallise  readily. 
The  platinochloride,  (C7H7Me2NCl)2C2H4,PtC]4.  forms  orange-coloured 
needles;  the  mercuriochloride,  (C7H7Me2N01)2C2H4,2HgCl2,  and 
stannichloride,  (07H7Me2NCi)2C2H4,SaC34,  crystallise  in  colourless 
needles.  The  pi  crate  forms  pale-yellow  needles  or  plates  which  melt 
at  196°.  The  aqueous  solution  of  the  carbonate  is  decomposed  by 
heat,  yielding  ethylenedimethyltolylamine.  This  amine  crystallises  in 
colourless  plates  or  prisms  melting  at  80°  ;  and  dissolves  freely  in 
benzene  or  ether.  The  hydriodide  forms  rhombic  plates,  the  oxalate 
colourless  needles,  the  platinochloride,  (C7H7MeN)2C2H4,H2PtCl6,  an 
orange  powder,  and  the  mercuriochloride  thick  needles.  Almost  all 
the  salts  are  unstable,  and  are  very  soluble  in  water.  Two  mols. 
of  ethylenedimethyltolylamine  unite  with  1  mol.  of  methyl 
iodide,  forming  ethylevemethyltolylamine-dimethyltolylammonium  iodide , 
C7H7Me.NC2H4.NI(C7H7Me2),  a  colourless  crystalline  compound,  soluble 
in  hot  water.  The  corresponding  carbonate  is  insoluble  in  water. 
The  double  salt  with  mercuric  chloride  is  crystalline.  Ethylene¬ 
dimethyltolylamine  is  decomposed  by  heat,  yielding  triethylenetritolyl- 
amine,  (C6H4Me.N  !  C2H4)3,  and  dimethyltolylamine.  Ethylene  bromide 
acts  on  dimethylaniline  at  100°,  forming  ethylenediphenyldimethyl- 
ammoninm  bromide ,  (PhMe2NBr)2C2H4,  a  deliquescent  salt,  deposited 
from  an  alcoholic  solution  in  colourless  prisms.  The  corresponding 
hydroxide  dissolves  in  water,  yielding  a  solution  which  absorbs 
carbonic  anhydride,  forming  a  crystalline  carbonate.  The  aqueous 
solution  of  the  carbonate  is  not  decomposed  by  boiling,  but  the  car¬ 
bonate  is  decomposed  by  dry  distillation,  forming  dimethylaniline. 

The  chloride ,  (PhMe2NCl)2C2Hi,  crystallises  in  deliquescent  prisms, 
freely  soluble  in  alcohol,  and  the  picrate  forms  yellow  needles  melting  at 
124°;  it  dissolves  sparingly  in  cold  alcohol  or  water. 

The  following  table  shows  the  chief  points  of  difference  between  the 
salts  of  trimethylphenylammonium  and  those  of  ethyl enediphenyl- 
dimethylammonium — 

Trimethylphenyl-  Ethylenediphenyldi- 

ammo  ilium.  metkylammoniuin. 

Mercuriochloride  . . .  Deposited  from  water  in  The  same. 


colourless  needles. 

Solubility  in  H20  . .  M.  p.  187°.  1  in  275'5  at  6'2  M.  p.  175°.  I  in  3l7'9  at  6  2. 

Platinochloride  ....  Deposited  from  wrater  in  The  same. 

yellowdsh-red  needles. 

Soluble  in  H20  ....  1  in  304  9  at  7*4  1  in  404*8  at  7*4. 

Iodide .  Deposited  from  alcohol  in  The  same. 

colourless  plates. 

Soluble  in  alcohol  . ,  1  in  45*5  at  8*2  1  in  46*4  at  8*2. 

Dichromate .  1  in  200  of  cold  wrater.  1  in  less  than  75  parts  of 

cold  water. 

w.  c.  w. 


Derivatives  of  Fseudoeumidine.  By  E.  Frohlich  (Ber.,  17, 
1801 — 1809). — Phthalopseudocumi.de ,  C6H2Me3N  !  CgFECh,  was  prepared 
by  heating  cumidine  with  phthalic  anhydride.  It  crystallises  m 
rhombic  prisms,  melts  at  148°,  and  distils  without  decomposition  at  a 
temperature  above  the  boiling  point  of  mercury.  It  is  easily  soluble 
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in  carbon  bisulphide,  chloroform,  and  benzene,  sparingly  so  in  alcohol 
and  ether,  and  insoluble  in  water.  It  sometimes  crystallises  in 
needles  which,  however,  change  back  to  the  prisms  on  shaking,  or 
often  spontaneously. 

Benzoylphthalopseudocumide,  C6HBzMe3N  !  C8H402  is  formed  when 
a  mixture  of  phthalopseudocumide  and  benzoic  chloride  is  heated  with 
a  little  zinc  chloride  at  175 — 180°  for  8  hours.  It  crystallises  in  small 
glittering  rhombohedra  which  melt  at  181°,  and  are  readily  soluble 
in  boiling  acetic  acid,  sparingly  so  in  alcohol,  ether,  and  carbon 
bisulphide,  insoluble  in  water.  When  quickly  distilled  in  small 
quantities,  it  passes  over  unchanged,  but  is  totally  decomposed  if 
distilled  in  large  quantity  or  slowly. 

Benzoyl pseudocumidin  e,  C6HBzMe3.NH2,  is  prepared  by  the  saponifi¬ 
cation  of  the  compound  just  described,  with  concentrated  sulphuric  or 
hydrochloric  acid  at  140 — 150°.  If  saponified  with  alcoholic  potash 
an  intermediate  compound,  C6HBzMe3.NH.CO.C6H4.COOH,  is  first 
formed  ;  and  heating  in  closed  tubes  at  100°  for  24  hours  must  be 
resorted  to  to  complete  the  saponification.  Benzoylpseudocumidine 
crystallises  in  lemon-yellow  needles  or  scales  which  melt  at  130°.  It 
is  easily  soluble  in  alcohol,  ether,  benzene,  and  chloroform,  almost 
insoluble  in  water,  and  is  not  volatile  with  steam.  It  forms  crystal- 
lisable  salts  with  one  equivalent  of  acid.  The  platinochloride 

(CieH^NO^HoPtCb,  crystallises  in  orange  needles.  With _ benzoic 

chloride  it  yields  benzoylbenzopseudocumide,  C6HBzMe3.NHBz,  which 
forms  colourless  glittering  needles  ;  it  melts  at  227°,  and  is  sparingly 
soluble  in  ether  and  alcohol,  easily  in  boiling  glacial  acetic  acid, 
insoluble  in  water. 

Benzoylpseudocuminol ,  C6HBzMe3,OH,  is  obtained  from  the  cumi- 
dine  by  means  of  the  diazo- reaction.  It  yields  colourless  micaceous 
scales  melting  at  187°.  It  is  easily  soluble  in  alcohol  and  ether, 
insoluble  in  water,  but  dissolves  in  sodium  hydroxide.  It  is  not 
volatile  with  steam. 

Phthalopseudocumidamide ,  C6H4(CONH2).CONH.C6H2Me3,  is  ob¬ 
tained  when  a  hot  saturated  solution  of  phthalopseudocumide  is 
Treated  with  a  slight  excess  of  ammonia.  It  crystallises  in  colourless 
needles,  melts  at  218°,  and  is  decomposed  at  that  temperature  into 
ammonia  and  phthalocumide.  It  is  sparingly  soluble  in  alcohol.  It 
is  of  interest  as  being  the  first  phthalamide  which  has  been  obtained, 
all  attempts  to  prepare  such  an  amide  having  previously  led  to  the 
formation  of  the  corresponding  imide.  Sulphuric  acid  decomposes 
this  body  into  phthalic  acid  and  cumidine  without  the  formation 
of  a  trace  of  sulphonic  acid.  If  methylamine  be  substituted  for 
ammonia  in  the  above  reaction,  methylphthalopseudocumidawide, 
C6H2Me3.NH.CO.C6H4.CONHMe,  is  formed.  This  crystallises  in 
needles  melting  at  215°  with  decomposition.  It  is  sparingly  soluble 
in  alcohol  and  ether,  insoluble  in  water.  A  llylplithalopseudocumidamide , 
prepared  in  like  manner,  forms  silky  needles  melting  at  179°  with 
decomposition.  It  is  easily  soluble  in  alcohol.  JJi-  and  tri-methyl- 
amine  and  their  homologues,  as  also  aromatic  amines,  are  without 
action  on  phthalopseudocumide. 

Phthalopseudocumide  acid,  C6H2Me3  NH.CO,C6H4.COOH,  is  obtained 
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by  heating  phthalopseudoenmide  with  alcoholic  potash  on  the  water 
bath  for  half  an  hour.  It  crystallises  in  colourless  needles  and  melts 
at  179°  with  decomposition.  It  is  easily  soluble  in  alcohol,  chloroform, 
and  glacial  acetic  acid,  sparingly  so  in  ether  and  carbon  bisulphide, 
insoluble  in  water.  It  forms  metallic  salts,  of  which  the  lead ,  silver , 
mercury ,  and  copper  salts  are  sparingly  soluble.  The  ammonia  salt 
when  healed  on  the  water-bath  gives  up  ammonia  and  water,  and 
reforms  phthalopseudocumide.  By  continued  treatment  with  alcoholic 
potash  or  with  sulphuric  acid  it  is  decomposed  into  phthalic  acid  and 
pseudocumidine.  L.  T.  T. 

Tetramethylated  Amidobenzene.  By  A.  W.  Hofmann  (Ber., 
1912 — 1916). — The  author  has  examined  an  oil  which  was  formed  as 
a  bye-produet  in  the  preparation  of  solid  cumidine  on  a  large  scale. 
The  crude  product  boiled  between  240 — 300°.  As  the  cumidine  was 
prepared  by  the  action  of  methyl  alcohol  on  xylidine  hydrochloride,  it 
seemed  probable  that  this  bye-product  would  contain  methylated 
homologues  of  cumidine. 

Amongst  several  substances  to  be  described  at  a  future  time,  the 
author  succeeded  in  isolating  a  pale-yellow  oil  boiling  at  252 — 253°, 
which  proved  to  be  tetramethylamidobenzene,  C6HMe4.NH2.  It 
solidifies  at  11°  to  a  crystalline  mass  which  melts  at  14°;  and  at  24° 
has  sp.  gr.  0-978.  It  is  a  primary  amine,  and  yields  a  crystalline 
hydrochloride  and  platinochloride.  Its  salts  crystallise  well,  and  are 
mostly  soluble  in  boiling  water.  The  dimefhylated  base ,  C6H.Me4.NMe2, 
was  obtained  by  treating  the  free  base  with  methyl  iodide.  It  is  a 
colourless  liquid,  and  boils  at  236 — 23^°.  Its  platinochloride  is 
crystalline.  The  isonitrile ,  -Ci0H13.NC,  of  the  original  base,  is  easily 
obtained  by  heating  the  latter  with  chloroform  and  potassium 
hydroxide.  It  is  a  white  crystalline  substance  melting  at  51°.  It 
has  the  odour  characteristic  of  isonitriles,  but  in  a  very  subdued 
degree.  When  heated  to  240°  violent  reaction  sets  in,  the  tempe¬ 
rature  of  the  whole  rises,  and  at  260°  the  normal  nitrile  distils  over. 
This  body  solidifies  on  cooling  and  then  melts  at  68— 69°.  This  nitrile 
is  exceedingly  stable,  and  the  author  has  not  yet  succeeded  in  con¬ 
verting  it  into  the  corresponding  acid.  Heated  to  250°  with  hydro¬ 
chloric  acid,  it  is  decomposed  into  a  tetramethylbenzene ,  C6H2Me4,  and 
carbonic  anhydride.  The  author  is  unable  to  say  yet  whether  this 
hydrocarbon  is  identical  or  not  with  that  described  by  Jannasch 
(Ber.,  8,  356).  If  the  original  base  is  digested  with  carbon  bisulphide, 
sulphuretted  hj^drogen  is  evolved,  and  a  thiocarbimide  and  a  thio- 
carbamide  are  formed.  The  thiocarbimide,  C6HMe4.NCS,  crystallises  at 
65°.  When  distilled  with  powdered  potash,  it  yields  the  base  in  a 
very  pure  state.  The  thiocarb amide,  CS(NH.C6HMe4)2  , crystallises  in 
plates  which  melt  at  278°.  By  means  of  the  diazo-reaction,  the  base 
was  converted  into  the  phenol  C6HMe4.OH  :  this  forms  white  crystals 
melting  at  80 — 81°,  and  has  the  usual  properties  of  phenols. 

L.  T.  T. 

Secondary  Amines.  By  W.  Gebhardt  (Ber.,  17,  2088—2095). 
This  paper  deals  with  the  products  of  the  action  of  iso  thiocyanates,  of 
isocyanates,  of  thiocyanates,  and  uf  cyanates  on  secondary  amines. 

Met  hyldiphenylthiocarb  amide,  NHPh.CS.NMePh,  prepared  by  the 
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action  of  methylaniline  on  phenyl  isothiocyanate,  crystallises  in  thick 
rhombic  prisms,  is  readily  soluble  in  benzene,  ether,  glacial  acetic 
acid,  chloroform,  and  hot  alcohol,  sparingly  soluble  in  cold  alcohol 
and  light  petroleum,  insoluble  in  water.  It  melts  at  87°,  distils  at 
204 — 206°.  It  is  resolved  into  its  components  by  distilling  it  with 
steam  (when  they  recombine  in  the  distillate),  or  by  heating  it  with 
phosphoric  acid.  Boiled  with  aniline  it  yields  thiocarbanilide.  In 
sealed  tubes  at  250°,  the  reaction  between  methylaniline  and  phenyl 
isothiocyanate  takes  a  different  course,  dimethylaniline  and  thio¬ 
carbanilide  being  formed. 

Pthyldiphenylthio  carbamide ,  NHPh.CS.NEtPh,  prepared  in  like 
manner  from  ethylaniline,  closely  resembles  the  methyl  compound, 
and  melts  at  89°. 

Phenyl  methylparatolylthiocarbawiide ,  NH(C7H-7).CS.hTMePh,  pre¬ 
pared  from  paratolyl  isothiocyanate  and  methylaniline,  crystallises  in 
small  rhombic  tables,  melts  at  124°,  is  readily  soluble  in  benzene, 
sparingly  in  light  petroleum. 

Phenylethylparatolylthiocarbamide,  NH(C7H7).CS.NEtPh,  resembles 
the  preceding  compound,  and  melts  at  90°. 

Phenylmethyl-(3-naphthylthiocarb  amide ,  NH(Ci0H7).CS.KMePh,  pre¬ 
pared  from  methylaniline  and  /3-naphthyl  isothiocyanate,  forms  long 
yellow  needles  and  melts  at  127°. 

Triphenylthiocarbamide ,  hTHPh.CS.NPh2  : — Diphenylamine,  and 
phenyl  isothiocyanate  do  not  react  at  ordinary  temperatures,  but  on 
heating  the  mixture  at  280°  for  several  days  triphenylthiocarbamide 
is  formed.  It  crystallises  in  long  white  needles,  melts  at  152°,  is  solu¬ 
ble  in  hot  alcohol  and  alkalis,  sparingly  in  cold  alcohol. 

Methyldiphenylcarbamide ,  NHPh.CO.NMePh,  prepared  by  mixing 
methylaniline  and  phenyl  isocyanate,  crystallises  in  small  needles, 
melts  at  104°,  distils  at  203 — 205°,  is  readily  soluble  in  benzene,  ether, 
chloroform,  glacial  acetic  acid,  and  hot  alcohol,  but  only  sparingly  in 
cold  alcohol  or  hot  wrater,  and  is  almost  insoluble  in  light  petroleum 
and  alkalis. 

Uthyldiphenylcarbamide ,  NHPh.CO.NEtPh,  forms  large  transparent 
prisms  and  melts  at  91°. 

Unsym metrical  me thylphenylthio carbamide,  NH2.CS.NMePh,  is  pre¬ 
pared  by  evaporating  to  dryness  mixed  aqueous  solutions  of  methyl¬ 
aniline  hydrochloride  and  excess  of  potassium  thiocyanate.  It  crystal¬ 
lises  in  thick,  colourless  rhombic  tables,  melts  at  107°,  and  is  soluble 
in  alcohol,  benzene,  and  hot  water. 

Unsymmetrical  ethylphenylthiocarbamide ,  NH2.CS.NEtPh,  crystallises 
in  long,  hard,  nacreous  prisms  and  melts  at  113°. 

Unsymmetrical  methyl phenyl  carbamide,  NH2.CO.hTMePh,  prepared 
from  methylaniline  hydrochloride  and  potassium  cyanate,  crystallises 
in  very  thin  striated  rhombs  of  fatty  lustre,  melts  at  82°,  and  is  readily 
soluble  in  all  the  ordinary  solvents  with  the  exception  of  light 
petroleum. 

Unsymmetrical  ethylphenylcarb  amide ,  NH2.CO.KEtPh,  forms  silvery 
plates  and  melts  at  62°. 

The  unsymmetrical  diphenyl  carbamide  is  not  obtained  by  the 
action  of  diphenylamine  hydrochloride  on  potassium  cyanate. 

A.  J.  G. 
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Action  of  Ferric  Chloride  on  Orthophenylenediamine.  By 

F.  Wiesinger  ( Annalen ,  224,  353—356). — On  the  addition  of  ferric 
chloride  to  a  solution  of  orthophenylenediamine  hydrochloride,  red 
needle-shaped  crystals  are  deposited,  of  the  composition 

C24H18N60,2HC1. 

The  formation  of  this  salt  by  the  action  of  ferric  chloride  on  ortho- 
diamidobenzene  hydrochloride  was  observed  by  Griess  ( J.  pr .  Ghem ., 
3,  143  ;  5,  202),  but  its  properties  were  not  investigated.  The  hydro¬ 
chloride  crystallises  from  water  in  ruby-coloured  plates,  containing 
5  mols.  H20.  On  decomposition  with  soda,  it  yields  the  free  base 
C24H,8N60  as  a  yellow  crystalline  precipitate,  which  dissolves  sparingly 
in  alcohol  and  water,  with  partial  decomposition.  The  sulphate , 
C24H18N60,H3S04  +  3H20,  crystallises  in  needles,  which  resemble 
chromic  anhydride  in  appearance.  The  nitrate  is  very  unstable. 

W.  0.  w. 

New  Aniline  Colours.  By  Petrieff  (Bull.  Soc.  Ghim .,  41,  310). 
— Aniline  hydrochloride,  when  treated  with  an  aqueous  solution  of 
potassium  nitrite,  yields  a  crystalline  compound  having  the  formula 
Ci8Hi8N4,  which  melts  at  95°,  and  is  soluble  in  most  liquids.  Its  salts 
are  decomposed  by  water.  It  dyes  a  golden-yellow.  When  the  com¬ 
pound  is  fused  with  aniline  hydrochloride,  a  blue  dye  of  the  formula 
C30H2fiH4  is  obtained,  together  with  a  violet  product,  which  probably 
has  the  formula  Cj4H22N4.  The  same  compound,  when  fused  with 
a-naphthol,  gives  an  orange- coloured  substance,  of  the  formula 
C8H27N4,  and  with  |3-naphthol  an  orange-red  colouring  matter. 

W.  R.  I). 

Action  of  Alcohol  on  Diazo-compounds.  By  S.  Haller  (Ber., 
17,  1887 — 1889). — It  is  generally  stated  that  when  a  diazo-salt  is 
boiled  with  absolute  alcohol,  the  diazo-group  is  replaced  by  hydrogen. 
But  in  this  reaction  there  are  always  many  bye-products  formed. 
Diazocumene  sulphate,  when  boiled  with  alcohol,  yields  only  a  very 
small  quantity  of  hydrocarbon,  the  principal  product  being  its  ethyl 
ether.  Diazobenzene  sulphate,  /3-diazonapbthalene,  Ac.,  give  similar 
results.  It  would  seem,  therefore,  that  with  the  decomposition  of 
diazo-compounds  by  alcohol,  the  reaction  sometimes  brings  about  the 
replacement  of  the  diazo-group  by  hydrogen,  sometimes  by  ethoxyl, 
or  some  similar  oxy-radicle.  (See  also  Hofmann,  this  voh,  p.  1314). 

L.  T.  T. 

Behaviour  of  Aldehyde,  Glucose,  Peptone,  Albuminous 
Bodies,  and  Acetone  towards  Diazobenzenesulphonic  Acid. 

By  Petri  ( Zeit .  Pliys.  Ghem.,  8,  291 — 298). — An  alkaline  solution  of 
diazobenzenesulphonic  acid  added  to  the  aldehydes  of  the  fatty  series 
or  to  glucose  dissolved  in  weak  alkali,  produces  a  beautiful  magenta- 
red  reaction  on  standing  10  or  20  minutes;  warming  the  solu¬ 
tion  hastens  its  appearance ;  it  is  only  the  fixed  alkalis  that  can  be 
used.  The  intensity  of  the  colour  depends  very  much  on  the  pro¬ 
portion  of  the  reagents ;  too  much  aldehyde  or  diazo-acid  causes  the 
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colour  to  disappear.  Concentrated  solutions  absorb  all  the  light, 
except  the  red  end  of  the  spectrum  as  far  as  C.  On  dilution,  the 
absorption  becomes  less,  only  extending  to  D,  while  at  the  same  time 
a  clearing  takes  place  in  the  blue  between  F  and  G-.  If  cautiously 
neutralised  either  with  mineral  or  organic  acids,  the  colour  dis¬ 
appears,  but  reappears  again  quite  unchanged  in  properties  on  adding 
alkali ;  addition  of  an  excess  of  mineral  acid  likewise  produces  a  red 
colour,  although  differing  in  spectroscopic  properties  from  the  original. 
All  attempts  to  separate  the  colouring  matter  with  the  usual  solvents 
have  failed.  Bromine,  chlorine,  iodine,  sulphurous  and  nitrous  acids, 
together  with  sodium  amalgam  and  zinc-dust  (the  last  two  when  air 
is  excluded),  decolorise  the  red  solution.  If  the  sodium  amalgam  or 
zinc  is  filtered  off  and  the  filtrate  exposed  to  the  air,  the  colour  re¬ 
appears. 

Aqueous  solutions  of  peptone  or  albuminous  bodies  produce  an  orange- 
yellow  to  an  orange-red  colour  with  the  alkaline  diazo-acid,  but  it 
differs  from  the  colour  above  described  in  both  spectroscopic  pro¬ 
perties  and  its  behaviour  towards  acids.  When  neutralised  carefully, 
the  orange-red  is  changed  to  yellow,  but  the  colour  does  not  reappear 
when  an  excess  of  mineral  acid  is  employed.  Ammonia ,  as  well  as 
fixed  alkalis,  reproduce  it.  When  subjected  to  reduction  with  sodium 
amalgam  or  zinc-dust  with  access  of  air,  a  magenta-red  colour  is  pro¬ 
duced,  which  does  not  differ  in  any  of  its  properties  from  the  colour 
in  the  aldehyde  reaction.  Acetone,  too,  behaves  like  the  aldehydes. 

J.  P.  L. 

Action  of  Phenylhydrazine  on  the  Imido-ethers.  II.  By 

A.  Pinner  (Ber.,  17,  2002 — 2004). — In  the  first  part  of  this  paper 
(this  vol.,  p.  743),  the  author  described  the  formation  of  benzenvl- 
diphenylazidine  from  phenylhydrazine  and  benzimido-ether  hydro¬ 
chloride.  Methenyldiphenylazidine ,  NHPh.N  !  CH.N2H2Ph,  is  pre¬ 
pared  by  adding  phenylhydrazine  to  a  solution  of  formimido-ether 
hydrochloride  in  absolute  alcohol,  and  allowing  the  mixture  to  stand 
for  some  weeks.  It  crystallises  in  yellow  plates,  melts  at  185°,  is 
soluble  in  hot  benzene,  sparingly  soluble  in  cold,  readily  soluble  in  hot 
alcohol,  and  gives  a  deep-red  coloration  with  hydrochloric  or  sulphuric 
acid.  The  yield  is  not  good,  resinous  products  being  largely  formed. 

With  acetimido-ether,  the  reaction  takes  a  different  course,  the  pro¬ 
duct  being  ethenylphenylazidine  hydrochloride,  NH  !  CMe.N2H2Ph,IICl. 
It  crystallises  in  long  colourless  prisms,  containing  ^  mol.  or  1^  mol. 
HoO,  accordingly  as  it  is  crystallised  from  hot  or  cold  alcohol.  It  is 
readily  soluble  in  alcohol,  insoluble  in  ether  and  benzene.  It  com¬ 
mences  to  decompose  at  150°.  A.  J.  G. 

Derivatives  of  Benzylidinephenylhydrazine.  By  V.  Schroeder 
(Ber.,  17,  2090 — 2098). — Acetobenzylidinephenylhydrazine , 

NPhAc.N  :  CHPh, 

is  obtained  by  dissolving  benzylidenephenylhydrazine  in  acetic 
chloride  and  pouring  the  solution  into  water,  or  better  by  boiling  the 
hydrazine  with  14 — 2  parts  of  acetic  anhydride  and  excess  of  sodium 
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acetate  for  about  three  hours,  the  product  being  poured  into  water, 
and  the  crystalline  mass  that  separates  carefully  washed  with  water, 
and  recrystallised  from  dilute  alcohol.  It  forms  long  colourless 
needles  which  melt  at  115°.  It  is  insoluble  in  cold  water,  soda, 
ammonia,  and  hydrochloric  acid.  It  dissolves  in  sulphuric  acid,  the 
solution  acquiring  an  odour  of  bitter  almonds  ;  addition  of  water 
reprecipitates  the  substance  apparently  unchanged. 

Metanitrobenzylidinephenyl hydrazine,  obtained  by  heating  phenyl- 
hydrazine  with  metanitrobenzaldehyde,  forms  red  needles  and  melts 
at  121°.  Its  acetyl  compound,  Ci5H13N303,  closely  resembles  the  acetyl 
compound  described  above,  and  is  prepared  in  a  similar  manner  ;  it 
crystallises  in  yellow  needles  which  melt  at  170°. 

Benzylidine-aniline  does  not  yield  an  acetyl  compound  when  treated 
with  acetic  chloride  or  anhydride.  A.  J.  G. 

Action  of  Benzoic  Chloride  on  Amidines.  By  A.  Pinner 
( Ber .,  17,  2004 — 2006). — By  the  action  of  benzoic  chloride  on  benz- 
amidine  hydrochloride  at  120 — 140°  there  were  obtained  eyaphenine 
and  dibenzamide  in  small  quantity,  the  main  product  of  the  reaction 
being  a  substance  of  the  empirical  formula  C7H7NO,  isomeric  or  poly¬ 
meric  with  benzamide.  It  melts  with  decomposition  at  230°,  benzo- 
nitrile  being  one  of  the  products.  It  is  being  examined  further. 

The  substance  of  the  formula  Ci4HuN02,  obtained  by  Pinner  and 
Klein  by  the  action  of  fuming  sulphuric  acid  on  benzonitrile  diluted 
with  benzene,  and  termed  by  them  benzimido-benzoate,  is  in  reality 
dibenzamide.  A.  J.  G. 

Structure  of  Hydroxylamine-derivatives.  By  W.  Lossen  (Ber., 
17,  1587 — 1589). — The  author  refers  to  a  previous  paper  (Ber.,  16, 
873),  in  which  it  is  assumed  that  the  action  of  hydroxylamine  on  acid 
chlorides  is  different  from  that  of  ammonia  ;  and  that  benzhydroxamic 
acid,  obtained  from  benzoic  chloride  and  hydroxylamine,  no  longer 
contains  the  benzoic  radical,  but  that  its  formula  is  OH.CPh  !  NOH. 
In  like  manner,  ethylbenzhydroxamic  acid  may  be  represented  by  the 
formula  OEt.CPhiNOH.  This  last  formula  is  assigned  by  Pinner 
(this  vol.,  p.  739)  to  his  benzoximido-ether,  obtained  by  the  action  of 
hydroxylamine  hydrochloride  on  benzimido-ether.  The  author  has 
compared  the  two  substances,  and  finds  that  they  are  identical.  The 
product  of  the  action  of  benzimido-ether  on  hydroxylamine  hydro¬ 
chloride  contains  cl-  and  /3-ethylbenzhydroxamic  acids,  which  may  be 
separated  by  partially  neutralising  with  potash,  and  agitating  with 
ether ;  this  extracts  the  ^-modification,  whilst  the  a-acid  remains 
behind  as  potassium  salt.  Another  substance,  C7H8N20,  is  also 
produced,  the  formation  of  which  may  be  expressed  thus  : 

OEt.CPh  :  ¥H  +  NH30,HC1  =  OH.NH.CPh !  NH,HC1  +  EtHO  ; 

it  resembles,  and  is  perhaps  identical  with,  the  compound  obtained  by 
Tiemann  (this  vol.,  p.  734)  from  hydroxylamine  and  benzonitrile,  and 
also  with  that  obtained  by  Pinner  (this  vol.,  p.  739)  by  the  action  ot' 
hydroxylamine  on  benzamidine.  It  melts  at  about  76 — 77°. 
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Remarks  on  the  Previous  Communication.  By  A.  Pinner 
( Ber .,  17,  1589 — 1590). — In  reply  to  Lossen  (see  preceding  Abstract), 
the  author  points  out  that  the  method  of  acting  on  hydroxy lamine  with 
benzimido-ether  as  modified  by  that  chemist,  is  not  favourable  to  the 
formation  of  benzoximido-ether,  and  he  is  of  opinion  that  this  is  not 
identical  with  ethylbenzhydroxamic  acid,  but  that  it  may  possibly  be 
readily  converted  into  the  latter.  A.  K.  M. 

Amidoximes  and  Azoximes.  By  F.  Tiemann  and  P.  Kruger 
(Ber.,  17,  1685 — 1698). — The  following  experiments  were  undertaken 
to  decide  whether  the  compounds  obtained  by  the  action  of  hydroxyl- 
amine  on  the  acid  nitriles  are  oxamidines,  NH !  CR.NH.OH,  or 
amidoximes,  NH2.CR  !  N.OH  (see  this  vol.,  p.  734).  The  preparation 
of  the  compound  C7H8N20,  from  benzonitrile  and  hydroxylamine,  has 
already  been  described;  it  melts  at  79— -80°,  and  not  at  70°  as  pre¬ 
viously  stated.  It  yields  well-crystallised  salts  both  with  acids  and 
alkalis,  and  like  hydroxamic  acid  has  a  tendency  to  form  acid  salts  of 
the  alkali-metals;  the  hydrochloride  has  the  formula  C7H8N20,HC1. 
When  a  solution  of  the  compound  C7H8N20  in  alcoholic  potash  is 
warmed  with  a  few  drops  of  chloroform,  the  isonitrile  odour  is 
momentarily  produced,  and  is  succeeded  by  that  of  benzonitrile,  the 
decomposition  then  proceeding  further.  The  above  compound  com¬ 
bines  with  carbanil  to  form  a  carbamide,  and  with  phenyl  isothio¬ 
cyanate  to  form  a  thiocarbamide.  When  sodium  nitrite  solution  is 
added  to  a  solution  of  the  hydrochloride,  nearly  pure  nitrous  oxide  is 
evolved,  benzamide  being  simultaneously  produced  : 

NH2.CPh  !  NOH,HCl  +  NaK02  =  PhCONH2  +  K20  +  NaCl  +  H20. 

All  these  reactions  indicate  the  presence  of  the  group  NH2  and  the 
constitution  NH2.CPh  !  N OH  (benzenylamidoxime).  If,  however,  the 
conditions  of  the  last  experiment  be  modified,  an  excess  of  nitrite  and 
a  higher  temperature  being  employed,  and  the  solution  slightly 
acidified,  the  decomposition  goes  further,  some  nitrogen  is  given  off, 
and  a  small  quantity  of  benzoic  acid  is  also  produced.  The  methyl- 
ether  of  benzenylamidoxime,  NH2.CPh  !  NOMe,  is  readily  obtained  by 
heating  a  solution  of  benzenylamidoxime,  sodium  methylate,  and 
methyl  iodide  in  methyl  alcohol  for  some  hours  at  100°  ;  the  greater 
part  of  the  alcohol  is  then  evaporated,  and  the  methyl-derivative  pre¬ 
cipitated  by  water.  It  dissolves  sparingly  in  cold,  more  readily  in 
hot  water,  and  is  readily  soluble  in  alcohol  and  ether ;  it  melts  at  57^, 
boils  above  230°,  and  has  basic  but  no  acid  properties.  By  the  action 
of  sodium  nitrite  on  the  hydrochloride,  nitrogen  is  evolved,  and  a 
compound,  C8H9N02,  produced  :  NHo.CPh  !  NOMe,HCl  +  NaN02  — 
OH.CPh  !  NOMe  +  NaCl  +  N2  +  H20  ;  the  product,  OH.CPh !  NOMe, 
is  named  the  methyl  ether  of  benzhydroximic  acid ,  this  being  isomeric 
with  Lossen’s  benzhydroxamic  acid,  COPh.NH.OH.  It  is  an  oil 
boiling  at  225°,  is  insoluble  in  water,  but  readily  soluble  in  alcohol, 
ether,  and  chloroform;  it  has  neither  basic  nor  any  pronounced  acid 
properties.  When  benzenylamidoxime  is  treated  with  water  and 
sodium-amalgam,  ammonia  and  benzaldehyde  are  readily  detected  by 
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their  odour.  On  warming  the  liquid,  an  oil  separates,  the  quantity  of 
which  is  increased  on  neutralising  with  hydrochloric  acid  ;  it  is  readily 
soluble  in  hydrochloric  acid,  the  solution  yielding  benzaldehyde  when 
heated.  This  product  is  no  doubt  the  benzaldoxime  prepared  by 
Petraczek  (Abstr.,  1883,  569),  its  formation  being  expressed  thus  : 
NH2.CPh  INOH  4-  H2  =  CHPh  *  NOH  +  NH3.  Secondary  products 
are  also  formed.  Benzenylamidoxime  is  identical  with  the  compound 
obtained  by  Pinner  from  hydroxy] amine  and  benzenylamidine  hydro¬ 
chloride  (this  vol.,  p.  739),  and  with  the  secondary  product,  C7H8N20, 
obtained  by  Lossen  by  the  action  of  hydroxylamine  hydrochloride  on 
benzimido-ether  (this  vol.,  p.  1324).  The  above  facts  show  that  the 


addition-product  from  hydroxylamine  and  benzonitrile  is  an  amid- 
oxime,  and  therefore  that  the  compounds  obtained  by  the  action  of 
hydroxylamine  on  nitriles  in  general  are  to  be  regarded  as  belonging 
to  this  class  of  compounds.  By  the  action  of  benzenylamidoxime  on 
benzoic  chloride,  benzoylhenzenylamidoxime ,  NH2.CPh  .*  NOBz,  is  ob¬ 
tained  crystallising  in  slender  white  needles ;  it  melts  at  140°,  is 
insoluble  in  water,  readily  soluble  in  alcohol,  ether,  and  benzene;  it 
shows  basic  but  no  acid  properties.  When  heated  above  its  melting 


point,  water  is  given  off,  and  dibenzenylazoxime ,  H 


\ 


-CPh- 

is  pro- 

O.CPIT 


duced.  This  is  an  indifferent  and  very  stable  compound,  insoluble  in 
dilute  acids  and  in  alkalis ;  its  solutions  in  concentrated  nitric  and 
sulphuric  acids  may  be  heated  without  decomposition  ;  by  continued 
boiling  wTith  tin  and  hydrochloric  acid,  it  is  reduced  to  benzonitrile. 
Dibenzenylazoxime  is  almost  insoluble  in  water,  readily  soluble  in 
alcohol,  ether,  and  benzene,  melts  at  108°,  and  boils  at  290° ;  it  is 
readily  volatile  in  steam,  and  forms  long  white  needles  on  sublimation. 
It  is  also  formed  on  heating  benzenylamidoxime  with  benzoic  chloride, 
benzotrichloride,  or  benzoic  acid,  and  in  all  reactions  in  which  benzoic 


acid  is  formed  by  the  partial  decomposition  of  benzenylamidoxime  at 
a  moderately  high  temperature,  as,  for  example,  by  the  action  of 


nitrous  acid.  Benzenylazoximethenyl , 


-CPh- 

^  obtained  by  boil- 

XO.CMe^ 


ing  benzenylamidoxime  with  acetic  anhydride,  crystallises  in  flat 
prisms,  sublimes  at  ordinary  temperatures,  and  is  readily  volatile  in 
steam;  it  melts  at  41°,  dissolves  sparingly  in  water,  but  readily  in 
alcohol,  ether,  and  benzene.  An  isomeric  ethenylazoximebenzenyl , 


<°Me> 

X0.CP1P 


,  melting  at  57°,  has  been  prepared  by  Nordmann  from 


ethenylamidoxime  (from  acetonitrile).  In  naming  the  azoximes 
which  contain  two  different  hydrocarbon  radicles,  that  which  is 
united  to  the  oxygen-atom  is  placed  at  the  end  of  the  name  as  in  the 


above  examples.  Benzenylazoximethenyl,  which  appears  to  be  pro¬ 
duced  by  the  action  of  chloroform  on  an  alkaline  solution  of  benzenyl¬ 
amidoxime,  is  likewise  to  be  distinguished  from  methenylazoxime- 
benzenyl,  which  should  result  from  the  action  of  benzoic  chloride  on 
methenylamidoxime,  NH2.CH  1  NOH.  A.  K.  M. 
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Reduction  of  Benzoylorthonitranilide.  By  W.  G.  Mixter 
( Amer .  Chem.  /.,  6,  26 — 28). — Hubner  (Ann.  Chem .,  208,  302), 
by  the  action  of  tin  and  hydrochloric  acid  on  benzoyl-o-nitranilide, 
obtained  benzenylplienylcnamidine,  Ci3H10E2;  other  reduction-pro¬ 
ducts  have  not  been  prepared.  The  para-  and  meta-nitranilides, 
when  treated  with  zinc  and  ammonia,  yield  azo-  and  amido-derivatives 
this  vol.,  p.  665)  ;  it  is  now  shown  that  analogous  ortho-compounds 
are  formed  in  a  simitar  manner. 


NHBz.C6H4.E 

Orthazoxybenzanilide ,  _  |  yO.  —  Benzoylorthonitranilide 

EHBz.C6H4.Nx 


is  dissolved  in  alcohol,  and  zinc,  ammonia,  and  platinic  chloride  added. 
The  new  compound  slowly  separates  from  the  solution.  It  is  yellow, 
sparingly  soluble  in  alcohol,  and  melts  at  195°.  If  the  mother-liquor  is 
evaporated  to  dryness,  and  the  residue  extracted  with  boiling  water, 
it  gives,  on  cooling,  crystals  of  benzoylorthophenylenediamine , 


NH2.C6H4.lsrHBz, 


melting  at  140°.  It  is  more  easily  obtained  by  reducing  benzoyl¬ 
orthonitranilide  with  alcoholic  ammonium  sulphide.  The  platino- 
chloride  is  a  slimy  precipitate.  Daring  the  reduction  with  zinc  and 
ammonia,  some  benzenylphenylenamidine  is  formed.  H.  B. 


Nitrosophenols.  By  H.  Goldschmidt  and  H.  Schmid  ( Ber .,  17, 
2060 — 2065). — To  test  the  general  applicability  of  the  method  of 
formation  of  nitrosophenols  by  the  action  of  hydroxylamine  on 
quinones  (Goldschmidt,  this  vol.,  p.  735),  the  authors  now  apply  the 
reaction  to  thymoquinone,  toluquinone,  and  a-naphthaquinone. 

Thymoquinone  is  reduced  by  free  hydroxylamine  to  hydrothymo- 
quinone;  hydroxylamine  hydrochloride,  on  the  other  hand,  converts 
it  into  nitrosothymol.  Unsuccessful  attempts  were  made  to  convert 
thymoquinone  into  a  di-isonitroso-compound. 

Toluquinone,  dissolved  in  200  times  its  weight  of  water  mixed  with 
hydroxylamine  hydrochloride,  and  allowed  to  remain  for  24  hours, 
yields  white  needles  of  nitroso-orthocresol , 

C6H3OMe  !  NOH  [O  :  Me  :  NOE  =  1:2:4]. 

It  decomposes  between  130 — 140°,  gives  Liebermann’s  nitroso-reaction, 
dissolves  in  alkalis  with  reddish-brown  colour,  and  is  converted  into 
dinitro-orthocresol  by  treatment  with  nitric  acid. 

a-INaphthoquinone,  when  treated  with  hydroxylamine  hy^drochloride, 
is  converted  into  a-nitroso-a-naphthol.  This  substance,  when  pure, 
decomposes  without  fusion  at  190°  ;  it  is  generally  stated  to  melt  at 
175°.  The  authors  did  not  succeed  in  replacing  the  second  oxygen- 
atom  in  a-naphthaquinone  by  an  isonitroso-group.  These  and  the 
earlier  results  obtained  show  that  in  all  quinones  1  oxygen-atom  can 
be  replaced  by  the  oximido-group,  but  that  both  oxygen-atoms  can 
only  be  so  replaced  in  those  quinones  in  which  both  CO-groups  are  i  n 
the  ortho-position.  A.  J.  G. 
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Para-  and  Ortho-nitrophenyl  Ethers  of  Dinitrophenol  and 
of  Picric  Acid.  By  C.  Willgerodt  and  E.  Huetlin  ( Ber .,  17, 
1764 — 1766). — These  four  ethers  were  prepared  by  the  action  of 
alcoholic  solutions  of  a-dinitrochlorobenzene  and  of  picryl  chloride 
(trinitrochlorobenzene)  on  potassium  para-  and  ortho- nitrophen ate. 
In  the  case  of  the  two  ethers  from  a-dinitrochlorobenzene,  heating  in 
closed  tubes  for  5 — 6  hours  at  150 — 160°  was  necessary  :  the  deriva¬ 
tives  of  picric  acid  were  easily  prepared  by  digestion  on  the  water- 
bath.  In  the  preparation  of  the  potassium  phenates,  care  must  be 
taken  not  to  add  excess  of  potash,  or  the  ethyl  ethers  will  also  be 
formed. 

a-Dinitrophenyl  paranitrophenyl  oxide , 


C6H3(N02)2.0.C6H4.N03  [0 


NOa :  NOa  =  1  :  2  :  4  ;  0  :  NO,  =  1  :  4], 


crystallises  from  water  in  hexagonal  plates  melting  at  114°,  and  solu¬ 
ble  in  ether,  benzene,  glacial  acetic  acid,  and  acetone.  oc-Dinitro - 
phenyl  orthonitrophenyl  oxide  crystallises  in  minute  needles  melting  at 
119°.  It  resembles  the  para-derivative  in  solubility,  &c. 

Trinitropheny Iparanitrop henyl  oxide , 


C6H2(N02)3.0.C6H4.Nr02  [0  :  N02  :  1Nt02  :  N02  =  1  :  2  :  4  :  6  ;  0  :  NO* 

=  1=4], 


crystallises  in  small,  thin,  transparent,  colourless  scales  which  melt  at 
153°,  and  are  easily  soluble  in  alcohol,  chloroform,  benzene,  glacial  acetic 
acid,  and  acetone  ;  more  sparingly  in  ether  and  light  petroleum.  Tri- 
nitrophenyl  orthonitrophenyl  oxide  crystallises  from  alcohol  in  small 
and  almost  colourless  needles  which  melt  at  172 — 173°,  and  resemble 
the  para-compound  in  solubility,  &c.  L.  T.  T. 


Mercaptans.  By  0.  Stabler  ( Ber 17,  2075—2081). — From  the 
analogy  in  behaviour  between  mercaptans  and  phenols,  it  seemed 
probable  that  the  mercaptans  of  the  fatty  group  might,  like  the 
phenols,  yield  azo-compounds  by  reaction  with  diazo-compounds. 
The  author’s  results  show  that  not  azo-  but  diazo-compounds  are 
formed. 

By  the  action  of  diazobenzenesulphonic  acid  on  ethyl  mercaptan 
suspended  in  ice- water  and  mixed  with  soda,  a  substance  of  the 
formula  CsH9N2S203Na  (probably  S03Na.C6H4.N~N\SEt),  is  obtained, 
crystallising  in  clear  yellow  needles.  It  explodes  when  heated  on 
platinum-foil  ;  by  boiling  in  alcoholic  solution,  nitrogen  is  evolved  and 
the  sulphonic  acid  of  ethyl  phenyl  sulphide  is  formed.  The  sodium 
salt,  S03Na.C6H4.SEt,  crystallises  iu  white  plates.  Distilled  with 
ammonium  chloride,  it  yields  ethyl  phenyl  sulphide. 

Diazobenzene  chloride  and  ethyl  mercaptan  reacted,  giving  an  oily 
product,  which,  after  extraction  with  ether,  &e.,  proved  to  be  a  mix¬ 
ture  of  ethyl  bisulphide  and  ethyl  phenyl  sulphide.  On  repeating  this 
experiment,  however,  the  ethereal  solution  exploded  with  considerable 
violence,  showing  that  an  unstable  nitrogen-compound  had  been 
formed,  but  its  isolation  could  not  be  effected. 

Phenyl  mercaptan  is  conveniently  prepared  by  distilling  a  mixture 
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of  sodium  benzenesulphonate  and  potassium  hydrosulphide  in  a 
vacuum.  A.  J.  Gr. 

Bromoparaxylenol.  By  P.  Adam  {Bull.  Soc.  Ghim 41,  288— 
289). — When  this  compound  is  prepared  by  the  ordinary  method, 
condensation-products  are  formed  which  render  the  purification 
of  the  brominated  derivative  extremely  difficult.  It  may  be  readily 
prepared  by  the  action  of  bromine  on  xylenol  heated  to  160°  ;  the 
source  of  heat  is  removed  and  the  bromine  is  introduced  rapidly 
(30  grams  per  minute).  The  solid  product  is  purified  by  distilling 
with  steam,  or  better,  by  exposing  it  in  a  vacuum,  then  washing  with 
a  little  light  petroleum  and  pressing  between  paper.  It  crystallises  in 
white  needles  insoluble  in  water,  but  soluble  in  half  their  weight  of 
boiling  alcohol ;  they  melt  at  74°.  When  boiled  with  a  large  excess  of 
water,  bromoparaxylenol  is  decomposed,  hydrobromic  acid  is  evolved, 
and  a  substance  remains  in  solution  which  is  deposited  wThen  the  liquid 
is  evaporated  in  a  vacuum.  The  author  is  continuing  the  study  of 
the  derivatives  of  this  compound.  W.  R.  D. 

x. 

Derivatives  of  Dimethylquinol.  By  A.  Baesslee  (Per.,  17, 
2118 — 2129). — Amidodimethylquinol,  C6Hj(OMe)2,NH2  (comp.  Miihl- 
hauser,  Abstr.,  1882,  302).  Sodium-amalgam  is  gradually  added  to 
an  alcoholic  solution  of  nitrodimethylquinol,  acidulated  with  acetic 
acid,  until  red  needles  are  deposited  on  the  sides  of  the  vessel.  The 
alcohol  is  then  evaporated,  water  added,  and  the  liquid  extracted  with 
ether.  On  evaporation,  the  ethereal  solution  leaves  a  mixture  of  red 
and  yellow  crystals  which  are  boiled  with  very  dilute  alcohol ;  this 
leaves  a  residue  consisting  of  azodimethylquinol  mixed  with  small  quan¬ 
tities  of  hydrazodimethylquinol.  The  solution  contains  amidomethvl- 
quinol,  which  is  purified  by  crystallisation,  conversion  into  the 
hydrochloride,  Ac.  Amidodimethylquinol  crystallises  in  nacreous 
plates,  melts  at  81 — 82°,  is  sparingly  soluble  in  cold,  soluble  in  hot 
water,  alcohol,  benzene,  light  petroleum,  and  carbon  bisulphide.  It  is 
very  unstable,  being  readily  decomposed  when  heated  above  the  melt¬ 
ing  point,  and  partially  also  by  evaporating  its  aqueous  solution.  The 
hydrochloride  crystallises  in  white  efflorescent  needles.  The  platino- 
chloride  is  obtained  as  a  brown  precipitate. 

Acetamidodimethylquinol ,  C6H3(OMe)2.NHAc,  obtained  by  the  action 
of  acetic  anhydride  on  the  base,  crystallises  in  silvery  white  plates 
and  melts  at  91°.  Nitroacetamidodimethylquinol , 

C6H2(NOo)  (OMe)2.NHAc, 

obtained  by  adding  fuming  nitric  acid,  drop  by  drop,  to  a  saturated 
aqueous  solution  of  the  acetyl-compound,  crystallises  in  nodular 
groups  of  needles  and  melts  at  164°. 

Dimethylquinoltrimethylaminonium  iodide ,  C6H3(OMe)2.IIMe3l,  is 
prepared  by  heating  amidodimethylquinol  with  methyl  iodide  and  a 
little  methyl  alcohol  in  sealed  tubes  at  150°  for  five  hours.  It  crys¬ 
tallises  in  white  needles,  melts  at  202°,  is  readily  soluble  in  water  and 
dilute  alcohol,  nearly  insoluble  in  benzene,  chloroform,  and  light 
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petroleum,  sparingly  soluble  in  absolute  alcohol.  By  the  action  of 
moist  silver  oxide,  it  is  converted  into  the  corresponding  hydroxide , 
which  crystallises  in  colourless  needles.  The  chloride , 

C6ff3(OMe2).NMe3Cl, 

crystallises  in  needles,  melts  at  172°,  and  is  readily  soluble  in  water. 
The  platinochloride ,  [C6H3(OMe)2NMe3Cl]2,PtCl4,  is  a  yellow  crystalline 
substance. 

By  the  action  of  phenyl  isothiocyanate  on  amidodimethylquinol,  a 
compound  of  the  formula  ^HPh.CS.NH.C6H3(OMe)2  is  obtained, 
crystallising  in  white,  microscopic  needles,  and  melting  at  137°  ;  it  is 
readily  soluble  in  hot  benzene  and  alcohol,  insoluble  in  water. 

Dimethylquinol-thiocarhamide ,  CS[NH.C6H3(OMe)2]2,  is  prepared 
by  digesting  amidodimethylquinol,  alcoholic  potash,  and  carbon  bi¬ 
sulphide  for  some  hours  on  the  water-bath  ;  it  crystallises  in  white 
microscopic  needles,  melts  at  109°,  is  readily  soluble  in  hot  alcohol, 
benzene,  and  chloroform,  sparingly  in  light  petroleum,  and  insoluble 
in  water. 

Azodimethylquinol ,  N2[C6H3(OMe)2]2,  is  prepared  from  an  alcoholic 
solution  of  nitrodimethylquinol  by  the  action  of  sodium-amalgam  in 
presence  of  a  small  amount  of  ammonia,  or  by  the  action  of  zinc  and 
potash.  It  is  separated  from  the  hydrazodimethylquinol  simulta¬ 
neously  formed,  by  heating  it  with  dilute  hydrochloric  acid,  in  which 
the  hydrazo-compound  dissolves  completely.  The  azoquinol  crystal¬ 
lises  in  red  needles,  melts  at  140°,  is  readily  soluble  in  absolute  alcohol, 
benzene,  chloroform,  carbon  bisulphide,  and  aniline,  more  sparingly  in 
light  petroleum  and  dilute  alcohol,  and  is  nearly  insoluble  in  water. 
It  dissolves  without  decomposition  in  strong  hydrochloric  acid  with 
deep  blue  colour,  and  in  concentrated  sulphuric  acid  with  violet  colour ; 
the  latter  solution  suffers  partial  decomposition  on  standing,  turning 
first  blue  and  then  green.  By  the  action  of  bromine  on  an  alcoholic 
solution  of  the  azo-compound,  dibrom  azodimethylquinol ,  CieHieBr^lNhCh, 
is  obtained.  It  forms  a  red  crystalline  mass,  melts  at  220°,  is  soluble 
in  benzene,  chloroform,  and  carbon  bisulphide,  very  sparingly  in 
alcohol,  and  is  insoluble  in  water.  It  dissolves  in  sulphuric  acid 
without  decomposition  to  form  a  deep- violet  solution. 

The  hydrazo-compound  could  not  be  isolated  ;  in  solution  it  oxidises 
with  great  readiness  to  form  the  azo-compound. 

Tetramethoxydiamidodiphenyl ,  NH2.C6H2(OMe)2.C6H2(OMe)2.]NrH2, 

is  obtained  as  hydrochloride  by  the  action  of  hydrochloric  acid  on 
solutions  of  the  hydrazo-compound,  and  by  the  action  of  stannous 
chloride  and  hydrochloric  acid  on  the  azo-compound.  The  free  base 
crystallises  in  snow-white  needles,  melts  at  210°,  is  easily  soluble  in 
chloroform,  carbon  bisulphide,  hot  benzene,  and  boiling  alcohol,  but 
only  sparingly  in  light  petroleum  or  water.  The  hydrochloride, 

C16H8oN>04,2HC1, 

crystallises  in  stellate  groups  of  small  white  needles,  and  is  readily 
soluble  in  water.  The  platinochloride,  CieHso^O^EhPtCh,  is  obtained 
as  a  yellow  precipitate.  The  phenyl thiocarbamide-derivative, 

C12H1(OMe)4(NH.CS.NHPh)a, 
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forms  white  flocks,  melts  at  184°,  is  soluble  in  alcohol  and  benzene, 
insoluble  in  light  petroleum  and  water.  The  diacetyl-derivative, 
C]2H4(OMe)4(NTlAc)2,  crystallises  in  white  needles,  melts  at  251°,  is 
readily  soluble  in  alcohol,  benzene,  chloroform,  and  carbon  bisulphide, 
but  only  very  sparingly  in  light  petroleum  or  water.  A.  J.  G-. 

Compounds  of  Phenols  with  Ethyl  Acetoacetate.  /3-Methyl- 
umbelliferone  II.  By  H.  v.  Pechmann  and  J.  B.  Cohen  (Per.,  17, 
2129 — 2138). — In  the  first  communication  on  this  subject  (v.  Pech- 
mann  and  Duisberg,  this  vol.,  p.  66),  a  series  of  compounds  were 
described,  obtained  by  the  action  of  phenols  on  ethyl  acetoacetate  in 
presence  of  sulphuric  acid.  These  compounds  were  regarded  as 
coumarins,  or  hydroxycoumarins,  in  which  substitution  had  occurred  in 
the  side-chains.  In  particular,  the  compound  derived  from  resorcinol 
showed  such  strongly-marked  analogy  with  the  hydroxycoumarin, 
umbelliferone,  that  it  was  termed  /3- meth  yl  umbelliferone,  and  had 

,CMe  i  CH 

assigned  to  it  the  constitution  OH.C6H3  <  i(1)-  This  view, 

G)  xO - CO 

(2) 

although  opposed  to  that  of  Willenberg  (Abstr.,  1882,  1289)  and 
of  Michael  (this  vol.,  p.  736),  is  confirmed  by  the  results  now  brought 
forward. 

Ally l  resorcinol  methyl  ether , 

C6H3(OH)  (OMe).CMe !  CH*  [OH  :  OMe  :  C*MeH*  =  2:4:1], 

isomeric  with  eugenol,  is  obtained  by  heating  umbellic  acid.  It 
forms  a  nearly  colourless  thick  oil.  of  agreeable  odour,  distils  at 
245 — 250°,  is  insoluble  in  water,  but  miscible  with  most  other 
solvents.  Concentrated  sulphuric  acid  dissolves  it  with  red  colora¬ 
tion.  It  is  soluble  in  aqueous  soda,  but  not  in  sodium  carbonate. 

MethyUc  dim  ethyl-8 -methylumbellate  is  obtained  by  heating  the 
monomethyl  acid  with  methyl  iodide  and  sodium  methylate  in  sealed 
tubes  for  five  hours  at  90°.  The  free  acid , 

C6H3(OMe)2.CMe :  CH.COOH  [4:2:  1], 

crystallises  in  small  colourless  needles,  melts  at  145°,  is  insoluble  in 
water,  readily  soluble  in  ether,  benzene,  alcohol,  and  chloroform.  A 
solution  of  the  ammonium  salt  gives  a  white  curdy  precipitate  with 
lead  acetate,  a  clear  green  precipitate  with  copper  sulphate,  and 
a  yellow  amorphous  precipitate  with  ferric  chloride.  The  silver  salt 
forms  a  white  granular  powder.  The  methyl  salt , 

C6H3(OMe)2.CMe  I  CH.COOMe, 

is  an  oil  boiling  at  310 — 320°,  and  soluble  in  the  ordinary  solvents. 
By  oxidation  with  an  alkaline  solution  of  potassium  permanganate, 
it  is  converted  into  dimethyl-/3-resorcylic  acid.  This  acid  was  shown 
by  Tiemann  and  Will  (Z?er.,  15,  2080)  to  be  formed  by  the  oxidation 
of  umbelliferone,  thus  proving  the  side-chains  in  these  compounds  to 
occupy  the  same  positions  as  in  umbelliferone. 

The  authors  regard  Michael’s  tribromo-derivative,  obtained  by  the 
action  of  bromine  on  |S-methylumb3lliferone,  as  fi-methylbromumbelli - 
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ferone  dibromide.  They  have  only  to  add  to  Michael’s  description  that 
it  gives  a  violet  coloration  with  dilute  soda. 

j3-Methylumbelliferone  dibromide  methyl  ether , 

OMe.  C6H3<  CHBr. 

The  action  of  bromine  on  the  methyl  ether  differs  slightly  from  that 
on  /3-methyl umbelliferone,  an  additive  product  being  obtained.  It 
crystallises  in  colourless  needles,  melts  at  233 — 235°,  is  insoluble  in 
water,  somewhat  soluble  in  alcohol,  ether,  chloroform,  and  glacial 
acetic  acid.  Both  bromine-atoms  are  removed  by  boiling  it  with 
alcoholic  potash. 

/CMe 

Bromhydroxy-p-methylcoumarilic  acid ,  OH.C6H2Br<^  yC.COOH 

~°“ 

is  obtained  by  boiling  the  tribromo-compound  with  alcoholic  potash. 
It  forms  slender  colourless  needles,  melts  with  decomposition  at  221°,  is 
readily  soluble  in  alcohol,  ether,  and  chloroform,  sparingly  in  benzene, 
insoluble  in  water.  It  dissolves  in  sulphuric  acid  to  a  colourless 
solution,  which  turns  purplish -violet  on  heating.  Ferric  chloride 
gives  a  yellow  coloration.  When  the  silver  salt  is  distilled,  it  yields  a 
crystalline  substance,  probably  bromkydroxy-fi-methylcouinarone ;  this 
yields  a  deep  blue-coloured  body  by  the  action  of  gentle  oxidising  agents. 

Methoxy-ft-methylhydrocoumaric  anhydride ,  C22H2206,  is  obtained  by 
the  action  of  sodium-amalgam  on  a  solution  of  jd-methylumbelliferone 
methyl  ether  in  dilute  alcohol.  It  crystallises  in  nearly  colourless 
prisms,  melts  at  243 — 244°,  is  soluble  in  hot  glacial  acetic  acid, 
insoluble  in  alcohol  and  ether.  Sulphuric  acid  dissolves  it,  with 
feeble  blue  fluorescence.  Soda  only  dissolves  it  on  boiling. 

Nitro-fi-metliylumbelli ferone ,  Ci0H7(NO2)O3,  is  prepared  by  adding 
the  calculated  quantity  of  nitric  acid,  drop  by  drop,  to  the  finely 
divided  /3-methylumbelliferone  suspended  in  glacial  acetic  acid,  and 
well  cooled.  It  crystallises  in  straw-yellow  needles,  is  insoluble  in 
water,  sparingly  soluble  in  alcohol,  benzene,  and  glacial  acetic  acid. 

Dinitro-ft-methylumbelliferone ,  C10H6(NO2)2O3,  is  prepared  by  the 
action  of  excess  of  nitric  acid  on  j3-methylumbelliferone  suspended  in 
acetic  acid,  the  mixture  being  finally  heated  on  the  water-bath.  It 
crystallises  in  lustrous  golden-yellow  needles,  melts  at  220°,  is  readily 
soluble  in  alcohol  and  glacial  acetic  acid,  sparingly  in  chloroform, 
benzene,  and  carbon  bisulphide. 

Amido- /3-methyl  umbelliferone,  C10H7O3.NH2,  is  prepared  by  the 
action  of  tin  and  hydrochloric  acid  on  the  mononitro-compound.  It 
forms  yellowish  needles,  melts  at  247J,  is  sparingly  soluble  in  the 
ordinary  solvents,  and  gives  an  intense  green  coloration  with  ferric 
chloride.  The  sulphate,  (CxoH^Oa^LBSCh  +  2H20,  is  very  sparingly 
soluble  in  cold  water. 

Nitrosoamido-(3-methylumbelliferone,  CioH6(NO)03.NH2,  is  obtained 
by  the  action  of  nitrons  acid  on  the  sulphate  of  the  amido-derivative. 
It  crystallises  in  yellowish-red  needles,  melts  at  140°,  is  readily 
soluble  in  alcohol,  sparingly  in  wafer,  ether,  benzene,  and  chloroform. 
It  has  no  basic  properties,  is  soluble  in  alkalis,  with  deep  red  colour, 
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is  not  decomposed  by  boiling  witb  acids,  and  gives  Liebermann’s 
reaction.  A.  J.  G. 

Azoresorcinol  and  Azoresorufin.  By  H.  Brunner  and  C. 
Kraemer  ( Ber.}  17,  1847 — 1866). — In  a  preliminary  notice  (Abstr., 
1882,  784),  H.  Brunner  stated  that  by  acting  with  sulphuric  acid  on  a 
mixture  of  nitrobenzene  and  resorcinol,  he  had  obtained  a  colouring 
matter  which  he  believed  to  be  identical  with  the  diazoresorufin  de¬ 
scribed  by  Weselsky  ( Ber .,  4,  614).  In  conjunction  with  C.  Kramer, 
he  has  now  carefully  compared  these  two  substances,  and  proved  the 
correctness  of  his  surmise.  This  body  was  prepared  by  Weselsky  by 
heating  his  diazoresorcinol  with  sulphuric  acid  at  210°  ;  by  Lieber- 
mann  (this  Jour.,  1874,  693)  by  heating  resorcinol  with  sulphuric  acid 
containing  nitrous  acid  ;  by  Bindschedler  and  Busch,  and  also  by  Fevre, 
from  nitrosoresorcinol  (from  amyl  nitrite  and  sodium  resorcinol)  and 
sulphuric  acid.  When  prepared  by  Brunner’s  method,  the  substance  in 
question  is  always  accompanied  by  paramidophenolsul phonic  acid  (see 
p.  1354)  in  the  form  of  white  silky  needles.  The  mixed  compounds  are 
dissolved  in  hot  ammonia,  and  hydrochloric  acid  is  added  to  the  still  hot 
solution.  Diazoresorufin  is  at  once  precipitated,  and  if  the  solution  be 
not  too  concentrated,  all  the  sulphonic  acid  remains  in  solution  and 
crystallises  out  on  cooling.  The  diazoresorcinol  employed  by  We¬ 
selsky  was  obtained  by  acting  on  resorcinol  with  nitric  acid  saturated 
with  nitrous  anhydride.  It  forms  deep  green  crystals,  which  dissolve  in 
alkalis  to  a  bluish- violet  solution  with  brown  fluorescence.  Weselsky 
gave  Ci8Hi2N206  as  the  formula  of  this  compound,  but  a  careful 
re-examination  by  the  author  has  proved  that  its  true  composition  is 
Ci2H9N04,  so  that,  taking  into  account  its  formation  from  nitroso¬ 
resorcinol,  it  may  be  looked  upon  as  formed  according  to  the  reaction — 

C6H4(OH)2  +  NO.C6H3(OH)2  =  C6H*<°>N.C6H3(OH)2. 

As  it  is  not  a  diazo-compound,  the  author  proposes  to  substitute  the 
name  azoresorcinol  for  diazoresorcinol,  and  in  like  manner  diazo¬ 
resorufin  becomes  azoresorufin. 

Azoresorufin  prepared  by  any  of  the  above-mentioned  methods  has 
the  formula  C24H16Sf207  (CaeHis^Ch,  Weselsky).  It  is  a  reddish-brown 
powder  sparingly  soluble  in  alcohol,  insoluble  in  water  and  in  ether.  It 
dissolves  in  sulphuric  acid  to  a  blue  solution  containing  a  sulphonic 
acid,  which  is,  however,  decomposed  by  water.  Alkalis  convert  it  into 
a  very  intense  brilliant  carmine  solution,  having  a  vermilion  fluor¬ 
escence.  This  is  an  intensely  strong  colouring  matter,  and  forms  a 
valuable  test  for  the  presence  of  traces  of  alkali. 

By  the  action  of  acetic  chloride  on  azoresorcinol,  Weselsky  obtained 
a  compound  (crystallising  in  yellow  scales)  to  which  he  ascribed  the 
formula  C48H3oN4Cl80i5,  and  which  he  regarded  as  hexacetyl-azo- 
resorcinol,  in  which  each  of  the  four  nitrogen-atoms  is  further  com¬ 
bined  with  two  chlorine-atoms.  The  authors  have  carefully  examined 
this  reaction,  and  have  obtained  two  compounds.  The  one  crystal¬ 
lises  in  small  golden-yellow  scales  of  the  formula  Ci2H8C1N03,HC1,  and 
is  not  an  acetyl-compound.  The  other  compound  forms  a  green  amor- 
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phous  mass  easily  soluble  in  ether.  It  gave  results  leading  to  the 
formula  C26H2iN2Cl306  (or  C24H14EtClN206,2HCl).  It  is  probable  that 
here  we  have  first  the  formation  of  a  dihydrochloride  of  chlorazoreso- 
rufin  monacetate,  which  in  the  process  of  purification  with  alcohol 
exchanges  its  acetyl- group  for  ethyl. 

Azoresorufin  diacetate ,  [C6H402il.C6H3(0Ac)]2,  was  obtained  by  di¬ 
gesting  azoresorcinol  with  sodium  acetate  and  acetic  anhydride  at 
135°.  It  forms  a  yellowish-brown  amorphous  substance,  easily 
soluble  in  acetone,  chloroform,  and  acetic  acid,  sparingly  in  alcohol  or 
ether.  When  evaporated  with  hydrochloric  acid  on  the  water-bath,  it 
yields  a  yellow  hydrochloride. 

Azoresorufyl  hydrochloride ,  02411x401211205,21101,  was  obtained  by 
digesting  azoresorcinol  with  fuming  hydrochloric  acid  under  pressure 
at  100°.  It  forms  bluish-violet  crystals. 

Both  azoresorcinol  and  azoresorufin  yield  identical  products  on  re¬ 
duction,  either  in  acid  or  in  alkaline  solution.  When  azoresorcinol  is 
reduced  with  tin  and  hydrochloric  acid,  a  compound  is  formed  which 
is  soluble  in  dilute  hydrochloric  acid,  and  crystallises  in  iridescent 
scales.  Its  formula  is  C48H46N4Oi3,4HCl  -f  4H20.  When  quickly 
dried  at  100°,  it  forms  a  blue  powder  which  dissolves  in  boiling 
acetone  or  alcohol  (if  slightly  acidulated  with  hydrochloric  acid)  with 
an  indigo  colour,  and  these  solutions  both  yield  large  well-formed 
crystals  very  much  resembling  potassium  permanganate  in  appearance. 
When  once  formed,  these  crystals  redissolve  with  difficulty.  Although 
exactly  alike  in  appearance,  analysis  showed  these  two  substances 
differed  in  the  quantity  of  hydrochloric  acid  they  contain.  That  crys¬ 
tallised  from  alcohol  has  the  formula  C48H46N4Oi3,3HCI,  that  from 
acetone,  ChgHiel^O^HCl.  Hydrating  agents  (such  as  dilute  alkalis) 
gradually  convert  these  compounds,  first  into  azoresorufin,  then  into 
azoresorcinol. 

Tetrahy  dr  azoresorufin,  C24H16N207,H4,  is  formed  if  azoresorcinol  is 
subjected  to  reduction  with  zinc  and  hydrochloric  acid.  It  crystallises 
in  dark  blue  crystals  with  a  strong  coppery  iridescence.  At  100°  it 
loses  water,  and  is  reconverted  into  azoresorufin.  It  forms  a  dihydro¬ 
chloride  yielding  colourless  crystals.  The  tetrahydro-compound  is 
also  formed  when  sulphuretted  hydrogen  is  passed  into  an  ammoniacal 
solution  of  resorufin.  Sodium-amalgam  seems  to  form  a  colourless 
leuco-compound,  but  this  is  so  unstable  that  the  authors  have  not 
succeeded  in  isolating  it. 

Dibrom azoresorcinol  hydrobromide,  Cx2H7Br2N04,HBr,  is  obtained  by 
adding  bromine  to  a  solution  of  azoresorcinol  in  sodium  hydroxide. 
It  forms  a  glistening  green  mass  soluble  in  alcohol  to  a  blue  liquid 
having  a  brownish-red  fluorescence. 

Hexabromazoresornfin  hydrobromide ,  C24H10Br6N2O7,HBr,  is  probably 
identical  with  the  bromodiazoresorufin  of  Bindschedler  and  Busch, 
and  of  the  Bavarian  Aniline  and  Soda  Works.  It  is  obtained  from 
resorufin  in  a  manner  similar  to  that  by  which  the  last-named  com¬ 
pound  is  prepared  from  azoresorcinol.  It  is  an  amorphous  red  sub¬ 
stance,  soluble  in  alcohol  to  a  violet  liquid  with  a  bluish-red 
fluorescence. 

Trinitr azoresorcinol,  Ci2H6(N02)3N04,  was  obtained  by  nitration 
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with  nitric  acid  of  sp.  gr.  1*37.  Care  must  be  taken  in  the  nitra¬ 
tion,  or  the  substance  will  be  completely  oxidised.  It  forms  green 
glistening  crystals.  This  compound  is  probably  what  Weselsky  de¬ 
scribed  as  tetrazoresorcinol  nitrate,  and  to  which  he  ascribed  the 
formula  CasH^NsO^GNCV  It  is  soluble  in  water,  ether,  and  alcohol, 
forming  indigo-coloured  solutions. 

Hexanitrazoresorufin,  C24H1o(N02)6N207,  prepared  in  a  similar 
manner,  crystallises  in  small  green  needles,  which  dissolve  in  water, 
alcohol,  and  ether  to  purple  solutions.  L.  T.  T. 

Derivatives  of  Pyrogallol  and  Phloroglucinol,  and  their 
Relation  to  Daphnetin  and  ^Elsculetin.  By  W.  Will  and 
K.  Albrecht  (Ber.,  17,  2098 — 2109). — Whilst  daphnetin  was  known 
to  be  a  derivative  of  pyrogallol,  it  was  still  uncertain  which  of  the 
two  other  trihydroxybenzenes  sesculetin  was  derived  from.  The  re¬ 
sults  given  in  the  present  paper  show  that  it  is  not  derived  from 
phloroglucinol,  and  must  therefore  be  derived  from  hydroxyquinol. 

Ethylic  triethylg dilate,  C6H2(OEt)3.COOEt,  is  prepared  by  boiling 
ethyl  gallate  and  ethyl  iodide  with  potash.  It  crystallises  in  lustrous 
needles,  melts  at  51°,  and  is  readily  soluble  in  alcohol,  ether,  and 
benzene. 

Triethyl  gallic  acid ,  C6H2(OEt)3.COOH,  is  obtained  by  saponification 
of  the  ethyl  salt  with  alcoholic  potash,  and  decomposition  of  the 
potassium  salt  formed  with  hydrochloric  acid.  It  is  crystalline,  melts 
at  112°,  is  sparingly  soluble  in  cold,  more  readily  in  boiling  alcohol. 
It  does  not  give  a  coloration  with  ferric  salts.  The  neutral  solution  of 
the  ammonium  salt  gives  a  clear  greenish-blue  precipitate  with  copper 
salts,  white  precipitates  with  lead  and  zinc  salts.  The  silver  salt, 
C13H1705Ag,  is  obtained  by  precipitation  with  silver  nitrate  as  a 
voluminous  white  precipitate  sparingly  soluble  in  hot  water,  and  can 
be  crystallised  from  it.  It  melts  at  200°,  and  decomposes  into  car¬ 
bonic  anhydride  and  pyrogallol  triethyl  ether. 

Ethyl  pyrogallocarboxylate ,  C6H2(OH)3.COOEt,  obtained  by  satu¬ 
rating  a  solution  of  pyrogallocarboxylic  acid  in  alcohol  with  hydro¬ 
chloric  acid,  forms  a  crystalline  mass ;  when  crystallised  from  hot 
water  it  unites  with  1  mol.  of  H20,  and  then  melts  at  86°  ;  the  anhy¬ 
drous  salt  melts  at  102°.  It  commences  to  sublime  at  100°.  It  is 
soluble  in  alcohol  and  ether,  insoluble  in  hot  water.  With  ferric  chlo¬ 
ride,  it  gives  a  greenish-brown  coloration  like  that  produced  by  the 
free  acid.  By  the  action  of  ethyl  iodide  and  potash,  it  is  converted  into 
ethylic  triethylpyrogallocarboxylate ,  a  colourless,  odourless,  volatile  oil, 
insoluble  in  water  and  alkalis,  readily  soluble  in  alcohol  and  ether. 

Triethylpyrogallocarbaxylic  acid ,  C6H2(QEt)3.COOH  [COOH  : 
OEt :  OEt  :  OEt  =  1  :  2  :  3  :  4],  prepared  from  the  ethyl  salt,  is  crys¬ 
talline,  melts  at  100*5°,  and  is  identical  with  the  triethoxybenzoic  acid 
obtained  from  daphnetin.  The  silver  salt,  Ci3H1705Ag,  is  moderately 
soluble  in  water,  and  decomposes  at  130Q  into  carbonic  anhydride  and 
pyrogallol  triethyl  ether. 

Phloroglucino carboxylic  acid ,  C6H2(OH)3.COOH,  is  prepared  by 
heating  pure  phloroglucinol  (1  part),  hydrogen  potassium  carbonate 
(4  parts),  and  water  (4  parts)  in  sealed  tubes  for  13  hours  at  130°. 

4  x  2 
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The  product  of  the  reaction  is  treated  with  dilute  hydrochloric  acid 
and  extracted  with  ether.  The  ethereal  solution  is  next  shaken  with 
aqueous  hydrogen  sodium  carbonate,  whereby  the  acid  passes  into  the 
aqueous  solution,  whilst  unaltered  phloroglucinol  remains  dissolved  in 
the  ether.  The  sodium  carbonate  solution  is  then  acidified,  the  acid 
extracted  with  ether,  and  the  ethereal  solution  allowed  to  crystallise. 
The  free  acid  resembles  gallic  and  pyrogallolcarboxylic  acids  in  appear¬ 
ance  and  behaviour.  It  crystallises  with  1  mol.  H20,  decomposes  slowly 
when  heated  (even  below  100°),  and  finally  melts  at  206°  (the  melting 
point  of  phloroglucinol) .  The  aq  ueous  solution  on  boiling  is  completely 
decomposed  into  carbonic  anhydride  and  phloroglucinol.  An  alkaline 
solution  turns  brown  if  exposed  to  the  air.  Ferric  chloride  gives  an 
intense  blue  coloration,  which  soon  turns  to  a  dirty  brown.  An 
aqueous  solution  of  the  acid  gives  white  precipitates  with  lead  and 
silver  salts. 

In  preparing  this  acid  with  phloroglucinol  prepared  from  resorcinol 
there  is  obtained  in  addition  another  acid  quite  insoluble  in  water, 
and  therefore  readily  separated  from  phloroglucinolcarboxylic  acid. 
Diresorcinoldicarboxylic  acid ,  COOH.C6H2(OH)2.C6H2(OH)2.COOH, 
obtained  thus,  is  sparingly  soluble  in  alcohol,  more  readily  in  ether. 
It  decomposes  above  300°  without  previous  fusion.  Diresorcinol 
when  heated  with  hydrogen  potassium  carbonate,  as  described  above, 
yields  this  acid  exclusively.  The  potassium  salt,  Ci4H808K2,  crystal¬ 
lises  in  slender  white  needles ;  the  barium  salt,  CuH808Ba  +  6H20, 
forms  lustrous  needles ;  the  silver  salt,  C14H808Ag2,  is  precipitated  in 
white  flocks. 

Phloroglucinol  diethyl  ether ,  C6H3(OEt)2.OH. — By  the  action  of 
hydrochloric  acid  gas  on  an  alcoholic  solution  of  phloroglucinol¬ 
carboxylic  acid,  there  w^as  obtained,  not  as  was  expected,  the  ethyl 
salt  of  the  acid,  but  phloroglucinol  diethyl  ether,  a  substance  crystal¬ 
lising  in  long  colourless  lustrous  needles,  and  melting  at  75°.  It 
distils  unaltered,  is  soluble  in  water  or  dilute  alcohol,  and  is  also 
readily  soluble  in  alkalis,  from  which  solution  addition  of  acids  repre¬ 
cipitates  it  unchanged.  It  may  also  be  prepared  by  the  action  of  hydro¬ 
chloric  acid  gas  on  an  alcoholic  solution  of  phloroglucinol.  Attempts 
to  prepare  an  ethylated  phloroglucinol -carboxylic  acid  were  unsuc¬ 
cessful. 

Phloroglucinol  triethyl  ether ,  C6H3(OEt)3,  is  obtained  by  the  action 
of  ethyl  iodide  and  alcoholic  potash  on  phloroglucinol  diethyl  ether. 
It  is  crystalline,  melts  at  43°,  can  be  distilled  with  steam,  is  readily 
soluble  in  alcohol  and  ether,  insoluble  in  water  and  alkalis.  It  is  not 
identical  with  the  triethyl  ether  obtained  by  dry  distillation  of  the 
calcium  salt  of  the  triethoxybenzoic  acid  derived  from  eesculetin.  As 
the  three  triethoxybenzenes  theoretically  possible  are  now  known,  arid 
as  two  of  them  are  characterised  as  the  triethyl  ethers  of  pyrogallol 
and  phloroglucinol  respectively,  it  follows  that  the  third  must  be  the 
triethyl  ether  of  hydroxyquinol. 

This  conclusion  that  eesculetin  is  not  a  phloroglucinol-derivative,  is 
in  agreement  with  the  results  lately  obtained  by  v.  Pechmann  and 
Welsh  (this  vol.,  p.  1346).  A.  J.  Gr. 
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Nitro-derivatives  of  Paracresyl  Benzyl  Ether.  By  P.  Frische 
( Annalen ,  224,  137 — 155). — Nitrocresyl  benzyl  ether, 

CH2Ph.0.C6H3Me.N02  [N02 :  CH3  =  2  : 4], 

prepared  by  the  action  of  potassium  nitrocresol  on  benzyl  chloride, 
crystallises  in  broad  needles  which  dissolve  in  benzene,  ether,  light 
petroleum,  and  alcohol.  The  crystals  melt  at  54°  and  decompose  when 
strongly  heated. 

Dinitrocresyl  benzyl  ether ,  CH2Ph.0.C6H2(N02)Me.N02,  can  only  be 

1  2  4  6 

prepared  by  acting  on  silver  dinitrocresol  with  benzyl  iodide.  It  is 
deposited  from  hot  alcohol  in  crystalline  plates  melting  at  109°,  which 
decompose  on  exposure  to  the  light. 

Cresyl  nitrobenzijl  ether ,  C6H4Me.0.CH2.C6H4.N02,  also  crystallises 

4  11  4 

m  plates  which  melt  at  91°. 

Nitrocresyl  nitrobenzyl  ether ,  N02.C6H3Me.0.CH2.C6H4.N02,  forms 

2  41  4 

silky  needles  which  are  soluble  in  benzene  and  hot  acetic  acid  and 
melt  at  163°. 

Dinitrocresyl  nitrobenzyl  ether ,  H02.Me(N02)C6H2.0.CH2.C6H4.N02, 

2  4  6  1  4 

melts  at  186*5°  and  dissolves  in  hot  glacial  acetic  acid.  It  is  not  only 
formed  by  the  actions  of  nitrobenzyl  iodide  on  silver-  dinitrocresol,  but 
also  by  the  nitration  of  many  of  the  above  ethers. 

Nitrocresyl  benzyl  ether,  on  nitration,  yields  nitrocresol  and  benzyl 
alcohol,  which  are  further  changed  into  dinitrocresol  and  nitrobenzyl 
nitrate,  a  small  quantity  of  dinitrocresyl  nitrobenzyl  ether  is  also 
formed.  Under  similar  treatment,  the  isomeric  cresyl  nitrobenzyl 
ether  gives  a  much  larger  yield  of  dinitrocresyl  nitrobenzyl  ether. 
Dinitrocresol  paranitrobenzyl  nitrate  and  a  large  quantity  of  dinitro¬ 
cresyl  nitrobenzyl  ether  are  obtained  by  the  action  of  strong  nitric 
acid  on  nitrocresyl  nitrobenzyl  ether. 

Alcoholic  ammonia  acts  slightly  on  nitrocresyl  benzyl  ether,  and 
has  no  action  on  cresyl  nitrobenzyl  ether.  It  converts  dinitrocresyl 
benzyl  ether  into  dinitroparatoluidine  and  benzyl  alcohol,  and 
saponifies  dinitrocresyl  nitrobenzyl  ether,  forming  nitrobenzyl  alcohol 
and  dinitrotoluidine. 

Attempts  to  reduce  these  nitro-ethers  to  amido- compounds  were 
unsuccessful.  W .  C.  W. 

Nitration  of  the  Phenyl  and  Cresyl  Ethers  of  Phosphoric 
Acid.  By  M.  Bapp  ( Annalen ,  224,  156 — 178). — When  a  solution  of 
monophenylphosphoric  acid  in  strong  nitric  acid  is  poured  into  water, 
the  nitro-product  is  not  precipitated,  but  on  evaporating  the  mixture 
(after  the  addition  of  alcohol)  to  remove  the  excess  of  nitric  acid, 
mononitromonophenyl  phosphate  is  obtained  in  crystalline  plates 
melting  at  112°.  The  crystals  are  soluble  in  ether,  benzene,  chloro¬ 
form,  and  in  hot  water.  They  are  decomposed  by  potash,  yielding 
paranitrophenol  and  potassium  phosphate,  and  they  are  also  decom¬ 
posed  by  the  prolonged  action  of  nitric  acid. 

Dinitrodiphenyl  -  phosphoric  acid ,  P0(0.C6H4.N02)2-0II,  prepared 
from  diphenyl  phosphate,  crystallises  in  white  needles  melting  at 
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133*5°,  which  are  soluble  in  ether,  benzene,  and  hot  alcohol.  If  the 
crystals  are  mixed  with  the  mononitro-derivative,  they  dissolve 
freely  in  cold  chloroform. 

Trinitrotriphenyl  phosphate ,  P0(0.C6H4.N02)3,  is  deposited  from 
hot  acetic  acid  in  oblique  prisms  which  melt  at  155°  and  are  insoluble 
in  the  ordinary  solvents.  On  decomposition  with  potash,  the  theo¬ 
retical  yield  of  paranitrophenol  is  obtained.  This  substance  may 
with  advantage  be  prepared  by  means  of  this  reaction.  Trinitrotri¬ 
phenyl  phosphate  is  converted  into  dinitrodiphenyl  ethyl  phosphate 
by  prolonged  boiling  with  alcohol.  Trinitrotriphenyl  phosphate  has 
also  been  obtained  by  Engelhardt  and  Latschinoff  ( Zeit .  f.  Ghem ., 
1870,  230),  by  the  action  of  phosphorus  pentachloride  on  paranitro¬ 
phenol. 

Monoparacresyl  phosphate,  PO(O.C6H4Me)(OH)2,  forms  white  plates 
which  melt  at  116°,  and  dissolve  freely  in  alcohol,  ether,  and  water. 
Triparacresyl  phosphate  has  been  previously  described  by  A.  Wolkow 
( ibid .,  1870,  322),  who  found  the  melting  point  8°  too  low,  viz.,  68c 
instead  of  76°.  No  nitro-derivatives  of  these  ortho-  or  para-cresyl 
phosphates  could  be  obtained.  W.  C.  W. 


Hydroxy  dihydrocarbostyril. 

2014). — Hydroxy  dihydrocarbostyril, 


By  A.  Einhorn  ( Ber .,  17,  2011 — 
CH(OH).CH2 

Cell/  [  ,  the  lac- 

XN=C.OH 


time  of  orthamidophenyllactic  acid  is  prepared  by  the  reduction  of 
orthonitrophenyl-S-lactic  acid  or  ortho nitrophenyllactamide  with 
ferrous  hydroxide  and  ammonia.  It  crystallises  with  2H20  in  well- 
formed  lustrous  white  needles,  and  is  readily  soluble  in  water,  ether, 
and  chloroform.  The  hydrated  compound  melts  at  95 — 97°  ;  after 
drying  over  sulphuric  acid,  it  loses  its  water  of  crystallisation  and  then 
melts  at  149°.  It  is  converted  into  carbostyril  by  heating  it  several 
times  to  the  fusing  point,  or  by  adding  a  small  quantity  of  acid  or 
alkali  to  its  aqueous  solution,  or  even  by  boiling  the  solution  for  five 
minutes.  It  is  isomeric  with  the  hydroxyhydrocarbostyril  (m.  p. 
197 — 198°),  obtained  by  Erlenmeyer  and  Lipp  (Abstr.,  1883,  992)  by 
the  reduction  of  the  nitration-products  of  phenyl- *-lactic  acid. 

A.  J.  G. 

Safrole.  By  J.  Schiff  (Ber.,  17,  1935— 1940).— Safrole  is  the 
main  constituent  of  the  essential  oil  of  sassafras  (from  Baums 
sassafras).  It  crystallises  at  low  temperatures  (Arzruni,  this  Journal, 
1877,  ii,  202),  melts  at  8°,  forms,  at  ordinary  temperatures,  a  clear 
colourless  oil  of  sharp  taste ;  its  sp.  gr.  1*0956  at  18°.  Is  of  neutral 
reaction,  optically  inactive,  and  boils  at  232°.  The  author’s  analysis 
confirm  the  formula  Ci0H10O2,  assigned  to  safrole  by  St.  Evre  (Ann. 
Ghim.  Phys.  [3],  12,  107),  and  by  Grimaux  and  Knotte  (Compt. 
rend.,  68,  928).  The  oxygen-atoms  in  safrole  would  appear  not  to  be 
present  as  hydroxy],  as  neither  hydrochloric  acid  nor  phosphoric 
chloride  converts  it  into  a  chlorine-derivative.  Safrole  is  not  affected 
by  aqueous  or  alcoholic  potash,  and  is  only  very  slightly  attacked  by 
fusion  with  caustic  potash,  does  not  reduce  ammoniacal  silver 
solutions,  does  not  unite  with  bisulphites,  and  is  not  acted  on  by 
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ammonia  or  nascent  hydrogen.  It  is  therefore  neither  an  ethereal 
salt,  an  aldehyde,  nor  a  ketone.  A  large  number  of  reducing  agents 
were  tried  but  had  no  action  on  it.  Heated  for  24  hours  with 
metallic  sodium,  it  suffers  no  change  beyond  apparently  partial 
polymerisation.  Oxidation  with  nitric  acid  and  with  a  saturated 
solution  of  potassium  permanganate  completely  convert  safrole  into 
carbonic  anhydride  and  oxalic  acid.  .Dilute  permanganate  oxidises  it 
to  carbonic  anhydride,  oxalic  acid,  formic  acid,  propionic  acid,  and  a 
small  quantity  of  a  neutral  substance  of  the  formula  C10H12O4, 
crystallising  in  microscopic  rhombic  prisms ;  this  melts  at  59°, 
decomposes  on  heating  to  120°,  is  soluble  in  hot  water,  alcohol,  ether, 
and  in  aqueous  ammonia  and  potash ;  iodine  completely  decomposes 
safrole ;  chlorine  converts  it  into  a  mixture  of  liquid  chlorine* 
derivatives  which  decompose  below  100°  and  could  not  be  separated. 

A.  J.  G. 

Constitution  of  Safrole.  By  T.  Poleck  ( Ber .,  17,  1940 — 1944). 
— From  a  consideration  of  the  results  detailed  in  the  preceding  paper, 
of  the  negative  result  of  his  own  experiments  with  reducing  agents, 
and  of  its  indifference  to  hydro xylamine,  the  author  considers  that 
the  constitution  of  safrole  is  best  expressed  by  the  formula 
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/.e.,as  cymene  in  which  four  hydrogen -atoms  have  been  replaced  by 
nxygen.  Measurements  of  the  refractive  index  give  results  showing 
that  probably  either  three  or  four  carbon-atoms  are  in  double  union. 
At  present  there  is  no  direct  proof  of  the  presence  of  the  benzene¬ 
ring.  A.  J.  G. 

Salts  and  Ethers  of  Aurin  and  Rosalie  Acid.  By  E. 

Ackermann  (Ber.,  17,  1624 — 1627). — Graebe  and  Caro  showed  that, 
by  treating  aurin  and  rosolic  acid  with  acetic  anhydride,  it  cannot  be 
proved  that  these  substances  contain  two  hydroxyl-groups;  the 
author,  however,  proves  this  by  means  of  salts  and  ethers.  The 
silver  salt  of  aurin,  obtained  by  precipitating  the  ammonium  salt, 
forms  an  insoluble  brownish -red  crystalline  powder,  apparently  of  no 
very  definite  composition  ;  the  potassium  salt  obtained  by  neutralising 
aurin  with  potash  dissolves  very  readily  in  water,  readily  also  in 
alcohol ;  it  was  found  to  contain  17*1  per  cent,  potassium,  whilst 
the  formula  Ci9Hl2K203  requires  21*3  per  cent.  On  adding  lead 
acetate  to  an  ammoniacal  solution  of  aurin,  a  reddish-brown  basic 
salt,  2C19H1203Pb  -fi  PbO,  is  precipitated.  Better  results  are  obtained 
with  the  nitro-  and  bromo-derivatives,  these  more  negative  com¬ 
pounds  yielding  salts  of  constant  composition.  Tetranitro- aurin, 

C19H10(NO2)4O3, 

forms  brownish-yellow  microscopic  needles  which  explode  on  heating  ; 
it  melts  at  about  140°,  is  almost  insoluble  in  water,  benzene, 
chloroform,  and  ether,  readily  soluble  in  alcohol ;  alkalis  and 


1340 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


alkaline  carbonates  dissolve  it  with  dark-red  coloration ;  the  barium 
salt  dried  at  150°  has  the  composition  Ci9H8(N02)403Ba,  and  forms  a 
black  powder  with  greenish  lustre  ;  the  silver  salt ,  Ci9H8(N02)403Ag2, 
forms  a  black-brown  precipitate  which  detonates  when  heated ; 
the  ethyl-derivative ,  CiyH8(N02)403Et2,  obtained  by  heating  the  silver 
salt  with  ethyl  iodide,  melts  at  105°,  dissolves  readily  in  benzene  and 
alcohol,  but  is  insoluble  in  water  and  alkaline  carbonates.  The  silver 
salt  of  tetrabromaurin ,  Ci9H8Br403Ag2,  forms  a  dark -violet  precipitate 
which  when  dry  has  a  strongly  metallic  lustre  ;  it  is  insoluble  in  water, 
ether,  and  benzene.  The  ethyl-derivative ,  Ci9H8Br403Et2,  is  readily 
soluble  in  alcohol,  ether,  and  benzene,  insoluble  in  alkaline  car¬ 
bonates ;  it  forms  reddish  microscopic  crystals  melting  at  110 — 115°. 
The  silver  salt  of  tetrabromorosolic  acid ,  CooHioBi^ChAg^  is  obtained  as 
a  dark-violet  precipitate ;  the  ethyl-derivative,  C2oH10Br403Et2,  melts  at 
110 — 115°,  is  soluble  in  alcohol,  benzene,  and  ether,  but  insoluble  in 
water  and  alkaline  carbonates.  A.  K.  M. 

Fluoresceins  from  Maleic  Acid.  By  Gh  Lunge  and  R.  Burck- 
hardt  (. Ber .,  17,  1598 — 1600). — Maleic  anhydride  (1  mol.)  and  resor¬ 
cinol  (2  mols.)  are  heated  together  for  two  hours  at  150°,  the  product 
poured  into  cold  water,  and  then  extracted  with  boiling  water.  The 
solution  on  cooling  deposits  a  yellowish-red  substance,  which  decom¬ 
poses  above  240°  without  melting.  Its  formation  may  be  expressed 
thus : — 

C2H2<c°>0  +  2C6H4(OH)2  =  c16h12o6  +  h2o. 

This  fluorescein  of  maleic  acid  is  sparingly  soluble  in  water,  more 
readily  in  alcohol  and  in  other  indifferent  solvents.  Its  alcoholic 
solution  is  yellowish-red  with  greenish  fluorescence  ;  the  addition  of 
soda  or  ammonia  produces  a  splendid  magenta  coloration,  with  strong 
green  fluorescence.  Lead  acetate  produces  a  reddish-brown  preci¬ 
pitate,  Ci6H806Pb,  1  mol.  H20  being  eliminated ;  barium  acetate  also 
yields  a  precipitate,  but  neither  of  these  salts  has  been  obtained  in  the 
crystalline  state  ;  silver  nitrate  produces  decomposition ;  aluminium 
salts  yield  pink,  and  iron  salts  brownish-red  compounds. 

When  maleic  anhydride  and  a-naphthol  are  heated  together,  no 
fluorescein  appears  to  be  formed,  whilst  in  the  presence  of  zinc 
chloride  or  sulphuric  acid  a  substance  is  obtained  soluble  in  water. 
Its  alcoholic  solution  is  bright  yellow,  with  a  deep  yellow  fluor¬ 
escence  ;  its  ammoniacal  solution  is  of  a  magenta  colour,  with  yel¬ 
lowish-red  fluorescence.  /3-Eaphthol  also  yields  a  fluorescein,  which 
gives  a  brown  solution  with  alkalis,  showing  greenish- blue  fluorescence, 
whilst  from  orcinol,  a  brown  solution  with  moss-green  fluorescence  is 
obtained.  Further  experiments  are  being  made.  A.  K.  M. 

Phenol  Colouring  Matters.  By  C.  Kraemer  (Ber.,  17,  1875 — 
1884). — After  calling  attention  to  the  fact  that  the  three  compounds, 
nitrobenzene,  Weselsky’s  reagent  (nitrous  nitric  acid),  and  Lieber- 
mann’s  reagent  (nitrosylsulphuric  acid),  give  in  reaction  with  phenols 
sometimes  identical,  sometimes  different  results,  the  author  describes 
some  new  compounds  related  to  the  classes  of  bodies  formed. 
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Azores  or  ufin  dimethyl  ether ,  [C6H402^.C6H3(0Me)]20,  obtained  by 
heating  paranitro toluene  with  resorcinol  and  sulphuric  acid,  forms 
dark-red  needles,  soluble  in  alcohol  to  a  purple  liquid,  having  a  ver¬ 
milion  fluorescence.  Ortho-  and  meta-nitrotoluene  appear  to  give  no 
such  reaction. 

Phenol-dyes. — Exactly  following  Liebermann’s  direction  for  the 
preparation  of  his  phenol-dye  to  which  he  ascribed  the  formula 
C18H15N03  (this  Journal,  1875, 167),  the  author  finds  that  the  product 
so  obtained  is  a  mixture  of  two  substances,  the  one,  A,  soluble,  the 
other,  B,  insoluble  in  ether.  A,  soluble  in  ether ,  has  the  formula 
Ci8Hi5NO:3  ascribed  to  his  compound  by  Liebermann.  It  forms  a  red 
amorphous  mass,  easily  soluble  in  alcohol  and  ether,  and  is  un¬ 
doubtedly  Liebermann’s  compound.  Its  constitution  is  probably 
OH.C6H4.N(OPh)2.  B,  insoluble  in  ether ,  is  a  black  amorphous  mass, 
soluble  in  strong  sulphuric  acid  to  a  green,  and  in  alkalis  to  a  brown 
liquid.  When  exposed  to  the  atmosphere,  it  gradually  becomes  violet 
in  colour,  and  this  takes  place  immediately  when  it  is  treated  with 
hypochlorites.  In  properties,  it  resembles  the  substance  obtained  by 
Lex  (Ber.,  3,  457)  by  the  action  of  potassium  nitrite  on  an  aqueous 
solution  of  phenol.  It  has  the  formula  Ci8Hi5N04,H20,  and  is  an 
oxidation-product  of  the  soluble  compound.  Its  constitution,  there¬ 
fore,  is  probably  OH.C6H4.NO(OPh)2  -j-  H20. 

Orcinol-dyes. — 1.  By  the  action  of  nitrosylsulphuric  acid  on  orcinol, 
Liebermann  obtained  a  green  substance,  to  which  he  gave  the  for¬ 
mula  C21H18lSr205,  together  with  a  second  less  nitrogenised  compound. 
On  repeating  this  experiment,  the  author  has  obtained  two  colouring 
matters,  which  are  both  soluble  in  alcohol,  but  can  be  separated  by 
means  of  their  sodium  salts.  The  sodium  salt  soluble  in  alcohol  yields 
a  brown  amorphous  dye,  having  a  green  iridescence.  In  alkalis,  it 
forms  a  red  fluorescent  solution.  It  has  the  formula  C21H21N06,  and 
the  probable  constitution  C6H2Me(OH)2.N(O.C6H3Me.OH)2.  The 
sodium  salt  insoluble  in  alcohol  yields  a  very  similar  amorphous  green 
mass,  which  dissolves  in  alkalis  to  a  non-fluorescent  violet  solution. 
Its  formula  is  C2iH21N07,  and  therefore  stands  in  the  same  relation  to 
the  substance  just  described,  as  the  phenol-dye  A  does  to  B.  Its  con¬ 
stitution  is  probably  C6H2Me(OH)2.NO(O.C6H3Me.OH)2. 

2.  With  Weselsky’s  reagent,  orcinol  yielded  a  scarlet  powder,  having 
the  formula  ChHuN03,  already  ascribed  to  it  by  Weselsky.  It  is 

probably  C6H2MeO.N<^Q^C6H4Me. 

Mononitroso- orcinol  was  prepared  by  the  action  of  amyl  nitrite  on 
the  sodium  compound  of  orcinol.  It  forms  small  dark  red  prisms 
which  blacken  at  110°.  It  is  easily  soluble  in  alcohol,  ether,  and 
acetone,  sparingly  so  in  water,  and  almost  insoluble  in  chloroform. 
Its  neutral  alkali  salts  give  with  lead  salts  orange,  with  copper 
salts  brown,  and  with  mercuric  salts  yellow  precipitates.  When 
heated  with  orcinol  and  sulphuric  acid,  it  yields  Weselsky’s  dye, 
CuHnNOs. 

When  nitrobenzene,  orcinol,  and  sulphuric  acid  are  heated  together 
the  same  compound,  CuHnN03,  is  produced,  but  only  in  exceedingly 
small  quantity.  L.  T.  T. 


1342 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


Action  of  Potassium  Cyanide  on  Nitrated  Benz  aldehyde. 

By  B.  Homolka  ( Ber .,  17,  1902—1904). — The  introduction  of  a  nitro- 
gronp  into  benzaldehyde  does  not  generally  prevent  it  from  forming 
condensation-products  with  acetone,  aldehyde,  acetic  anhydride,  &c. ; 
but  in  some  cases,  as  in  the  formation  of  benzoin-derivatives,  it  does 
prevent  such  reaction.  The  action  of  potassium  cyanide  on  paranitro- 
benzaldehyde  yields  paranitrobenzoic  acid,  together  with  a  red  resinous 
body  not  further  investigated,  whilst  with  orthonitrobenzaldehyde , 
orthazoxybenzoie  acid,  described  by  Griess  (this  dour.,  1875,  460),  is 
formed.  This  acid  was  converted  into  orthohydrazobenzoic  acid,  which 
crystallises  in  scales  (m.  p.  205°).  L.  T.  T. 

Benzeneazoketone.  By  V.  v.  Richter  and  H.  Munzer  (Ber.,  17, 
1926 — 1930). —  When  ethylic  benzeneazoacetoacetate,  prepared  ac¬ 
cording  to  V.  Meyer’s  directions  (Abstr.,  1878,  396),  is  heated  with  an 
alcoholic  or  aqueous  solution  of  caustic  soda,  benzeneazoacetone , 
Ph.N2.CH2.COMe,  is  formed.  It  crystallises  in  pale  yellow  needles 
or  prisms  which  melt  at  148 — 149°,  and  are  easily  soluble  in  alcohol, 
sparingly  so  in  boiling  water.  The  decomposition  takes  place  entirely 
in  the  ketone  direction,  no  benzeneazoacetic  acid  being  formed. 
Benzeneazoacetone  has  a  characteristic  odour.  Another  method  of 
preparation  is  to  heat  free  benzeneazoacetoacetic  acid  to  170 — 180°, 
when  carbonic  anhydride  is  eliminated.  Attempts  to  oxidise  the 
ketone  to  benzeneazoacetic  acid  were  unsuccessful. 

Ethylic  paratolueneacetoacetate ,  prepared  in  a  similar  manner, 
crystallises  in  yellow  needles,  which  melt  at  69 — 70°.  When  saponified 
with  caustic  soda,  paratolueneazoacetone ,  C6H4Me.N2.CH9.COMe,  is 
formed.  This  crystallises  in  yellow  needles  melting  at  114 — 115°. 
It  is  also  formed  from  the  free  acid  by  heat.  L.  T.  T. 

Action  of  Chromyl  Chloride  on  Cymene.  By  V.  v.  Richter 
and  G.  Schuchner  (Ber.,  17,  1931 — 1935). — By  the  action  of  chromyl 
chloride  on  cymene,  Etard  obtained  two  aldehydes  of  the  formula 
C6H4Pra.COH ;  isocumaldehyde  melting  at  81°  and  boiling  at  220°, 
and  terecumaldehvde,  a  liquid  boiling  at  219 — 220°  (Ami.  Ghim. 
Fhys.  [5],  22,  259).  As  Paterno  and  Scichilone  (Abstr.,  1881,  423) 
could  not  obtain  an  aldehyde  from  cymene  it  appeared  advisable  to 
repeat  the  reaction. 

The  authors  employed  the  pure  paracymene  obtained  by  heating 
camphor  with  phosphoric  anhydride  (cf.  Armstrong  and  Miller,  this 
vol.,  p.  44).  The  oxidation  was  effected  according  to  Etard’s  directions. 
Although  the  preparation  was  repeated  many  times,  only  a  single 
aldehyde  was  obtained,  and  was  found  to  be  not  a  cumaldehyde,  but 
the  isomeric  par  atolylpr  op  aldehyde,  CeH4Me.CH2.CH2.COH  [1  :  4]. 
It  is  a  colourless  strongly  refractive  oil,  boils  at  222 — 223°,  has  a 
peculiar  peppermint-like  odour,  does  not  solidify  at  — 15°,  and  at  13° 
lias  a  sp.  gr.  0'9941.  It  unites  with  hydrogen  sodium  sulphite  to 
form  a  compound  of  the  formula  CioH120,HNaS03,  crystallising  in 
white  nacreous  needles.  It  reduces  ammoniacal  silver  solution  and 
gives  a  violet  coloration  with  a  solution  of  magenta  decolorised  by 
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sulphurous  acid.  By  oxidation  with  potassium  permanganate,  it 
yields  terephthalic  acid,  and  with  nitric  acid,  it  gives  paratoluic  acid 
together  with  small  quantities  of  terephthalic  acid  and  of  a  nitro- 
acid.  The  aldehyde  unites  with  phenylhydrazine  to  form  an  oily  com¬ 
pound.  With  acetone,  in  presence  of  potash,  it  yields  an  oil  giving 
numbers  on  analysis  approximating  to  the  formula 

CeH4Me.CH2.CH2.CH  !  CH.COMe. 

Experiments  are  in  progress  to  endeavour  to  oxidise  the  aldehyde  to 
paratolylpropionic  acid.  Etard’s  results  are  probably  due  to  his  em¬ 
ployment  of  the  impure  cymene  obtained  by  the  action  of  bromine  on 
turpentine.  A.  J.  G. 

Amidoaeetophenone  and  Allied  Substances.  By  P.  Klingel 
( Ber .,  17,  1613 — 1614). — When  a  mixture  of  aniline,  zinc  chloride, 
and  an  excess  of  acetic  anhydride,  is  boiled  for  several  hours, 
the  acetyl-derivative  of  paramidoacetophenone  is  produced,  from 
which  paramidoacetophenoue,  COMe.C6H4NH2,  may  be .  obtained, 
having  all  the  properties  assigned  to  it  by  Drewsen  ( Annalen ,  212, 
163).  Acetorthamidotoluene,  COMe.CsHaMe.NH2,  may  be  obtained 
in  the  same  way;  it  forms  needles  when  crystallised  quickly,  and 
prisms  when  slowly  crystallised;  it  melts  at  102°.  The  platino- 
chloride,  (CyHnNO^jHaPtCk,  forms  slender,  yellow,  sparingly  solu¬ 
ble  needles.  Acetoparamidotoluene  is  more  difficult  to  prepare.  The 
author  is  continuing  the  experiments.  A.  K.  M. 

Preparation  of  Vanillin.  By  Haarmann  and  Beimer  (Dingl. 
polyt.  «/.,  253,  391). — When  coniferin  is  oxidised  with  aqueous 
chromic  acid,  it  is  converted  into  glucovanillin.  For  this  purpose  a 
solution  of  10  parts  coniferin  in  200  parts  water,  is  treated  at  the 
ordinary  temperature  with  a  solution  of  8  parts  chromic  acid  dissolved 
in  a  small  quantity  of  water,  and  the  mixture  allowed  to  stand  for 
several  days.  Barium  carbonate  is  then  added  to  precipitate  the 
chromium.  The  solution  is  evaporated  to  a  small  bulk,  treated  with 
alcohol  and  filtered.  The  filtrate,  011  evaporation,  yields  crystals  of 
glucovanillin,  melting  at  170°.  Concentrated  sulphuric  acid  dissolves 
coniferin,  forming  a  deep  violet  solution,  whilst  with  glucovanillin  it 
gives  a  pale  yellow  solution.  On  treating  glucovanillin  with  emulsin 
in  aqueous  solution,  or  on  boiling  it  with  dilute  mineral  acids,  it  is 
resolved  into  glucose  and  vanillin.  The  latter  may  be  extracted  from 
the  solution  by  ether.  D.  B. 

Cinnamaldehyde.  By  T.  Zincke  and  D.  v.  Hagen  (Ber.,  17, 
1814 — 1817). — When  an  alkaline  aqueous  solution  of  cinnamaldehyde 
is  treated  with  potassium  cyanide,  a  yellow  amorphous  product  is 
formed,  which  is  soluble  in  alcohol,  acetic  acid,  &c.,  and  gives 
numbers  on  analysis  very  close  to  those  required  by  cinnamaldehyde. 
The  authors  have  not  further  investigated  this  substance. 

Cinnamaldehyde  dibromide ,  CHPhBr.CHBr.COH,  is  obtained  by 
the  direct  addition  of  bromine  to  the  aldehyde  dissolved  in  ether, 
chloroform,  or  carbon  bisulphide.  It  crystallises  in  small  needles, 
which  melt  at  100°,  with  evolution  of  hydrobromic  acid,  and  have  a 
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very  pungent  odonr.  It  is  very  unstable,  deliquesces  on  keeping,  and 
gives  off  hydrobromic  acid.  When  boiled  with  alcohol  or  acetic  acid 
it  gives  off  hydrobromic  acid,  and  forms  monobromocinnamaldehyde , 
CPhBr  !  CH.COH ;  this  is,  however,  best  prepared  by  the  action  of 
potassic  acetate  on  the  dibromide.  Monobromocinnamaldehyde 
crystallises  in  plates  or  monoclinic  prisms,  soluble  in  alcohol  and 
ether.  It  melts  at  72 — 73°,  and  is  very  stable.  Alcoholic  potash, 
ammonia,  and  aniline,  react  with  it  at  high  temperatures,  but  no 
satisfactory  results  were  obtained.  It  does  not  combine  with  bromine, 
but  with  phenylhydrazine  it  yields  the  compound, 

CPhBr  :  C2H2 :  hT2HPh, 

which  forms  glistening  yellow  scales  melting  at  129 — 130°.  When 
boiled  with  an  acetic  solution  of  chromic  acid,  the  monobrominated 
derivative  is  oxidised  to  a-bromocinnamic  acid,  thus  proving  the 
correctness  of  the  above  formula.  Monobromocinnamaldehyde  when 
treated  at  10°  with  nitric  acid  of  1*5  sp.  gr.,  yields  two  mononitro - 
derivatives.  The  cL-compound  (which  is  the  less  soluble  in  alcohol) 
forms  yellowish  needles  melting  at  136°,  and  yields  a  ruby-coloured 
compound  with  phenylhydrazine  ;  this  melts  at  154°,  and  by  the  action 
of  reducing  agents  is  converted  into  an  easily  soluble  base,  which  is 
now  under  investigation.  The  S-compound  forms  yellow  needles 
melting  at  96 — 97°,  and  yields  a  hydrazine- compound  crystallising  in 
large  golden-yellow  scales,  melting  with  decomposition  at  134°.  This 
0-compound  also  yields  a  base  on  reduction.  L.  T.  T. 

Derivatives  of  Cinnamaldehyde.  By  G.  Peine  (Per.,  17,  2109 
— 2118).—  Hydrocinnamide  (C27H21N2  =  N2(CH.CH  !  CHPh)3.— Lau¬ 
rent  obtained  a  compound  to  which  he  assigned  this  name  and  formula 
by  the  action  of  ammonia  on  oil  of  cinnamon.  The  author  finds  the 
first  product  of  the  reaction  to  have  a  more  complex  constitution  ; 
but  by  treatment  in  alcoholic  solution  with  concentrated  hydrochloric 
acid,  hydro cinnamene  hydrochloride  is  obtained,  although  the  yield  is 
very  small  owing  to  the  formation  of  resinous  bye-products.  By  shak¬ 
ing  together  for  some  weeks  aqueous  ammonia  and  an  ethereal  solution 
of  cinnamaldehyde,  a  good  yield  of  hydrocinnamide  is  obtained.  It 
crystallises  in  white  needles,  melts  at  106°,  and  is  not  decomposed  by 
heating  with  concentrated  hydrochloric  acid  for  some  hours  at  250°. 
The  hydrochloride,  C2-H24K2,HC1  +  3H2Q,  crystallises  in  colourless 
tables,  melts  at  220 — 221°,  is  soluble  in  alcohol  and  chloroform,  in¬ 
soluble  in  water,  ether,  benzene,  and  light  petroleum.  The  platino- 
chloride  has  the  formula  (C27H24N2)2,H2PtCl6.  Experiments  to  con¬ 
vert  hydrocinnamide  into  bodies  resembling  amarine  and  lophine  were 
not  successful. 

Phenyl-a-hydroxycrotononitrile ,  CHPh  !  CH.CH(OH).CN,  is  obtained 
by  mixing  an  ethereal  solution  of  cinnamaldehyde  with  a  slight  excess 
of  potassium  cyanide,  and  adding  concentrated  hydrochloric  acid, 
drop  by  drop,  until  no  more  hydrocyanic  acid  is  evolved.  It  forms 
a  crystalline  mass,  melts  at  75°,  is  readily  soluble  in  alcohol,  ether, 
benzene,  and  chloroform,  insoluble  in  light  petroleum. 

Phenyl- <z-hy dr oxycrotonic  acid ,  CHPh !  CH.CH(OH).COOH,  is  pre- 
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pared  by  boiling  the  nitrile  for  several  hours  with  dilute  hydrochloric 
acid.  It  crystallises  in  long,  flat  needles,  and  melts  at  115 — 116°. 
It  has  been  previously  obtained  by  Matsmoto  (this  Journal,  1876,  i, 
80).  The  methyl  salt.  C9H6(OH).COOMe,  forms  a  clear  yellow  liquid 
of  ethereal  odour,  and  boils  at  290°.  The  ethyl  salt,  C9H8(OH)  .COOEt, 
boils  at  295°. 

Phenyl-oc-anilidocrotononitrilej  CHPh  CH(CHPh)  .CN,  obtained  by 
boiling  alcoholic  solutions  of  aniline  and  phenyl-a-hydroxycrotono- 
nitrile,  is  crystalline,  melts  at  130°,  is  insoluble  in  water  and  light 
petroleum,  readily  soluble  in  alcohol,  ether,  benzene,  and  chloroform, 
By  dissolving  it  in  concentrated  sulphuric  acid,  and  pouring  the  solu¬ 
tion  into  water,  it  is  converted  into  jplienyUa-anilidocrotonamide, 
CHPh  I  CH.CH(NHPh).CONH2.  This  crystallises  in  thin  plates, 
melts  at  171°,  is  readily  soluble  in  alcohol  and  chloroform,  sparingly 
soluble  in  hot  water. 

P fienyl-a-anilidocrotonic  acAd ,  CHPh  !  CH.CH(  NHPh).COOH,  pre¬ 
pared  by  the  action  of  hydrochloric  acid  on  the  amide,  crystallises  in 
microscopic  needles,  melts  at  154°,  is  readily  soluble  in  alcohol,  ether, 
and  chloroform,  somewhat  soluble  in  benzene,  insoluble  in  water  and 
light  petroleum.  Possessing  both  acid  and  basic  properties,  it  dissolves 
in  solutions  of  acids  and  bases.  With  a  solution  of  the  ammonium  salt, 
barium,  zinc,  lead,  and  silver  salts  give  white  crystalline  precipitates; 
copper  salts  give  a  green  precipitate  which  can  be  obtained  crystallised 
in  needles  of  the  formula  (CeHuNO^Cu. 

Cinnamaldehyde  can  be  synthesised  by  heating  a  mixture  of 
benzaldehyde  (10  parts),  acetaldehyde  (15  parts),  water  (900  parts), 
and  aqueous  soda  of  10  per  cent.  (10  parts),  with  frequent  shaking 
for  8 — 10  days  at  a  temperature  of  about  30°. 

Salts  of  Cinnamaldehyde- anilide. — The  hydrochloride  forms  yellow 
needles  and  melts  at  149°.  The  sulphate,  (CiSH13N),H2S04,  crystallises 
in  yellow  needles  and  melts  at  157°;  the  nitrate  also  crystallises  in 
yellow  needles.  The  platinochloride,  (Ci5H13X)2,H2PtCl6,  crystallises 
well.  A.  J.  G. 

Condensations  with  Orthonitrocinnamaldehyde.  By  A. 

Etnhorn  ( Ber .,  17,  2026 — 2028). — Baeyer  and  Drewson  have  shown 
(this  vol.,  p.  58)  that  orthonitrobenzaldehyde  and  acetaldehyde 
react  to  form  a  loose  compound  of  orthonitrophenyllactie  aldehyde 
with  1  mol.  acetaldehyde ;  and  this,  when  boiled  with  acetic 
anhydride  is  converted  into  orthonitrocinnamaldehyde.  The  author 
now  shows  that  orthonitrocinnamaldehyde  can  further  react  with 
acetaldehyde  to  form  a  condensation-product.  Nitrocinnamaldehyde 
is  mixed  with  7 — 8  times  the  amount  of  acetaldehyde,  and  dilute 
soda,  added  from  time  to  time  until  a  permanent  alkaline  reaction  is 
obtained.  At  first  the  reaction  is  moderated  by  cooling  the  contain¬ 
ing  vessel  with  ice- water,  later  on  the  temperature  is  allowed  to  rise. 
The  product  is  separated  by  precipitation  with  water  and  purified  by 
treatment  with  animal  charcoal  and  recrystallisation  from  alcohol. 
It  then  forms  sulphur-yellow  crystals  and  melts  at  153°.  It  combines 
readily  with  bromine  and  shows  all  the  properties  of  an  aldehyde. 
Its  analysis  agrees  with  the  formula  CuH9N03,  and  it  is  probably 
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ortlionitrocinnamylacr  aldehyde.  Its  further  investigation  is  in  pro¬ 
gress.  A.  J.  G. 


Some  New  Coumarins.  II.  By  H.  v.  Pechmann  and  W. 
Welsh  ( Ber .,  17,  1646 — 1652). — This  is  a  continuation  of  Pechmann’s 
work  on  the  production  of  coumarins,  by  the  action  of  sulphuric 
acid  and  a  phenol  on  malic  acid  (this  vol.,  p.  1173).  It  is  found  that 
the  different  phenols  behave  very  differently,  although  phloroglucol  is 
the  only  one  experimented  with  which  did  not  yield  a  coumarin-like 
compound ;  thus,  whilst  resorcinol,  orcinol,  and  pyrogallol  give  an 
abundant  yield  of  the  respective  coumarins,  only  small  quantities  are 
obtained  from  phenol,  cresol,  thymol,  quinol,  and  naphthol. 

CH  *  CH 

Ortliomethylparapropylcoumarin ,  C6H2MePr<^ _  A  ^>CO,  ob¬ 


tained  from  malic  acid  and  thymol,  crystallises  from  water  or  very 
dilute  alcohol  in  slender  white  needles ;  it  has  an  odour  resembling 
that  of  thymol  and  coumarin.  It  melts  at  53°,  distils  between  220° 
and  230°,  is  very  sparingly  soluble  in  water,  readily  in  alcohol,  ether, 
glacial  acetic  acid,  benzene,  and  chloroform.  In  its  behaviour  to 
alkalis  it  resembles  ordinary  coumarin. 

CH  *  CH 

Metahydroxy  coumarin,  OH.C6H3<^ _ q _ _)>CO,  prepared  from 


malic  acid  and  quinol,  is  isomeric  with  umbelliferone.  It  melts  at  248 
— 250°,  dissolves  sparingly  in  water,  readily  in  alcohol  and  glacial 
acetic  acid  ;  it  yields  colourless  solutions  with  concentrated  sulphuric 
acid  and  with  alkalis,  and  gives  no  reaction  with  ferric  chloride. 
When  boiled  with  acetic  anhydride,  it  forms  an  acetyl-derivative 
which  crystallises  in  splendid  needles  melting  at  147°,  is  insoluble  in 
water,  but  readily  soluble  in  alcohol,  ether,  benzene,  and  chloroform. 

Homo-umbelliferone,  OH.C6HrMe<^^Q^^^>CO,  from  malic  acid 


and  orcinol,  melts  at  248°,  dissolves  in  alcohol,  glacial  acetic  acid,  and 
acetone,  and  is  insoluble  in  water,  benzene,  and  chloroform.  In  its 
physical  and  chemical  properties  it  bears  a  strong  resemblance  to 
umbelliferone.  It  forms  blue  fluorescent  solutions  with  alkalis 
which  become  colourless  on  heating ;  its  solution  in  concentrated 
sulphuric  acid  also  exhibits  blue  fluorescence.  Ferric  chloride  shows 
no  reaction.  By  fusion  with  potash,  it  is  converted  into  acetic  acid, 
and  orcylaldehyde,  C8H803  (Ber.,  12,  1001)  ;  this  melts  at  179°,  is 
soluble  in  alcohol,  ether,  and  chloroform,  gives  a  reddish-brown 
reaction  with  ferric  chloride,  and  yields  a  crystalline  compound  with 
phenylhydrazine.  The  acetyl-derivative  of  homo-umbelliferone  melts 
at  126 — 127°,  and  is  identical  with  Tiemann  and  Helkenberg’s 
homacetoxycoumarin  (Ber.,  12,  1002).  The  compound, 

C1qH6<CHqCH>CO] 


obtained  from  /1-naphthol  and  malic  acid,  is  different  from  Kauff- 
mann’s  /3-naphthacoumarin  (Abstr.,  1882,  1068).  It  crystallises 
from  dilute  alcohol  in  yellowish  needles,  melts  at  141°,  is  insoluble  in 
water,  sparingly  soluble  in  ether,  readily  in  alcohol,  acetic  acid, 
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benzene,  and  chloroform.  ^-Naphthol  yields  mere  traces  of  a  crys¬ 
talline  condensation-product.  Attempts  to  prepare  sesculetin  from 
malic  acid  and  phloroglucol  yielded  no  coumarin.  The  dihydroxy- 
coumarin  obtained  by  the  condensation  of  phloroglucol  with  ethyl 
acetoacetate,  does  not  bear  the  slightest  resemblance  to  sesculetin. 
From  these  results,  it  seems  probable  that  aesculetin  bears  no 
relation  to  phloroglucol,  and  the  authors  intend  to  try  to  produce  it 
from  Barth  and  Schreder’s  hydroxy  quinol  (Abstr.,  1883,  987). 

A.  K.  M. 

Bromoxylie  Acid  and  Hydroxy.xylic  Acid.  By  E.  Gunter 
(Ber.,  17,  1608 — 1609). — Siissenguth’s  monobromopseudocumic  acid 
is  a  bromoxylie  acid,  identical  with  that  obtained  on  brominating 
xylic  acid  dissolved  in  glacial  acetic  acid.  When  treated  with 
sodium-amalgam,  it  yields  xylic  acid  (m.  p.  126°),  and  on  heating  this 
with  hydrochloric  acid  at  220°,  metaxylene  is  obtained.  By  fusing 
the  brominated  acid  with  potash,  three  hydroxy-acids  are  obtained. 
The  acid  formed  in  largest  quantity  melts  at  ^O’b0,  yields  no  blue 
coloration  with  ferric  chloride,  is  scarcely  volatile  in  steam,  and  is 
not  decomposed  by  hydrochloric  acid  at  200 — 210°.  Assuming  that 
no  molecular  change  occurs  during  its  formation,  its  constitution 
must  be  C6H2Me2(OH).COOH  [OH  :  Me  :  Me  :  COOH  =  1:2:4:  5], 
The  second  acid  melts  at  144°,  gives  a  blue  colour  reaction  with  ferric 
chloride,  is  readily  volatile  in  steam,  and  is  completely  decomposed 
on  heating  it  with  hydrochloric  acid  at  200 — 210°,  yielding  carbonic 
anhydride  and  paraxylenol ;  this  shows  that  it  has  the  constitution 
C6H2Me2 ( OH) , C O OH  [Me  :  OH  :  COOH  :  Me  =  1 :  2  :  3  :  4].  The  third 
hydroxy-acid  melts  at  153°,  is  not  coloured  blue  by  ferric  chloride, 
and  yields  paraxylenol  when  heated  with  hydrochloric  acid  at  200 — 
210° ;  its  constitution  is  therefore 

C6H2Me2(OH)  .COOH  [OH  :  Me  :  COOH  :  Me  =  1 :  2  :  4  :  5]. 

From  these  results,  it  would  appear  that  either  a  molecular  change 
takes  place  by  the  action  of  potash  on  the  bromoxylie  acid,  or  that  the 
latter  is  mixed  with  isomeric  acids,  which,  however,  is  not  probable. 
On  brominating  paraxylic  acid,  a  monobromo-derivative  is  obtained, 
crystallising  in  slender  white  needles  melting  at  189°  ;  it  dissolves 
readily  in  alcohol,  sparingly  in  water.  The  barium  salt  is  moderately 
soluble,  and  crystallises  in  dense  aggregates  of  needles  ;  the  calcium 
salt  forms  groups  of  colourless  prisms  easily  soluble  in  hot  water; 
the  cadmium  salt  forms  readily  soluble  flat  wThite  prisms  ;  the  potassium 
salt  crystallises  in  small  needles  readily  soluble  in  water,  and  the 
copper  salt  in  small  blue  rhombic  plates.  A.  K.  M. 

Synthesis  of  Hippurie  Acid  and  Hippurie  Ethers.  By 

T.  Curtius  (Ber.,  17,  1662 — 1663). — A  good  yield  of  hippurie  acid 
is  obtained  by  the  action  of  benzoic  anhydride  on  glycocoll : 

2(NH2.CH2.COOH)  +  B^20  =  2(NHBz.CH2.COOH)  H20. 

Finely  powdered  dry  glycocine  is  gradually  added  to  an  excess  of 
hot  benzoic  anhydride,  and  the  whole  heated  in  an  oil-bath  until  a  red 
mass  is  obtained ;  this  is  dissolved  in  water,  neutralised  with  alkali, 
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acidulated,  and  allowed  to  remain  for  some  days.  The  precipitate  is 
boiled  with  water,  using  animal  charcoal,  and  the  filtrate  is  con¬ 
centrated  and  allowed  to  crystallise.  The  product  contains  some 
benzoic  acid,  which  may  be  removed  by  treatment  with  light 
petroleum.  In  order  to  prepare  ethyl  hippurate,  a  mixture  of  benzoic 
anhydride  and  glycocoll  ether  in  calculated  quantities  is  digested  at 
about  100°  and  the  product  crystallised  from  boiling  water ;  it  forms 
white  needles  which  melt  at  60°.  A.  K.  M. 

Derivatives  of  Phenyleinnamie  Acid.  By  A.  Gr.  Cabella 
( Gazzetta ,  14,  114 — 116). — Phenyleinnamie  acid  was  prepared  by 
Ogliaioro  (Abstr.,  1879,  640),  and  its  silver,  lead,  barium,  and  ethyl 
salts  examined  and  described.  The  author  has  prepared  methylic 
phenylcinnamate ,  CHPh  I  CPh.COOMe,  by  passing  dry  hydrochloric 
acid  gas  into  a  solution  of  the  acid  in  methyl  alcohol.  It  crystallises 
from  dilute  alcohol  in  long  needles  which  melt  at  77 — 78°.  Bromine 
does  not  combine  with  it  when  the  two  are  dissolved  in  chloroform 
and  allowed  to  remain  at  the  ordinary  temperature,  but  if  the  mixture 
is  heated  in  a  water-bath,  in  a  flask  furnished  with  a  reflux  con¬ 
denser,  an  action  takes  place,  and  the  dibrominated  compound, 
CHBrPh.CBrPh.COOMe,  is  obtained.  This  crystallises  in  transparent 
plates  wdiich  melt  at  105 — 108°.  The  bromine  in  it  could  not  be 
determined  by  Carius’  method,  as  it  was  not  completely  oxidised  by 
the  nitric  acid.  C.  E.  G. 


Derivatives  of  Benzoylimidocinnamie  Acid.  By  J.  Plochl 
(Per.,  17,  1616 — 1624). — The  author  refers  to  a  previous  paper  (this 
vol.,  p.  604)  in  which  he  described  the  formation  of  benzoylimido- 
cinnamic  acid  by  the  condensation  of  hippuric  acid  with  benzaldehyde, 
and  also  its  decomposition  by  acids  or  alkalis  into  benzoic  acid, 
ammonia,  and  phenylglycidic  acid.  When  benzoylimidocinnamie  acid 


is  heated  in  a  sealed  tube  with  concentrated  aqueous  ammonia,  the  lact- 
imide  of  benzoyldiamidohydrocinnamic  acid.  CHPh\^^^g^Z^^/CO, 


is  obtained,  crystallising  in  lustrous  needles  or  prisms.  It  melts  at 
187°,  is  insoluble  in  water,  dilute  acids,  or  alkalis,  sparingly  soluble 
in  ether,  but  more  readily  in  hot  alcohol  or  acetic  acid  ;  it  is  very 
stable,  but  may  be  decomposed  by  hot  mineral  acids  or  caustic  alkalis. 
The  ammoniacal  mother-liquors  from  the  lactimide  contain  benzamide 
and  an  acid,  Ci6H1303N,  isomeric  with  benzoylimidocinnamie  acid. 
The  acid  Ci6H1303N  is  separated  from  its  ammonium  salt  by  adding  a 
mineral  acid,  and  is  purified  by  crystallisation  from  dilute  acetic  acid ; 
it  melts  at  131°,  dissolves  very  readily  in  ether  and  alcohol,  is  also 
soluble  in  hot  water  and  crystallises  in  needles  or  prisms.  It  is 
identical  with  a-benzoylamidocimiamic  acid ,  obtained  as  given  below, 
and  its  formation  from  benzoylimido-cinnamic  acid  is  explained  by 
a  simple  molecular  change  similar  to  that  of  hydrobenzamide 
into  amarine  (Abstr.,  1882,  329).  oi-Benzoylamidocinnamic  acid , 
CHPh  :  C(  ISfHBz).COOH,  is  prepared  by  heating  the  lactimide  of 
benzoyldiamidohydrocinnamic  acid  in  acetic  acid  solution  with  a 
quantity  of  dilute  hydrochloric  acid  rather  more  than  sufficient  to 
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remove  1  mol.  jSTH3  ;  as  the  solution  cools,  the  acid  crystallises  out  in 
nodular  groups  of  prisms.  oc-Amidocinnamic  acid,  CHPh!C(NH2).COOH, 
is  prepared  by  heating  benzoylamidocinnamic  acid,  or  the  lactimide 
of  the  benzoyldiamido-acid,  with  20  per  cent,  hydrochloric  acid 
at  120°.  The  acid  liquid  is  separated  from  the  benzoic  acid  pro¬ 
duced,  evaporated  to  dryness,  the  residue  dissolved  in  a  little 
water  and  the  amido-acid  separated  by  the  addition  of  sodium  carbo¬ 
nate  or  acetate.  It  forms  white  scales  of  silvery  lustre,  and  in  its 
physical  properties  is  scarcely  to  be  distinguished  from  phenylalanine. 
When  heated  in  a  capillary  tube,  it  is  gradually  decomposed  between 
240 — 250°,  whilst  phenylalanine  melts  above  260°  with  vigorous 
evolution  of  carbonic  anhydride.  Its  copper  salt,  (CgHaNCh^Cu^H^O, 
also  agrees  in  its  properties  with  that  of  phenylalanine,  and  in  the 
amount  of  water  of  crystallisation.  The  hydrochloride  of  amido- 
cinnamic  acid  has  the  composition  (CgHgNCh^HCl,  and  crystallises  in 
flat  needles,  sparingly  soluble  in  cold  water  and  alcohol,  whilst  phenyl¬ 
alanine  yields  a  normal  hydrochloride,  readily  soluble  in  water  but 
very  sparingly  in  concentrated  hydrochloric  acid.  When  rapidly 
heated,  a-amidocinnamic  acid  yields  styrolamine  and  the  lactide  of 
the  acid,  phenylalanine  yielding  phenylethylamine  and  a  lactimide. 
With  nitrous  acid,  a  sparingly  soluble  oily  hydroxy-acid,  probably 
a-hydroxycinnamic  acid,  is  obtained.  The  formation  of  the  amido- 
cinnamic  acid  is  expressed  thus : 

CHPh  :  C(NHBz).COOH  +  H20  =  CHPh  *.  C(NH2).COOH  +  mOR. 

But  besides  this  reaction,  another  takes  place  resulting  in  the  forma¬ 
tion  of  phenylacetic  acid.  Reducing  agents  convert  amidocinnamio 
acid  into  phenylalanine,  identical  with  that  obtained  by  Erlenmeyer 
and  Lipp  ( Anvalen ,  219,  200).  A.  K.  M. 

Hydroparacoumaric  Acid.  By  G.  C.  Stohr  (. Annalen ,  225, 
57 — 94). — Considerable  interest  is  attached  to  hydroparacoumaric 
acid,  chemically,  from  its  connection  with  the  cinnamic  acid  group, 
and  physiologically,  as  a  product  of  the  decomposition  of  tyrosine 
from  the  albumin  in  the  intestines  ;  as  such,  it  has  been  found  in 
patients  suffering  from  peritonitis,  and  in  normal  human  urine.  The 
ethyl  salt  of  this  acid  is  also  probably  present  in  the  rhubarb. 

The  acid  is  best  prepared  by  converting  ethyl  paranitrocinnamate 
by  hydrogenation  into  paramidohydrocinnamic  acid,  which  by  means 
of  the  diazo-eompound  is  then  transformed  into  the  corresponding 
hydroxyl- compound,  or  hydroparacoumaric  acid , 

OH.C6H4.CH2.CH2.COOH. 

It  crystallises  from  its  solutions  in  ether  in  pale-golden  prisms  of  the 
monoclinic  system;  it  melts  at  128°.  It  gives  a  characteristic  blue 
coloration  with  ferric  chloride,  the  phenol  reaction  with  nitrous  acid, 
and  a  white  precipitate  with  mercuric  nitrate.  It  does  not  reduce 
Fehling’s  solution.  The  salts  of  this  acid  have  been  described  by 
Hlasiwetz  and  Baumann. 

With  bromine,  the  acid  yields  a  dibromo-derivative , 

OH.C6H2Br2.C2H4.COOH, 

4  y 
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which  crystallises  in  needles  melting  at  107° ;  its  ammonium  salt  forms 
colourless  needles  ;  its  silver,  copper,  and  lead  salts  are  amorphous 
precipitates. 

Dinitrohydroparacoumaricacid,  0H.C6H2(N02)2.CH2.C00H,  obtained 
by  the  action  of  concentrated  nitric  acid  on  hydroparacoumaric  acid, 
forms  flat  prismatic  crystals  of  the  rhombic  system,  melting  at  I37‘5°, 
soluble  in  alcohol  and  acetic  acid.  This  acid  forms  two  series  of  salts,  the 
one  strongly  acid,  decomposing  carbonates,  the  other  neutral.  Of  the 
former,  the  ammonium  salt  crystallises  in  reddish-golden  needles,  the 
silver  salt  in  grouped  needles,  the  calcium  salt  in  golden  prisms ;  the 
iron  and  copper  salts  are  amorphous  precipitates;  of  the  latter  the 
ammonium  salt  crystallises  in  golden  needles,  and  the  silver  salt  in 
dark-red  needles.  The  hydrogen  ethereal  salts  are  best  obtained  by 
saturating  alcoholic  solutions  of  the  acid  with  hydrochloric  acid,  and 
the  neutral  ethereal  salts  by  the  action  of  the  alcoholic  iodides  on  the 
silver  ethereal  salts.  Of  the  former,  the  methyl  salt  crystallises  in 
long,  colourless  needles  melting  at  87°,  the  ethyl  salt  in  citron,  six- 
sided  tables  ;  both  decompose  carbonates  readily.  Of  the  latter,  the 
dimethyl  salt  forms  colourless  prismatic  needles,  melting  at  53° ;  the 
methyl  ethyl  salt,  Me0.C6H2(N02)2.C2H4.C00Et,  colourless  glistening 
needles  melting  at  71° ;  the  ethyl  methyl ,  Eh0.C6H2(N02)2.C2H4.C00Me, 
colourless  needles  melting  at  36°,  and  the  diethyl  salt,  glistening  needles 
melting  at  49°. 

Dinitromethylh ydroparaco  umaric  acid,  Me 0 .  C6H2 (H 02) 2. C2H4 .  C 0 0 H , 
obtained  by  the  decomposition  of  either  the  methyl  ethyl  or  dimethyl 
salt  by  heating  it  with  sulphuric  acid,  crystallises  in  aggregated  flat 
prisms  melting  at  124°,  readily  soluble  in  alcohol ;  the  corresponding 
ethyl  compound  in  long  colourless  needles  melting  at  126°.  In  order 
to  determine  the  relative  position  of  the  two  nitro-groups  in  dinitro- 
hydroparacoumaric  acid,  its  methyl  salt  was  subjected  to  oxidation  by 
chromic  mixture ;  dinitroanisic  acid  was  obtained,  convertible  into 
chrysanisic  and  dinitroparoxy benzoic  acids  and  /3-din itrophenol. 
These  results  show  that  the  two  nitro-groups  are  in  the  ortho¬ 
position  to  the  hydroxyl,  and  in  the  meta-position  to  the  side-chain  : 
thus  to  dinitrohydroparacinnamic  acid  must  be  ascribed  the  formula 

0H.C6H2(H02)2.C2H4.C00H  [OH  :  N02  :  C2H4  :  COOH  :  NO*  = 

1  :  2  :  4  :  6.] 

Dinitroparamidohydrocinnamic  acid ,  NH2.C6H2(N02)2.C2H4.C00H, 
obtained  from  the  above-mentioned  methyl  salt  by  heating  it  with 
ammonia,  crystallises  in  dark-golden  needles  with  a  green  reflection  ; 
it  melts  at  190°,  is  sparingly  soluble  in  cold,  but  moderately  in  hot- 
water  and  in  alcohol.  Its  metallic  salts  crystallise  in  golden  needles, 
its  methyl  salt  in  brilliant  reddish  leaflets  melting  at  102°,  its  ethyl 
salt  in  golden-yellow  leaflets  melting  at  95°.  The  acid  and  its 
ethereal  salts  are  readily  converted  by  heating  with  alkalis  into 
dinitrohydroparacoumaric  acid. 

Mononitrohydroparacoumaric  acid,  H0.C6H3(H02).C2H4.C00H,  ob¬ 
tained  from  hydroparacoumaric  acid  by  treatment  with  nitric  acid, 
crystallises  in  tufts  of  needles  melting  at  90*5° ;  its  methyl  salt  crystal¬ 
lises  in  golden  needles  melting  at  64°,  and  its  ethyl  salt  in  concentri- 
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cally-grouped  golden  needles  melting  at  30°.  As  tlie  acid  does  not 
yield  hydroxyhydrocarbostyril  on  reduction,  the  nitro-group  is  in  the 
ortho-position  to  the  hydroxyl-group,  and  in  the  meta  to  the  side- 
chain.  The  formula 

0H.C6H3(N02).C2H4.C00H  [OH  :  N02  :  C2H4.COOH  =  1:2:4], 
therefore  represents  its  constitution.  Y.  H.  V. 

Etherification  of  the  Three  Isomeric  Nitrophenyl-8-lactic 
Acids.  By  A.  Einhorn  and  G.  Prausnitz  (Ber*y  17,  1659 — 1662). — 
According  to  Basler  ( Ber .,  16,  3007),  paranitrophenyl-0-lactic  acid 
may  be  converted  into  the  corresponding  /3-lactone  by  heating  it  with 
an  alcoholic  solution  of  zinc  chloride.  The  authors  have  repeated 
the  experiment,  but  cannot  confirm  Basler’s  results;  not  a  trace  of 
lactone  could  be  detected  in  the  product,  which  consisted  of  the 
ethyl-derivative  of  the  acid,  or,  when  methyl  alcohol  was  employed, 
of  the  methyl-derivative.  Ortho-  and  meta-nitropheny  1-/3- lactic  acids 
yield  the  same  results.  Orthonitrophenyl-/3-lactic  acid  was.  heated 
with  methyl  alcohol  and  zinc  chloride  for  2 — 3  hours  at  100°,  and  also 
120°,  and  the  product  when  cold  poured  into  water..  The  methyl 
orthonitrophenyl-fS-lactate,  Ci0HuNO5i  obtained  melts,  after  purifica¬ 
tion,  at  50 — 51°,  and  is  identical  with  the  product  of  the  action  of 
hydrochloric  acid  on  orthonitrophenyl-/3-lactic  acid  and  methyl  alcohol. 
When  either  of  the  three  nitrophenyl-8-lactic  acids  is  heated  on  a  water- 
bath  with  aqueous  zinc  chloride,  no  action  takes  place,  the  original 
substance  being  recovered  unchanged.  Metanitrophenyl-f3-lactic  acid 
was  treated  as  above,  ethyl  alcohol  being  employed ;  no  carbonic 
anhydride  was  evolved  on  heating  at  120°,  which  should  have  been 
the  case  had  a  lactone  been  present:  the  product,  CnH13N05,  melts 
at  56°,  and  is  identical  with  the  ethyl-derivative  obtained  by  boiling 
silver  metanitrophenyl-/3-laetate  with  ethyl  iodide.  The  same  experi¬ 
ment  was  made  with  paranitrophenyl-£Mactic  acid,  using  methyl  and 
ethyl  alcohols,  and  here  again  no  carbonic  anhydride  could  be  detected. 
The  methyl  ether  melts  at  73 — 74°  (72 — 74°  Easier),  and  the  ethyl 
ether,  ChH13N05,  at  45 — 46°,  as  given  by  Basler.  A.  K.  M. 

/3-Lactone  of  Isopropylnitrophenyllactic  Acid.  By  A.  Ein¬ 
horn  and  W.  Hess  ( Ber .,  17,  2015 — 2026). — By  the  nitration  of 
cumenylacrylic  acid  in  the  cold,  there  is  obtained  orthonitrocumenyl- 
acrylic  acid,  and  a  small  quantity  (10 — 12  per  cent.)  of  paranitro- 
cinnamic  acid.  The  formation  of  the  latter  is  interesting,  there  being 
no  analogous  case  of  so  moderately  energetic  a  reagent  as  cold  nitric 
acid  splitting  off  an  alkyl-group  from  a  substituted  benzene,  and 
replacing  it  by  a  negative  group.  The  acids  are  separated  by  repeated 
crystallisation  from  hot  alcohol,  in  which  paranitrocinnamic  acid  is 
but  sparingly  soluble. 

Orthonitrocuminylaonjlic  acid ,  C6H3Pr^(N02).CH  ’  CH.COOH  = 

[4:2:1],  when  perfectly  pure,  crystallises  in  long,  pale  wine-yellow 
needles,  and  melts  at  156 — 157°  (as  ordinarily  obtained  in  a  nearly 
pure  state,  it  forms  hard  prismatic  crystals,  and  melts  at  152 — 153°). 
It  is  readily  soluble  in  alcohol,  ether,  benzene,  chloroform,  and  glacial 
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acetic  acid  ;  sparingly  soluble  in  liot  water,  and  insoluble  in  light 
petroleum.  It  gives  a  brown  coloration  when  heated  with  concen¬ 
trated  hydrochloric  acid.  The  barium  salt  crystallises  in  needles ; 
the  silver,  lead,  zinc,  and  copper  salts  are  sparingly  soluble  pre¬ 
cipitates  ;  the  methyl  salt  forms  tufts  of  thin  needles.  As  the  nitro- 
cumaldehyde  obtained  on  oxidation  is  not  the  known  metaldehyde 
(metacuminol,  melting  at  54°),  the  nitro-group  must  be  in  the  ortho¬ 
position. 

Orthonitrocumaldehyde ,  C6H3Pr0(NO2).COH  [4:2:1],  is  prepared 
by  oxidising  the  nitrocumenylacrylic  acid  with  potassium  perman¬ 
ganate,  the  well-cooled  liquid  being  shaken  with  benzene  throughout 
the  oxidation.  On  evaporating  the  benzene,  the  aldehyde  is  left 
as  an  oil,  and  is  purified  by  distillation  with  steam,  conversion  into 
the  bisulphite-compound,  &c.  It  then  forms  an  oil,  showing  but 
little  tendency  to  crystallise,  even  after  standing  for  some  days  over 
sulphuric  acid  at  the  summer  temperature.  It  reduces  ammoniacal 
silver  solution,  and  yields  a  compound  with  hydrogen  sodium  sulphite, 
crystallising  in  needles.  When  treated  with  acetone  and  soda,  it  yields 
a  blue  colouring  matter,  which,  from  its  properties,  is  undoubtedly 
di-isopropyl  indigo.  This  reaction  confirms  the  presence  of  a  nitro- 
group  in  the  ortho-position. 

Varaisopropylorthonitrophenijl-fi-bromopropionic  acid , 

C6H3Pr^(N02).CHBr.0H2.C00H, 

is  prepared  by  adding  excess  of  glacial  acetic  acid,  saturated  at  0°  with 
hydrobromic  acid,  to  finely-powdered  nitrocumenylacrylic  acid.  It 
crystallises  in  nearly  colourless  silky  prisms,  melts  with  decomposi¬ 
tion  at  127°,  is  readily  soluble  in  alcohol,  ether,  benzene,  chloroform, 
and  glacial  acetic  acid,  soluble  in  hot  wafer,  sparingly  soluble  in 
carbon  bisulphide.  On  long  boiling  with  water,  it  suffers  decom¬ 
position,  the  liquid  acquiring  a  green  colour,  and  having  an  odour  of 
nitroisopropylvinvl,  and  containing  small  quantities  of  nitrocumenyl¬ 
acrylic  acid.  Alkalis  in  the  cold,  and  sulphuric  acid  on  heating, 
remove  the  elements  of  hydrobromic  acid,  and  regenerate  nitro¬ 
cumenylacrylic  acid.  From  its  chemical  behaviour,  and  from  analogy 
with  the  formation  of  the  /3-brominated  acids  by  the  action  of  hydro¬ 
bromic  acid  on  cinnamic  and  orthonitrocinnamic  acids,  there  can  be 
little  doubt  that  the  bromine-atom  occupies  the  fi- position. 

$ -Lactone  of  isopropylnitrophenyllactic  acid , 

C.H,PrP(N01).CH<f^>CO  [4:2:  1], 

is  best  prepared  by  adding  soda  in  very  slight  excess  to  the  /3-bro- 
minated  acid,  and  allowing  the  solution  to  stand  for  12  hours.  In 
addition  to  the  lactone,  small  quantities  of  nitrocumenylacrylic  acid 
and  isopropylnitrophenyllactic  acid  are  formed.  It  crystallises  in 
hard  colourless  crystals,  melts  at  7d°,  and  on  further  heating  is 
decomposed,  leaving  a  blue  residue  that  exhibits  the  indigo  spectrum. 
It  is  readily  soluble  in  alcohol,  ether,  benzene,  glacial  acetic  acid, 
chloroform,  and  carbon  bisulphide,  sparingly  in  light  petroleum.  On 
boiling  it  with  water,  the  chief  products  are  carbonic  anhydride  and 
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isopropylnitrostyrene.  Concentrated  sulphuric  acid  dissolves  it  to  a 
yellow  solution,  becoming  green  on  heating ;  the  addition  of  water 
precipitates  a  green  colouring  matter  in  flocks ;  this  is  soluble  in 
chloroform.  Hydrobromic  acid  reconverts  the  lactone  into  the 
brominated  acid.  By  the  action  of  alkalis,  or  their  carbonates,  or 
chalk,  it  is  converted  into  the  corresponding  propy  lnitro  phenyl - 
lactate. 

Isopropylnitrophenyllactamide,  CeH3PrP(N02).CH(OH).CH2.COHH2 
[4:2:1],  prepared  by  the  action  of  ammonia  on  the  lactone  or  on  the 
brominated  acid,  crystallises  in  stellate  groups  of  pale  yellowish-green 
prisms,  melts  at  150°,  is  readily  soluble  in  hot  water,  benzene, 
chloroform,  and  glacial  acetic  acid,  insoluble  in  ether  and  carbon 
bisulphide. 

Paraisopropylortho?iitrophenyllactic  acid , 

C6H3Pi^(N02).CH(0H).Cn2.C00H, 

is  best  prepared  by  boiling  the  brominated  acid  with  soda,  separating 
the  isopropylnitrostyrene  formed  simultaneously,  by  distillation  with 
steam,  and  finally  decomposing  the  sodium  salt  with  an  acid.  (There 
appears  to  be  no  formation  of  nitrocumenylacrylic  acid  or  di-isopropyl- 
indigo  in  this  reaction,  which  thus  differs  from  that  with  the  lower 
homologues  of  the  orthonitrocinnamic  series.)  It  crystallises  in 
silvery  pale-yellow  laminse,  melts  at  119 — 120°,  is  readily  soluble 
in  alcohol,  ether,  benzene,  chloroform,  glacial  acetic  acid,  acetone, 
and  hot  water,  sparingly  soluble  in  carbon  bisulphide,  nearly  insoluble 
in  light  petroleum.  The  sodium  salt  is  crystalline;  the  calcium  salt 
forms  transparent  prisms ;  the  barium  salt  nodular  groups  of  very 
slender  needles ;  the  cadmium  salt  forms  roundish  tables ;  the  silver 
salt  is  obtained  as  a  white  precipitate,  blackening  on  exposure  to  light ; 
the  copper,  lead,  and  zinc  salts  are  sparingly  soluble  precipitates. 
Hydrobromic  acid  reconverts  the  lactic  acid  into  the  brominated 
acid.  Sulphuric  acid  removes  the  elements  of  water,  nitrocumenyl¬ 
acrylic  acid  being  formed. 

Isopropylnitrostyrene ,  C6H3Pr^(N02).CH !  CH2  [4:2:  1],  prepared 
as  mentioned  above,  is  an  oil  of  agreeable  aromatic  odour;  it  could 
not  be  solidified  in  a  freezing  mixture.  It  is  very  unstable,  soon 
suffering  spontaneous  decomposition  on  standing.  A..  J.  Gr. 

Caffeic  Acid  in  Hemlock.  By  A.  W.  Hofmakn  (Ber.,  17, 
1922 — 1923). — From  the  great  similarity  between  conhydrine  andtro- 
pine,  the  author  believed  that  the  former  compound,  like  the  latter, 
exists  in  plants  in  combination  with  an  acid.  He  has  now  isolated 
caffeic  acid  from  the  alkaline  residues  left  after  driving  over  conine 
and  conhydrine  in  the  process  of  their  extraction  from  hemlock.  The 
alkaline  residue  was  acidified  and  extracted  with  ether,  and  the  residue 
then  further  purified.  L.  T.  T. 

Preparation  of  Phenolsulphurie  Acid  from  Urine.  By  L. 

Briegfr  ( Zeit .  Physiol.  Chem .,  8  [4],  311 — 312). — The  author’s  method 
may  in  some  cases  be  advantageous,  although  Baumann’s  is  the  most 
accurate  for  quantitative  determinations. 
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Fresh  urine  is  treated  with  neutral  acetate  of  lead  as  long  as  any- 
thing  is  precipitated,  the  precipitate  filtered  off,  and  the  filtrate 
treated  in  the  same  way  with  basic  lead  acetate.  From  this  filtrate  the 
excess  of  lead  is  removed  by  sulphuretted  hydrogen,  the  filtrate  is 
evaporated  to  a  thick  syrup,  and  kept  for  some  time  in  a  vacuum.  The 
potassium  phenolsulpbate  which  crystallises  out  in  plates  is  puri¬ 
fied  by  recrystallisation  from  hot  absolute  alcohol.  A  small  quantity 
is  retained  by  the  basic  lead  acetate  precipitate.  J.  P.  L. 

Amidophenolsulphonie  Acids  and  their  Relationship  to 
Liebermann’s  Colouring  Matters.  By  H.  Brunner  and  C. 
Kraemer  ( Ber .,  17,  1867 — 1872). — When  prepared  by  Brunner’s  reac¬ 
tion  from  resorcinol  and  nitrobenzene,  azoresorufin,  as  already  men¬ 
tioned  (p.  1333),  is  always  accompanied  by  paramidophenolsulphonic 
acid.  The  latter  is  not  formed  when  nitrobenzene  alone  is  heated 
with  sulphuric  acid,  so  that  its  origin  is  evidently  closely  connected 
with  the  formation  of  azoresorufin.  Taking  into  account  the  forma¬ 
tion  of  azoresorufin  from  niirosoresorcinol,  the  authors  believe  that 
during  the  progress  of  the  above  reaction  an  intramolecular  re¬ 
arrangement  takes  place  in  the  nitrobenzene,  somewhat  according  to 
the  following  equation  : — 


2C6H5.N02=:  C6H4(OH).NO  +  C6H3(OH)oN : 

This  dyad  radicle  C6H3(OH)2N!  would  at  the  moment  of  its  forma¬ 
tion  react  with  a  molecule  of  resorcinol  and  one  of  nitrosoresorcinol  to 
form  azoresorufin  .and  paramidophenol — • 

c6h3(oh)2n:  +  c6h4(ho)3  +  c6h4(oh).no  4-  h2  = 

C6H3(OH)2.N<q>C6H4  +  C0Hj(OH).NH2  +  HA 

the  latter  being  converted  into  paramidophenolsulphonic  acid  and  the 
former  into  azoresorufin  by  the  excess  of  sulphuric  acid.  Sulphurous 
anhydride  is  always  evolved  during  the  reaction,  and  thus  the  nascent 
hydrogen  required  is  accounted  for. 

The  authors  have  also  studied  the  action  of  the  isomeric  nitro- 
phenols  and  of  the  homologues  of  nitrobenzene  when  heated  with 
resorcinol  and  concentrated  sulphuric  acid.  Paranitrotoluene  and 
resorcinol  yield  a  dimethyl  ether  of  azoresorufin  together  with  par¬ 
amidophenolsulphonic  acid,  and  not  amidocresolsulphonic  acid  as 
might  be  expected.  Of  the  three  isomeric  nitrophenols,  the  para- 
derivative  alone  yields  a  colouring  matter  analogous  to  resorufin,  but 
all  three  yield  amidophenolsulphonie  acids.  Only  the  mononitroso- 
derivatives  of  resorcinol  and  orcinol  appear  to  yield  these  colouring 
matters,  the  dinitroso-derivatives  showing  no  such  reaction. 

When  paramidophenolsulphonic  acid  is  subjected  to  dry  distillation, 
it  yields  a  dark  violet-coloured  sublimate,  which  appears  to  be  iden¬ 
tical  with  Liebermann’s  phenol  colouring  matter,  ChsHisHCh.  Neither 
the  ortho-  nor  the  meta-compound  give  any  such  sublimate. 

a-Amidoresorcinolsulphonic  acid,  obtained  by  the  reduction  and 
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subsequent  sulphonation  of  Weselsky  and  Benedict’s  nitroresorcinol, 
[OH  :  OH  :  N02  =  1:3:4],  appears  to  be  identical  with  the  acid 
described  by  Hazura  (Abstr.,  1883,  1114),  but  the  author’s  specimen 
crystallised  in  green  lustrous  scales,  whilst  Hazura’s  yielded  reddish 
prisms.  This  acid  when  dry-distilled  yields  azoresorcinol  or  azoreso- 
rufin,  according  to  the  temperature  employed. 

v-Amidoresorcinolsulphonic  acid,  prepared  from  Weselsky  and 
Benedict’s  nitroresorcinol,  [OH  :  OH  :  N02  =  1  :  3  :  2],  and  which 
therefore  has  not  a  hydroxyl-group  in  the  para-position  to  the  nitro- 
group,  yields  no  colouring  matter  when  heated.  The  acid  crystallises 
in  small  colourless  needles  or  prisms  soluble  in  boiling  water.  Its 
solution  reduces  an  ammoniacal  silver  solution  in  the  cold. 

From  the  results  of  their  own  and  other  investigators’  work,  the 
authors  conclude  that  the  nitrogen-atom  in  Liebermann’s  colouring 
matter  is  in  the  para- position  to  one  of  the  hydroxyls,  and  that  in  poly- 
hydric  phenols  only  those  can  form  these  compounds  in  which  two 
hydroxyl-groups  are  in  the  meta-position  relatively  to  one  another. 

L.  T.  T. 

jS-Metaisocymenesulphonic  Acid.  By  W.  Kelbe  and  N.  v. 
Czarnomski  (Ber.y  17,  1746 — 1748). — The  author,  some  time  ago, 
(Abstr.,  1882,  619)  described  a  bromisocymenesulphonic  acid  obtained 
by  dissolving  /3-bromisocvmene  in  fuming  sulphuric  acid.  The 
author  now  finds  that  this  acid  yields  @-metaisocymenesulphonic 
acid  on  reduction.  He  has  proved  the  identity  of  this  last-named 
acid  with  that  obtained  by  direct  sulphonation  of  isocymene  by  a 
comparison  of  their  salts.  The  salts  and  derivatives  prepared  were : — 
(C1oH13S03)2Ba  +  8H20;  (C10H13SO3)2Cu  +  3£H*0  ;  C10H13SO3Na  + 
3H20 ;  C10H13SO3NH4  melting  at  162°;  (C10H13SO3)2Pb  +  8HaO ; 
(C10Hl3SO3)2Ca  +  5iH30. 

When  treated  at  40°  with  bromine  dissolved  in  hydrobromic  acid, 
this  acid  yields  principally  a  bromisocymenesulphonic  acid  crystal¬ 
lising  with  3  mols.  H20,  together  with  small  quantities  of  bromiso- 
cymene.  L.  T.  T. 

Behaviour  of  Tannin  and  Oak-bark  Tannin  towards  Various 
Reagents.  By  C.  Etti  ( Ber .,  17,  1820 — 1823). — When  boiled  with 
dilute  sulphuric  acid  under  ordinary  pressure,  tannin  takes  up  water 
and  forms  gallic  acid,  whilst  “oak-bark  tannin”  gives  up  water  and 
forms  an  anhydride.  The  same  effects  are  produced  by  solutions  of 
the  caustic  alkalis,  except  that  the  anhydride  produced  is  of  a  different 
nature.  Heated  with  dilute  sulphuric  acid  at  130 — 140°  under  pres¬ 
sure,  oak-bark  tannin  only  gives  traces  of  gallic  acid.  Tannin  remains 
unchanged  at  200°,  oak-bark  tannin  loses  a  constant  weight  of  water 
at  130 — 140°,  and  is  converted  into  an  anhydride.  With  acetic  anhy¬ 
dride,  tannin  forms  acetotannins,  whilst  oak  tannin  gives  anhydrides 
and  acetylised  anhydrides.  When  boiled  with  aqueous  ammonia  in 
an  atmosphere  of  hydrogen,  tannin  yields  gallamide  and  an  acid 
ammonium  gallate  in  almost  theoretical  quantity  j  oak  tannin  yields 
nothing  but  indefinite  resinous  compounds. 
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It  is  thus  clear  that  these  two  compounds  are  not  identical,  and  that 
oak  bark  does  not  contain  ordinary  tannin. 

From  the  analogy  of  the  formation  of  gallamide  and  ammonium 
gallate  by  the  action  of  ammonia  on  tannin,  to  that  of  lactamide  and 
ammonium  lactate  from  the  action  of  ammonia  on  lactic  anhydride, 
CHMe(OH).COO.CHMe.COOH,  the  author  is  inclined  to  look  upon 
tannin  as  C6H2(OH)3.COO.C6H,(OH)2.COOH.  L.  T.  T. 

Synthesis  of  Diphenylethane  from  Ethylidene  Chloride. 

By  ft.  D.  Silva  {Bull.  Soc.  Chim .,  41,  448 — 449). — Priority  is  claimed 
for  the  synthesis  of  diphenylethane  from  ethylidene  chloride  and  ben¬ 
zene  in  presence  of  aluminium  chloride,  which  has  recently  been 
announced  by  Angeblis  and  Anschutz  (Abstr.,  1884,  753),  the  author’s 
results  having  been  published  in  1881  {Bull.  Soc.  Chim .,  36,  66). 
By  passing  the  vapour  of  ethylidene  chloride  into  a  mixture  of  ben¬ 
zene  and  aluminium  chloride  heated  at  70°,  ethylbenzene  is  obtained 
as  well  as  unsymmetrical  diphenylethane,  from  which  it  differs  by 
containing  one  C6H4  residue  less.  This  body  is  not  formed  in  the 
preparation  of  symmetrical  diphenylethane,  but  in  the  preparation  of 
unsymmetrical  diphenylpropane  a  notable  quantity  of  cumene  is  ob¬ 
tained  ;  this  hydrocarbon  stands  in  the  same  relation  to  diphenyl¬ 
propane  that  ethylbenzene  does  to  diphenylethane.  W.  It.  D. 

Acridines.  By  A.  Bernthsen  (Annalen,  224,  1 — 56). — Most  of 
the  acridine  and  phenylacridine-derivatives  have  been  previously  de¬ 
scribed  by  the  author  ( Annalen ,  192,  1  ;  Abstr.,  1883,  580,  1099, 
1133,  1134,  1183).  The  best  yield  of  acridine  is  obtained  by  the 
action  of  zinc  or  aluminium  chloride  on  a  mixture  of  chloroform  and 
diphenylamine. 

In  addition  to  the  methods  which  have  been  previously  given  {loc. 
cit .),  phenylacridine  can  also  be  prepared  by  acting  on  a  mixture  of 
diphenylamine  and  benzotrichloride  with  zinc  chloride.  Phenylacri¬ 
dine  boils  above  400°.  Hydrophenylacridine  easily  loses  2  atoms  of 
hydrogen.  Phenylacridine  yields  di -  and  £r£-nitro-derivatives,  which 
are  converted  into  the  corresponding  amido-compounds  by  reduction 
with  tin  and  hydrochloric  acid.  The  salts  of  these  bases  dye  silk  and 
wool.  Phenylacridinedisulphonic  acid,  which  has  not  yet  been  ob¬ 
tained  in  the  pure  state,  dissolves  in  water,  forming  a  brownish- 
yellow  solution,  which  exhibits  an  intense  green  fluorescence.  The 
sodium  salt  crystallises  in  colourless  needles.  It  is  decomposed  by 
fusion  with  potash,  yielding,  amongst  other  products,  a  yellow  colour¬ 
ing  matter. 

Methylacridine ,  Ci3HgNMe,  melting  at  114°,  unites  with  methyl 
iodide,  forming  a  crystalline  compound  which  is  deposited  from 
aqueous  or  alcoholic  solutions  in  red  needles.  The  crystals  melt  at 
185°  with  decomposition.  Dimethy lacrid inium  hydroxide , 

CMHuNMe.OH, 

forms  a  grey  powder,  which  is  decomposed  by  exposure  to  the  air. 
The  hydrochloride  crystallises  in  prisms  which  are  freely  soluble  in 
water.  It  melts  with  decomposition  between  130°  and  135°.  Cautions 
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oxidation  with  potassium  permanganate  appears  to  convert  methyl- 
acridine  into  quinolinetricarboxylic  acid.  Strong  nitric  acid  trans¬ 
forms  it  into  trinitroacridinecarboxylic  acid,  Ci3H5(N02)3lI.C00H. 
Butylacridine  and  acridylbenzoic  acid  have  been  already  described 
(this  vol.,  p.  1183).  W.  C.  W. 

Phenyl-^-naphthacridine.  By  C.  Ris  (Ber.,  17,  2029—2032). — 

yCPh 

Fhenyl- p-naphtliacridine ,  C27H17N  =  |  J/CioHe,  is  obtained 

XN— 

by  heating  a  mixture  of  /3-dinaphthylamine  with  three  times  its 
weight  of  benzoic  chloride  for  eight  hours  at  the  boiling  point  of  the 
mixture.  It  is  also  formed  by  the  action  of  zinc  chloride  on  benzoyl- 
di-/3-naphthylamine  at  240°,  and  on  a  mixture  of  /3-dinaphthylamine 
and  benzoic  acid  at  280°.  It  crystallises  in  nearly  colourless  needles, 
melts  at  297°,  and  sublimes  in  needles.  It  is  readily  soluble  in  hot 
benzene  and  glacial  acetic  acid,  sparingly  soluble  in  ether  and  alcohol. 
100  parts  of  alcohol  at  18°  dissolve  0  04  part,  and  100  parts  of  benzene 
0*29  of  phenyl-/3-naphthacridine.  The  substance  has  been  previously 
obtained  by  Claus  and  Richter  (this  vol.,  p.  1358).  The  hydrochloride , 
C27HniSr,HCl,  forms  a  yellow  crystalline  powder.  The  platinochloride , 
(C27H17N)2,H2PtCl6,  crystallises  in  brilliant  yellow  plates.  The  sul¬ 
phate  forms  tufts  of  yellow  crystals.  A.  J.  G. 

The  Question  of  the  Ammonium  Bases  derived  from  Acri¬ 
dine  and  Quinoline.  By  A.  Bernthsen  (Ber.,  17,  1947  —1957). — 
A  reply  to  Claus  (this  vol.,  p.  1359),  in  which  the  author  reaffirms  the 
accuracy  of  the  constitution  assigned  by  him  to  methylphenylacri- 
dine-ammonium  hydroxide  ( Abstr.,  1883, 1133),  and  criticises  the  views 
of  Claus  as  to  the  nature  of  the  bases  obtained  by  the  action  of 
silver  oxide  on  the  alkyl  haloid  addition-products  of  quinoline. 

A.  J.  G. 

Preparation  of  Propyl  and  Amyl-naphthalene.  By  L.  Roux 
(Bull.  80c.  Ghim .,  41,  379 — 382). — These  compounds  can  be  prepared 
by  Friedel  and  Crafts’  aluminium  chloride  reaction.  200  grams  ot 
naphthalene  and  120  grams  of  a-propyl  bromide  are  heated  in  an 
apparatus  with  reflux  condenser,  and  as  soon  as  the  mixture  com¬ 
mences  to  distil  10  grams  of  aluminium  chloride  are  added  in  very 
small  quantities  at  a  time.  When  the  theoretical  quantity  of  hydro- 
bromic  acid  has  been  evolved,  the  mixture  is  cooled,  and  from  300 — 
400  grams  of  carbon  bisulphide  added.  The  liquid  is  then  treated 
with  water,  the  carbon  bisulphide  decanted  and  distilled  to  dryness 
from  a  water-bath.  The  residue  is  fractionally  distilled  in  a  vacuum. 
In  this  way  a  highly  refractive,  aromatic  liquid  is  obtained  which  boils 
at  262 — 267°.  It  is  insoluble  in  water,  but  soluble  in  benzene  and 
alcohol.  The  purified  compound  crystallises  from  benzene  or  alcohol 
in  slender  yellow  needles  melting  at  89 — 90°.  This  hydrocarbon  is  pro¬ 
bably  isopropylnaphthalene,  for  it  has  been  shown  that  under  the 
influence  of  aluminium  chloride  the  propyl-group  becomes  an  isopro- 
pyl-group.  By  a  similar  method,  amylnaphthalene  is  obtained  from 
amyl  chloride  boiling  at  100 — 102°,  and  naphthalene.  It  is  a  colour- 
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less  liquid  boiling  at  288 — 292°  ;  the  picric  acid  compound  melts  at 
105 — 110°.  This  hydrocarbon  appears  to  be  isomeric  with  the  two 
amylnaphthalenes  already  obtained ;  the  one  by  the  action  of  hydr- 
iodic  acid  and  phosphorus  on  lapachic  acid,  the  picric  acid  compound 
of  which  melts  at  140 — 141°  ;  the  other  by  Fittig’s  method,  the  picric 
acid  compound  of  which  melts  at  85 — 90°.  In  the  preparation  of  both 
propyl-  and  amyl- naphthalene,  isodinaphthyl  is  formed  by  the  reducing 
action  of  aluminium  chloride.  This  secondary  reaction  occurs  exclu¬ 
sively  when  amyl  chloride  is  allowed  to  fall  drop  by  drop  into  a  mix¬ 
ture  of  100  grams  of  naphthalene  and  25  grams  of  aluminium  chlo¬ 
ride  heated  at  120°.  Under  these  conditions  pentane,  boiling  at  29 — 
34°,  and  isodinaphthyl  are  formed  according  to  the  equation, 
2Ci0H8  +  C5HuC1  =  HC1  +  C5H12  +  (Ci0H7)o,  but  no  amylnapbthalene. 

W.  R.  D. 


Action  of  Phosphorus  Pentachloride  and  Pentoxide  on  Ben¬ 
zoyl-/!-  Naphthylphenylamine  and  on  Benzoyldi-/3-naphthyl- 
amine.  By  A.  Claus  and  C.  Richter  (Ber.,  17,  1590 — 1597). — 
Benzoyl-8- naphthylphenylamine ,  /3-C10H7.NPhBz,  is  readily  obtained 
by  heating  a  mixture  of  benzoic  chloride  and  /5-naphthyIphenylamine 
at  50 — 60°  ;  it  crystallises  from  alcohol  in  colourless  lustrous  needles 
melting  at  147 — 148°.  It  is  insoluble  in  water,  sparingly  soluble  in 
cold  alcohol,  readily  in  benzene  and  acetic  acid.  It  is  decomposed  by 
boiling  alcoholic  potash,  yielding  benzoic  acid  in  theoretical  quantity, 
whilst  the  naphthylaniline  is  converted  into  a  brown  resinous  mass. 
The  action  of  phosphorus  pentachloride  on  benzoyl-/3-naphthylphenyl- 
amine  takes  place  much  more  readily  than  with  the  corresponding 
diphenyl-derivative  (Abstr.,  1882, 1060),  and  is  best  effected  in  chloro¬ 
form  solution;  hydrochloric  acid  is  evolved  with  formation  of  phos¬ 
phorus  trichloride,  and  the  compound  /l-Ci0H6Cl.NPhBz  is  produced. 
This  is  insoluble  in  water,  soluble  in  alcohol,  ether,  chloroform, 
benzene,  and  glacial  acetic  acid  ;  it  crystallises  in  colourless  needles 
melting  at  152°.  That  the  substitution  takes  place  in  the  naphthyl- 
group  is  proved  by  the  following  facts : — On  again  treating  the 
substance  with  the  pentachloride,  a  higher  chlorinated  derivative 
is  not  formed  ;  benzoyldi-/3-naphtbylamine  when  treated  as  above  is 
readily  converted  into  a  dichlorinated  derivative,  whilst  benzoyldi- 
phenylamine  yields  no  substitution-derivative  with  phosphorus  penta¬ 
chloride  unless  the  mixture  is  heated  above  150°  (Ber.,  15,  1285). 
B enzoyldi- fi-naphthy lamine,  (/S-CiolU^NBz,  obtained  by  heating  /3-di¬ 
nap  hthylamine  with  benzoic  chloride  at  120°,  crystallises  in  white 
needles  and  melts  at  173°.  It  yields  benzoic  acid  and  a  resinous  mass 
on  saponification.  The  dichlorinated  derivative,  (/3-Ci0H«C1)2NBz, 
crystallises  from  alcohol,  benzene,  and  chloroform  in  small  white 
needles  melting  at  203°  ;  it  also  yields  benzoic  acid  on  treatment  with 
alkalis. 

By  the  action  of  phosphorus  pentoxide  on  the  /3-naphthyl-deriva¬ 
tive,  water  is  abstracted  and  bases  produced  which  belong  to  the 


yN-  _ 

acridine  series.  Bhenyl-8-naphthacridine,  Ci0H6<  |  >C10H6,  is  ob- 

XCPl/ 

tained  by  extracting  with  potash  solution  the  melt  from  dinaphthyl- 
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amine  (1  part),  benzoic  acid  (1  part),  and  phosphoric  anhydride 
(l-l — 2  parts),  the  residue  being  then  washed,  dried,  and  sublimed.  It 
forms  bright  yellow  needles  melting  at  294°  ;  its  basic  properties  are 
very  feeble.  The  hydrochloride  crystallises  in  long  golden-red  lustrous 
needles  which  are  decomposed  by  water  or  alcohol ;  the  plat ino chloride, 
(CwH„N)*H*PtCl«,  forms  yellow  needles,  and  the  chromate  reddish- 


brown  needles. 


Phenylbenzo-fi-naphthacridine ,  C6H4<^ 


CPh 


^>C10H6,  ob¬ 


tained  from  /3-naphthylphenylamine  and  benzoic  acid,  sublimes  in 
almost  colourless  needles  melting  at  198°.  The  hydrochloride  melts  at 
235°,  and  can  be  crystallised  from  water  or  alcohol  containing  a  little 
free  acid;  the  pi  atino  chloride,  (C23Hi5N)2,H2PtCl6,  forms  lustrous  yellow 
needles.  When  the  above  bases  are  heated  in  sealed  tubes  with  methyl 
iodide,  both  yield  compounds  crystallising  in  red  needles.  No  additive 
product,  however,  could  be  obtained  from  phenylacridine  and  benzyl 
chloride  even  at  200°,  whilst  at  210—220°  phenylacridine  hydrochlo¬ 
ride  is  produced.  In  conclusion,  the  authors  object  to  the  view  held 
by  Bernthsen  ( Annalen ,  124,  1),  that  the  alkyl-derivatives  of  phenyl¬ 
acridine  are  quarternary  ammonium  bases.  A.  K.  M. 


Orthonitrosonaphthols.  By  H.  Goldschmidt  and  H.  Schmid 
( Ber 17,  2066 — 2069). — Goldschmidt  has  shown  (this  vol.,  735  and 
1137)  that  both  /3-nitroso-a-naphthol  and  *-nitroso-^-naphthol  are 
converted  by  the  action  of  hydroxy lamine  hydrochloride  at  150°  into 

N 

a  substance  of  the  formula  Ci0H6^  ^>0  [1  :  2],  that  must  be  re- 

garded  as  the  anhydride  of  a  body  derived  from  naphthalene  di¬ 
hydride  by  replacement  of  4  hydrogen-atoms  by  2  isonitroso-groups. 
The  authors  have  succeeded  in  isolating  this  isonitroso-compound  by 
the  action  of  hydroxylamine  hydrochloride  on  both  the  orthonitroso¬ 
naphthols  at  the  temperature  of  100°.  Biisonitrosonaphthalene 
dihyclride ,  Ci0H8N2O2  =  Ci0H6(NOH)2,  [1  :  2]  crystallises  in  yellow 
needles,  melts  at  149°,  but  shows  signs  of  decomposition  at  140° ;  is 
soluble  in  hot  water  and  benzene.  It  dissolves  in  alkalis  with  reddish- 
yellow  colour,  yields  a  red  sodium  salt,  and  an  orange-red  silver  salt. 
It  dissolves  in  concentrated  sulphuric  acid  with  a  dark-brown  colora¬ 
tion  ;  the  compound  is  reprecipitated  on  adding  water.  It  is  readily 
converted  into  the  anhydride,  Ci0H6N2O,  by  the  action  of  acetic  chlo¬ 
ride  by  heating  the  solution  in  sulphuric  acid,  or  still  more  readily  by 
heating  the  solution  in  alkalis. 

The  two  orthonitrosonaphthols  do  not  behave  alike  towards  alkaline 
solutions  of  hydroxylamine,  a-nitroso-/3-naphthol  giving  mainly  the 
anhydride  C10H6N2O,  whilst  with  y3-nitroso-*-naphthoI  little  more 
than  a  trace  of  this  compound  is  obtained.  A.  J.  G. 


Phenylhydrazine  -  derivatives  of  Hydroxynaphthaquinone. 

By  T.  Zincke  and  H.  Thelen  ( Ber .,  17,  1809 — 1813). — When  a  cold 
alcoholic  solution  of  hydroxynaphthaquinone  is  mixed  with  a  cold, 
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aqueous,  alcoholic,  or  acetic  solution  of  phenylhydrazine,  hydroxy - 
naphthaquinonehydrazine ,  CioH5(OH)0!  N2HPh,  is  formed.  It  crystal¬ 
lises  in  glistening  orange  crystals  which  are  easily  soluble  in  ether, 
boiling  alcohol,  or  acetic  acid,  and  melts  with  decomposition  at  230°. 
It  forms  well  characterised  compounds  with  metals,  alcohol  radicles, 
and  acetyl.  The  barium  derivative,  prepared  by  precipitating  the 
ammoniacal  solution  of  the  hydrazide  with  barium  chloride,  crystallises 
in  brownish-gold  scales  or  long  red  needles  soluble  in  alcohol :  the 
first-named  form  is  the  less  stable  and  usually  passes  gradually  into 
the  needles.  Their  formula  is  (Ci6HnN202)2Ba  +  10H2O.  When 
dehydrated  by  heating,  it  is  insoluble  in  alcohol,  but  is  rendered  soluble 
again  by  moistening.  The  sodium  salt  crystallises  in  small  orange 
needles  soluble  in  alcohol ;  the  calcium  salt  forms  orange  needles  ;  the 
silver  salt  a  reddish-brown  amorphous  precipitate  which  immediately 
blackens  on  heating.  The  other  metallic  salts  are  orange  or  red  pre¬ 
cipitates,  the  lead  and  mercury  salts  being  insoluble  in  alcohol.  The 
acetate ,  C10H5(OAc)O  I  ^HPh,  formed  by  boiling  the  hydrazide  with 
acetic  anhydride,  forms  long  red  needles  melting  at  178 — 179°,  and 
soluble  in  alcohol  and  boiling  acetic  acid.  The  ethyl- derivative, 
CioH3(OEt)0  !  N2HPh,  is  formed  by  treatment  of  an  alcoholic  solution 
of  the  potassium  salt  with  ethyl  bromide,  by  boiling  the  free  hydraz¬ 
ide  with  alcohol  and  sulphuric  acid,  or  by  heating  it  with  alcohol  and 
ethyl  iodide.  It  forms  orange  needles  which  are  easily  soluble  in 
boiling  alcohol  and  acetic  acid,  and  melt  at  172 — 173°.  The  methyl- 
derivative  forms  small  red  needles  melting  at  174 — 175°.  When  an 
alcoholic  solution  of  the  hydrazide  is  boiled  with  benzaldehyde,  a 
deep-red  crystalline  compound  of  the  formula 

[C10H5(OH)O.X2Ph]2CHPh 

is  formed.  It  is  sparingly  soluble  in  the  usual  solvents,  and  forms 
well  characterised  metallic  derivatives,  the  potassium  and  sodium  deri¬ 
vatives  crystallising  in  small  orange  needles  soluble  in  alcohol.  When 
suspended  in  carbon  bisulphide,  the  hydrazide  may  be  easily  bromin- 
ated,  and  if  equal  molecular  weights  of  bromine  and  the  base  are 
used,  mo?iobromohydroxynap]tthaquinonehydrazine  is  formed  :  this  crys¬ 
tallises  in  dark-red  needles  which  melt  with  decomposition  at  19b — - 
198°,  and  are  easily  soluble  in  boiling  acetic  acid,  sparingly  so  in 
alcohol.  It  forms  metallic  derivatives,  and  as  it  is  not  decomposed 
by  dilute  acids  or  alkalis  the  position  of  the  bromine  could  not  be 
determined.  Strong  hydrochloric  acid  decomposes  it,  but  the  reaction 
is  of  a  complex  character,  dark  coloured,  amorphous,  and  uncrystal- 
lisable  compounds  being  formed. 

As  the  hydrazide  is  so  easily  converted  into  the  ether  by  boiling 
with  alcohol  and  sulphuric  acid,  the  same  reaction  was  tried  with 
hydroxynaphthaquinone,  when  the  authors  found  that  here  also  the 
formation  of  the  ether  took  place  readily.  L.  T.  T. 

Derivatives  of  Naphthoic  Acid.  By  A.  Gr.  Ekstrand  (Ber.,  17, 
1600 — 1605). — By  the  action  of  fuming  nitric  acid  on  a-naphthoic 
acid,  a  mixture  is  obtained  from  which  the  author  has  succeeded  in 
isolating  a  dinitro-OL-napldhoic  acid ,  CioH5(H02)2-COOH  ;  this  melts  at 
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263 — 265°,  crystallises  from  alcohol  in  small  prisms  or  needles,  dis¬ 
solves  readily  in  warm  alcohol  and  glacial  acetic  acid,  sparingly  in 
ether  and  benzene,  slightly  also  in  hot  water.  On  sublimation,  it  is 
obtained  in  yellowish-white  needles.  The  calcium  salt , 

[C10H5(NO2)2.COO]2Ca,3H2O, 

crystallises  in  needles  moderately  soluble  in  warm,  sparingly  in  cold 
water  (1  in  138).  The  ethyl-derivative ,  Ci0H5(NO2)2.COOEt,  crystal¬ 
lises  from  alcohol  in  slender  needles  melting  at  143°.  The  dinitro- 
naphthoic  acid  (or  acids)  is  accompanied  by  an  indifferent  substance, 
which  appears  to  be  dinitronaphthalene.  It  is  separable  by  alcohol 
into  two  portions,  the  more  soluble  of  which  melts  at  155 — 160°,  and 
the  less  soluble  at  170°.  When  /i-naphthoic  acid  is  treated  in  the 
same  way  as  the  a-aeid,  it  yields  a  mixture  of  dinitro-p-naphthoic 
acids ,  but  no  dinitronaphthalene.  By  crystallisation  from  alcohol 
and  mechanical  separation  of  the  different  forms  of  crystals,  two 
dinitro-/3- naphthoic  acids  have  been  isolated.  One  of  these  melts  at 
226°,  crystallises  in  long  slender  silky  needles,  and  dissolves  readily 
in  alcohol,  ether,  and  glacial  acetic  acid,  sparingly  in  benzene  ;  its 
ethyl  salt ,  C10H5(NO2)2.COOEt,  melts  at  141°,  forms  long  silky  needles 
readily  soluble  in  warm  alcohol.  The  second  dinitro-  ft -naphthoic  acid 
melts  at  248°,  and  crystallises  in  small  hard  rectangular  prisms  ;  it  is 
readily  soluble  in  warm  alcohol,  glacial  acetic  acid,  and  ether,  sparingly 
in  benzene ;  the  calcium  salt  forms  prismatic  needles,  moderately 
soluble  in  hot  water  ;  the  ethyl  salt ,  Ci0H5n^O2)2.COOEt,  forms  small 
hard  wedge-shaped  crystals  melting  at  165°,  and  sparingly  soluble  in 
alcohol.  Monochlorn-GL-naphthonitrile ,  Oi0H6Cl.CN,  is  obtained  by 
passing  chlorine  into  a  solution  of  a-naphthonitrile  in  carbon  bisul¬ 
phide  to  which  some  iodine  has  been  added.  It  crystallises  from 
alcohol  in  needles  melting  at  145°.  On  heating  it  with  concentrated 
hydrochloric  acid  in  a  sealed  tube,  chloro-a-naphthoic  acid , 

Cl0H6Cl.COOH, 

is  obtained,  and  crystallises  in  colourless  lustrous  needles,  readily 
soluble  in  alcohol,  sparingly  in  glacial  acetic  acid  and  in  benzene  ; 
this  acid  is  also  formed  by  the  action  of  chlorine,  in  the  presence  of 
iodine,  on  a  solution  of  a-naphthoic  acid  in  glacial  acetic  acid.  The 
calcium  salt ,  (Ci0H6Cl.COO)2Ca,2H2O,  forms  colourless  needles,  solu¬ 
ble  in  116  parts  water  at  the  ordinary  temperature  ;  the  ethyl-deriva¬ 
tive,  Ci0H6Cl.COOEt,  crystallises  in  quadratic  plates  melting  at  42°. 
Dichloro-fi-naphthoic  acid ,  Ci0H5C12.COOH,  is  prepared  by  passing 
chlorine  in  excess  into  a  solution  of  /3-naphthoic  acid  in  glacial  acetic 
acid  containing  also  iodine ;  the  crystals  are  separated  from  the 
mother-liquor  and  boiled  with  alcohol ;  the  residue  consisting  of  di- 
chloronaphthoic  acid  melts  at  291°,  is  very  sparingly  soluble  in  alcohol, 
and  still  less  soluble  in  glacial  acetic  acid  ;  it  crystallises  in  colour¬ 
less  needles.  One  or  more  other  and  more  readily  soluble  chlorine- 
derivatives  are  also  produced.  The  calcium  salt , 

(C10H5Cl2.COO)2Ca,2iH2O, 

of  the  above  acid  forms  small  prisms,  soluble  in  3018  parts  of  water 
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at  the  ordinary  temperature  ;  the  ethyl  salt ,  Ci0H5Cl2.COOEt,  crystal¬ 
lises  in  long  needles  melting  at  66°.  A.  K.  M. 

Amides  of  a-  and  0- Naphthoic  Acids.  By  T.  Leone  ( Gazzetta , 
14,  120 — 124). — Rakowski  ( Ber .,  5,  318)  found  that  the  product  in¬ 
soluble  in  water,  obtained  in  the  saponification  of  a-cyanonaplithalene 
with  alcoholic  potash,  is  not  naphthalene,  as  Merz  and  Mulhaiiser 
supposed  (ibid.,  3,  709),  but  the  amide  of  a-naphthoic  acid,  and  he 
gives  the  melting  point  as  128°,  whilst  Hofmann  (Gompt.  rend.,  66,476) 
gives  the  melting  point  of  the  amide  as  207°.*  The  author  having 
occasion  to  prepare  a  large  quantity  of  naphthoic  acids  determined  to 
clear  up  the  discrepancy. 

The  a-cyanonaphthalene  employed  was  prepared  by  distilling  an 
intimate  mixture  of  potassium  ferrocyanide  and  a-naphthalenesul- 
phonate  in  equal  parts  ;  the  crude  distillate  was  boiled  with  alcoholic 
potash  until  ammonia  ceased  to  be  given  off,  the  alcohol  evaporated, 
and  the  residue  taken  up  with  water.  Only  a  very  small  portion 
remained  undissolved,  and  this,  when  distilled  with  water,  yielded 
naphthalene,  which  passed  over  with  the  steam,  and  a  residue  con¬ 
taining  sulphur,  but  no  nitrogen  ;  this  substance  was  proved  to  be 
originally  present  in  the  crude  cyanonaphthalene.  If  pure  a-cyano- 
naphthalene  be  used  there  is  no  residue  if  the  digestion  with 
alcoholic  potash  be  continued  until  ammonia  is  no  longer  given  off; 
this  requires  some  days.  If,  however,  the  action  is  not  continued  so  far, 
there  is  a  product  formed,  insoluble  in  water,  and  which,  on  exami¬ 
nation,  was  found  to  be  the  amide  of  af-naphthoic  acid,  Ci0H7.COHH2. 
It  forms  colourless  needles  which,  after  being  carefully  purified,  melt 
at  202°.  The  author  finds  that  the  saponification  of  the  nitrile 
takes  place  in  two  stages  ;  it  is  first  converted  into  the  amide,  and 
this  is  subsequently  decomposed,  yielding  a-naphthoic  acid  and  am¬ 
monia  ;  by  stopping  the  action  at  the  proper  time  the  whole  of  the 
nitrile  will  be  found  to  be  transformed  into  the  amide. 

This  is  represented  in  the  equations  : — 

C10H7.ClSr  +  H20  =  Cl0H7.COHH2  and 
C10H7.CONH2  +  KHO  =  C10H7.COOK  +  HH3  +  H20. 

The  /3-c}^anonaphthalene  was  prepared  in  like  manner  to  the 
a-derivative,  and  the  action  of  alcoholic  potash  on  it  is  perfectly 
similar  but  more  rapid.  The  amide  of  ^-naphthoic  acid  obtained  by 
stopping  the  action  before  saponification  is  complete,  crystallises  in 
plates  which  melt  at  192°,  and  are  soluble  in  alcohol,  ether,  benzene, 
&c.  It  is  in  every  respect  identical  with  the  compound  described  by 
Vieth  (Annalen,  180,  320).  C,  E.  G. 

Dinaphthylsulphone.  By  A.  W.  Hofmann  (Ber.,  17,  1921 — 
1922). — The  author  has  succeeded  in  isolating  the  /I- dinaphthylsul¬ 
phone  of  Stenhouse  and  Groves  from  the  bye-products  obtained  in 

*  In  Ber.,  1,  38,  Hofmann  gives  the  melting  point  as  244°.  This  appears  to  be  a 
typographical  error,  but  unfortunately  it  has  been  reproduced  in  most  of  the  text¬ 
books.  — C.  E.  Gr. 
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the  preparation  of  naphthalenesulphonic  acid  ;  their  *-dinaphthylsul- 
phone  was  also  obtained,  but  only  in  small  quantity.  L.  T.  T. 

Wormseed  Oil.  By  C.  Hell  and  H.  Sturcke  ( Ber .,  17,  1970 — 
1975) . — The  ethereal  oil  of  wormseed,  the  flower  buds  of  Artemisia 
Vahliana ,  has  been  submitted  to  numerous  investigations  with  varv- 
ing  results;  in  particular,  Kraut  and  Wahlfors  (. Anvalen ,  128,  293) 
found  the  chief  constituent  to  be  an  oil,  Ci0H18O,  converted  by  phos¬ 
phoric  anhydride  into  cynene,  C10H16,  whilst  Faust  and  Homey er 
(this  Journal,  1875,  371)  found  the  product  of  the  action  of  phos¬ 
phoric  anhydride  to  be  identical  with  cymene,  thus  giving  the  parent 
compound  the  formula  CmHifiO. 

The  fraction  of  wormseed  oil  distilling  between  172 — 175°  was 
rectified  over  soda;  it  then  boiled  constantly  at  172*5 — 173°,  and  had 
a  very  faint  yellow  colour.  By  renewed  distillation  over  sodium,  it 
was  obtained  absolutely  colourless,  and  then  boiled  at  172‘6°  (uncorr.), 
and  had  a  sp.  gr.  of  0*9255  at  16°.  A  part  of  the  oil  was  still  further 
purified  by  treatment  with  potassium  permanganate,  distillation  with 
steam,  and  rectification  over  sodium  ;  it  boiled  at  172*5°  (uncorr.),  had 
the  sp.  gr.  0*9275  at  16°,  0*8981  at  50°,  and  0*8553  at  100°.  On 
analysis  it  gave  numbers  agreeing  with  the  formula  C]0H]8O.  Vapour- 
density  determination  gave  4*98  and  5*03,  calc,  for  C10HlsO  =  5*33. 
When  heated  with  phosphoric  anhydride,  it  yielded  a  small  quan¬ 
tity  of  hydrocarbons  boiling  between  120 — 166°,  apparently  par¬ 
affins,  cynene,  and  polymerised  cynenes,  mainly  dicynene.  Cynene, 
CkjHis,  is  a  mobile  colourless  liquid  of  aromatic  odour,  recalling 
that  of  oil  of  lemons;  it  boils  at  174  5°  under  731  mm.  pressure 
(uncorr.),  has  sp.  gr.  0*85  at  15°,  0*8238  at  50°,  and  0*7851  at  100°. 
Vapour-density  =  4*35,  calc.  =  4*7.  On  mixing  cynene  with  con¬ 
centrated  sulphuric  acid  (slightly  fuming)  the  liquid  becomes  dark 
brown,  and,  especially  on  heating,  sulphurous  anhydride  is  freely 
evolved ;  the  sulphonic  acid  formed  was  found  to  be  cymenesulphonic 
acid ,  thus  explaining  the  results  obtained  by  Faust  and  Homeyer. 

Dicynene ,  C2oH32,  is  a  yellowish  oil  of  pale  blue  fluorescence.  It 
distils  between  328 — 333°  ;  vapour-density  =  9*1  and  9*2  calc.  =  9*4. 

A.  J.  Gr. 

Action  of  the  Haloid  Acids  on  Wormseed  Oil.  By  C.  Hell 
and  A.  Bitter  (Ber.,  17, 1975 — 1980). — By  the  action  of  hydrochloric 
acid  gas  at  10 — 12°  on  the  fraction  of  wormseed  oil  distilling  between 
172°  and  173°  (see  preceding  Abstract),  a  mass  of  prismatic  or  tabular 
crystals  is  obtained.  Analysis  confirms  the  formula,  Ci0H18O,HC1, 
assigned  to  the  compound  by  Volckel  (Annalen,  87,  315).  It  melts 
at  30 — 35°  ;  loses  hydrochloric  acid  on  exposure  to  air,  and  is  de¬ 
composed  into  its  components  by  heating  or  by  treatment  with  water. 
At  high  temperatures,  the  reaction  takes  a  different  course,  cynene 
dihydrocliloride  being  formed  with  separation  of  water ;  the  best 
yield  of  the  hydrochloride  is  obtained  at  40 — 50°. 

Cynene  dihydrocliloride ,  C10H18C12,  crystallises  in  colourless  silky 
lancet-shaped  tables,  melts  at  50 — 51°,  is  soluble  in  alcohol,  ether, 
chloroform,  benzene,  light  petroleum,  and  glacial  acetic  acid.  It  is 
stable  in  air,  and  is  not  decomposed  by  water.  It  has  a  camphor-like 
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odour,  and  volatilises  completely  at  ordinary  temperatures.  On  dry 
distillation  it  is  decomposed  into  cynene  and  hydrochloric  acid ;  it 
also  yields  cynene  on  long  boiling  with  water  or  aqueous  potash.  The 
action  of  hydrochloric  acid  on  wormseed  oil  is  therefore  represented 
by  the  equations :  C10H18O  4-  HC1  =  Ci0Hi8C1.OH  and  C10H]8Cl.OH  + 
HC1  =  C10H18C12  4-  H30.  The  formation  of  the  compound, 

Ci0H18CLOH, 

seems  to  show  the  absence  of  a  CO-group  in  wormseed  oil,  and  this 
is  further  confirmed  by  the  indifference  of  the  oil  towards  hydroxyl- 
amine  ;  it  is  very  probable  that  the  oxygen  is  in  a  state  of  union 
similar  to  that  in  which  it  occurs  in  ethylene  oxide.  A.  J.  G. 

Camphor.  By  H.  Goldschmidt  and  R.  Zurrer  (Ber.,  17,  2069 — 
2073). — Nageli  has  shown  (Abstr.,  1883,  728;  this  vob,  610  and 
1190)  that  camphor  is  converted  by  hydroxylamine  into  camphor- 
oxime,  CioH17NO,  this,  by  the  action  of  acetic  chloride  into  an  anhy¬ 
dride,  C10H15N,  which,  finally  by  heating  with  alcoholic  potash,  is 
converted  into  isocamphoroxime.  The  authors  show  that  the  last 
two  compounds  are  respectively  the  nitrile  and  the  amide  of  a  new 
acid,  campholenic  acid.  The  anhydride  (nitrile),  Ci0Hl5N,  like  other 
nitriles,  unites  with  hydroxylamine  to  form  a  compound,  Ci0H18N2O, 
crystallising  in  white  plates  and  melting  at  101°.  It  is  soluble  both 
in  acids  and  in  alkalis. 

Campholenic  acid ,  C9Hi5.COOH,  is  prepared  from  the  nitrile, 
Ci0H15N,  by  long  boiling  with  alcoholic  potash,  &c.  It  is  a  colourless 
oil  of  a  peculiar  odour,  boils  at  254 — 255°,  is  insoluble  in  water,  and 
has  marked  acid  properties.  It  is  isomeric  with  Montgolfier’s  cam- 
phic  acid  (Abstr.,  1878,  891).  The  ammonium  salt  is  converted  into 
isocamphoroxime  by  heating  it  for  some  hours  at  150°.  Isocamphor¬ 
oxime  is  converted  into  the  nitrile,  Ci0H15N,  by  distillation  with  phos¬ 
phoric  sulphide. 

In  the  expectation  that  carvoxime  would  behave  like  camphor- 
oxime,  it  was  treated  with  acetic  chloride,  but  was  found  to  yield  not 
an  anhydride  but  an  acetyl-derivative,  Ci0H141TOAc,  a  yellow  oil 
decomposing  on  heating.  A.  J.  G. 

Sylvie  and  Pimaric  Acids.  By  C.  Liebermann  (Ber.,  17,  1884— 
1887). — Silvic  and  pimaric  acids,  when  dissolved  in  acetic  anhydride 
and  treated  with  sulphuric  acid,  give  a  very  similar  colour  reaction 
to  quinovic  acid,  except  that  the  shade  is  bluer  and  rather  more 
evanescent. 

When  treated  with  hydriodic  acid  and  amorphous  phosphorus,  these 
bodies  behave  in  a  manner  similar  to  pyroquinovic  acid.  The  hydro¬ 
carbon  produced  is  a  colourless  thick  liquid,  boiling  between  320° 
and  330°,  but  always  with  slight  decomposition.  In  properties,  it 
resembles  Deville’s  colophene  ( Annalen ,  37, 162),  produced  by  the  dry 
distillation  of  colophonium.  The  analytical  results  are  very  close  to 
those  required  for  colophene,  but  agree  better  for  the  formula  C2oH34. 
The  hydrocarbons  obtained  from  pimaric  and  sylvic  acids  are  identi- 
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cal  in  all  their  properties  except  their  rotatory  power.  These  acids 
may,  therefore,  be  considered  to  be  derivatives  of  a  terpene. 

Kraut  has  lately  obtained  a  new  acid  from  a  Siamese  gum-benzoin, 
which  resembles  sylvic  and  pimaric  acids  in  some  respects,  but  differs 
from  them  in  composition  and  melting  point,  which  lies  above  100°. 
With  hydriodic  acid,  it  gives  a  terpene  (Ci0H16)  which  is  solid  in  the 
cold,  and  boils  above  360°.  L.  T.  T. 

Juglone.  By  A.  Bernthsen  ( Ber .,  17,  1945 — 1947). — Juglone  or 
Nucin  has  been  studied  by  Reischauer  and  Vogel  (Abstr.,  1878,  233), 
who  assign  to  it  the  formula  CigH^Og.  Their  analytical  results,  and 
also  the  author’s,  agree  much  better  with  either  ChH804  or  Ci0H6O3, 
and  the  latter  would  appear  to  be  correct,  as  juglone  is  apparently  a 
hydroxynaphthaquinone.  It  crystallises  in  long  brilliant  clear  red 
needles,  and  melts  at  145 — 147°.  On  distilling  juglone  with  zinc- 
dust,  it  yields  naphthalene  (?)  It  resembles  the  quinones  in  its  beha¬ 
viour,  being  converted  into  a  substance  of  phenol-like  nature  on 
reduction  with  zinc  and  hydrochloric  acid,  stannous  chloride,  or  sul¬ 
phurous  acid.  This  substance  is  soluble  in  alkalis,  and  is  then  readily 
reoxidised.  Aniline  reacts  with  juglone  in  a  manner  similar  to  its 
behaviour  with  ordinary  hydroxynaphthaquinone,  forming  a  red  sub¬ 
stance  soluble  in  alcohol.  Juglone  crystallises  unaltered  from  dilute 
nitric  acid ;  acid  of  sp.  gr.  1T5  converts  it  into  a  readilyT  soluble  acid. 
Reischauer’s  analysis  of  the  copper-compound  of  juglone  agrees  better 
with  the  formula  (CioH503)2Cu  than  with  Ci8Hi0O5Cu,  the  formula  he 
assigned  to  it.  A,  J.  G. 

Derivatives  of  Quercetin.  By  C.  Lieberman^  (Ber.,  17,  1680 — 
1684). — It  has  been  shown  by  Herzig  (this  vol.,  p.  846)  that  quercetin 
can  be  converted  into  a  hexamethyl-  and  hexethyl-quercetin,  and 
these  further  into  diacetyl- derivatives  ;  he  concluded,  therefore,  that 
quercetin  contains  eight  hydroxyl-groups,  and  assumed  that  the  acetyl- 
derivative  described  by  Liebermann  and  Hamburger  (Ber.,  12,  1178) 
is  an  oetacety  1-quercetin,  and  not  a  diacetyl-compound  as  stated  by 
them.  The  author  has  repeated  his  previous  experiments,  and  by 
decomposing  the  acetyl-derivative  by  means  of  dilute  sulphuric  acid, 
and  then  weighing  the  recovered  quercetin,  he  obtains  results  agreeing 
with  the  octacetyl-compound,  thus  confirming  Herzig’s  experiments. 
The  percentage  of  carbon  and  hydrogen  also  agrees  better  with 
octacetyl-  than  with  diacetyl-quercetin.  The  author  has  also  re¬ 
examined  the  compounds  previously  described  as  dibromo-quercetin 
and  dibromodiacetyl-quercetin,  and  finds  them  to  be  respectively 
tribromo- quercetin,  C24Hi3Br30n,  and  tribromoctacetyl-quercetin, 

C24H5Br304Ac8.  A.  K.  M. 

An  Alcohol  from  Birdlime.  By  J.  Personne  (Compt.rend.,  98, 
1585 — 1587). — Birdlime  is  obtained  by  the  fermentation,  under  special 
conditions,  of  the  inner  bark  of  the  holly,  and  is  a  greenish,  viscous, 
tenacious  substance.  When  dried  at  100°,  it  loses  26 — 27  per  cent,  of 
water,  and  if  the  residue  is  treated  with  chloroform  or  light  petroleum, 
about  23  per  cent,  of  vegetable  and  inorganic  matter,  consisting  mainly 

vol.  xlyi.  4  z 
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of  calcium  phosphate,  remains  undissolved.  The  solution  is  evaporated 
to  dryness,  and  the  residue  heated  at  120°  for  some  time  to  expel  the 
last  traces  of  the  solvent. 

The  purified  birdlime  thus  obtained  is  an  ethereal  salt  or  a  mix¬ 
ture  of  ethereal  salts  of  an  alcohol  which  seems  to  be  homologous 
with  benzylic  alcohol.  In  order  to  isolate  this  alcohol,  the  birdlime  is 
subjected  to  prolonged  treatment  with  alcoholic  potash.  An  elastic 
substance  resembling  caoutchouc,  and  soluble  in  chloroform,  separates 
out,  and  the  liquid  portion  is  poured  into  a  large  quantity  of  water. 
The  gelatinous  matter  which  separates  is  washed  with  water,  treated 
with  acetic  acid  to  remove  traces  of  alkali,  again  washed  with  water, 
dissolved  in  boiling  alcohol  of  90°,  and  purified  by  filtration  through 
animal  charcoal  and  repeated  crystallisation  from  boiling  alcohol. 

The  alcohol  thus  obtained  crystallises  in  slender  silky  needles,  in¬ 
soluble  in  cold  water,  but  soluble  in  all  proportions  in  boiling  light 
petroleum,  alcohol  of  90°,  chloroform,  and  ordinary  ether.  It  is 
almost  insoluble  in  alcohol  of  80°,  but  its  solubility  increases  with  the 
concentration  of  the  alcohol.  It  melts  at  175°,  sublimes  at  115°  under 
a  pressure  of  100  mm.,  and  boils  above  350°.  Its  vapours  have  no 
aromatic  odour.  The  new  alcohol,  which  the  author  calls  Hide  alcohol , 
has  the  composition  ChsIhuO.  It  yields  an  acetate  melting  at  204 — - 
206°,  and  exists  in  the  birdlime  in  combination  with  one  or  several 
acids,  which  seem  to  belong  to  the  fatty  series.  C.  H.  B. 

The  Bitter  Principle  of  Hops.  By  H.  Bungener  (Died,  Centr., 
1884,  431). — The  author  has  succeeded  in  isolating  from  the  lupulin  of 
hops,  a  crystalline  body  which  is  insoluble  in  water,  and  possesses  all 
the  properties  of  the  acid  obtained  by  Lemers.  The  lupulin  is  cleansed 
from  coarser  impurities  by  passing  it  through  a  sieve,  then  digested 
with  light  petroleum  for  24  hours  in  a  stoppered  flask,  the  dark  solution 
filtered  off  by  the  aid  of  suction,  and  distilled  down  until  a  dark  brown 
liquid  remains  in  the  flask ;  on  cooling,  this  solidifies  to  a  crystalline 
cake,  which  after  purification  by  several  recrystalli.sations  becomes 
an  almost  colourless  mass.  It  melts  at  92 — 93°.  It  is  easily  soluble 
in  alcohol,  ether,  benzene,  chloroform,  carbon  bisulphide,  and  glacial 
acetic  acid,  less  so  in  cold  petroleum,  and  not  at  all  in  water. 
Aualysis  agrees  best  with  the  formula  C25H35O4.  J.  F. 

Artificial  Production  of  Diastase.  By  0.  Schneider  (Bied. 
Centr.,  1884,  432). — The  diastase  formed  during  the  changes  which 
take  place  in  albumin  while  the  seed  corn  is  germinating,  has  been 
assigned  a  formula  by  some  experimentalists,  the  author  thinks 
incorrectly.  He  doubts  if  the  soluble  ferments  which  we  call  diastase 
have  a  definite  composition,  and  thinks  our  knowledge  of  the  sub¬ 
stance  meagre,  and  its  artificial  production  a  remote  possibility. 

J.  F. 

Chlorophyll.  By  A.  Mayer  (Bied.  Centr.,  1884,  390 — 394). — 
The  author  names  the  true  chlorophyll  corpuscles  trophoplasts,  and 
the  colourless  trophoplasts  he  names  anaplasts,  which  last  compre- 
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hends  the  starch  formers  of  Schimper,  and  in  order  to  distinguish  the 
morphological  relation  between  the  organs,  the  colouring  corpuscles 
receive  the  name  of  chromoplasts,  and  the  chlorophyll  that  of  auto- 
plasts.  The  anaplasts  are  found  in  those  plant  cells  which  are  in 
darkness,  or  in  relatively  feeble  light  if  the  plant  is  under  the 
influence  of  direct  light ;  the  presence  of  colourless  trophoplasts  in 
the  epidermis  cells  of  plants  growing  in  full  light  leads  to  the  belief 
that  it  is  here  the  transformation  of  the  chlorophyll  corpuscle  takes 
place,  and  that  it  is  intimately  connected  with  the  amount  of  light 
present.  There  are,  however,  some  unaccountable  exceptions  :  the 
anaplasts  are  found  abundantly  in  the  cells  of  the  unlighted  portion 
of  the  plant,  both  in  presence  and  absence  of  starch  corpuscles.  The 
coloured  trophoplasts  or  chromoplasts  exist  abundantly  in  the  flower 
leaves,  adding  to  the  attractions  which  lead  to  fertilisation  by  insects. 
In  appearance  they  are  generally  round,  but  often  spindle-shaped. 
There  appear  to  be  only  two  colours,  yellow  and  orange,  all  the  others 
being  formed  from  them  by  action  on  the  other  constituents  of  the 
cell.  The  author  declares  the  lipochlor  of  Pringsheim  to  be  non¬ 
existent,  and  the  hypochlorin  of  the  same  observer  to  be  identical 
with  chlorophlan,  but  agrees  with  Pringsheim’s  view  of  the  structure 
of  the  autoplasts.  Crystalloid  bodies  of  a  long  needle-like  spindle 
form  are  often  found  in  connection  with  the  anaplasts.  Schimper 
considers  these  bodies  as  the  actual  anaplasts,  the  author,  as  being  a 
product  of  them  and  starch  corpuscles. 

The  spindle-shaped  substances  which  are  found  in  the  chloroplasts 
are  stages  in  the  transformation  of  the  colour- substance  (xanthophvll). 
The  condition  of  those  bodies  is  changeable,  the  autoplasts  increasing 
by  fissure.  J.  P. 

Chlorophyll.  By  A.  F.  W.  Schimper  {Bled.  Centr.,  1884,  394 — 
396). — The  author  differs  from  Mayer  in  some  of  his  views  respecting 
chlorophyll,  particularly  as  regards  the  crystalloid  bodies  found  both 
in  the  coloured  and  colourless  corpuscles.  According  to  Meyer  they 
are  a  reserve  of  nitrogenous  matter  obtained  from  the  plastide ; 
Schimper  declares  them  to  be  that  substance  itself*  J.  F. 

Action  of  Alkaline  Hypochlorites  and  Hypobromites  on 
Pyrroline.  By  G.  Ciamician  and  P.  Silber  ( Ber 17,  1743 — 1745) 
— 10  grams  pyrroline  were  added  slowly  with  constant  agitation  to 
1  litre  of  a  solution  of  sodium  hypochlorite  containing  50  grams  of 
active  chlorine.  The  solution  was  allowed  to  remain  for  some  hours, 
and  was  then  steam-distilled.  A  mixture  of  unchanged  pyrroline  and 
chlorinated  pyrrol  ines  passed  over.  The  residual  liquid  was  acidified 
with  dilute  sulphuric  acid,  and  again  steam-distilled,  when  tetrachloro- 
pyrroline  passed  over.  The  residue  from  this  second  distillation  was 
filtered  from  separated  carbon,  and  then  extracted  with  ether.  On 
evaporating  the  etheric  solution,  dichloroinaleic  acid  is  left;  this 
yielded  dichloromaleic  anhydride  on  distillation. 

When  treated  with  potassium  hypobromite,  pyrroline  yields  bromi- 
nated  pyrrolines,  together  with  dibromo-maleinimide.  L.  T.  T. 
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Synthesis  of  Pyrroline-derivatives.  II.  By  L.  Knorr  (Ber., 
17,  1635 — 1642). — The  author  previously  described  the  formation  of 
phenyl- ft -imidobutyric  acid ,  NPh  ’.  CMe.CH2.COOH,  by  thd  conden¬ 
sation  of  -aniline  with  ethyl  acetoacetate  (this  vol.,  p.  1198),  and  this 
led  him  to  assume  the  probability  of  Duisberg’s  ethyl  paramido- 
acetaocetate  (obtained  from  ammonia  and  ethyl  acetaoacetate),  being 
ethyl  ft-imidobutyrate,  CMe.CH2.COOEt.  To  test  this  he  has 

examined  the  action  of  nitrous  acid  on  the  two  compounds. 

Pbenyl-/3-imidobutyric  acid  is  converted  by  nitrous  acid  into  iso- 
nitrosoanilacetone ,  NPh !  CMe.CHl  NOH.  This  crystallises  in  splendid 
white  needles,  melting  at  180°  ;  it  dissolves  readily  in  ether  and 
hot  alcohol,  sparingly  in  cold  alcohol,  and  is  insoluble  in  water, 
acids,  and  alkalis ;  it  is  not  attacked  by  boiling  hydrochloric  acid, 
and  is  distinguished  from  isonitrosoacetone  by  its  insolubility  in 
alkalis.  When  heated  above  its  melting  point,  it  detonates.  When 
ethyl  /1-imidobutyrate,  prepared  according  to  Duisberg’s  instruc¬ 
tions,  is  submitted  to  the  action  of  nitrous  acid,  ethyl  isonitroso-/3- 
imidobutyrate,  NH  !  CMe.C(NOH).COOEt,  is  obtained,  and  on  reduc¬ 
ing  this  with  zinc- dust  and  acetic  acid  ethyl  dimethylpyrrolinedi¬ 
carboxylate ,  CioHnNO*,  is  formed;  this  melts  at  130°,  is  insoluble  in 
water,  acids,  and  alkalis,  moderately  soluble  in  alcohol  and  ether. 
On  saponification  with  alcoholic  potash,  potassium  ethyl  dimethyl- 
pyrrolinedicarboxylate  is  obtained  as  the  chief  product,  together  with 
a  small  quantity  of  potassium  dimethylpyrrolinedicarboxylate.  If 
the  saponification  be  effected  at  150 — 160°  in  sealed  tubes,  dimethyl- 
pyrroline  is  obtained.  The  monethylic  dimethylpyrrolinedicarboxylate 
crystallises  in  slender  needles,  melting  above  200°  with  evolution  of 
carbonic  anhydride;  it  is  insoluble  in  water,  sparingly  soluble  in  cold, 
moderately  in  hot  alcohol  and  ether;  the  lead  and  silver  salts  form 
white  amorphous  precipitates.  JDimethylpyrrolinecarboxylic  acid  crys¬ 
tallises  from  water  or  ether  in  dense  lustrous  prisms  ;  it  is  moderately 
soluble  in  water  and  alcohol,  less  so  in  ether;  it  melts  at  197°,  with 
violent  evolution  of  carbonic  anhydride  ;  its  lead  and  silver  salts  are 
crystalline.  JDimethylpyrroline ,  C6H9N,  after  purification  by  distilla¬ 
tion  in  steam,  forms  a  nearly  colourless  oil,  having  an  odour  resem¬ 
bling  that  of  chloroform,  is  almost  insoluble  in  water,  but  readily 
soluble  in  alcohol  and  ether  ;  it  combines  with  mercuric  chloride,  and  is 
converted  by  acids  into  a  brownish-red  resin.  It  is  uncertain  whether 
it  is  isomeric  or  identical  with  the  dimethylpyrroline  obtained  by 
Weidel  and  Ciamician  from  animal  tar. 

The  author  finds  that  on  reducing  ethyl  isonitrosoacetoacetate  by 
means  of  zinc-dust  and  acetic  acid,  a  compound  is  obtained  melting 
at  134°,  and  strongly  resembling  ethyl  dimethylpyrrolinedicarboxy¬ 
late.  Its  composition  agrees  with  the  formula  C12HiK05,  but  further 
experiments  are  necessary  to  prove  it  to  be  a  furfurane-derivative. 

A.  K.  M. 

Pyridine-derivatives.  By  W.  Koenigs  and  R.  GIeigy  (Ber.,  17, 
1832 — 1838). — In  a  former  communication  (this  vol.,  p.  1195),  the 
authors  described  the  formation  of  a  mixture  of  di-  and  tri-chloro- 
pyridine  by  the  action  of  phosphoric  chloride  at  200°  on  anhydrous 
barium  pyridinedisulphonate.  The  dichloropyridine  is  found  chiefly 
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in  the  aqueous  part  of  the  distillate,  and  is  purified  bj  help  of  its 
mercuriochloride.  Dichloropyridine ,  C5H3NCI2,  crystallises  in  silky 
scales  which  melt  at  66 — 67°.  It  is  freely  soluble  in  alcohol,  mode¬ 
rately  so  in  water.  It  has  slightly  basic  properties,  dissolves  readily 
in  hydrochloric  acid,  and  with  mercuric  chloride  forms  a  compound 
which  crystallises  in  long  needles.  It  is  easily  soluble  in  boiling 
alcohol,  and  melts  at  183°.  The  plaiinochloride, 

(C5H3NCl2)2,H2PtCl6  +  2H2Or 

forms  yellow  needles.  The  crystalline  portion  of  the  distillate  from 
the  action  of  phosphoric  chloride  consists  chiefly  of  trichloropyridine , 
which  melts  at  49 — 50°,  and  crystallises  in  long  flat  needles,  easily 
soluble  in  boiling  alcohol,  almost  insoluble  in  water.  It  has  much 
feebler  basic  properties  than  dichloropyridine,  and  is  almost  insoluble 
in  hydrochloric  acid.  It  forms  a  compound  with  mercuric  chloride 
which  melts,  with  decomposition,  at  209°,  and  is  easily  soluble  in 
boiling  alcohol,  insoluble  in  water.  When  trichloropyridine  is  boiled 
with  sodium  ethylate,  dichlor  ethoxy py  rid, ine ,  C5H.2NCl2.OEt,  is  formed  ; 
this  is  volatile  in  steam,  and  the  crystals  melt  at  31°.  From  analogy 
to  the  easy  replacement  of  chlorine  by  ethoxyl  in  a-chloroquino- 
line,  the  authors  are  inclined  to  consider  that  the  third  chlorine-atom 
in  trichloropyridine  occupies  the  <x-position.  Monhydroxy  dichloro¬ 
pyridine  is  obtained  by  the  saponification  of  the  ethoxy-compound 
with  hydrochloric  acid  at  150°.  It  forms  long  lanceolate  crystals, 
melts  at  171°,  and  is  easily  soluble  in  boiling  water,  in  alkalis, 
alkaline  carbonates,  and  acids.  It  gives  no  coloration  with  ferric 
chloride,  but  gives  a  precipitate  with  silver  nitrate.  Dihydroxy - 
pyridine ,  C5H3N(OH)2,  is  obtained  by  fusing  potassium  pyridine- 
disulphonate  with  potash.  It  crystallises  from  water  in  long  yellow 
needles,  with  -^H20.  The  anhydrous  compound  melts  at  255°,  and  is 
sparingly  soluble  in  alcohol  and  the  other  usual  solvents,  but  dis¬ 
solves  readily  in  acids  and  alkalis.  An  aqueous  solution  gives  an 
intense  brownish-red  coloration  with  ferric  chloride,  whilst  with 
phosphotungstic  acid  it  yields  a  yellow  precipitate  soluble  in  boiling 
water.  With  mercuric  and  cadmium  chlorides,  lead  acetate,  and 
silver  nitrate,  it  forms  white,  sparingly  soluble  compounds.  The 
hydrochloride ,  C5H5N02,HC1,  crystallises  in  yellow  needles,  easily 
soluble  in  alcohol  and  water.  Blackening  and  decomposition  begin 
at  140°,  but  the  mass  only  completely  melts  at  207°.  The  neutral 
sulphate  forms  deliquescent  plates.  Platinic  and  auric  chlorides 
yield  no  precipitates.  The  sodium  salt  produces  sparingly  soluble 
precipitates  with  lead,  calcium,  barium,  and  silver  salts ;  the  silver 
salt  blackens  very  quickly.  When  dihydroxy  pyridine  is  heated  with 
zinc-dust,  a  strong  odour  of  pyridine  is  produced,  but  it  is  scarcely 
acted  on  by  sodium-amalgam,  or  by  tin  and  hydrochloric  acid 

The  mother- liquors  from  the  preparation  of  barium  pyridinedisul- 
pho  nate  were  converted  into  the  potassium  salt,  and  this  salt,  when 
fused  with  potash,  yielded  |3-hydroxypyridine,  C5H4N.OH,  lately 
described  by  O.  Fischer  and  E.  Renouf  (this  vol.,  p.  1050).  This 
shows  that  the  product  of  the  action  of  boiling  strong  sulphuric  acid 
on  piperidine  contains  /3-pyridinemonosulphonate,  but  its  presence 
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is  probably  due  to  the  action  of  sulphuric  acid  on  pyridine,  small 
quantities  of  which  are  produced  by  the  oxidation  of  some  of  the 
piperidine  by  the  sulphuric  acid  at  the  high  temperature  of  the 
reaction,  and  not  by  the  direct  action  of  the  acid  on  piperidine. 

The  fusion  of  the  sulphonates  should  be  carried  out  with  potash, 
as  more  bye-products  are  produced  when  soda  is  used,  and  the  yield 
is  not  so  good.  L.  T.  T. 

Derivatives  of  Hydroxy  pyridine  from  Pyridinesulphonic 
Acid.  By  0.  Fischer  and  E.  Renoup  (Ber.,  17,  1896 — 1899). — In  a 
previous  communication  (this  vol.,  p.  1050),  the  authors  described  the 
above  /3-hydroxypyridine.  The  melting  point  of  the  pure  body  is 
124‘5°.  The  platinochloride  yields  yellow  needles  easily  soluble  in 
water  and  alcohol ;  the  oxalate  soft  yellowish  needles  melting  at  175°, 
and  easily  soluble  in  water,  sparingly  in  absolute  alcohol:  the picrate 
yellow  needles,  sparingly  soluble  in  alcohol;  the  methiodide  yellowish- 
white  needles,  easily  soluble  in  water  and  alcohol,  insoluble  in  ether ; 
the  metkochloride  colourless  needles,  which  yield  a  platinochloride 
crystallising  in  orange- coloured  needles,  ft- Ethoxy  pyridine,  prepared 
by  the  action  of  ethyl  bromide  on  the  potassium-compound  of 
hydroxypyridine,  is  a  colourless  oil,  which  is  volatile  in  steam.  It 
yields  a  platinochloride  crystallising  in  prisms  of  melting  point  192°. 
Acetoxy pyridine,  C5H5N.OAc,  is  obtained  by  boiling  the  hydroxy- 
compound  with  acetic  anhydride.  It  is  an  almost  colourless  oil, 
boiling  at  210°  (uncorr.),  and  has  a  pleasant  odour.  It  is  easily 
soluble  in  acids  and  water,  and  the  aqueous  solution  has  a  neutral 
reaction.  The  hydrochloride  and  platinochloride  are  both  easily  soluble 
in  water  and  alcohol,  the  oxalate  rather  less  so.  Eibromoxy pyridine 
is  obtained  by  treating  the  hydroxy-compound  with  bromine-water. 
It  forms  soft  colourless  needles,  easily  soluble  in  water  and  alcohol, 
sparingly  so  in  benzene.  An  aqueous  solution  gives  a  violet  colour 
with  ferric  chloride.  The  hydrobromide ,  hydrochloride ,  oxalate ,  and 
picrate ,  are  sparingly  soluble  ;  the  sulphate  and  platinochloride  easily 
soluble.  Tin  and  hydrochloric  acid  act  very  slowly  on  /3-hydroxy- 
pyridine,  ammonia,  and  probably  pyridine  being  formed;  but  the 
latter  in  such  small  quantity  that  the  authors  have  not  yet  been  able 
to  conclusively  prove  its  presence.  L.  T.  T. 

Derivatives  of  Orthhydroxyquinoline.  By  O.  Fischer  and 
E.  Renouf  ( Ber .,  17,  1642 — 1646). — The  azo-compound,  C^Hn^TjSCh, 
obtained  from  diazobenzenesul phonic  acid  and  orthhydroxyquinoline 
is  an  orange  dye  forming  magnificent  crystalline  alkali  salts.  On 
reducing  the  azo-compound  with  stannous  chloride,  and  subsequently 
decomposing  the  yellow  tin  compound  with  sulphuretted  hydrogen, 
amidohydroxyquinoline  hydrochloride  is  formed,  from  which  the  base 
may  be  obtained  by  adding  soda  and  extracting  with  ether.  Amida- 
hy dr oxy quinoline  is  somewhat  unstable,  but  yields  stable  salts ;  the 
sulphate ,  C9H8N20,HoS04,  forms  sparingly  soluble  silky  needles;  the 
hydrochloride ,  C9H8N20,2EIC1,  is  very  readily  soluble.  Quinoline - 
qinnone,  C9H5N02,  is  prepared  by  oxidising  amidohydroxyquinoline 
sulphate  with  chromic  mixture,  and  when  purified  by  crystallisation 
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from  benzene  or  alcohol  forms  soft  flat  needles  having  a  peculiar 
green  lustre.  It  decomposes  at  110 — 120°.  Its  basic  properties  are 
but  feeble,  its  salts  being  decomposed  by  water.  Quinolinequinone  is 
decomposed  by  soda,  baryta-water,  sodium  carbonate  solution,  and 
even  by  barium  carbonate.  The  anilide  of  quinolinequinone ,  Ci5HioN202, 
is  prepared  by  boiling  an  alcoholic  solution  of  the  quinone  with  an 
excess  of  aniline.  It  is  very  similar  to  the  corresponding  naphtha- 
quinone  derivative  obtained  by  Zincke  ( Ber .,  12,  1644)  ;  it  crystallises 
in  small  copper-coloured  scales  with  green  lustre,  dyes  deep  copper- 
red,  and  yields  violet  solutions  with  cold  dilute  mineral  acids  ;  it 
seems  to  melt  a  little  above  190°.  Quinolinequinol  is  prepared  by  the 
action  of  sulphurous  acid  on  an  alcoholic  solution  of  the  quinone.  It 
is  moderately  soluble  in  water,  and  crystallises  from  benzene  in  slender 
needles;  it  yields  stable  salts,  the  sulphate  crystallising  in  soft  orange- 
yellow  needles,  sparingly  soluble  in  water,  and  decomposing  when 
heated  to  about  220° ;  the  hydrochloride  forms  more  readily  soluble 
orange-coloured  needles.  Ferric  chloride  converts  quinolinequinol 
into  the  quinone  even  in  the  cold. 

With  regard  to  the  constitution  of  the  above  compounds,  it  is 
assumed  from  their  analogy  with  the  corresponding  naphthol  deriva¬ 
tives,  that  the  side  groups  occupy  similar  positions,  so  that  in  amido- 
hydroxy quinoline  the  amido-  and  hydroxy-groups  occupy  the  para- 
position  in  the  benzene  nucleus.  That  the  substitution  occurs  only 
in  the  benzene  nucleus  is  proved  by  the  oxidation  of  amidohydroxy- 
quinoline  to  pyridinedicarboxylic  acid. 

Parahydroxyquinoline  and  metahydroxyquinoline  also  yield  orange- 
coloured  azo-dyes,  and  it  is  intended  to  prepare  from  these  the 
derivatives  corresponding  with  the  above.  A.  K.  M. 

Diquinoline  from  Benzidine.  By  W.  Roser  (Ber.,  17, 
1817 — 1820). — Employing  Skraup’s  method  (Abstr.,  1883,  85  and  92), 
the  author  heated  a  mixture  of  nitrobenzene  and  benzidine  with 
glycerol  and  sulphuric  acid.  Dinitrodiphenyl  may  be  used  in  place 
of  nitrobenzene,  and  hydrazobenzene  in  place  of  benzidine. 

Diquinoline ,  C18H12N2,  thus  prepared,  crystallises  in  small  yellow 
plates  which  melt  at  178°,  and  is  easily  soluble  in  boiling  water  and  in 
benzene  ;  sparingly  in  alcohol  and  ether.  The  sulphate  crystallises  in 
short  needles;  the  hydrochloride  in  concentrically  grouped  needles; 
the  chromate  and  plat ino chloride  both  form  sparingly  soluble  yellow 
crystalline  powders.  Fuming  nitric  acid  yields  the  sparingly  soluble 
nitrate ,  but  has  no  further  action  on  the  base  even  when  heated  with 
it.  When  bromine-water  is  added  to  a  solution  of  the  hydrochloride  a 
tetrabro  mo- addition  product ,  CisH12N2Br4,  is  formed,  which  on  being 
boiled  with  water  gives  up  bromine  and  regenerates  diquinoline.  A 
reduction  product  of  diquinoline,  obtained  by  boiling  with  tin  and 
hydrochloric  acid,  could  not  be  obtained  in  a  crystalline  form.  A 
disulphonic  acid ,  Ci8H10N2(SO3H)2,  is  formed  when  the  base  is  heated 
with  fuming  sulphuric  acid  at  190°.  It  is  insoluble  in  water  and 
alcohol,  but  dissolves  in  ammonia  to  form  a  characteristic  ammonium 
salt ,  which  crystallises  in  glittering,  white,  sparingly  soluble  needles. 

The  potassium  and  sodium  salts  are  both  very  sparingly  soluble,  the 
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latter  crystallising  with  5  mols.  H20.  The  magnesium  salt  is  precipi¬ 
tated  in  the  form  of  small  needles  when  a  mixture  of  solutions  of  the 
ammonium  salt  and  of  magnesium  sulphate  is  heated.  When  fused 
with  caustic  potash,  the  disulphonic  acid  yields  a  very  unstable 
dihydroxy  diquinoline,  which  forms  a  red  colouring  matter  with  diazo¬ 
compounds.  Diquinoline  unites  readily  with  the  haloid  salts  of  the 
alcohol  radicles,  forming  easily  crystal lisable  additive  products.  The 
dimethiodide ,  C18H12N2(MeI)2,  forms  small  yellow  crystals  which  are 
easily  soluble  in  water,  sparingly  so  in  alcohol,  and  melt  with 
decomposition  at  300°  ;  the  diethiodide  forms  yellow  needles  soluble  in 
water  and  melting  with  decomposition  at  270° ;  on  oxidation  with 
potassium  permauganate  it  yields  a  red  substance  of  acid  properties, 
which  is  now  under  investigation.  Weidel’s  isomeric  a-diquinoline 
(Abstr.,  1882,  69)  forms  only  additive  products  with  1  mol.  methyl 
iodide,  &c.  The  metallic  salts  of  a-diquinoline  are  very  unstable  and 
are  decomposed  even  by  water ;  those  of  the  present  compound,  on 
the  other  hand,  are  quite  stable,  so  that,  although  resembling  one 
another  in  many  points  (melting  point,  sulphonic  acids,  crystalline 
form,  &c.),  these  two  compounds  are  certainly  not  identical. 

From  the  method  of  formation,  the  conjugation  of  the  two  quinoline 
nuclei  in  this  compound  must  take  place  between  the  benzene- rings, 
whereas  in  Weidel’s  diquinoline  it  is  probable  (from  analogy  with  the 
formation  of  dipyridine  by  the  action  of  sodium  on  pyridine),  that 
the  conjugation  takes  place  between  the  pyridine- rings. 

L.  T.  T. 

Formation  of  Diquinoline  by  Aid  of  Heat.  By  J.  Zimmermarn 
and  A.  Muller  ( Ber .,  17,  1965 — 1966). — By  passing  the  vapour  of 
quinoline  through  iron  tubes  heated  to  a  dull  red  heat,  the  authors 
obtained  a  diquinoline,  C]8Hi2N2,  identical  with  the  base  described  by 
Japp  and  Graham  (Trans.,  1881,  174)  as  diquinolyline.  A.  J.  G. 

Peculiar  Method  of  Formation  of  Diquinoline.  By  0.  Fischer 
and  H.  v.  Loo  (Ber.,  17,  1899 — 1902). — Orthoquinolinesulphonic  acid 
when  subjected  to  dry  distillation  yields  fi-diqmnoline,  identical  with 
that  described  by  Japp  and  Graham  (Trans.,  1881,  174),  and  by 
Weidel  ( Monatsh .,  2,  501).  The  yield  was  10  per  cent,  of  the 
sulphonic  acid  employed.  It  sublimes  in  beautiful  iridescent  scales,  and 
forms  a  characteristic  sulphate,  Ci8H12N2,H2S04.  The  hydrochloride 
forms  hard  stellate  clusters  of  needles;  the  picrate  yellow  needles 
sparingly  soluble  in  benzene. 

Anaquinolinecarboxylic  acid ,  C10H7NO0,  is  obtained  by  the  oxidation 
of  /3-diquinoline  with  chromic  acid.  It  crystallises  in  tufts  of  pale 
yellow  needles  ;  melts  at  255 — 257°,  and  decomposes  into  quinoline  and 
carbonic  anhydride  at  a  few  degrees  higher.  The  platinochloride  has 
the  formula  (Ci0H7NO3)2,H2PtCl6.  The  alkali  salts  are  easily  soluble, 
the  copper,  lead,  and  cadmium  salts  are  amorphous,  the  calcium  salt 
yields  silky  needles.  This  acid  is  therefore  different  from  all  the  six 
quinolinecarboxylic  acids  at  present  known. 

The  same  diquinoline  is  also  obtained,  but  in  much  smaller  pro¬ 
portion,  by  the  dry  distillation  of  meta-  and  para-quinolinesulphonic 
acids.  bi.  T.  T. 
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Formation  of  Quinaldine.  By  G.  Schultz  ( Ber .,  17,  1965). — 
The  author  considers  Dobner  and  Miller  to  be  in  error  in  supposing 
the  solid  bases  obtained  by  them  (Ber.,  17,  1698)  as  bye-products  in 
their  method  of  preparing  quinaldine,  to  he  intermediate  products  in 
the  formation  of  quinaldine,  inasmuch  as  that  they  are  not  converted 
into  quinaldine  by  boiling  with  hydrochloric  acids.  A.  J.  G. 

Quinaldine  Bases.  By  0.  Doebner  and  W.  v.  Miller  (Her.,  17, 
1698  — 1712). —  In  a  previous  paper  (this  vol.,  p.  183),  the  authors 
mentioned  the  formation  of  secondary  products  in  the  preparation  of 
quinaldine ;  these  are  principally  ethylaniline,  boiling  at  205°,  and 
tetrahy droquinald ine,  boiling  at  246—248°,  If  aniline,  paraldehyde 
and  hydrochloric  acid  are  allowed  to  react  in  the  cold,  very  little 
quinaldine  is  produced,  a  mixture  of  amorphous  bases  being  obtained 
which  yields  quinaldine  when  heated.  The  same  product  is  obtained 
on  warming  an  aqueous  solution  of  aniline,  paraldehyde,  and  hydro¬ 
chloric  acid. 

Nitro-derivatives  of  quinaldine  are  prepared  by  dissolving  quin¬ 
aldine  (100  grams)  in  the  equivalent  quantity  of  nitric  acid,  and 
adding  the  solution  to  a  mixture  of  sulphuric  (600  grams)  and  fuming 
nitric  acids  (600  grams).  The  product  contains  ortho-  and  meta- 
nitroquinaldine.  Orthonitro quinaldine,  Ci0H81N  .ITO2,  crystallises  from 
dilute  alcohol  in  long  needles,  melting  at  137°  ;  it  dissolves  readily  in 
alcohol,  ether,  and  benzene,  sparingly  in  cold  but  more  readily  in  hot 
water.  The  hydrochloride ,  C10H8N2O2,HCl,  crystallises  in  large  vitreous 
prisms  which  are  decomposed  by  water  with  separation  of  the  base ; 
the  platinochloride ,  (C]0H8N2O2)2,H2PtC]6,  crystallises  from  hot  con¬ 
centrated  hydrochloric  acid  in  small  needles.  Orthamido  quinaldine, 
Ci0H101^2,  melts  at  56°,  is  sparingly  soluble  in  water,  very  readily  in 
alcohol,  ether,  and  hot  light  petroleum,  and  crystallises  from  the  latter 
in  long  prisms;  the  hydrochloride ,  CioH10N’3,HC1,  crystallises  from 
alcohol  in  golden-yellow  needles  ;  the  platinochloride  is  obtained  as  a 
yellow  precipitate,  which  is  decomposed  on  standing,  more  rapidly  on 
warming.  Metanitro quinaldine,  Ci0H8N2O2,  is  much  more  readily 
soluble  in  dilute  alcohol  than  the  ortho-derivative,  and  crystallises  in 
long  slender  needles  melting  at  82°;  it  is  sparingly  soluble  in  water, 
readily  in  ether  and  in  acids.  The  hydrochloride,  C]oHRNr202,HCl, 
crystallises  in  prisms,  and  dissolves  readily  in  water  without  decom¬ 
position  ;  the  platinochloride ,  (C10H8N2O2)2,H2PtCl6,  crystallises  in 
nodules  or  in  needles.  Metamidoquinaldine,  Ci0H8N.NH2,  is  readily 
soluble  in  hot  water,  alcohol,  and  benzene,  sparingly  in  ether,  more 
readily  in  light  petroleum ;  the  dry  base  has  a  greenish  lustre,  the 
ethereal  solution  a  bluish-green  fluorescence.  It  crystallises  from 
water  with  1  mol.  H20,  which  it  loses  at  100°,  and  when  anhydrous 
it  melts  at  104 — 105°,  The  hydrochloride,  Ci0H10N2,HC1,  crystal¬ 
lises  from  alcohol  in  red  curved  needles,  soluble  in  water  with 
yellowish- red  coloration. 

By  the  action  of  fuming  sulphuric  acid  on  quinaldine,  three  sulph- 
onic  acids  are  produced,  all  of  which  probably  contain  the  sulphonic 
group  in  the  benzene  nucleus.  The  chief  product  is  named  by  the 
authors  fi-quinaldinesulphonic  acid ,  CioHgN.SOaH ;  it  is  sparingly 
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soluble  in  cold,  more  readily  in  bot  water,  and  crystallises  in  mono¬ 
clinic  prisms.  The  barium  and  silver  salts  are  sparingly  soluble,  the 
sodium  and  potassium  salts  readily  soluble.  The  other  two  acids  are 
ortho -  and  para-qumaldinesulphonic  acids.  The  ortho -  acid  is  more 
readily  soluble  in  cold  water  than  the  /3-acid,  and  is  readily  soluble  in 
hot  water;  it  crystallises  in  long,  flat,  triclinic  prisms.  When  fused 
with  potash,  it  yields  orthhydroxyquinaldine,  melting  at  74°.  Para - 
qumaldinesulphonic  acid  is  distinguished  from  its  isomerides  by  its 
greater  solubility  in  water.  It  is  much  more  advantageously  prepared 
by  heating  sulphanilic  acid  (100  grams),  with  paraldehyde  (80  grams), 
and  hydrochloric  acid  (100  grams).  It  forms  small  monoclinic 
crystals,  and  yields  parahydroxyquinaldine,  melting  at  213°,  on  fusion 
with  potash. 


Orthohydroxyquinaldine ,  OH.CeH^ 


N  !  CMe 

ch:ch 


>,  may  also  be  obtained 


by  heating  orthamidophenol  hydrochloride  (200  grams)  with  par¬ 
aldehyde  (200  grams)  and  crude  concentrated  hydrochloric  acid  (150 
grams)  ;  the  product  is  diluted  with  water,  filtered,  saturated  with 
sodium  carbonate,  and  steam-distilled.  It  crystallises  from  dilute 
alcohol  in  colourless  prisms,  melts  at  74°,  and  boils  at  266 — 267° ;  it  is 
sparingly  soluble  in  water,  readily  in  benzene,  ether,  and  hot  alcohol. 
It  forms  salts  with  bases  and  with  acids,  but  is  insoluble  in  alkaline 
carbonates ;  the  hydrochloride,  nitrate,  and  sulphate  are  readily 
soluble;  the  plat inoch lor ide,  (Ci0H9NO)2,H2PtCl6  +  2H20,  crystallises 
in  clusters  of  yellow  needles,  sparingly  soluble  in  cold  water. 

Tetrahydrorthohydroxyquinaldine ,  Ci0H12N.OH,  obtained  by  the 
action  of  tin  and  hydrochloric  acid  on  hydroxyquinaldine,  is  a  liquid 
boiling  at  278 — 282°.  Benzoic  and  acetic  chlorides  react  energetically 
with  orthohydroxyquinaldine,  yielding  benzoic  and  acetic  derivatives. 
The  methyl- derivative,  Ci0H8N.OMe}  may  be  obtained  from  methyl 
iodide  and  hydroxyquinaldine,  but  more  advantageously  by  heating 
a  mixture  of  orthanisidine  (2  parts),  hydrochloric  acid  (4  parts), 
and  paraldehyde  (3  parts).  It  melts  at  125°,  boils  at  282°,  is 
sparingly  soluble  in  water,  readily  in  alcohol,  ether,  and  hot  benzene. 
The  hydrochloride,  sulphate,  and  nitrate  are  readily  soluble;  the 
chromate  crystallises  in  long  orange-red  needles,  sparingly  soluble  in 
cold  water;  the  platinochloride ,  (CuHllNO)2,H2PtCl6,  forms  sparingly 
soluble  yellow  needles.  Tetrahydrorthomethoxyquinaldine ,  Ci0H12N.OMe, 
boils  at  270°,  is  sparingly  soluble  in  water,  readily  in  alcohol  and 
ether  ;  its  salts  give  a  magenta  coloration  with  ferric  chloride;  a  nitroso- 
derivative  can  be  obtained.  The  hydrochloride,  C10H12N.OMe,HCl,  is 
readily  soluble  in  water,  and  sublimes  at  about  150°  in  stellate  crystals. 
On  heating  the  hydro- base  with  methyl  iodide  at  100°,  the  tertiary 
base,  CioHuMeN.OMe,  is  produced  ;  this  boils  at  260 — 262°,  yields  a 
soluble  hydrochloride,  and  furnishes  a  green  dye  when  heated  with  benzo- 
trichloride  and  zinc  chloride.  The  platinochloride, (CwilnN 0)2,ll2fytC\e, 
forms  stellate  clusters  of  yellow  needles. 

Parahydroxyquinaldine  may  be  obtained,  in  the  same  way  as  the 
isomeric  ortho-compound,  from  paraquinaldinesulphonic  acid,  and 
from  paramidophenol,  aldehyde,  and  hydrochloric  acid.  It  is  not 
volatile  in  steam,  but  may  be  distilled  with  very  slight  decomposition ; 
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it  forms  spear-shaped  crystals,  melts  at  213°,  dissolves  very  sparingly 
in  cold  water,  readily  in  alcohol  and  ether,  and  is  also  soluble  in  acids 
and  alkalis.  The  platinochloride,  (Ci0H9NO)2,H2PtCl6  +  2H20,  forms 
stellate  clusters  of  yellow  needles.  fi-Hydroxy quinaldine,  Ci0H8ISr.OH, 
obtained  from  /3-quinaldinesulphonic  acid,  crystallises  in  colourless 
silvery  scales,  softens  at  about  220°,  melts  at  232 — 234°,  and  can  be 
distilled  with  slight  decomposition ;  it  is  almost  insoluble  in  boiling 
water,  sparingly  in  cold  but  more  readily  in  hot  alcohol,  readily 
in  ether.  The  sulphate  and  hydrochloride,  CioH9NO,HC1  +  2H20, 
crystallises  in  long  lemon-yellow  needles,  sparingly  soluble  in  cold 
water;  the  platinochloride ,  (CioH9NO)2,H2PtCl6  +  2H20,  also  forms 
yellow  needles.  /3-Hydroxy quinaldine  is  soluble  in  dilute  alkalis,  but 
insoluble  in  alkaline  carbonates  ;  it  is  distinct  from  the  7-compound 
obtained  by  Knorr  (this  vol.,  p.  335),  and  probably  contains  the 
hydroxyl-group  in  the  meta-position. 

Trimethylquinaldine ,  Ci0H6NMe3,  prepared  from  crystallised  cum- 
idine  (Abstr.,  1883,  324),  paraldehyde  and  hydrochloric  acid,  is  an  oil 
boiling  at  297 — 300°,  and  solidifying  at  20°  ;  it  is  insoluble  in  water, 
readily  soluble  in  alcohol  and  ether.  The  chromate,  (C13H15N)2,H2Cr207, 
crystallises  in  long  golden-yellow  needles.  a.-N aphthaquinaldine. 


N  '  CMe 

Ci0H6<^Qg .  Qp£^>)  is  prepared  by  heating  a-naphthylamine  (1  part). 


with  paraldehyde  (1  part),  and  hydrochloric  acid  (2  parts),  at 
100 — 110°.  It  is  a  heavy  liquid,  boiling  above  300°  ;  the  hydro¬ 
chloride,  nitrate,  and  sulphate  are  readily  soluble  in  water,  and  in 
very  dilute  solution  exhibit  blue  fluorescence.  The  platinochloride , 
(C14H11H)2,H2PtC]6  +  2H20,  crystallises  in  concentrically  grouped 
needles ;  the  chromate ,  (CHHnH)2,H2Cr207,  forms  yellow  crystals. 
fi-Naphthaquinaldine  forms  large  colourless  needles,  melts  at  82°,  and 
boils  above  300°  ;  it  dissolves  sparingly  in  water,  readily  in  alcohol 
and  ether.  The  platinochloride,  (CuHnN^HgPtCJs  4-  2H20,  and  the 
chromate ,  (CuHLiN)2,H2Cr207,  both  form  yellow  sparingly  soluble 
needles.  A.  K.  M. 


Homologues  of  Quinaldine.  By  O.  Doebner  and  W.  v.  Miller 
( Ber .,  17,  1712 — 1721). — The  method  previously  given  for  the  pre¬ 
paration  of  quinaldine  (this  vol.,p.  183)  maybe  employed  for  the  pro¬ 
duction  of  its  homologues,  provided  the  aldehydes  used  contain  primary 
alcohol  radicals,  that  is,  CH2R.CHO.  From  propaldehyde,  aniline, 
and  hydrochloric  acid,  a  base,  Ci2H13hT,  is  obtained  which  melts  at  56°, 
boils  at  268 — 269°  (bar.  —  711  mm.),  and  has  the  characteristic  odour 
of  quinaldine ;  it  is  sparingly  soluble  in  water,  readily  in  alcohol, 
benzene,  and  ether,  and  crystallises  from  the  last  solvent  in  large  well- 
formed  monoclinic  prisms.  The  sulphate  and  hydrochloride  crystallise 
from  alcohol  in  small  prisms  extremely  soluble  in  water.  The  platino¬ 
chloride ,  (Ci2H13N)2,H2PtCl6,  crystallises  in  bright-yellow  needles,  the 
picrate ,  C12H13N,C6H3lSr307,  in  yellow  crystals,  and  the  chromate , 
(C„H  13^)2, H2Gr207,  in  small  yellowish-brown  prisms.  The  methiodide , 
C12Hl3N,MeI,  forms  lemon-yellow  needles  very  readily  soluble  in  hot 
water  or  hot  alcohol,  but  insoluble  in  ether;  it  melts  at  196°  with 
partial  decomposition.  On  oxidising  the  base  Ci2H13H  with  chromic 
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acid  dissolved  in  sulphuric  acid,  an  acid,  C11H9N’02,  is  formed  melting 
at  140°  and  yielding  a  sparingly  soluble  copper  salt ,  (CuEhN02)2Cu. 
When  heated  with  soda-lime,  this  acid  furnishes  a  methylquinoline 
boiling  at  about  250°  (be.,  higher  than  quinaldine)  and  the  platino¬ 
chloride  of  which  crystallises  in  orange-yellow  needles  of  the  composi¬ 
tion  (C10H9N)o,H2PtCl6  -f-  2H20.  This  is  no  doubt  /^-methylquinoline, 
_ ;  OH- 

.*  and  therefore  the  acid  must  be  regarded  as  a 

methylquinolinecarboxylic  acid ,  and  the  base  as  an  ethylmethyl- 

qninoline.  The  formation  of  the  latter  from  propaldehyde  being 
analogous  to  that  of  quinaldine  from  acetaldehyde,  it  is  extremely 
probable  that  an  intermediate  product,  ethylmethylacrolein, 
CHEt  !  CMe.COH,  is  first  formed,  and  then  unites  with  aniline  to 

form  a.-ethyl'fi-methylquinoline ,  C6H4<^qjj  .*  0-^ )>.  The  constitu¬ 
tion  of  the  acid  CuHgN02  must  then  be  C6H4< 


The  reduction  of  ethylmethylquinoline  takes  place  less  readily  than  is 
the  case  with  quinaldine ;  the  hydrogenated  base,  C12H17N,  obtained  is 
a  colourless  liquid  of  agreeable  odour,  boiling  at  260 — 262° ;  it  gives 
a  red  coloration  with  ferric  chloride,  and  combines  with  nitrous  acid 
to  a  yellowish-red  nitroso-compound.  The  platinochloride  is  a  bright 
yellow  crystalline  precipitate  ;  the  hydrochloride  is  sparingly  soluble 
(distinction  from  ethylmethylquinoline),  and  crystallises  in  tufts  of 
needles.  Propylaniline ,  NHPhPr,  and  the  above  hydrobase  are  ob¬ 
tained  as  secondary  products  in  the  preparation  of  ethylmethylquino¬ 
line.  Propylaniline  boils  at  214 — 216°,  and  yields  a  crystalline 
nitroso-derivative,  the  platinochloride  of  which  crystallises  in  long 
concentric  prisms.  Propylethylquinoline ,  CuHnN,  obtained  from 
normal  butaldehyde,  aniline,  and  hydrochloric  acid,  boils  at  290° 
and  yields  a  crystalline  picrate.  Butylpropylquinoline ,  Ci6H2jN,  pre¬ 
pared  from  isovaleraldehyde,  CHMe>.CH2.CHO,  and  aniline,  forms  a 
bright  yellow  oil,  boils  at  293 — 294°,  and  yields  crystalline  salts  ;  the 
nitrate  is  almost  insoluble  in  cold  water,  the  hydrochloride  and  sulph¬ 
ate  are  readily  soluble;  the  platinochloride ,  (Ci6H21N)2,H2PtCl6,  forms 
sparingly  soluble  yellow  prisms,  and  the  picrate,  Ci6H2iN,C6H3N307, 
large  yellow  plates.  Hexylamylquinoline ,  C2oH2gN,  obtained  from 
oenanthaldehyde  and  aniline,  is  a  colourless  oil  boiling  between  320° 
and  360°.  It  is  not  dissolved  by  concentrated  hydrochloric  acid,  but 
is  soluble  in  concentrated  sulphuric  and  nitric  acids,  the  addition  of 
water,  however,  reprecipitates  it  from  these  solutions.  The  sulphate 
separates  from  its  alcoholic  solution  in  needles  or  wart-like  crystals; 
the  picrate ,  C2oH29^,C6H2(N02)*.OH,  crystallises  in  yellow  needles, 
sparingly  soluble  in  water  and  cold  alcohol;  the  platinochloride , 
(C2nH79N)2,H2PtClG,  forms  large  yellow  plates.  The  hydrogenated  base , 
C2oH33N,  is  obtained  as  a  secondary  product ;  it  yields  no  crystalline 
picrate  and  no  platinochloride. 

The  resemblance  which  the  above  bases  show  in  their  chemical 


behaviour  indicates  that  they  have  a  similar  constitution,  their  general 
formula  being  accordingly  C6H4<^  A  table  is  ap- 
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pended  showing  the  formulas  1,  of  the  aldehydes  experimented  on ; 
2,  of  the  hypothetical  intermediate  alkylacroleins ;  and  3,  of  the 
quinaldine-bases  formed  from  them.  A.  K.  M. 

Constitution  of  Quinizine-derivatives  (III)-  By  L.  Knorr 
(Ber.,  17,  2032 — 2049). — The  author  applies  the  term  quinizine- 
derivatives  to  a  new  class  of  compounds  derived  from  a  hypothetical 

NH 

/ 

CH  N 

f\  /\ 

base,  quinizine ,  of  the  formula  BC  C  CH  ^  of  which  the  first 

HC  C  CH2 

\/\/ 

CH  CH2 

representative  methyloxyquinizine  formed  by  condensation  from 
phenylhydrazine  and  ethyl  aeetoacetate,  has  been  already  described  (this 

NH 

/ 

vol.,  pp.  302,  1153);  the  formula  c^e  then  assigned  to  it  is 

\/\/ CH2 

CO 

further  confirmed  by  the  following  considerations.  The  formation  of 
this  body  occurs  in  two  stages.  The  intermediate  compound,  ethyl 
phenylbydrazineacetoacetate,  formed  in  the  cold  with  elimination  of 
water,  must  be  represented  by  either  one  of  the  formulas 

< NHl>CMe-CH2-C00Et ;  NHPt-N  :  CMe.CH2.COOBt. 

The  dimethyloxy quinizine  formed  by  replacing  the  hydrogen-atom 
attached  to  nitrogen  by  methyl  does  not  yield  methylaniline  when 
decomposed  either  by  heating  with  hydrochloric  acid  at  200°  or  by 
distillation  with  zinc-dust.  Secondary  hydrazines  do  not  yield  the 
corresponding  alkyl  quinizines  by  condensation  with  ethyl  aeetoace¬ 
tate.  These  facts  render  the  second  formula  improbable.  In  the 
second  stage  of  the  reaction,  at  100°,  ethyl  phenylhydrazinacetoacetate 
suffers  further  condensation  with  elimination  of  alcohol  ;  without 
doubt,  here  the  ethoxy-group  combines  with  a  hydrogen-atom  from 
the  benzene-ring,  and  not  with  one  from  the  neighbouring  methylene- 
group,  it  being  found  in  methyloxy quinoline  that  the  latter  must 
remain  intact,  as  the  isonitrosomethyloxyquinoline  obtained  by  the 
action  of  nitrous  acid  on  the  base  is  identical  with  that  obtained  by 
direct  condensation  from  phenylhydrazine  and  ethyl  isonitrosoaceto- 
acetate.  The  chemical  behaviour  of  methyloxyquinoline  is  in  com¬ 
plete  accordance  with  this  formula.  It  is  at  once  acid  and  base,  the 
acid  properties  disappearing  on  substitution  of  alcohol  radicles  for  the 
hydrogen  of  the  imido-group.  The  methylene-group  is  no  longer 
capable  of  having  its  hydrogen  replaced  by  metals,  but  otherwise 
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shows  the  greatest  resemblance  in  behaviour  to  that  possessed  by  it 
in  acetoacetates. 

Dimethyloxyquinizine  ( antipyrine ) . 

C9H6N(  I  NMe).MeO  [NMe  :  Me  :  O  =  1',  2  :2':  4']  * 

This  compound  has  been  already  shortly  described  ( loc .  cit.).  It  is 
distinguished  from  its  isomerides  by  containing  the  second  methyl  in 
the  imido-group.  Under  the  name  of  antipyrine  it  is  now  used  ex¬ 
tensively  in  Germany  as  a  febrifuge. 

Isonitrosoantipyrine ,  ChHl,N302,  is  prepared  by  the  action  of  nitrous 
acid  on  a  solution  of  antipyrine.  It  forms  green  crystals,  explodes 
when  heated  at  200°,  is  insoluble  in  water  and  dilute  acids,  soluble  in 
alkalis  and  acetic  acid,  moderately  soluble  in  alcohol,  sparingly  soluble 
in  chloroform  and  ether.  By  reduction  with  zinc  and  acetic  acid,  it  is 
converted  into  an  oily  base  that  has  not  been  further  investigated. 

Nitroantipyrine ,  C11H11N2O.HO2  [N02  =  3'],  is  obtained  by  gently 
heating  a  solution  of  antipyrine  in  concentrated  nitric  acid  or  by  the 
action  of  nitric  acid  on  isonitrosoantipyrine.  It  crystallises  in  white 
needles,  melts  at  270 — 280°,  is  insoluble  in  water  and  alkalis,  sparingly 
soluble  in  strong  nitric  and  hydrochloric  acids,  from  which  it  is  repre¬ 
cipitated  unchanged  on  addition  of  water. 

Benzylidineantipyrine  is  obtained  as  hydrochloride  by  the  action  of 
concentrated  hydrochloric  acid  on  a  solution  of  antipyrine  in  benz- 
aldehyde.  It  has  the  formula  C29H28N4O2  =  CHPh^CnHulS^OB,  the 
benzylidine  being  most  likely  united  to  the  antipyrine -groups  at  the 
[3']  positions  as  the  compound  does  not  react  with  nitrous  acid.  The 
free  base  forms  lustrous  crystals  and  melts  at  201°.  The  hydro¬ 
chloride  crystallises  in  long,  interlaced,  silky  needles. 

By  heating  antipyrine  with  hydrochloric  acid  at  200°,  it  suffers 
complete  decomposition,  yielding,  amongst  other  products,  much 
aniline  and  small  quantities  of  methylamine.  By  distillation  with 
zinc-dust,  antipyrine  yields  benzene,  aniline,  a  base  boiling  at  86 — 87° 
(still  under  investigation),  and  other  products. 

Isonitrosomethy  loxy  q  uinizine , 

C9H4K(  :NH)Me(KOH)0  [=  1',  2'  :  2'  :  3' :  4'], 

is  obtained  by  the  action  of  nitrous  acid  on  methyloxvquinizine  or  by 
direct  condensation  from  phenylhydrazine  and  ethyl  isonitrosoaceto- 
acetate.  It  crystallises  in  orange-yellow  needles,  melts  at  137°, 

*  In  the  notation  of  the  quinoline  series,  1 . 2 . 8 . 4  refer  to  the  positions  in  the 
benzene-ring,  and  l7 . 2' .  3' .  47  to  the  corresponding  positions  in  the  basic  ring  con¬ 
taining  the  nitrogen,  where  N  =  l7,  as  shown  in  the  annexed  symbol  : — 


l7 

1  N 


4  47 


In  the  quinizines  where  the  |  NTI  or  other  similar  group  is  united  to  both  l7  and  27, 
the  constitutional  formula  is  written  *  Nil  =  l7,  27,  &c. —  C.  E.  G-. 


ORGANIC  CHEMISTRY. 


1379 


slowly  sublimes  below  100°,  and  is  decomposed  when  heated  above  the 
melting  point.  It  is  sparingly  soluble  in  water  and  acids,  readily  in 
hot  glacial  acetic  acid  and  alcohol,  moderately  in  ether.  It  is  a  strong 
acid,  dissolves  in  alkalis  with  yellowish-red  coloration,  and  yields  a 
yellow  crystalline  sodium  salt. 

IsonitrosometJiyldioxyquinizine , 

C9H4( :  N0H)Me(NT)H)0  [=  1',  2'  :  2'  :  3'  :  4'j, 


is  prepared  by  mixing  an  alkaline  solution  of  methyloxyquinizine  with 
excess  of  sodium  nitrite  and  pouring  the  mixture  into  dilute  sulphuric 
acid.  It  crystallises  in  brilliant  prisms,  melts  at  135°,  is  soluble  in 
alcohol  and  ether,  insoluble  in  acids,  soluble  in  alkalis  to  a  yellow 
liquid.  Nitric  acid  readily  converts  both  this  and  the  preceding  com¬ 
pound  into  a  blue  compound,  most  probably  identical  with  diquinizine- 
blue. 

By  the  action  of  nitric  acid  on  methyloxyquinizine,  an  oil  can  be 
obtained  which  is  probably  methyldioxyquinizine  ;  it  is  very  readily 
oxidised  to  di-quinizine-blue,  and  is  converted  into  nitrosomethyl- 
dioxyquinizine  by  the  action  of  nitrous  acid.  It  could  not  be  obtained 
in  a  pure  state. 

Di-methyloxyquinizine,  C2oHiBNI02,  is  formed  by  heating  a  mixture 
of  methyloxyquinizine  and  phenylhydrazine  to  boiling.  As  it  is  also 
formed  by  condensation  from  ethyl  diacetosnccinate  and  phenylhydra¬ 
zine  (p.  1382),  it  must  be  regarded  as  formed  by  the  union  of  2  mols. 
of  methyloxyquinizine  with  elimination  of  2  atoms  of  hydrogen,  the 
position  of  union  being  [3'  :  3'].  It  crystallises  in  rhombic  forms,  is 
insoluble  in  nearly  all  solvents,  except  alkalis,  and  has  both  acid  and 
basic  properties.  Heated  with  methyl  iodide  and  methyl  alcohol,  it 
yields  diantipyrine ,  C22H22N402,  melting  at  250°.  The  corresponding 
ethyl  compound,  C24H26N402,  melts  at  240 — 250°.  These  bases  are 
distinguished  from  antipyrine  by  their  sparing  solubility  in  water. 

Diquinizine-blue ,  C2oHi6N402,  is  obtained  as  already  mentioned  by 
oxidation  of  many  of  the  quinizine-derivatives  :  it  is  best  prepared  by 
mixing  di-methyloxyquinizine  in  alkaline  solution,  with  excess  of 
sodium  nitrite  solution,  and  pouring  the  mixture  into  dilute  sulphuric 
acid,  when  it  separates  in  flocks  which  can  be  crystallised  from 
chloroform.  It  forms  blue  needles,  is  insolnble  in  water,  dilute  acids, 
and  dilute  alkalis,  sparingly  soluble  in  alcohol  and  ether.  It 
dissolves  in  chloroform  and  concentrated  sulphuric  acid,  the  solutions 
having  an  indigo-blue  colour,  and  giving  a  spectrum  similar  to  that 
of  indigo.  It  does  not  dye  fibres.  It  is  decomposed  on  boiling  it  with 
strong  alkali  or  acids,  and  is  decolorised  by  chlorine  and  nitric  acid. 
Reducing  agents  convert  it  into  di-methyloxyquinizine.  The  author 
assigns  to  it  the  constitution 


/\/% 


N 


1  i  /N\  /\ 

CMe  Me(X  \ 


\/\  / 

CO 


CH  HC 


\  /\/ 

CO 


A.  J.  G. 
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Action  of  Substituted  Acetoacetates  on  Phenylhydrazine. 

By  L.  Knorr  and  A.  Blank  ( Ber .,  17,  2049 — 2052). — These  quinizme- 
derivatives  are  prepared  in  similar  manner  to  that  described  for 
methyloxyquinizine  (this  vol.,  p.  302). 

2'.  3' -Dimethyloxy  quinizine,  C9H5N(  IOTT)Me20  [Me:  Me  =  2' :  3'], 
prepared  from  phenylhydrazine  and  ethylic  methylacetoacetate, 
forms  a  crystalline  powder  and  melts  at  127 — 132°.  It  is  isomeric 
with  antipyrene.  Heated  with  methyl  iodide  and  methyl  alcohol,  it 
yields  a  base  melting  at  84°,  and  analogous  to  antipyrine.  A  diquin- 
izine  is  not  formed  by  heating  it  with  excess  of  phenylhydrazine. 
Oxidising  agents,  best  nitrous  acid,  convert  it  into  azodimethyloxy - 
quinizine,  C9H5KMe20  !  N — N  I  C9H5NMe20,  which  crystallises  in 
long  needles,  melts  at  164°,  is  soluble  in  alcohol  and  glacial  acetic 
acid,  insoluble  in  water,  acids,  and  alkalis. 

2'.  3' -Methy  lethyloxy quinizine,  C9H5N(  !  NH)MeEtO,  prepared  from 
phenylhydrazine  and  ethylic  ethylacetoacetate,  crystallises  in  needles 
■with  1  mol.  H20,  melts  when  anhydrous  at  108°,  is  readily  soluble  in 
chloroform,  alcohol,  benzene,  and  hot  water,  less  soluble  in  ether  and 
light  petroleum.  By  the  action  of  oxidising  agents,  it  is  converted 
into  azoethylmethyloxy  quinizine,  C24H26N2O4,  melting  at  160°. 

The  action  of  ethylic  acetosuccinate  on  phenylhydrazine  unassisted 
by  heat  gives  rise  to  ethylic  phenylizinacetosuccinate ,  Ci6N22N204 
(m.  p.  80°),  which  by  heating  at  150°  is  converted  into  alcohol  and 
ethylic  methyloxyquinizinacetate ,  forming  crystals  melting 

at  138°.  It  is  saponified  by  heating  with  sulphuric  acid,  and  yields 
the  free  acid.  Methyloxyquinizinacetic  acid , 

C9H5N(  :  NH)Me(CH2.COOH)0  [1',  2':  2':  3':  4'], 

thus  obtained,  crystallises  in  needles,  and  melts  at  178°. 

A.  J.  Gr. 

Action  of  Ethylic  Succinosuccinate  on  Phenylhydrazine. 

By  L.  Knorr  and  C.  Bulow  (Ber.,  17,  2053 — 2057). — Knorr  has 
described  (this  vol.,  p.  1154)  a  yellow  substance  of  the  formula 

C20H16N4O2, 

diquinizinhydrobenzene,  which  forms  the  main  product  of  the  action 
of  ethylic  succinosuccinate  on  phenylhydrazine.  By  working  under 
varied  conditions,  the  authors  have  now  succeeded  in  obtaining  by 
this  reaction  nearly  all  the  substances  whose  formation  could  be 
theoretically  predicted. 

Ethylic  f  henylizinsuccinosnccin ate , 

NH  CHa.CH(COOEt) 

C18H2205K2  =  |  \C<  >CO, 

NPl/  xCH(COOEt).CH/ 

is  prepared  by  heating  on  the  water-bath  an  excess  of  ethylic  succino¬ 
succinate  with  Fischer’s  phenylhydrazine  reagent.  It  is  only 
formed  in  small  quantity,  diquinizinehydrobenzene  being  the  main 
product.  It  crystallises  in  interlaced  needles,  melts  at  159 — 160°, 
is  soluble  in  alcohol,  insoluble  in  water,  and  has  basic  properties. 
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Ethy  lie  diphenylizinsuccin  osuccinate , 

NH  CH2.CH(COOEt) 
C24H28N404  =  |  >C<  / 

NPl/  XCH(COOEt).CH/  XNH 


NPh 


is  obtained  amongst  other  products  by  heating  for  some  hoars  a 
solution  of  phenylhydrazine  (2  eq.)  with  ethylic  succinosuccinate 
(1  eq.)  in  presence  of  acetic  acid.  It  forms  a  yellow  crystalline 
powder,  melts  at  205 — 206°,  gives  off  a  green  vapour  on  heating, 
and  dissolves  in  acids  with  a  beautiful  carmine-red  coloration.  It  is 
decomposed  by  boiling  with  strong  acids,  without  separation  of 
phenylhydrazine,  and  does  not  yield  a  colouring  matter  on  treatment 
with  nitrous  acid. 

Ethylic  phenylizinquinizinhydrobenzenecarboxylate , 


NH 


C22H22N403  =  Cell,/ 


4\ 


CO.CH.CHo.C^pk 


N — C 

\/ 

NH 


■CH2.CH.COOBfc 


is  formed  at  the  same  time  as  the  last  substance,  and  can  be  separated 
by  boiling  with  toluene,  in  which  it  is  soluble.  It  crystallises  in 
yellow  needles,  melts  at  211 — 212°,  is  insoluble  in  water  and  alcohol, 
soluble  in  alkalis  with  yellow  coloration,  in  acids  with  pale-rose 
coloration.  By  oxidation  with  nitrous  acid  or  exposure  to  air  its 
acid  solution  acquires  an  emerald-green  tint,  which  by  further 
oxidation  turns  dirty  green.  It  gives  off  a  green  vapour  when 
heated. 

Dimethyldiquinizinhydrobenzene ,  C22H25N402,  prepared  by  heating 
the  sodium  salt  with  methyl  iodide,  crystallises  in  yellowish  needles, 
is  soluble  in  chloroform  and  toluene,  the  solutions  showing  a 
fluorescence  resembling  that  of  uranium  glass  ;  it  is  but  sparingly 
soluble  or  insoluble  in  most  other  solvents.  The  corresponding 
diethyl-compound  resembles  the  foregoing  in  both  preparation  and 
properties. 

By  the  action  of  nitrous  acid  on  an  alkaline  solution  of  diquinizin- 
hydrobenzene,  a  blue  colouring  matter  of  the  formula  C2oH14N402  is 
obtained ;  when  heated,  it  gires  off  purple-red  vapours,  and  in  part 
sublimes  undecomposed.  The  same  vapours  and  sublimate  are 
obtained  by  heating  diquinizinhydrobenzene.  A.  J.  Gr. 


Action  of  Ethylic  Diacetosuccinate  on  Phenylhydrazine. 

By  L.  Knorr  and  C.  Bulow  ( Ber 17,  2057 — 2060). — Ethyl  phenyl- 

HN 

izmdiacetosuccinate,  |  yCMe.CH(COOEt).CH(COOEt).COMe, 

Ph  W 


is 


obtained  by  heating  equal  parts  of  phenylhydrazine  and  ethyl 
diacetosuccinate  at  180°,  and  is  separated  from  the  di-methyloxy- 
quinizine  formed  at  the  same  time  by  boiling  with  alcohol,  in  which 
the  latter  is  insoluble.  It  forms  large  crystals,  melts  at  91°,  is 
VOL.  XL vi.  5  a 


1382 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


insoluble  in  alcohol,  light  petroleum,  and  glacial  acetic  acid,  and 
insoluble  in  water. 

J Ethyl  diphenylizindiaceto succinate > 


HNV  1STH 

|  >CMe.CH(COOEt).CH(COOEt).CMe/  |  , 

PhN x  \NPh 


is  best  prepared  by  heating  equal  parts  of  phenylhydrazine  and  ethyl 
diacetosuccinate  on  the  water-bath.  It  crystallises  in  lance-like  forms, 
is  insoluble  in  water,  alcohol,  acids,  and  alkalis,  and  is  converted  into 
di-methyloxyquinizine  by  heating  it  with  toluene  at  180°. 

NH  NH 

/\  /\ 

.1ST — CMe  CMe.N 


Di-m ethy looey q uinizine ,  C6Ih 


X 

\ 


CO.CH - CH.CO 


)>C6H4 


obtained 


as  above  mentioned,  is  identical  with  the  di-methyloxyquinizine 
prepared  by  heating  methyloxyqninizine  with  phenylhydrazine 
(p.  1379).  A  solution  of  the  sodium  salt  gives  white  precipitates 
with  silver,  lead,  mercury,  and  nickel  salts,  a  deep- blue  precipitate 
with  copper  salts,  a  brownish-red  precipitate  with  uranium  salts,  a 
blackish-brown  precipitate  with  ferric  salts,  and  a  steel-blue  precipi¬ 
tate  with  ferrous  salts.  A.  J.  G. 


Cystine  and  Cysteine.  By  E.  Baumann  ( Zeit .  Physiol  Chem, ., 
8,  299 — 305). — If  tinfoil  is  added  to  a  hydrochloric  acid  solution  of 
cystine,  there  is  at  first  no  disengagement  of  gas,  the  lmvo  rotatory 
power  also  gradually  diminishes  until  it  reaches  a  point  where  no 
further  change  takes  place.  Only  a  minimal  quantity  of  sulphuretted 
hydrogen  is  formed,  which  is  not  in  accordance  with  the  statements 
of  Dewar  and  Gamgee.  The  hydrochloride  of  the  new  base  cysteine 
is  obtained  by  evaporating  the  filtrate,  after  removal  of  the  tin  by 
sulphuretted  hydrogen.  The  base  itself  can  be  best  prepared  by 
carefully  neutralising  the  alcoholic  solution  of  the  hydrochloride, 
washing  with  alcohol,  and  drying  in  a  vacuum.  It  differs  from 
cystine,  being  soluble  in  water,  ammonia,  acetic  and  mineral  acids, 
and  forms  a  fine  indigo-blue  colour  with  ferric  chloride,  which 
rapidly  vanishes,  cystine  being  precipitated ;  this  is  also  true  of  the 
hydrochloride,  although  the  colour  is  much  weaker.  When  treated 
with  potash,  it  furnishes  the  same  decomposition-products  as  cystine, 
and  is  also  very  readily  oxidised,  cystine  being  the  product  formed. 
The  author  has  assigned  to  it  the  formula  C3H7NSO2;  cystine  being 

c6h12k2s2o4.  '  ^  * 

Concentrated  hy  dr  iodic  acid  fails  to  form  thiolactic  acid  as 
expected,  by  the  displacement  of  NH2  by  H.  J.  P.  L. 

Cinch 011a  Alkaloids.  By  W.  J.  Comstock  and  W.  Konigs  ( Ber.y 
17,  1984 — 1996). — In  earlier  communications  (Abstr.,  1880,  673, 
1882,  224),  Konigs  has  shown  that  cinchonine  when  treated  with 
phosphoric  chloride  and  oxychloride  is  converted  into  cinchonine 
chloride,  from  which  by  boiling  with  alcoholic  potash  a  non- 
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oxygenated  base,  cinchine,  C19H20N4,  is  obtained ;  and  that  this  when 
heated  with  concentrated  hydrochloric  acid  at  220 — 230°  is  converted 
into  apocinchine,  Ci&HnNO,  with  separation  of  methyl  chloride  and 
ammonia. 

Ginchonidine  chloride ,  Ci9H2iN2OC1,  is  prepared  by  the  action  of 
phosphoric  chloride  and  oxychloride  on  cinchonidine  hydrochloride  ; 
it  crystallises  well,  and  melts  at  108 — 109°.  Heated  with  alcoholic 
potash  it  yields  cinchine. 

Quinine  chloride ,  C20H23N2OCI,  is  prepared  by  dissolving  quinine 
hydrochloride  (3  parts)  in  chloroform,  and  adding  the  liquid  to  finely 
powdered  phosphoric  chloride  covered  with  chloroform  ;  the  mixture 
is  heated  for  some  time,  then  cooled  in  water,  the  chloroform  decanted 
off,  and  the  aqueous  solution  precipitated  with  ammonia.  The  base  may 
be  crystallised  by  adding  ether  to  its  solution  in  benzene  ;  it  forms 
colourless  crystals,  melts  at  151°,  and  gives  a  green  coloration  with 
chlorine- water  and  ammonia,  the  coloration  being  much  less  intense 
than  that  obtained  with  quinine.  Its  solution  in  dilute  sulphuric 
acid  is  not  fluorescent. 

Ghinine ,  C20H22N2O5  prepared  by  the  action  of  alcoholic  potash  on 
quinine  chloride,  forms  colourless  crystals  containing  2  mols.  H20,  and 
melting  at  81 — 82° ;  it  is  soluble  in  water,  ether,  and  light  petroleum. 
The  sulphate  is  readily  soluble,  and  of  neutral  reaction.  The  solution 
in  dilute  sulphuric  acid  shows  decided  fluorescence,  of  a  greener  tint 
than  that  of  quinine. 

Oxidation-products  of  Cinchine ,  Cinchonine ,  and  Quinine. — It  has  been 
shown  that  on  oxidation  with  chromic  acid  cinchonine  yields,  together 
with  carbonic  anhydride  and  a  little  formic  acid,  a  quinoline- 
carboxylic  acid — cinchonie  acid — (Kbnigs,  Abstr.,  1879,  471 ;  Skraup, 
ibid..,  656),  and  that  quinine  yields  a  niethoxyquinolinecarboxylic 
acid — quinic  acid — (Skraup,  Abstr.,  1879,  809),  but  of  the  bye-products 
little  is  known  except  that  Weidel  and  Hazura  obtained  a  small 
quantity"  of  nitrohydroxyquinoline  from  the  mother-liquors  of  cin- 
chonic  acid,  by  boiling  them  with  nitric  acid  ;  and  on  distilling  them 
with  zinc-dust  small  quantities  of  fi- ethyl  pyridine,  quinoline,  and  a 
very  little  pyridine  were  formed  (Abstr.,  1883,  222). 

In  the  authors’  experiments,  after  removal  of  the  cinchonic  or 
quinic  acid  from  the  oxidation  products,  bromine-water  is  added, 
when  from  cinchonine  and  cinchine  they  obtained  the  insoluble 
tribromoxylepidine,  and  a  soluble  bromine-compound  of  the  formula 
CgH^BrahiO.  In  the  case  of  quinine,  the  latter  compound  alone  is 
obtained.  Tribromoxylepidine ,  CioHeBrsOhT,  can  be  crystallised  from 
boiling  alcohol ;  it  does  not  melt  at  280°,  but  can  be  sublimed  in  small 
quantity.  It  is  sparingly  soluble  in  boiling  alcohol,  chloroform, 
or  benzene,  more  readily  in  hot  acetic  acid,  insoluble  in  water, 
scarcely  soluble  in  ammonia,  sparingly  in  boiling  aqueous  soda; 
when  it  is  boiled  with  sodium-amalgam  and  water,  quinoline  and 
hyrdroquinoline  are  formed  in  small  quantity.  Hydriodic  acid  converts 
it,  in  small  part,  into  quinoline  or  lepidine.  The  soluble  bromine- 
compound,  CgHjaBi^NO  +  JHoO,  crystallises  in  colourless  prisms, 
melts  with  decomposition  at  250°,  is  very  readily  soluble  in  hot  water, 
sparinglv  soluble  in  boiling  alcohol,  nearly  or  quite  insoluble  in 
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chloroform,  benzene,  and  ether.  The  aqueous  solution  has  an  acid 
reaction,  gives  a  precipitate  with  phosphotungstic  acid,  a  resinous 
precipitate  with  potassium  mercuric  iodide,  soluble  in  excess,  and 
with  gold  chloride,  a  resinous  precipitate  that  can  be  crystallised  in 
flat  ruby-red  needles.  Silver  nitrate  added  to  a  hot  aqueous  solution 
precipitates  half  the  bromine,  a  compound  being  formed  whose 
aurochloride  crystallises  in  clear  yellow  needles  of  the  formula 

C9H12BrNO,HAuCl4  +  H20. 

Long  boiling  with  excess  of  silver  nitrate  removes  nearly  the  whole  of 
the  bromine.  Dibromocinchonine  was  submitted  to  oxidation,  to  see 
if  these  bromo-derivatives  would  be  formed,  but  the  products  were 
found  to  be  cinchonic  and  hydrobromic  acids.  By  boiling  it  with 
alcoholic  potash,  a  base  free  from  bromine  (a  dihydrocinchonine, 
C19H20N-2O?)  was  obtained;  this  crystallises  in  needles,  melts  at 
202 — 203°,  sublimes  without  decomposition,  and  is  readily  soluble 
in  alcohol.  A.  J.  Gr. 

Quinine  and  Homoquinine.  By  O.  Hesse  (. Annalen ,  225,  95 

— 108). — The  author  at  the  outset  claims  for  himself  the  first  notice 
of  the  presence  in  the  bark  of  the  China  cuprea  of  an  alkaloid  which, 
if  not  identical  with,  at  least  closely  resembles  quinine.  To  this  sub¬ 
stance  the  name  homoquinine  has  been  given  (comp.  Howard,  Trans., 
1882,  67).  Objection  is  raised  to  Howard’s  statement  that  plants  in 
the  course  of  their  growth  are  capable  of  the  mutual  conversion  of 
quinine  and  cinchonidine,  for  all  experiments  in  this  direction  have 
failed,  so  that  the  formation  of  quinine  and  cinchonidine  must  be  con¬ 
sidered  to  be  independent  phenomena. 

Homoquinine  is  best  obtained  by  dissolving  the  crude  alkaloid  in 
dilute  sulphuric  acid,  reprecipitating  by  ammonia,  then  shaking  up 
with  ether,  from  which  homoquinine  separates  out  in  the  crystalline 
form.  On  repeating  this  process  twice,  the  alkaloid  is  obtained  practi¬ 
cally  pure.  In  a  former  paper  the  author  assigned  to  homoquinine  the 
formula  C19H22N202  (Abstr.,  1883,  601  ;  Ber.,  15,  857)  ;  the  numbers 
obtained  in  more  recent  analyses  are  best  in  accordance  with  a 
formula  C20H24N2O2.  Homoquinine  crystallises  in  concentrically 
grouped  needles,  belonging  to  the  rhombic  system,  containing  between 
2  and  2^mols.  H20  ;  on  exposure  to  the  air  they  gradually  deliquesce, 
but  may  be  heated  to  100°  without  melting.  Homoquinine  is  less 
soluble  in  ether  than  quinine  ;  it  is  readily  soluble  in  alcohol,  the 
solution  having  a  strongly  alkaline  reaction  and  an  intensely  bitter 
taste.  With  acids,  the  alkaloid  forms  both  neutral  and  acid  salts, 
which  differ  from  the  corresponding  salts  of  quinine  by  their 
greater  solubility.  The  neutral  hydrochloride  forms  an  amorphous 
powder,  the  acid  hydrochloride  colourless  prisms;  the  platinochloride 
crystallises  in  small  orange-red  prisms,  the  neutral  sulphate  in  short 
six-sided  colourless  prisms ;  the  thiocyanate  is  an  amorphous  powder. 

In  the  specific  rotatory  power  of  the  sulphate  (1*25  grams  dissolved 
in  10  c.c.  normal  hydrochloric  acid  and  25  c.c.  water),  (t  =  15,  l  — 
220)  [a]©  =  —  235*6,  due  allowance  being  made  for  the  proportion 
of  water  contained  in  the  crystalline  salt ;  this  value  is  practically 
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identical  with  that  of  quinine  sulphate.  The  neutral  tartrate  crys¬ 
tallises  in  tufts  of  needles  containing  2  mols.  H20. 

It  was  found  possible  to  convert  homoquinine  into  quinine  by  dis¬ 
solving  the  alkaloid  in  hydrochloric  acid,  precipitating  with  soda, 
shaking  up  with  ether,  and  adding  sulphuric  acid.  On  frequent  repe¬ 
tition  of  the  process,  homoquinine  is  converted  entirely  into  quinine 
sulphate.  This  result  explains  how  homoquinine  for  some  time  eluded 
the  observation  of  chemists.  A  few  remarks  are  also  added  on  the 
formation,  under  certain  conditions,  from  quinine  of  an  anhydride 
which  behaves  as  a  definite  alkaloid,  but  can  be  reconverted  into 
quinine,  so  that  it  would  appear  most  probable  that  there  exist  several 
modifications  of  quinine,  of  which  one  is  homoquinine. 

Y.  H.  Y. 

Bromo-derivatives  of  Dimethylpiperidine.  By  Gr.  Merling 

( Ber .,  17,  2139 — 2143). — Bromodimethylpiperidineammonium  bromide , 
NMe2(C5H9Br),/Br,  is  obtained  together  with  dimethylpiperidine 
dibromide  hydrobromide  by  the  action  of  bromine  on  dimethyl¬ 
piperidine,  both  dissolved  in  carbon  bisulphide.  The  separation  of 
the  two  products  is  effected  by  treatment  with  hot  absolute  alcohol, 
in  which  the  former  is  very  sparingly,  the  latter  compound  readily 
soluble.  The  ammonium  bromide,  which  is  formed  in  much  the 
largest  quantity,  forms  groups  of  colourless  crystals,  is  readily 
soluble  in  water,  but  only  very  sparingly  in  alcohol,  insoluble  in 
ether.  It  is  not  decomposed  by  aqueous  potash.  By  treatment  with 
silver  chloride  and  addition  of  platinic  chloride,  an  orange-yellow 
platinochloride,  (C5H9Br !  J^Me2Cl)2,PtCl4,  is  precipitated.  By  digest¬ 
ing  the  aqueous  solution  with  moist  silver  oxide  mol.  proportion)  a 
liquid  of  strongly  alkaline  reaction  is  obtained,  probably  due  to  the 
formation  of  the  hydroxide,  C5H9Br  !  NMe2.OH.  This  solution  slowly 
loses  its  alkaline  reaction  when  evaporated  in  a  vacuum,  the  change 
taking  place  rapidly  on  heating.  This  change  is  due  to  an  intermole- 
eular  action  in  which  a  new  bromide  of  the  formula 

NMe(C5H7Me)",HBr, 

or  C5H8 !  NMe2Br,  has  been  found,  and  is  obtained  on  evaporation  as 
a  white  deliquescent  mass  which  can  be  converted  into  a  platino¬ 
chloride  of  the  formula 

(C5H7Me  :  NMe)2,H2PtCl6,  or  (C5HbCl !  NMe2)2,PtCl4. 

By  further  digestion  of  the  solution  after  it  has  become  neutral,  with 
a  fresh  quantity  of  moist  silver  oxide,  a  strongly  alkaline  solution  is 
again  obtained ;  this,  when  evaporated  in  a  vacuum,  yields  a  viscous 
brownish  syrup  which  appears  to  be  an  ammonium  base,  as  methyl 
iodide  has  no  action  on  it.  On  distillation,  it  splits  up  into  water  and 
a  new  base  of  the  formula  C5H7Me  !  NMe.  This  base  is  specifically 
lighter  than  water,  in  which  it  is  nearly  insoluble,  boils  at  137 — 142°, 
and  absorbs  carbonic  anhydride  on  exposure  to  the  air.  The  platino¬ 
chloride  is  soluble  in  water  and  alcohol.  The  base  unites  with 
methyl  iodide  with  almost  explosive  violence,  yielding  a  compound  of 
the  formula  C5H7Me  !  NMe2I,  readily  soluble  in  water,  sparingly  soluble 
in  alcohol. 
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Dimethylpiperidine  dibromide  hydrobromide  crystallises  in  lustrous 
plates ;  the  numbers  obtained  on  analysis  were  very  unsatisfactory. 
By  the  action  of  potash  on  an  aqueous  solution  of  the  substance,  an 
oily  base  is  separated,  showing  that  the  substance  cannot  be  an  am¬ 
monium  bromide.  A.  J.  G. 

a-Isopropylpiperidine.  By  A.  Ladenburg  {Ber.f  17,  1676— 
1679). — Ladenburg  and  Schrader  recently  described  two  isopropyl- 
pyridines,  one  of  which  was  shown  to  belong  to  the  7-series  (this 
vol.,  p.  1048),  whilst  the  constitution  of  the  second  one  was  not 
established.  The  higher  fraction  containing  it  yields  picolinic  acid 
on  oxidation,  showing  that  it  contains  a-isopropyipyridine.  In  order 
to  separate  the  two  bases  more  perfectly  than  can  be  effected  by 
fractioning,  the  author  converts  them  into  the  corresponding 
piperidine-bases,  and  separates  these  by  means  of  their  platino- 
chlorides.  A  concentrated  aqueous  solution  of  the  isopropylpiperidine 
hydrochloride  is  mixed  with  the  calculated  quantity  of  platinic 
chloride,  the  mixture  warmed  to  dissolve  the  precipitate,  and  evapo¬ 
rated  to  a  syrup.  When  cold,  a  mixture  of  ether  (2  parts)  and 
alcohol  (1  part)  is  added  to  precipitate  the  salt  of  the  /3-base,  whilst 
that  of  the  a-base  remains  in  solution.  a-Isopropylpiperidine,  C8Hi7N, 
separated  from  the  purified  platinochloride,  boils  at  162 — 164°,  is 
sparingly  soluble  in  cold,  and  still  less  in  hot  water.  It  closely 
resembles  conine  in  its  odour,  physiological  and  other  properties,  as 
seen  from  the  following  table,  the  conine  employed  in  the  experiments 
being  specially  purified  by  the  author. 


Conine. 

a-Isopropyl- 

piperidine. 

Pp  gr.  at  0°  . . . . . . 

0  -8625 

0  '86G0 

TTydrnehloride  . 

m.  p.  218° 

Both  crystallise  in  nee 
air,  and  dissolve 
alcohol. 

Tn  r»  20*7° 

m.  p.  206° 

Hydrohrn-mide  . . 

idles,  are  stable  in  the 
readily  in  water  amt 

^  m  n.  21  fi°. 

Platinochloride  . . 

.r  '  _  r 

Both  crystallise  in  prisms,  are  stable  in  the 
air,  and  are  readily  soluble. 

Verv  soluble  in  water,  crvstallise  with  diffi- 

Action  of  mercuric  chloride  on  the 
solution  of  the  hydrochloride 

Affirm  nt*  crn Id  chloride . . 

culty,  soluble  also 
and  ether. 

None. 

Oily  precipitate  in  bot 
Both  yield  an  oily  pre 
solution,  no  precipit 

in  mixture  of  alcohol 

None. 

1  cases. 

Apt  inn  nf  nip.rie  aeid.  ............. 

eipitate  in  concentrafed 
ate  in  ddute  solution. 

The  small  differences  are  probably  connected  with  the  optical 
inactivity  of  the  artificial  base,  and  will  possibly  vanish  if  it  be  split 
up  into  its  active  constituents,  and  the  dextrorotatory  component 
isolated.  A.  K.  M. 
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The  Liquid  Alkaloid  from  Lupinus  Luteus.  By  G.  Baumert 
(. Annalen ,  224,  321 — 330). — The  author  discusses  the  results  of 
Siewert’s  investigations  ( Landw .  Versuchs-Stat.,  27,  52),  Beyer  s 
{ibid.,  14,  161),  Schulz’s  ( Landwirtschaft  Jahrbuch ,  1879,  37),  and 
Liebscher’s  ( Bericht  landwirtschaftlichen  Inst.  Univ.  Salle ,  2,  70)  on 
the  alkaloids  contained  in  the  yellow  lupine,  and  maintains  that  his 
own  experiments  ( Ber .,  14,  1150,  1321,  1880;  15,  631,  1951,  2-745; 
Annalen,  214,  361 ;  Landw.  Versuchs-Stat.,  27,  15,  and  30)  prove 
that  the  liquid  portion  of  the  alkaloids  yields  a  platinochloride  of  the 
constant  composition  Ci6H3oN2,H2PtCl6  +  2H20.  The  liquid  alkaloid, 
which  is  termed  lupinindine,  C8H15N,  appears  to  form  a  crystalline 
hydrate,  C8Hi5N,H20.  The  liquid  portion  probably  consists  of  a 
mixture  of  lupinidine  and  its  hydrate.  It  does  not  contain  a  mixtuie 
of  different  bases  as  stated  by  Siewert  and  Schulz  (loc.  cit.) 

The  low  boiling  fraction  of  the  crystalline  alkaloids  from  the  lupine 
contains  lupinine,  C2lH4oN2Q2*  W.  C.  W. 

Action  of  Acetic  Chloride  and  Anhydride  on  Lupinine.  By 

G.  Baumeiit  ( Annalen ,  224,  313 — 321). — A  mixture  of  lupinine 
hydrochloride  and  diacetyllupinine  hydrochloride  is  formed  by  the 
action  of  acetic  chloride  on  lupinine.  A  better  yield  of  the  acetyl- 
derivative  is  obtained  by  substituting  acetic  anhydride  for  the 
chloride.  The  product  of  the  reaction  is  mixed  with  ether,  and  the 
excess  of  acetic  anhydride  decomposed  by  water.  After  neutralising 
the  free  acid  with  sodium  carbonate,  soda  is  added,  and  the  mixture 
is  then  well  shaken  in  order  that  the  acetic  derivative  may  dissolve 
in  the  ether.  On  evaporating  the  ethereal  extract,  diacetyllupinine 
remains  as  a  heavy  oil  insoluble  in  water.  It  dissolves  readily  in 
hydrochloric  acid,  and  with  platinum  chloride  yields  a  platinochloride, 
C21H38Ac2N202,H2PtCl6,  crystallising  in  rhombic  plates. 

w.  c.  w. 

Colchicine.  By  S.  Zeisel  ( Compt .  rend.,  98,  1587 — 1588). — The 
crystals  obtained  by  Houde  from  a  chloroform  solution  of  colchicine 
were  described  by  the  author  in  1883  ( Monatsh .  Ghem.).  They  are 
not,  however,  pure  colchicine  as  Houde  supposes,  but  are  a  compound 
of  colchicine  and  chloroform,  and  the  latter  can  only  be  removed  by 
dissolving  in  water  and  boiling  for  some  time.  Dilute  mineral  acids 
decompose  colchicine  into  colckiceine  and  methyl  alcohol.  Colchiceine, 
when  heated  with  concentrated  mineral  acids  at  110 — 120°,  yields  a 
new  base,  apocolchiceme,  methyl  alcohol,  and  acetic  acid.  When 
oxidised,  colchicine  yields  a  crystalline  product,  and  when  reduced  iu 
acid  or  alkaline  solution,  it  yields  amorphous  products  which  are 
difficult  to  purify.  C.  H.  B. 

Investigations  on  Sinapine.  I.  Sinapic  Acid.  By  I.  Remsen 
and  R.  D.  Coale  (Amer.  Ghem.  J .,  6,  50 — 60). — Sinapine  thiocyanate 
was  first  prepared  by  Henry  and  Garot  from  white  mustard  seed,  and 
has  since  been  investigated  by  Babo  and  Hirschbrunn.  100  lbs.  of 
seed  are  pressed  to  remove  oils,  then  extracted  with  alcohol,  and 
after  concentration  mixed  with  a  small  quantity  of  an  alcoholic 
solution  of  potassium  thiocyanate,  whereupon  crystals  of  the  sina- 
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pine  thiocyanate  slowly  separate.  This  method  is  superior  to  that 
given  by  von  Babo  and  Hirschbrum,  the  product  weighing  80  grams. 
The  substance,  after  recrystallisation,  is  almost  white,  and  melts  at 
176°.  By  boiling  with  baryta- water,  it  is  resolved  into  sincaline  and 
sinapic  acid,  which  is  precipitated  as  the  barium  salt.  The  sinapic 
acid  may  be  isolated  by  the  action  of  hydrochloric  acid  and  recrystal¬ 
lisation  from  alcohol  and  water.  It  melts  at  185*6 — 192°.  Analyses 
agree  with  the  original  formula  CuHl205;  the  substance  is  partly 
decomposed  by  boiling  with  water.  Crystalline  salts  cannot  be  pre¬ 
pared,  but  by  digesting  the  acid  with  calcium  and  barium  carbonates, 
the  existence  of  the  salts  (CnHnOg^Ca  and  (CuHn05)2Ba  was  de¬ 
monstrated  ;  the  above-mentioned  insoluble  barium  salt  is  CnHioOsBa. 
Acetic  chloride  has  no  action  on  sinapic  acid,  but  acetic  anhydride 
converts  it  into  the  body  C1oH1o02(OAc).COOH,  melting  at  281° ; 
hence  sinapic  acid  is  monobasic,  but  contains  one  phenolic  hydroxyl, 
and  the  possibility  of  it  being  derived  from  the  phthalic  acids  is 
excluded.  Fused  with  potash,  sinapic  acid  yields  a  dark-coloured 
product,  apparently  containing  pyrogallol,  and  hence  it  is  probably 

butylenegallic  acid,  COOH.C6H2(OH)<^Q^>CiH8.  The  synthesis  of 

sinapic  acid  is  being  attempted.  H.  B. 

Albuminoids.  By  Danilewsky  {Bull.  Soc.  Chim .,  41,  254 — 255). 
— The  basicity  of  myosin  depends  on  the  number  of  amidogen-groups 
which  it  contains,  and  their  number  varies  in  myosins  of  different 
origin.  It  always  contains  a  small  quantity  of  magnesium  and  phos¬ 
phoric  acid,  which  appear  to  be  combined  with  organic  radicals ; 
although  these  inorganic  constituents  may  be  removed  by  treatment 
with  dilute  acids,  the  myosin  is  thereby  converted  into  syntonin. 
The  latter  does  not  exist  in  living  tissues.  Syntonin  can  be  converted 
into  myosin,  and  if  the  syntonin  is  optically  active  the  resulting 
myosin  is  likewise,  and  vice  versa.  Optically  active  myosin  and 
syntonin  are  rendered  optically  inactive  by  boiling  for  some  time 
with  a  10  per  cent,  solution  of  hydrochloric  acid.  Besides  myosin, 
muscular  tissue  contains  a  feeble  base,  analogous  to  nuclein,  which 
the  author  has  designated  myostroine.  At  a  high  temperature, 
and  in  presence  of  dilute  acids,  this  compound  yielded  syntonin 
(derived  from  myosin,  which  it  contained),  chondropeptone ,  and  lecithin , 
the  last  of  which  can  also  be  obtained  from  the  nuclein  of  cow’s- 
milk  and  yeast.  Myosin  and  myostroine  constitute  70  per  cent,  of 
the  solid  residue  of  muscle.  This  total  quantity  is  uniformly  found 
in  muscle  from  different  sources,  but  the  proportion  of  the  two  con¬ 
stituents  is  subject  to  considerable  variation.  It  appears  that  the 
more  active  the  work  done  by  the  muscle,  the  greater  is  the  proportion 
of  myostroine  which  it  contains,  this  compound  having  been  formed 
at  the  expense  of  the  myosin.  W.  it.  D. 

Hemialbumose  or  Propeptone.  By  It.  Herth  ( Monatsh . 
Chem .,  5,  266 — 327). — The  incomplete  digestion  of  albumin  by 
pepsine  yields  solutions  containing  an  albumin,  which  Schmidt  and 
Muhlheim  {Arch.  Anatom.  Physiol 1879,  40)  style  propeptone ,  and 
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which  Salkowski  (Virchow's  Arch.,  81,  1880)  has  shown  to  be  identical 
with  Kuhne’s  hemialbumose  (this  vol.,  p.  854).  This  paper  contains 
an  account  of  the  author’s  investigation  of  this  substance,  from  the 
results  of  which  the  following  conclusions,  as  to  the  nature  of  hemi¬ 
albumose,  are  drawn.  Hemialbumose  is  a  definite  body,  in  composi¬ 
tion  it  is  identical  with  fibrin ;  it  is  as  insoluble  in  water  as  coagulated 
albumin.  Pure  hemialbumose  is  almost  insoluble  in  solutions  of 
common  salt,  its  solubility  increasing  from  a  certain  limit  with  the 
amount  of  salt  in  solution.  Hemialbumose  exhibits  a  great  tendency 
to  combine  with  acids  and  alkalis.  The  compounds  with  acids  are 
insoluble  in  salt  solutions,  consequently  it  is  precipitated  as  an  acid 
compound  by  the  addition  of  solutions  of  sodium  chloride  and  acids. 
The  characters  of  the  solutions  of  hemialbumose  and  of  the  precipi¬ 
tates  obtained  from  its  solutions  depend  on  its  reaction  with  alkalis, 
acids,  and  salts.  Its  solutions  are  coagulated  by  heat ;  in  this  respect 
it  exhibits  a  gradual  change,  which  is  to  be  attributed  to  the  in¬ 
fluences  of  the  solvents.  Hemialbumose  cannot  be  regarded  as  the 
product  of  the  decomposition  of  albumin.  P.  P.  B. 

New  Forms  of  Albumose.  By  W.  Kuhne  and  R.  Chittenden 
(^4mer.  Chem.  J.,  6,  31 — 51). — The  authors  have  already  suggested 
(Zeits.  f.  Biol.,  19,  159)  that  hemialbumose  is  not  a  simple  body,  and 
the  terms  “  soluble  ”  and  “insoluble”  were  applied  to  it.  Noticing 
an  inconstancy  in  the  manner  of  precipitation  by  sodium  chloride,  a 
new  method  of  preparation  was  devised,  whereby  four  different  forms 
of  albumose  are  separated.  Protalbumose ,  precipitated  by  excess  of 
sodium  chloride,  soluble  in  cold  and  hot  water.  Deuteroalbumose,  pre¬ 
cipitated  by  excess  of  sodium  chloride,  insoluble  in  cold  and  in  boiling 
water,  but  on  the  other  hand  soluble  both  in  dilute  and  strong  solu¬ 
tions  of  sodium  chloride.  Heteroalbumose ,  similar  to  deuteroalbumose, 
but  insoluble  in  solutions  of  sodium  chloride.  Dtjsalbumose,  not  pre¬ 
cipitated  by  excess  of  sodium  chloride,  but  precipitated  by  sodium 
chloride  and  acids  ;  soluble  in  pure  water.  Detailed  methods  are 
given  for  preparing  these  bodies  by  pepsin  digestion  from  raw  fibrin 
and  from  Witte’s  so-called  peptone.  The  mean  composition  of  five 
samples  of  protalbumose  and  their  rotatory  power  are  given  in  the 
table : — 


c . 

5089 

50*39 

50*54 

51-50 

50*55 

H . 

6*83 

6*74 

6*69 

6-80 

6*85 

N . 

1712 

17*12 

17*34 

17-13 

17*01 

8 . 

1*17 

1*07 

1*17 

0-94 

1*07 

0 . 

23*99 

24*68 

24*26 

2363 

24*52 

I>]d  ....  - 

-72*64° 

-79*05° 

-77*90° 

—  73-18° 

—  71*40 

The  variation  of  the  angle  of  rotation  is  due,  at  least  in  part,  to  the 
reagents  used  to  render  the  solutions  transparent.  The  behaviour 
with  a  number  of  reagents  is  given.  Deuteroalbumose  has  the  com¬ 
position — 
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c . 

50*47 

50-84 

H . 

6*81 

6*85 

N . 

17*20 

17-14 

S . 

0*87 

1-07 

0 . 

24-65 

24*10 

[a]n  •  •  •  • 

-74-41° 

-79-11 

And  both  protalbumose  and  denteroalbumose  are  to  be  considered  as 
first  hydrates  of  albumin,  H.  B. 

Solubility  of  Vegetable  Protein -compounds  in  Water  con¬ 
taining  Hydrochloric  Acid.  By  H.  Ritthausen  (J.  pr.  Ghem.  [2], 
29,  360 — 365). — The  solvent  action  of  water  containing  i  -0  to  YcVd 
part  hydrochloric  acid  on  wheat-gluten  was  first  noticed  by  Boucbar- 
dat  ( Compt .  rend.,  14,  962).  The  author  finds  that  large  quantities  of 
the  albuminoids  of  some  Leguminosae  may  be  dissolved  by  this  means, 
and  that  the  greater  part  is  reprecipitated  on  neutralising  with  an 
alkali.  The  dry  precipitate  gave  all  the  reactions  of  undecomposed 
albuminoids,  being  wholly  and  readily  soluble  in  caustic  potash, 
hydrochloric  acid,  and  more  or  less  in  water  containing  5  per  cent, 
of  sodium  chloride.  The  following  proportions  of  albuminoids  were 
extracted  from  the  various  leguminous  seeds  examined  : — 

Peas  yielded .  9  per  cent,  albuminoids. 

Vicia  faba  . .  12  ,,  ,, 

Yellow  lupins .  32  ,,  ,, 

White  beans .  10  ,,  ,, 

Vicia  sativa .  10  „  ,,  P.  P.  F. 

Studies  on  Peptonisation.  By  T.  Chaxdelon  ( Ber 17,  2143 — 
2151). — In  these  experiments,  barium  peroxide  was  suspended  in  an 
aqueous  solution  of  albumin,  and  a  slow  stream  of  carbonic  anhydride 
passed  into  the  liquid,  so  that  the  albumin  should  be  subjected  to  the 
continual  action  of  freshly-formed  (nascent  P)  hydrogen  peroxide. 
After  48  hours,  the  liquid  no  longer  coagulated  on  heating,  and  was 
found  to  contain — (1)  a  protein-substance  closely  resembling  casein 
in  most  properties,  but  distinguished  from  it  by  its  rotary  power 
( —  69*52),  and  by  the  non-occurrence  of  coagulation  on  heating  in 
sealed  tubes  at  135°;  (2)  a  substance  closely  resembling  propetone ; 
(3)  a  substance  having  all  the  reactions  of  peptone.  As,  in  the 
electrolysis  of  water,  hydrogen  peroxide  is  known  to  be  continually 
formed,  an  aqueous  solution  of  albumin,  acidulated  with  very  dilute 
acetic  acid,  was  submitted  to  electrolysis.  The  products  in  this  case 
were  syntonin,  propeptone,  and  peptone.  The  author  draws  attention 
to  the  similarity  of  these  products  to  those  obtained  with  peptic 
ferments  (syntonin,  propeptone,  and  peptone  in  the  case  of  pepsin 
and  globulin,  propeptone  and  peptone  in  the  case  of  trypsin),  and  to 
the  confirmation  it  affords  of  the  theory  that  peptonisation  is  a 
phenomenon  of  hydration.  A.  J.  Gr. 

Cornein.  By  C.  F.  W.  Krukenberg  (Ber.,  17, 1843 — 1846). — The 
substance  to  which  this  name  was  given  by  Valenciennes  is  prepared 
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from  tlte  skeleton  of  the  asteroid  polypes  and  other  of  the  lower 
animal  organisms.  The  skeleton  is  first  treated  with  cold  hydro¬ 
chloric  acid,  to  remove  the  inorganic  part,  and  then  digested  for 
several  days  at  38°  successively  with  active  peptic  and  tryptic  diges¬ 
tive  fluids.  Cornein  is  left  as  a  horn-like  residue,  and  this,  when 
digested  with  dilute  sulphuric  acid  for  several  days,  yields  a  hygro¬ 
scopic  substance,  which  may  be  obtained  crystallised  in  prisms. 
Cornikrystallin  thus  prepared  is  insoluble  in  concentrated  sulphuric 
acid,  in  which  it  may  be  preserved  for  years  without  change.  The 
author  has  prepared  and  analysed  cornein  from  Tthipidogorgia  fla- 
bellurn ,  Gorgonia  verrucosa ,  and  Antipath es  (spec.  ?),  and  obtained 
concordant  results  agreeing  with  the  formula  C31N9H44O13. 

L.  T.  T. 
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Elimination  of  Nitrogen  in  the  Free  State  from  the  Animal 
Body.  By  M.  Gruber  ( Zeits .  /.  Biol .,  19,  563 — 568). — From  the 
results  of  his  former  experiments,  the  author  concluded  that  the 
intake  and  output  of  nitrogen  balanced  one  another.  Objections 
have,  however,  been  raised,  as  his  experimental  dog  lost  during  the 
course  of  the  experiment  920  grams  body-weight.  He  has,  however, 
repeated  the  experiment,  maintaining  the  dog  at  an  almost  constant 
body-weight,  with  the  same  results,  viz.,  the  intake  and  output  of 
nitrogen  balance  each  other.  Rohmann  found  that  only  a  part  of 
nitrates  and  nitrites,  when  given  to  animals,  appeared  in  the  urine, 
and  concluded  from  this  that  they  were  converted  into  ammonia,  and 
in  turn  decomposed  into  nitrogen  and  water.  This,  however,  does 
not,  as  the  author  points  out,  affect  the  question,  as  no  nitrates  or 
nitrites  are  formed  in  the  body,  and  only  a  very  small  quantity  of 
these  would  be  contained  in  the  food  taken.  J.  P.  L. 

Determination  of  the  Rate  of  Consumption  of  Oxygen  in 
the  Tissues  by  means  of  the  Spectroscope.  By  A.  Dennig 
(Zeits.  f.  Biol.,  19,  483 — 500). — The  forefinger,  usually  of  the  left 
hand,  was  bound  round  with  a  caoutchouc  band ;  then  the  period  that 
elapsed  from  the  moment  of  binding  until  the  disappearance  of  the 
two  absorption-bands  of  the  oxhaemoglobin  was  noted. 

In  the  same  individual  the  time  varies,  according  to  the  hour  of 
the  day  at  which  the  observation  is  made.  At  night  it  is  between 
135 — 146  seconds,  in  the  morning  114 — 152,  and  in  the  afternoon 
only  92.  Children  always  give  much  lower  figures.  Muscular 
activity,  not  only  walking,  but  exercising  the  arms,  voluntarily 
stopping  respiration,  warming  the  hand,  all  produce  a  diminution  of 
the  period,  cooling  on  the  other  hand  increases  it  even  to  300  seconds 

In  a  series  of  observations  made  by  the  author  on  patients  suffer- 
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ing  from  various  ailments,  a  diminution  of  the  period  occurs  through 
out.  J.  P.  L. 

Biological  Function  of  Phosphoric  Acid.  By  A.  Mairet 
( Compt .  rend .,  99,  243  —  246). — The  elimination  of  phosphoric  acid  is 
connected  with  general  nutrition,  the  elimination  of  phosphates,  both 
of  the  alkalis  and  alkaline  earths  being  greater  the  greater  the 
decomposition  of  albuminoids,  or  in  other  words,  the  greater  the 
elimination  of  nitrogen.  The  effect  of  muscular  exertion  on  the 
elimination  of  phosphoric  acid  depends  on  the  state  of  nutrition. 
Phosphoric  acid  is  used  up,  and  if  the  exertion  is  proportionally 
greater  than  the  amount  and  quality  of  the  food  assimilated,  the 
elimination  of  nitrogen  and  alkaline  phosphates  in  the  urine  is 
increased ;  but  if  the  diet  is  rich  and  abundant,  muscular  exertion 
has  no  effect  on  the  amount  of  phosphates  eliminated  in  the  urine. 

C.  H.  B. 

Assimilation  of  Maltose.  By  A.  Dastre  and  E.  Bourquelot 
(Compt.  rend .,  98,  1604 — 1607). — Solutions  of  maltose  were  injected 
into  the  blood  of  the  dog,  both  alone  and  mixed  with  glucose  or 
saccharose,  and  the  proportion  of  the  sugars  in  the  urine  was  esti¬ 
mated.  No  maltose  was  excreted  in  the  saliva.  The  results  of  the 
experiments  show  that  maltose  is  directly  assimilated  with  very  nearly 
the  same  facility  as  glucose,  C.  H.  B. 

Effect  of  Coffee  on  the  Composition  of  the  Blood  and  on 
Nutrition.  By  Gouty,  Guimaraes,  and  Niobey  (Compt.  rend.,  99, 
85 — 87). — The  authors  have  extended  Guimaraes"  researches  on  the 
physiological  action  of  coffee,  using  the  methods  adopted  by  Couty 
and  D ’Arson val  in  their  investigations  on  mate  (Compt.  rend.,  94). 
They  find  that  coffee  diminishes  considerably  the  proportion  of 
gases  in  the  blood,  but  does  not  affect  the  proportion  of  carbo¬ 
hydrates  consumed.  In  other  words,  it  diminishes  the  activity  of  the 
simple  combustions  which  produce  carbonic  anhydride.  On  the  other 
hand,  coffee  increases  very  considerably  the  amount  of  urea  in  the 
blood,  and  stimulates  those  complex  animal  processes  which  use  up 
nitrogenous  substances.  It  increases  the  formation  and  excretion  of 
urea,  and  also  the  assimilation  of  nitrogenous  foods  such  as  beef. 
The  tension  of  the  blood,  the  biliary  and  salivary  secretions,  and  the 
temperature,  are  slightly  increased,  and  the  movements  of  the  heart 
and  respiratory  organs  become  somewhat  more  frequent. 

It  follows  that  coffee  is  a  complex  aliment,  which  acts  mainly  by 
indirectly  modifying  the  phenomena  of  nutrition  and  the  general 
functions.  It  renders  the  organism  capable  of  consuming  and  destroy¬ 
ing  larger  quantities  of  nitrogenous  substances,  and  may  consequently 
be  regarded  as  an  indirect  source  of  available  energy.  G.  H.  B. 

Pathological  Formation  of  Fat.  By  Lebedeff  {Bled.  Centr ., 
1884,  356). — The  modern  theories  propose  as  the  source  of  the  abnor- 
nal  formation  of  fat  in  the  liver  in  cases  of  phosphoric  poisoning — 
(1)  the  fat  of  the  food;  (2)  the  carbohydrates;  (3)  the  albuminoids. 
The  first  case  is  most  unlikely,  as  the  deposition  occurs  when  a  mini- 
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mnmof  food  is  given;  (2)  the  same  argument  holds  good;  (3)  against 
this  proposal  the  author,  with  the  aid  of  experiments,  urges  that 
the  fat  which  is  deposited  three  days  after  the  taking  of  phosphorus 
amounts  to  eighty  times  the  quantity  which  could  be  produced  by  the 
albumin  present.  The  action  of  phosphorus  on  the  blood  causes  want 
of  oxygen,  suppression  of  blood-corpuscles,  consequently  formation  of 
compounds  the  result  of  incomplete  combustion,  physical  alteration  of 
the  blood,  and  deposition  of  incompletely  oxidised  fat  in  the  liver.  The 
explanation  of  the  migration  of  fat  from  the  subcutaneous  connective 
tissue  into  the  liver  is  as  follows  : — The  fat  in  the  connective  tissue  is 
not  so  firmly  deposited  as  that  in  the  parenchymatous  tissue,  and  this 
is  demonstrated  by  the  fact  that  it  is  almost  impossible  to  remove  the 
fat  from  the  latter  by  ether,  whereas  from  the  former  it  is  readily  re¬ 
moved.  Such  being  the  condition  of  affairs,  this  fat  can  be  readily 
removed,  passes  into  the  blood,  and  because  of  the  presence  of  phos¬ 
phorus  it  is  not  oxidised,  and  is  consequently  deposited  in  the  liver. 
If  there  is  no  fat  capable  of  being  transmitted  in  this  manner,  atrophy 
of  the  liver  ensues.  E.  W.  P. 

Action  of  Heat  on  the  Animal  System.  By  H.  Senator  (Bled. 
Centr .,  1884,  502). — Heat  raises  the  pressure  of  the  blood,  but  part  of 
this  rise  may  be  due  to  the  movement  of  the  animal  under  experi¬ 
ment,  part  to  nervous  irritation.  Breathing  is  at  first  more  rapid  and 
deeper,  later  on  more  rapid  only.  At  high  temperatures  albumin 
appears  in  the  urine.  E.  W.  P. 

Influence  of  Stature  on  the  Interchange  of  Matter  and 
Energy.  By  M.  Rubner  ( Zeits .  /.  Biol.,  19,  535 — 562).— Among 
many  factors  which  influence  the  degree  of  decomposition  of  matter, 
the  effect  of  stature  has  hitherto  been  least  studied.  Regnault  and 
Reisethave  shown  that  small  animals  consume  more  oxygen  relatively 
than  large  ones.  In  the  present  paper,  the  author  has  endeavoured  to 
solve  the  question  for  a  particular  kind  of  animal,  the  dog.  Different 
sized  dogs  were  kept  under  the  same  conditions  of  exercise  and  tem¬ 
perature.  The  consumption  of  albumin  was  determined  from  the 
nitrogen  found  in  the  urine ;  and  the  consumption  of  fat  from  the 
carbon  of  the  carbonic  acid  expired,  and  the  carbon  contained  in  the 
urine  after  subtracting  that  belonging  to  the  proteid  decomposed.  The 
total  interchange  of  matter  is  calculated  in  proportion  to  the  calorific 
values  of  the  compounds  consumed.  1  gram  of  nitrogen  corresponds 
with  25*64  calories,  1  gram  of  fat  with  9*686.  The  following  averages, 
(p.  1394)  reckoned  from  the  amount  of  urea  excreted,  were  obtained 
from  the  experimental  results  after  reducing  them  to  a  uniform  tem¬ 
perature  of  15°. 

With  the  decrease  of  body-weight,  there  is  a  gradual  increase  of  the 
intensity  of  combustion.  The  reason  of  the  high  figures  obtained  in 
the  case  of  small  animals  is  solely,  as  the  author  shows,  due  to  their 
relatively  large  surface ;  the  decomposition  increases  as  the  surface 
increases,  that  is  to  say,  for  every  square  centimetre  of  surface  an 
equal  number  of  heat- units  are  given  off,  consequently  the  total  inter¬ 
change  of  matter  in  starving  animals  is  proportional  to  their  surface. 
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Body-weight 

Calories  per  day 

Relative  formation 

of  dog. 

per  kilogram. 

of  heat. 

31-2 

35-68 

100 

24*0 

40-91 

114 

19*8 

45-87 

128 

18-2 

46-2 

129 

9-6 

6516 

182 

6*5 

66-07 

184 

32 

88-07 

247 

Large  and  small  dogs  consume  different  quantities  of  food  stuff,  be¬ 
cause  the  impulses  given  off  by  the  skin  caused  by  the  cooling  of  the 
surface  increase  the  activity  of  the  cells.  For  equal  surfaces  approxi¬ 
mately  isodynamo  us  quantities  of  matter  are  consumed.  The  author 
concludes  that  variations  produced  by  loss  of  heat  in  every  warm¬ 
blooded  animal  are  the  sole  cause  of  the  differences  observed  between 
the  material  consumed  and  energy  expended.  From  comparisons  made 
by  Yoit  and  Kuhein  on  the  consumption  of  material  in  starving- 
animals,  it  is  shown  that  small  animals  consume  more  albumin  in 
proportion  to  fat  than  large  ones,  because  they  possess  less  fat. 

J.  P.  L. 

The  Excretion  of  Urea  and  Inorganic  Salts  with  the  Urine 
under  the  Influence  of  an  Artificially  Increased  Temperature. 

By  C.  F.  A.  Koch  ( Zeits .  f.  Biol.,  19,  447 — 468). — Several  experi¬ 
ments  have  been  made  before  to  determine  whether  high  temperatures 
caused  by  artificial  means  influence  the  excretion  of  urea  in  the 
same  manner  as  fever;  the  results,  however,  were  very  contradictory. 
Neumayer  and  Schleich  found  that  an  important  increase  took  place 
when  either  men  or  animals  were  subjected  to  warm  baths  ;  Bartels, 
Kaup,  and  Senator,  on  the  other  hand,  came  to  the  opposite  conclu¬ 
sion,  Kaup  even  observing  a  slight  diminution. 

The  author  has  repeated  Schleich’s  experiments,  at  the  same  time 
extending  his  observations  to  the  excretion  of  the  inorganic  salts 
(phosphates,  chlorides,  and  sulphates).  In  fever,  the  chlorides  almost 
wholly  disappear.  The  results  are  mostly  of  a  negative  character. 
The  urea  was  not  increased  in  any  experiment ;  the  phosphates  and 
chlorides  show  a  slight  decrease  of  only  very  short  duration,  whilst  the 
sulphates  are  unaffected.  As  an  increase  in  the  carbonic  acid  expired 
takes  place  in  high  temperatures,  experiments  were  made  to  determine 
whether  any  direct  relation  existed  between  the  amount  of  carbonic 
acid  expired  and  urea  excreted.  No  such  relation  could  be  found. 

J.  P.  L. 

Formation  of  Urea  from  Sarcosin.  By  E.  Salkowski  (Zeits. 
Physiol.  Ghem .,  8, 149 — 157). — A  controversy  between  the  author  and 
Schiffen  upon  the  formation  of  urea  from  sarcosin.  J.  P.  L. 

Influence  of  Intellectual  Activity  on  the  Elimination  of 
Phosphoric  Acid  by  the  Urine.  By  A.  Mairet  (Gompt.  rend.,  99, 
282 — 285). — The  effect  of  intellectual  exertion,  like  that  of  muscular 
exertion,  is  closely  connected  with  the  sufficiency  or  insufficiency  of 
the  diet  of  the  individual.  The  general  result  is  a  diminution  in  the 
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quantity  of  nitrogen  and  alkaline  phosphates  eliminated  by  the  urine, 
the  amount  of  diminution  depending  on  the  duration  of  the  intellectual 
effort.  When  the  diet  is  insufficient  relatively  to  the  work  done,  an 
additional  effect  is  produced,  and  the  amount  of  phosphates  of  the 
alkaline  earths  eliminated  is  increased.  For  one  and  the  same  diet, 
the  more  severe  the  intellectual  effort,  the  greater  is  the  increase  in 
the  elimination  of  earthy  phosphates.  With  a  purely  vegetable  diet, 
this  increase  is  particularly  well  marked.  It  follows  from  these  results 
that  phosphoric  acid  is  intimately  connected  with  the  nutrition  and 
activity  of  the  brain,  and  that  when  the  brain  works  it  absorbs  alka¬ 
line  phosphates  and  gives  up  phosphates  of  the  alkaline  earths.  Intel¬ 
lectual  activity  retards  general  nutrition. 

A  comparison  of  these  results  with  those  relating  to  the  effect  of 
muscular  exertion  (this  vol.,  p.  1392)  shows  that  intellectual  and  mus¬ 
cular  activity  produce  exactly  opposite  effects ;  the  former  diminishes 
the  elimination  of  nitrogen  and  alkaline  phosphates  and  increases  the 
elimination  of  earthy  phosphates,  whilst  the  latter  diminishes  the 
elimination  of  earthy  phosphates,  but  increases  the  elimination  of 
alkaline  phosphates  and  of  nitrogen.  The  effect  of  general  nutrition 
is  exerted  alike  on  both  classes  of  phosphates  and  on  nitrogen. 

C.  H.  B. 

Formation  of  Mercapturic  Acid  in  the  Organism,  and  its 
Detection  in  the  Urine.  By  E.  Baumann  (Zeit.  Physiol.  Ghem 8, 
190 — 197). — The  urine  of  animals  after  feeding  with  chloro-  or  bromo- 
benzene  does  not  originally  contain  the  substituted  chloro-  or  bromo- 
phenylmercapturic  acid,  but  a  body  strongly  kevorotatory,  which  on 
treatment  with  acids  yields  mercapturic  acid.  The  author  has  ob¬ 
tained  the  potassium  salt  of  this  compound,  but  cannot  isolate  the  free 
acid,  as  it  is  at  once  decomposed  into  mercapturic  acid  and  an  acid 
soluble  in  water  and  alcohol,  which  reduces  Fehling’s  solution,  and  is 
probably  a  glyceronic  acid.  The  following  is  the  general  method  for 
detecting  the  mercapturic  acid  : — The  urine  is  precipitated  wdth  lead 
acetate,  the  excess  afterwards  removed  with  sulphuretted  hydrogen, 
the  filtrate  boiled  for  ten  minutes  with  strong  soda  and  a  few  drops 
of  Fehling’s  solution,  then  acidified  with  hydrochloric  acid.  If  mer¬ 
capturic  acid  be  present,  a  yellow  caseous  precipitate  of  the  copper 
compound  of  the  mercaptan  will  be  formed.  By  this  reaction  it 
was  found  that  only  the  halogen-derivatives  of  benzene  and  naphtha¬ 
lene  formed  any  considerable  quantity  of  mercapturic  acid.  Benzo- 
nitrile  gives  no  trace,  but  forms,  as  Giacosa  conjectured,  the  phenolic 
ethereal  sulphate  which  splits  up  yielding  the  nitrile  of  salicylic  or 
parhydroxybenzoic  acid.  J.  P.  L. 

Inflammable  Gases  in  the  Animal  Organism.  By  B.  Tacke 
(Per.,  17,  1827 — 1830). — In  order  to  determine  whether  the  inflam¬ 
mable  gases  generated  in  the  digestive  organs  of  animals  pass  out  of 
the  body  by  the  anus  or  through  the  blood  by  the  lungs,  the  author 
has  made  a  series  of  experiments  on  rabbits.  The  bodies  of  the  rab¬ 
bits  were  surrounded  with  water,  in  order  to  prevent  as  far  as  possible 
the  diffusion  of  these  gases  through  the  skin.  As  the  result  of  these 
experiments  the  author  finds  that,  in  the  case  of  rabbits,  by  far  the 
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greater  part  of  the  inflammable  gases  emitted  from  the  body  passes 
out  through  the  lungs,  but  that  a  small  quantity  also  passes  out  by  the 
anus.  The  author  believes  that  if  any  oxidation  of  these  inflammable 
gases  takes  place  during  their  passage  through  the  blood  and  lungs, 
the  amount  of  gas  so  oxidised  is  exceedingly  small.  L.  T.  T. 

Analyses  of  Human  Milk.  By  H.  Struve  (Bied.  Centr 1884, 
503). — Healthy  human  milk  contains  3 — 5  per  cent,  butter-fat,  and 
is  of  a  sp.  gr.  1*031 — 1*035.  When  treating  the  milk  with  ether,  a 
gelatinous  mass  is  removed,  but  the  quantity  is  very  fluctuating. 

E.  W.  P. 

Influence  of  Pilocarpine  and  Atropine  on  Lactation.  By  F. 

Hammerbacher  (Bied.  Centr.,  1884,  503). — The  action  of  these  two 
drugs  is  to  lower  for  the  time  the  yield  of  milk,  but  their  action  is 
very  transient.  E.  W.  P. 

Employment  of  Milch  Cows  for  Labour.  By  V.  Babo  (Bied. 
Centr.,  1884,  502). — It  is  not  advisable  to  work  milch  cows  when 
oxen  are  obtainable,  as  the  former  loose  more  flesh  than  the  oxen, 
and  the  yield  of  milk  decreases.  E.  W.  P. 

Annual  Report  of  Experimental  Dairy  Farm  at  Kiel.  By 

M.  Schrodt  (Bied.  Centr.,  1884,  417). — The  report  gives  the  extremes 
of  sp.  gr.,  fat,  and  dry  substance  during  the  year;  the  average  of  the 
whole  year  for  day’s  milk  was  12*30  per  cent,  dry  substance,  3*52  per 
cent.  fat.  The  variations  between  morning  and  evening  milk  are  not 
unimportant,  the  dry  substance  and  fat  differing  from  0*5  to  1  per 
cent.,  and  sometimes  more. 


Sp.  gr. 

Dry  substance. 

Fat. 

Morning 

"stall  fed . 

1  *0295—1  *0331 

11  -52—12  *63 

3  -01—3  -79 

grass  fed  .... 

1  -0307-1  *0335 

11  -24—13-22 

2  -57—3  -05 

milk 

stall  fed. ..... 

1  -0318—1  0338 

11  -80—12  *57 

3-17—3-81 

Evening 
^ ;  1 1_  i 

'stall  fed . 

1  *0302—1  -0330 

11-53—12-83 

3-14—  4  05 

grass  fed  .... 

1  *0289—1  -0339 

11  -28—13  -92 

2-96—4-77 

mint 

stall  fed . 

1-0321— 1-0339 

12-20—13  11 

3  -37—4  -15 

Day’s  milk,  stall  fed . 

1  -0300—1-0331 

11  -32—12  -87 

2  *74—4  -14 

J.  F. 


Composition  of  Cow’s  Milk  in  Holland.  By  D.  Gabel 
(Bied.  Centr.,  1884,  420). — The  milk  of  Dutch  cows  is  known  to  be 
poor  in  fat.  18 — 20  litres  are  generally  required  to  make  half  a  kilo¬ 
gram  of  butter.  The  following  table  shows  the  composition  of  the 
milk  of  a  large  and  carefully  conducted  dairy  at  the  Hague  : — 
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Month. 

No.  of 
expts. 

Sp.  gr. 

Degrees  of 
creamometer. 

Solids. 

Fat. 

May  . 

10 

10313 

9 '06 

2 '82 

June . 

5 

1  0312 

7 '00 

1 

2-71 

July  . 

6 

1  -0308 

8'10 

2 '57 

August  . 

6 

1  -0306 

8*60 

2-55 

September . 

4 

1  0316 

9*50 

12  25 

2-90 

October  . 

3 

1  -0306 

12-00 

12  '20 

2-75 

November . 

5 

1  *0310 

11  '00 

12  '04 

2  60 

Dftopmhfir . 

4 

1  '0313 

11  '20 

12'10 

2  -70 

January  . 

3 

1  0316 

10-50 

11-67 

2-60 

February . 

4 

1-0306 

11-50 

12 '20 

2-88 

March . 

4 

1 '0316 

10  00 

12  30 

2 '83 

J.  F. 


Composition  of  the  Ash  of  Cow's  Milk.  By  M.  Schrodt  and 
H.  Hansen  ( Landw .  Versuchs-Stat.,  31,  55 — 79). — The  milk  was  taken 
from  10  cows,  which  had  all  calved  between  October  and  the  beginning 
of  the  succeeding  January;  samples  were  taken  at  seven  different 
times,  from  January  till  September,  and  analysed  with  special  atten¬ 
tion  to  the  ash-constituents  :  the  first  three  samples  were  taken  while 
the  cows  were  in  the  stable,  and  the  rest  of  the  time  they  were  put 
out  to  grass.  The  following  table  gives  the  general  result  of  the 
analyses  : — 


1. 

2. 

3. 

4. 

5. 

6. 

7. 

KoO . 

25 ‘81 

26-94 

25'18 

26  -30 

26'17 

22-55 

24-90 

Na.,0  . 

11*78 

10-39 

10  09 

11-97 

11  -42 

10-65 

10  26 

CaO  . 

19-71 

21'81 

21  *09 

21-26 

20-93 

23-57 

21-77 

MgO  . 

2-77 

2-75 

2'75 

3  15 

1-78 

2-66 

1-90 

Fe2G3 . 

0  13 

0-21 

0'05 

0'08 

Oil 

traces 

o-io 

«03 . 

4-07 

4  15 

3-75 

4-38 

4-20 

3  -92 

4-30 

p2o5 . 

23  11 

23-11 

24-61 

22-41 

23  -59 

26  51 

25-41 

Cl . 

1615 

13  15 

15*94 

14  16 

14'81 

13  48 

14-52 

From  the  above  figures,  it  is  readily  seen  that  there  is  no  marked 
change  in  the  ash-constituents  of  the  milk  at  varying  periods  of 
lactation.  The  small  differences  that  are  apparent  seem  to  owe  their 
origin  to  change  of  fodder  rather  than  to  the  length  of  time  that  the 
cows  had  been  milked.  The  increase  of  the  amount  of  phosphoric 
acid  and  lime  in  the  last  four  analyses  is  probably  due  to  an  increased 
secretion  of  casein  in  the  milk  during  that  time,  the  cows  being  then 
in  the  pasture.  The  experiments  were  continued  with  some  of  the 
cows  for  a  few  months  more,  when  a  more  tangible  depression  in 
the  quantity  of  potash  was  nnted.  The  milk  of  several  cows  which 
had  just  calved  showed  also  less  alkali,  but  a  considerable  increase  in 
phosphate  of  lime.  J.  K.  C. 
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Infection  of  Eggs  by  Chicken  Cholera.  By  Barth^lemy 
( Bied .  Gentr 1884,  419). — A  hen  with  the  disease,  of  which  she  after¬ 
wards  died,  laid  14  eggs  which  were  set  to  be  hatched,  but  they  did 
not  come  to  maturity — opened  between  the  eighth  and  tenth  day  there 
was  found  a  quantity  of  black  blood,  having  the  peculiar  smell  of 
blood  from  fowls  dead  of  the  disease  ;  this  blood  contained  numerous 
bacteria.  It  is  clear  that  the  secretions  of  the  mother,  containing  the 
spores,  passed  into  the  substance  of  the  egg,  and  the  shells  allowed 
sufficient  oxygen  to  pass  to  enable  them  to  develop.  J.  F. 

Bacillus  of  Cattle  Plague.  By  Metzdorf  (Bied.  Gentr.,  1884, 
419 — 420). — The  author  has  observed  a  distinctive  bacillus  in  the 
blood  of  animals  which  died  of  the  disease  ;  it  was  also  observed  in 
the  coats  of  the  intestinal  canal  and  the  lymphatic  glands ;  the 
microscopic  examinations  were  made  on  the  bodies  immediately  after 
death,  so  that  there  could  not  be  any  question  of  putrefactive 
germs.  J.  F. 

Action  of  Potassium  Ferricyanide  on  Blood.  By  v.  Me  ring 
( Zeits .  Physiol.  Ohem .,  8,  186 — 189). — Metahasmoglobin  is  formed  by 
the  action  of  ferricyanide  of  potassium,  only  when  the  red  blood  cor¬ 
puscles  have  been  destroyed,  either  by  the  addition  of  water,  ether, 
chloroform,  or  alternately  freezing  and  thawing,  and  have  yielded 
their  colouring  matter  to  the  surrounding  fluid.  In  concentrated 
solutions,  its  action  is  preservative,  the  same  as  chloride  of  sodium 
and  sulphate.  J.  P.  L. 

Poisonous  Action  of  Urea.  By  Grehant  and  Quinquaud  (Gompt. 
rend.,  99,  383 — 385). — When  urea  is  injected  in  sufficient  quantity 
under  the  skin  of  the  frog,  guinea-pig,  rabbit,  pigeon,  and  dog,  it  gives 
rise  to  tetanic  convulsions,  similar  to  those  produced  by  strychnine,  fol¬ 
lowed  more  or  less  rapidly  by  death.  The  amount  of  urea  in  100  grams 
of  the  blood  after  death  was  0*82  gram  in  the  case  of  the  guinea-pig  ; 
0*661  gram  in  the  case  of  the  rabbit,  and  O' 6  gram  in  the  case  of 
the  dog.  The  amount  present  in  100  grams  of  human  blood  in  fatal 
cases  of  retention  of  urine,  &c.,  varied  from  0*21  gram  to  0*41  gram. 

When  urea  is  injected  under  the  skin,  the  whole  of  it  is  never  com¬ 
pletely  absorbed  before  the  animal  dies,  even  if  death  does  not  take 
place  until  several  hours  after  injection.  Urea  does  not  act  directly 
on  the. muscular  fibre,  and  does  not  diminish  the  energy  of  its  con¬ 
traction.  0.  H.  B. 

Do  Bones  contain  Keratin  ?  By  H.  E.  Smith  (Zeits.  j.  Biol., 
19,  469 — 482). — Brcesike  maintains  that  the  membranes  of  the 
Haversian  canals  of  the  lacunas  and  the  canaliculi  consist  of  keratin. 
The  author,  to  test  this  assertion,  determined  anew  some  of  the  chief 
properties  of  keratin  by  experimenting  on  bodies  containing  it  in  a 
pure  state.  He  found  that  it  resisted  both  the  action  of  pepsine  and 
trypsine ;  a  solution  of  caustic  potash  or  soda  of  20  per  cent,  dissolved 
it ;  40  per  cent,  solutions  had  a  weaker  action,  and  a  solution  of  i  to 
1  per  cent,  scarcely  any  action  at  all.  Bones,  however,  when  digested 
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with  pepsine  and  trypsine,  left  but  an  unimportant  residue,  which, 
moreover,  was  completely  soluble  in  a  ^  or  1  per  cent,  solution  of 
caustic  potash  or  soda,  after  removal  of  the  fat  by  ether. 

J.  P.  L. 
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Action  of  Oxygen  on  the  Activity  of  the  Lower  Organisms. 

By  F.  Hoppe-Seyler  ( Zeits .  Physiol.  Ghern .,  8,  214 — 228). — From 
further  researches  conducted  with  the  apparatus  described  in  a 
previous  paper,  by  means  of  which  a  continual  supply  of  oxygen  can 
be  introduced  into  the  fluid,  the  author  has  been  led  to  the  conclusion 
that  when  oxygen  is  continuously  present,  the  only  certain  products 
formed,  during  the  putrefaction  of  albuminous  liquids,  are  carbonic 
anhydride,  water,  and  ammonia,  or  some  closely  allied  nitrogen 
compound  ;  neither  hydrogen  or  marsh-gas,  indole,  nor  skatole  are 
formed  except  perhaps  in  very  small  quantities  ;  leucine  and  tyrosine, 
too,  if  formed  at  all,  are  only  passing  stages  and  do  not  exist  per¬ 
manently.  Thus  putrefactive  bacteria  behave  as  all  other  organisms, 
they  assimilate  oxygen  and  eliminate  carbonic  anhydride,  water, 
and  ammonia.  In  the  absence  of  oxygen,  all  organisms  show 
more  or  less  evidence  of  fermentation,  but  whilst  the  ordinary  putre¬ 
factive  bacterium  can  live  some  time  when  oxygen  is  excluded  or 
present  in  insufficient  quantity,  all  other  organisms  die  off.  The 
bacterium  of  the  cellulose  fermentation  resists  the  want  of  oxygen 
for  a  long  time.  Whether  there  are  organisms  that  live  in  the 
absence  of  oxygen  is  not  shown.  Bacteria  multiply  quicker  in  the 
presence  of  an  excess  of  oxygen  than  with  an  insufficiency. 

J.  P.  L. 


Influence  of  High  Pressures  on  Putrefaction.  By  A.  Certes 
( Gompt .  rend.,  99,  385 — 388). — Vegetable  and  animal  infusions  in 
fresh  water  and  sea  water  putrefy  under  pressures  of  from  350  to 
500  atmos.,  but  the  chemical  changes  which  take  place,  and  the 
organisms  which  are  developed,  seem  to  be  different  from  those 
observed  when  the  same  solutions  ferment  under  ordinary  pressure. 
Blood  containing  the  bacilli  of  anthrax  lost  none  of  its  virulence  by 
being  subjected  to  a  pressure  of  600  atmos.  for  24  hours. 


C.  H.  B. 


Cultivated  Wine  Yeast.  By  A.  Rommier  {Compt.  rend.,  98, 
1594 — 1596). —  The  true  wine  ferment  on  the  skin  of  the  grape 
requires  a  considerable  time  and  a  comparatively  high  temperature 
for  its  development,  and  before  it  attains  its  full  activity  other 
ferments  and  moulds  develop  and  produce  secondary  fermentations 
which  impair  the  quality  of  the  wine.  If,  however,  the  fresh  must  is 
mixed  with  a  suitable  proportion  of  cultivated  wine  yeast  (about 
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15  c.e.  per  kilo.),  fermentation  takes  place  rapidly  even  at  tem¬ 
peratures  as  low  as  15 — 22°,  and  is  complete  in  about  7  days.  If  the 
must  is  mixed  with  sugar,  the  latter  is  entirely  decomposed,  but  in 
this  case  complete  fermentation  requires  a  much  longer  time.  The 
rapidity  with  which  the  principal  fermentation  takes  place  under 
these  conditions  prevents  the  development  of  the  secondary  fer¬ 
ments,  and  the  quality  of  the  wine  is  much  improved.  The  low 
temperature  at  which  fermentation  takes  place,  and  the  short  time 
required  for  its  completion,  render  this  method  especially  valuable 
for  the  production  of  white  wines.  C.  H.  B. 

Water  Culture  of  Lupines.  By  Weiske  (. Landw.Versuch-Stat ., 
30,  437 — 444). — The  fact  of  lupines  producing  a  crop  rich  in  nitrogen 
when  grown  in  soils  poor  in  that  element  has  excited  much  interest, 
but  the  author  believes  that  comparatively  few  cultural  experiments 
have  hitherto  been  made  with  them.  His  experiments  consisted 
in  growing  two  sets  of  plants,  one  in  a  nutritive  solution  containing 
nitrogen,  the  second  in  water  free  from  it.  The  first  set  of  experi¬ 
ments  were  unsuccessful,  but  the  second  yielded  better  results,  six 
strong  healthy  plants  were  selected,  three  placed  in  cylinders  con¬ 
taining  the  one,  and  three  in  cylinders  filled  with  the  other  medium ; 
this  was  done  on  21st  June,  in  the  middle  of  July  the  plants  in  the 
lion-nitrogenous  fluid  ceased  growing,  and  gradually  faded.  The 
others  on  the  contrary  had  finely  formed  roots,  and  continued  to 
grow.  Other  four  plants  were  then  taken,  two  of  them  placed  in 
cylinders  with  closely  fitting  lids  bored  to  let  the  stem  of  the  plant 
through,  then  carefully  stopped  with  wadding  so  that  the  roots  could 
not  obtain  nitrogen  either  from  the  air  or  water,  two  others  were 
grown  in  porcelain  dishes  in  filter-paper  saturated  with  nitrogenous 
solution ;  after  a  short  time  one  plant  of  each  set  died — as  did  the 
others  later  on:  the  author  gives  tabular  results  of  analyses,  but 
owing  to  comparative  failure  of  the  experiments  they  are  not  of  much 
value.  J.  F. 

Change  in  the  Composition  of  Potatoes  by  Ripening.  By 

Saare  ( Bied .  Gentry  1884,  322  —  324). — Measurements  of  the  average 
size  of  starch  cells  are  given,  and  they  are  for  large  cells  215  microm., 
the  greatest  difference  being  80  microm.  The  smaller  potatoes 
have  round,  whilst  the  larger  have  elongated  cells;  the  smallest 
cells  measured  on  the  average  115  microm.  The  author  divides 
the  grains  into  firsts,  seconds,  and  thirds,  according  to  size,  as  follows  : 
21  microm.,  21 — 12’5  microm.,  and  under  12*5  ;  these  latter  are  lost  to 
the  manufacturers,  being  washed  awTay.  The  percentage  of  these 
qualities  varies  in  ripe  tubers  according  to  variety.  During 
ripening,  the  total  weight,  size,  and  number  of  tubers,  size  of  cells, 
sp.  gr.,  dry  matter,  and  starch  steadily  increase,  whilst  sugar  and 
fibre  decrease;  when  employing  the  table  for  calculating  available 
starch  from  the  sp.  gr.  of  tubers,  1*5  per  cent,  must  be  deducted  and 
placed  to  the  account  of  loss  :  the  number  of  large  grains  increases 
as  the  potato  ripens.  E.  W.  P. 
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Influence  of  Krugite  on  the  Percentage  of  Starch  in  Potatoes. 

By  Kette  {Bled,  Centr .,  1884,  355). — The  reduction  of  starch  in 
potatoes  by  the  use  of  kainite  as  manure  is  ascribed  to  the  chlorine 
present,  but  if  krugite,  which  contains  but  very  little  chlorine,  is  used, 
the  results  are  the  same — the  starch  falls  considerably  in  percentage. 

E  W.  P. 

Absorption  of  Nitrogen  by  Leguminous  Plants.  By  Bov- 
telleau  {Bied.  Centr. ,  1884,  420). — An  old  vineyard  when  cleared  and 
manured,  was  cropped  for  two  years  with  grain  in  such  quantity  that 
it  was  calculated  all  the  nitrogen  had  been  exhausted  by  the  corn, 
yet  the  third  year  there  was  an  abundant  yield  from  lucerne  and 
csparsette,  sown  between  the  drills. 

Another  field  was  well  manured  with  stable  manure,  \  was  planted 
with  potatoes,  ~  with  maize,  and  with  vetches,  the  second  year  the 
whole  field  was  sown  with  wheat,  the  part  where  potatoes  had  been 
yielded  30  hectolitres,  after  maize  28  hectolitres,  after  the  vetches  35 
hectolitres,  although  the  vetches  themselves  contained  more  nitrogen 
than  the  maize.  J.  F. 

Absorption  of  Nitrogenous  Foodstuffs  by  Plants,  By  W.  O. 

Atwater  {Ann.  Chim.  Phijs.  [6],  2,  322 — 331). — This  paper  contains 
an  account  of  a  series  of  experiments  carried  on  during  the  last  seven 
years  in  various  parts  of  the  United  States  and  Canada.  Their 
object  was  to  ascertain  (1)  the  effect  produced  on  different  kinds  of 
plants  by  the  application  of  mineral  manure,  such  as  calcium 
superphosphate  and  potassium  chloride;  (2)  the  fertilising  influence 
of  nitrogen  in  the  form  of  nitrates  and  ammoniacal  compounds  ; 
and  (3)  the  degree  of  absorption  of  nitrogen  by  the  plants,  from  the 
soil  or  air. 

The  experiments  were  performed  writh  maize,  potatoes,  and  oats  ; 
the  results  may  be  summed  up  as  follows  : — 

(1.)  Maize  absorbs  large  quantities  of  the  phosphoric  acid  and 
potassium  chloride  manures,  but  relatively  small  quantities  of  nitro¬ 
genous  substances  ;  it  possesses  to  a  high  degree  the  property  of 
obtaining  its  necessary  nitrogen  from  natural  sources.  In  this  respect, 
maize  resembles  the  Leguminosse  rather  than  the  cereal  plants. 

(2.)  Potatoes  seem  to  be  affected  by  the  superphosphates,  potash 
salts,  and  the  nitrogenous  manures,  and  are  less  apt  than  maize  to 
procure  tbeir  nitrogen  from  natural  sources. 

(3.)  Oats  are  more  sensible  than  potatoes  to  a  defect  of  nitrogen, 
and  are  more  profited  by  the  addition  of  that  element  in  the  form  of 
manure.  V.  H.  V. 

Influence  of  Water  on  the  Growth  of  Plants.  By  Hellriegel 
{Bled.  Centr. ,  1884,  475—484). — The  questions  to  be  answered  were: 
How  much  water  does  a  plant  transpire  under  normal  conditions  ? 
How  much  water  must  be  present  in  the  soil  ?  And  how  is  the  proper 
quantity  of  water  to  be  retained  P  Barley  was  sown  in  quartz  sand, 
to  which  had  been  added  sufficient  plant-food,  and  the  amount  of 
water  present  was  60  per  cent,  of  the  whole  retainable  water.  The 
observations  showed  that  the  evaporation  was  much  more  dependent 
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on  the  temperature  of  the  air  than  on  the  evaporating  surfaces ;  a 
rising  temperature  with  dryness  increased  the  evaporation,  and  vice 
versa.  When  the  temperature  remains  constant,  then  the  moistness 
of  the  air  greatly  affects  the  evaporation,  which  may  in  dry  air  be 
raised  to  double,  and  in  moist  air  reduced  to  one-half  that  which  is 
evaporated  under  normal  conditions  ;  but  this  alteration  has  no  effect 
on  the  physiological  functions  of  the  plant  so  long  as  the  condition 
of  soil  remains  normal.  A  long  account  of  the  construction  of  the 
apparatus  used  in  this  research  is  given.  The  rapidity  of  the  air 
currents  his  much  influence  on  the  evaporation,  but  the  effect  is 
much  less  than  those  exerted  by  warmth  and  moisture.  To  observe 
the  effect  of  light,  two  healthy  and  well-grown  barley  plants  were 
examined,  the  one  under  a  bell- jar  painted  white,  the  other  under  a 
clear  glass  jar,  both  of  them  connected  with  the  ventilating  apparatus 
above  referred  to  ;  other  coloured  shades  were  also  employed,  but  all 
with  a  similar  result,  that  light  has  a  very  considerable  influence,  but 
not  so  great  as  that  exercised  by  heat  and  moisture. 

Experimenting  with  sunflowers,  the  author  finds  that  the  rise  of  the 
sap  is  independent  of  the  leaves,  and  that  moisture  is  carried  up  by 
the  roots,  so  long  as  there  is  a  certain  degree  of  water  in  the  soil ;  the 
minimum  of  moisture  seems  to  be  slightly  above  8  per  cent,  of  the 
dried  soil.  E.  W.  P. 

Formation  of  Diastatic  Ferments  in  the  Cells  of  the  Higher 
Plants.  By  W.  Detmek  (Ann.  Agronomiques,  10,  280 — 281). — * 
XJngerminated  grains  of  wheat  contain  a  little  diastatic  ferment,  but 
the  presence  of  oxygen  is  necessary  to  the  further  development  of 
this  ferment  by  germination.  J.  M.  H.  M. 

Relation  of  Red  Colouring  Matter  of  the  Phanerogams  to 
the  Migration  of  Starch.  By  H.  Pick  (Ann.  Agronomiques ,  10, 
274 — 276;  from  Bot.  Gentralblatt ,  16,  281,  314,  343,  375). — In 
many  of  the  phanerogams,  different  organs  or  parts  of  organs  are 
coloured  red,  either  permanently  or  at  certain  periods  of  their 
life.  The  author  brings  together  a  number  of  observations  on  the 
formation  and  optical  properties  of  this  red  colouring  matter, 
and  on  its  relation  to  the  transportation  of  starch  at  certain  phases 
of  a  plant’s  life.  It  seems  probable  that  the  colouring  matter  is 
derived  from  tannin,  since  it  is  especially  noticeable  in  tannin- 
producing  plants,  and  experiments  seem  to  show  that  as  the 
red  colour  of  young  leaves  increases,  so  the  tannin  decreases. 
The  colouring  matter  itself  gives  some  of  the  reactions  of  tannin.  In 
stems,  leaves,  and  fruits  ( e.g apples),  the  red  colour  is  only  developed 
on  the  parts  exposed  to  light,  and  young  plants  which  remain 
uncoloured  so  long  as  they  are  kept  in  the  dark,  speedily  redden  on 
exposure  to  light,  which  may  be  white,  blue,  or  red  indifferently.  The 
absorption-spectrum  of  the  red  colour  is  almost  exactly  complementary 
to  that  of  chlorophyll.  By  exposing  portions  of  a  growing  leaf 
of  the  castor- oil  plant  under  ruby  glass,  or  under  a  solution  of 
the  red  colouring  matter  obtained  from  beetroot,  the  author  shows 
that  at  the  end  of  15  minutes  of  sunlight  the  starch  contained  in  the 
outer  layers  of  cells  has  almost  entirely  migrated  to  the  subjacent 
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cells  of  the  circulatory  tissues.  By  exposure  to  direct  solar  light,  on 
the  contrary,  it  is  the  outer  layers  of  cells  which  become  charged 
with  starch  granules.  By  causing  the  leaf  of  a  French  bean  to  absorb 
a  solution  of  sugar,  starch  may  be  made  to  accumulate  in  the  cell 
layers  ;  on  exposing  the  leaf  to  red  light  this  starch  also  migrates  to 
the  subjacent  tissues. 

With  regard  to  the  autumnal  colouring  of  leaves,  the  lower  tempera¬ 
ture  increases  the  formation  of  tannin,  which  becomes  changed  into 
the  red  colouring  matter ;  the  starch  accumulates  by  preference  in  the 
coloured  cells,  and  disappears  with  the  fall  of  the  leaf. 

J.  M.  H.  M. 

Osmotic  Functions  of  Living  Parenchyma.  By  Westermaier 
{Ann.  Agronomigues,  10,  271 — 273). — An  account  of  the  part  taken, 
according  to  the  author’s  theory,  by  the  ligneous  parenchyma  and 
medullary  tissue  in  causing  the  ascent  of  the  sap.  An  experiment 
with  parenchyma  is  adduced  in  support  of  it.  J.  M.  H.  M. 

Absorption  Of  Water  by  Flower  Petals.  By  A.  Burgerstetn 
( Bied .  Centr.,  1884,  422). — The  petals  of  several  kinds  of  composite 
plants  have  the  property  of  absorbing  moisture,  and  the  underside  of 
the  petals  is  more  active  than  the  upper.  J.  F. 

Transpiration  in  Plants  in  the  Tropics.  By  V.  Marcano 
{Compt.  rend.,  99,  53 — 55). — The  evaporation  of  water  from  the 
leaves  of  plants  in  the  tropics  is  practically  the  same  during  the 
night  as  during  the  day.  One-half  to  three-quarters  of  the  total 
evaporation  during  the  day  takes  place  between  6  a.m.  and  mid-day, 
the  maximum  being  reached  between  10.15  a.m.  and  noon,  whilst 
from  noon  to  6  p.m.  there  is  very  little  evaporation.  Evaporation  is 
not  sensibly  affected  by  the  hygrometric  condition  of  the  atmosphei'e. 
The  maximum  in  the  morning  corresponds  exactly  with  the  minimum 
pressure  of  the  sap.  C.  H.  B. 

Chemical  Phenomena  of  the  Respiration  of  Plants.  By  T. 

L.  Phipson  (Chem.  News ,  50,  37). — The  author  showed  in  a  previous 
paper  {Chem.  News ,  1883)  a  simple  apparatus  by  which  unicellular 
algae,  supplied  constantly  with  fresh  spring- water  and  exposed  to  sun¬ 
light,  gave  a  constant  evolution  of  oxygen  gas.  When  the  carbonic 
anhydride  of  the  spring- water  is  exhausted,  fresh  spring- water  is  let 
into  the  apparatus,  whilst  the  old  water  is  run  off,  and  the  evolution 
of  oxygen  continues.  Instead  of  renewing  the  water,  carbonic  anhy¬ 
dride  was  supplied  to  the  water  after  three  or  four  days’  running  had 
exhausted  its  faculty  of  causing  the  algae  to  give  off  oxygen.  The 
faculty  of  evolving  oxygen  was  restored,  but  not  to  any  great  extent, 
and  it  became  less  and  less  manifest  with  successive  additions  of  car¬ 
bonic  anhydride. 

Experiments  show  that  plants  exposed  to  sunlight  are  incapable  of 
evolving  oxygen  in  spring-water  which  has  been  thoroughly  boiled 
for  five  minutes,  then  rapidly  cooled  and  supplied,  when  cold,  with  small 
or  large  quantities  of  carbonic  anhydride.  Evidently  something  else 
is  required  by  the  plant,  and  this  is  hydrogen  peroxide,  which  is  decom- 
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posed  by  boiling  tbe  water.  Its  presence  can  be  demonstrated  in  all 
spring-water,  and  it  is  as  essential  to  tbe  life  of  tbe  plant  as  carbonic 
anhydride  is.  “  Respiration  ”  of  plants  is  due  to  the  reaction  which 
occurs  in  the  plant-cell,  between  carbonic  anhydride  and  hydrogen 
peroxide,  oxygen  being  evolved  whilst  ternary  compounds  are  formed 
in  the  plant-cell. 

When  spring- water  is  boiled,  the  air  collected  (after  absorption  of 
carbonic  anhydride)  contains  30-33  per  cent,  of  oxygen,  instead  of 
21  per  cent.  This  difference  is  chiefly  due  to  oxygen  in  the  state  of 
hydrogen  peroxide. 

Manganese  peroxide  in  spring-water  exposed  to  strong  sunlight 
can  be  made  to  “  breathe  ”  like  the  unicellular  algae.  Unicellular 
algae  in  spring-water  which  has  been  impregnated  with  carbonic 
anhydride  after  boiling  (and  so  deprived  of  its  hydrogen  peroxide), 
and  having  abundant  contact  with  the  air,  will,  after  several  days’ 
exposure  to  the  sun,  evolve  small  quantities  of  oxygen,  showing  that, 
in  these  circumstances,  hydrogen  peroxide  is  slowly  formed  again. 

J.  T. 

Effect  of  Depth  of  Sowing  on  the  Germination  and  Growth 
of  Plants.  By  E.  Wollny  ( Bied .  Gentr .,  1884,  293— 299).— There 
are  no  definite  results  obtained  by  the  experiments  described,  but  the 
general  outcome  seems  to  be  that  the  deeper  the  seeds  or  tubers  are 
laid  in  the  soil  the  more  irregular  and  the  later  do  the  plants  appear 
above  ground,  and  there  seems  to  be  a  definite  depth  for  each  kind  of 
seed  ;  but  this  is  again  dependent  on  weather  and  soil.  In  experi¬ 
ments  with  rye,  it  appeared  that  deeply  sown  seed  suffered  much  more 
from  winter  cold  that  the  shallow  sown  seeds,  and  when  potatoes  are 
set  deep  there  is  less  chance  of  their  being  attacked  by  disease. 

E.  W.  P. 

Ratio  of  Nitrogen  to  Fhosphoric  Acid  in  Seeds.  By  E. 

Heiden  and  others  {Bied.  Centr.,  1884,  484 — 486). — W.  Mayer  and 
Arendt  have  both  stated  that  there  exists  a  definite  ratio  between  the 
above  components  of  seeds,  and  Siegert  considers,  in  the  case  of 
wheat  and  rye,  that  the  percentage  is  affected  by  manuring ;  Ritt- 
hausen  and  Pott  are  of  similar  opinion,  whilst  Kreusler  and  Kern 
believe  that  phosphates  reduce  the  nitrogen  in  the  seed.  The  author 
lias  experimented  with  oats,  rye,  vetches,  and  peas,  and  finds  that  straw 
crops  are  rendered  richer  in  protein  by  the  use  of  nitrogenous  manures, 
but  that  by  the  use  of  phosphates  alone  the  albumin  is  neither 
raised  nor  depressed.  He  finds  also  that  the  ratio  of  phosphoric  acid 
to  nitrogen  in  oats  and  rye  is  wider  than  is  stated  by  Mayer,  viz., 
1:1*20 — 1:2*13  (oats)  and  1:1*44 — 1*267  (rye).  With  the  other 
crops,  nitrogen  does  not  increase  the  albumin,  but  phosphates  lower 
it.  E.  W.  P. 

Composition  of  American  Wheat.  By  C.  Richardson  {Bied. 
Centr.,  1884,  420 — 421). — The  author  has  examined  more  than  200 
samples  of  American  wheat;  it  will  be  seen  that  it  contains  less 
moisture,  cellulose,  and  albumin  than  European  wheat.  The  prin¬ 
cipal  ingredients  fluctuate  between  the  following  limits  :  — 


VKGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


1405 


Water . 

Minimum. 

6*05 

Ash . 

C-80 

Fat . 

1-39 

Starch . . 

.  67-95 

Cellulose. .  . . 

0-44 

Nitrogenous 

|  805 

matter. . . . 

Maximum. 

Difference. 

13*52 

6*47 

2-98 

2*18 

3*93 

2*54 

78*95 

11*00 

2*76 

2*32 

17*10 

9*05 

The  variations  in  the  nitrogenons  matter  are  large,  but  in  other 
countries  there  are  even  greater  differences,  and  the  grain  in  North 
America  has  not  yet  attained  its  maximum  of  nitrogen. 

The  small  amount  of  moisture  is  attributed  to  the  American  method 
of  harvesting.  With  the  exception  of  Minnesota,  Dakota,  and 
Colorado,  American  wheats  are  poorer  in  nitrogen  than  those  of  any 
other  country;  the  grain  from  the  Atlantic  States  is  the  poorest,  and 
it  is  a  curious  fact  that,  as  a  rule,  the  grain  from  those  States  is 
smaller  than  in  the  Western  and  Pacific  States.  J.  F. 

Analysis  of  American  Barley.  ( Biecl .  Gentr .,  1884,  491.)— 
Analyses  of  several  American  barleys  show  that  they  are  of  a  higher 
class  than  is  generally  supposed,  and  are  capable  of  making  quite  as 
good  malt  as  German  and  Austrian  grain.  E.  W.  P. 

Occurrence  of  Vicin  in  Broad  Beans  (Vicia  faba).  By  H. 

Ritthausen  (./.  pr.  Ghem.  [2],  29,  359—360). — This  substance, 
C2bH51N1]021,  was  formerly  found  by  the  author  (Abstr.,  1881,  1158) 
in  the  seed  of  Vicia  sativa ,  he  now  finds  it  in  V-  faba  and  V.  minor. 
The  finely-ground  beans  are  extracted  with  alcohol  (85  per  cent.),  and 
the  residue  obtained  after  distilling  off  the  alcohol  is  shaken  up  with 
ether  to  remove  the  fats,  when  a  substance  separates  in  thin  colour¬ 
less  needles,  which  give  the  characteristic  reaction  for  vicin,  viz.,  after 
boiling  with  a  few  drops  of  hydrochloric  acid,  and  allowing  to  cool, 
a  deep  blue  solution  is  obtained  on  adding  a  trace  of  ferric  chloride 
and  then  ammonia  in  excess.  P.  F.  F. 

Composition  of  Lupines.  By  E.  Flechsig  ( Landw .  Versuch <?- 
Stat.y  30,  415 — 447). — This  paper  is  a  report  of  numerous  analyses 
of  the  seeds  and  stalks  of  lupines.  Full  details  are  given  in  tables 
which  accompany  it — one  of  them  presents  a  summary  of  results  (p. 
1406).  It  will  be  observed  that  there  is  a  great  difference  between  the 
nitrogenous  contents  of  the  different  varieties.  L.  Gruikslianksii  heads 
the  list  with  47  13  per  cent,  protein,  the  lowest  being  L.  hirsutis  with 
only  27*81  per  cent. ;  their  contents  in  alkaloids,  estimated  by  Tauber, 
are  also  very  variable.  L.  albus ,  which  is  unfitted  for  cattle  food, 
because  of  its  great  bitterness,  contains  less  than  other  varieties 
which  are  readily  eaten  ;  bitterness  is  therefore  not  a  measure  of  the 
alkaloids  present ;  the  amount  of  fat  also  is  very  variable,  and 
varieties  containing  most  of  it  have  least  woody  fibre. 
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Lupine  Seeds. 


Name  of  variety. 

Crude  protein. 

Nitrogenous 

extract. 

Ethereal  ex¬ 
tract  less 
alkaloid. 

Alkaloids. 

Woody  fibre. 

Ash. 

Lup.  luteus . . 

46-13 

29-74 

6  53 

wm 

13-01 

3-78 

White  seeded  yellow . 

46-88 

28  -48 

6-48 

wmm 

13  -34 

4'12 

L.  hirsutus . 

27-81 

44-97 

8  50 

■HE 

15-91 

2-79 

,,  albus  . . 

37  31 

36  -02 

13-01 

KHfl 

10  21 

2-94 

Large  seeded  white  blue 
flower 

36-19 

40-76 

7-47 

0*27 

12-55 

2-76 

L.  termis . 

37  -44 

37-91 

12  53 

0-39 

9-36 

2  37 

„  Cruikshanksii  .  , . 

47  13 

25  66 

15-83 

1-00 

6  74 

3-64 

„  angustifolius . 

35-94 

40-26 

7*44 

0  25 

13  33 

2-78 

„  blue  lupine  . 

36  31 

40-61 

7’72 

0-29 

12  -29 

2  -78 

„  white  seeded  blue  flower 

37  '94 

38-48 

8-38 

0-37 

12-10 

2-75 

„  linifolius . . . 

35  *56 

39*64 

7-95 

0-32 

12-71 

2*73 

„  polyphyllus  . 

43*25 

32-01 

12  66 

0*48 

10  -97 

3-82 

Lupine  Straw. 


Name  of  variety. 

Crude  protein. 

Nitrogenous 

extract. 

Ethereal  ex¬ 
tract. 

0) 

f-l 

JO 

cd 

o 

o 

P* 

02 

Lup.  luteus . 

7-25 

34*31 

2  26 

50-18 

6-00 

White  seeded  yellow . 

6-94 

32-43 

2-88 

52-22 

5*53 

L.  hirsutus  . . . 

4-25 

38-35 

1-66 

52  06 

3*68 

„  albus  . 

3*31 

35-61 

2-04 

56  -30 

2-74 

Large  seeded  white  blue  flower.  . . 

3  -94 

35  -11 

1  -31 

56-52 

3  12 

L.  termis . . . 

3-31 

34-07 

1-27 

58-03 

3  32 

,,  Cruikshanksii  . . 

8-69 

33*43 

1-56 

51  -11 

5-21 

,,  angustifolius . 

4*19 

30-91 

0-87 

60-69 

3*34 

,,  blue  lupine  . , . 

3-50 

32-95 

1-60 

58*42 

3*53 

„  white  seeded  blue  flower . 

213 

35  23 

1-57 

56-99 

4-08 

„  linifolius  . 

4-19 

34*94 

1  -90 

54-93 

4*04 

nnl  vnb  vl  Ins  . 

J.  F. 


Peronospora  Viticola.  By  E.  Mach  (Lied.  Centr.,  1884,  495). — 
The  following  are  analyses  of  grapes  from  infected  vines  : — 
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Sugar. 

Non-saccharine. 

Acids. 

Negrara . 

5'93  p.c. 

3*81  p.c. 

16*9  p.c. 

Bossara . 

5*38  „ 

3  96  „ 

171  „ 

Gropello  . 

1042  „ 

3S0  „ 

12-7  „ 

Negrara  (green)  . . 

,,  better  qual- 

3  37  „ 

5-38  „ 

27-3  „ 

ity . 

3  92  „ 

3-78  „ 

18-4  „ 

Negrara,  best  .... 

5-41  „ 

3-83  „ 

18-4  „ 

E.  W.  P. 

Poisonous  Effects  of  Arsenic,  Zinc,  and  Lead,  on  Vegetable 
Organisms.  By  F.  Nob  be  and  others  ( Landw .  Versuchs-Stat.,  30, 
381 — 422). — These  experiments  were  undertaken  to  ascertain  the 
effects  of  applying  those  metals  directly  to  plants  in  process  of 
growth:  the  subjects  of  experiment  were  plants  of  peas,  oats,  maize, 
and  buckwheat.  The  mode  of  culture  was  that  known  as  water  cul¬ 
ture,  in  large  glass  cylinders  supplied  with  the  nutritive  solution  em¬ 
ployed  at  the  experimental  station  of  Tharaud ;  the  arsenic  was 
added  to  the  different  vessels  in  the  form  of  potassium  arsenite,  in 
four  degrees  of  strength,  viz.,  3,  33,  333,  1000  mgrms.  As  per  litre. 

The  plants  were  introduced  into  the  vessels  in  a  healthy  condition, 
and  similar  plants  were  reserved  as  control.  In  all  cases,  the  results 
were  fatal,  but  the  time  varied  not  a  little,  the  plants  treated  with 
the  least  quantity  recovering  for  a  brief  period,  but  eventually  suc¬ 
cumbing.  With  all  the  plants,  the  upper  leaves  were  first  affected, 
the  decay  gradually  attacking  the  stems ;  the  appearance  of  the  roots 
was  peculiar,  their  growth  ceased,  and  they  became  tinged  with  a 
yellow  shade.  Four  plants  of  maize  were  taken  and  tested  for 
arsenic ;  that  treated  with  3  mgrms.  arsenic  yielded  none,  that  with 
33  mgrms.  nothing,  with  333  mgrms.  equal  to  0T  mgrm.,  and  that 
with  1000  mgrms.  0*5  mgrm.  As03. 

The  authors  think  that  the  action  of  the  arsenic  consists  either  in 
causing  an  excessive  transpiration  from  the  plants,  or  that  it  prevents 
the  absorption  of  moisture  by  the  roots.  This  induced  them  to  make 
further  experiments  with  plants  in  a  dark  atmosphere  saturated  with 
moisture,  which  they  obtained  by  growing  them  under  bell-glasses 
with  necessary  precautions ;  as  usual,  growing  similar  plants  to  con¬ 
trol  the  experiments.  Both  sets  died,  but  those  under  glasses  more 
slowly  than  the  others,  and  the  result  leads  the  authors  to  believe  the 
protoplasm  of  the  root  cells  is  the  vulnerable  point,  the  poison  destroy¬ 
ing  the  power  of  osmose  by  the  roots. 

Further  experiments  were  made  as  to  the  limit  of  dilution  which 
would  be  injurious  to  vegetation,  and  it  was  found  that  the  presence 
of  As  1  to  1,000,000  =  1  mgrm.  of  As  per  litre,  exercised  a  decidedly 
injurious  effect  on  the  normal  growth. 

The  authors  next  directed  their  attention  to  the  quantitative  esti¬ 
mation  of  the  arsenic  actually  absorbed  by  the  plants,  and  give  the 
results  in  tables,  which  show  the  quantities  to  be  extremely  minute, 
the  roots  containing  most  and  the  leaves  least. 

In  order  to  ascertain  the  rapidity  of  absorption,  several  experiments 
were  made  by  submitting  plants  to  the  influence  of  the  poison  for 
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periods  varying  from  five  minutes  to  an  hour,  then  carefully  washing 
the  roots  and  replacing  the  plants  in  the  normal  solution,  it  was 
found  that  some  possessed  greater  powers  of  resistance  than  others. 

Experiments  with  salts  of  lead  and  zinc  were  made  in  a  similar 
manner;  the  effects  of  the  latter  were  very  similar  to  those  of  arsenic, 
the  death  of  the  plant  rapidly  following  considerable  doses  :  the  salts 
of  lead  are  not  so  poisonous  to  vegetation  as  zinc ;  y^^th  part  of  the 
latter  killed  a  plant  in  three  days,  while  another  plant  treated  with 
the  lead  salt  of  same  strength  lasted  41  days.  Carbonate  of  zinc 
is  the  most  injurious  of  all  the  salts  tried,  and  the  plants  absorb  more 
of  the  metal  from  it.  The  solutions  were  daily  agitated,  so  that  the 
roots  came  well  into  actual  contact  with  the  insoluble  precipitates,  in 
fact,  were  covered  with  the  suspended  matter.  Both  metals  are 
therefore  poisonous,  and  in  small  quantities  act  by  decreasing  the 
yield  of  the  plant. 

The  article  contains  several  tables  of  details  and  descriptions  of 
the  processes  employed  by  the  authors  for  the  estimation  of  the  three 
metals.  J.  F. 

Behaviour  of  Zinc  Salts  with  Plants  and  in  the  Soil.  By 

A.  Baumann  ( Landw .  Versuchs-Stat .,  31,  1 — 53). — In  view  of  the  con¬ 
flicting  statements  made  by  various  writers  as  to  the  action  of  zinc 
salts  on  plants,  the  author  set  himself  to  work  to  thoroughly  investi¬ 
gate  this  subject.  The  experiments  of  Freytag  had  shown  that  in  a 
soil  containing  5  per  cent,  of  zinc  oxide  various  kinds  of  cereals 
flourish,  and  absorb  also  a  small  quantity  of  zinc,  but  no  attention 
had  been  given  to  the  nature  of  the  soil  used.  The  author  began  first 
by  determining  the  action  of  zinc  sulphate  on  plants  grown  in  a 
nourishing  solution  containing  calcium  and  potassium  nitrates,  iron 
and  potassium  phosphates,  and  maguesium  sulphate.  To  these  was 
added  zinc  sulphate  in  varying  proportions,  so  that  four  solutions 
were  obtained  containing  10,  5,  1,  and  GT  mgrm.  Zn  per  litre 
respectively. 

Thirteen  species  of  plants  of  seven  different  families  wrere  experi¬ 
mented  on,  and  in  each  case  the  plants  were  chosen  as  nearly  as 
possible  alike,  and  one  of  each  sort  placed  in  the  solution  above 
described,  but  containing  no  zinc.  The  results  showed  that  the 
action  of  zinc  sulphate  when  given  to  the  plant  in  solution  is  more 
injurious  than  has  generally  been  supposed.  All  plants,  with  the 
exception  of  the  Coniferae,  speedily  die  in  a  solution  containing 
10  mgrms.  zinc  to  the  litre,  although  traces  of  zinc  in  solution  are 
harmless  :  the  proportion  in  which  all  the  plants  throve  undisturbed 
wras  1  mgrm.  per  litre,  the  only  exception  being  JRajphanus  sativus . 
The  limit  at  which  the  injurious  action  begins  lies  between  1  and  5 
mgrms.  per  litre  ;  the  only  plant  that  survived  a  5  mgrm.  solution, 
with  the  exception  of  the  Coniferae,  was  OnobrycMs  sativa.  The  latter 
also  resisted  longest  the  action  of  the  10  mgrms.  solution,  dying  in 
194  days,  wThile  Trifolium  pratense  died  in  16  days,  and  the  Coniferae 
flourished  undisturbed.  Older  plants  of  the  same  kind  perish 
sooner  than  younger  ones,  probably  because  of  the  greater  number 
of  leaves  in  the  former  and  the  relatively  increased  transpiration, 
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so  that  greater  quantities  of  the  poison  are  absorbed  in  a  given  time. 
The  action  of  the  zinc  always  shows  itself  by  a  change  in  the  green 
colour  of  the  leaves.  When,  however,  the  zinc  solution  is  poured  on 
to  the  soil,  its  action  on  plants  growing  therein  may  differ  according 
to  the  nature  of  the  soil :  this  was  made  evident  by  experiments  with 
the  same  plants  employed  before,  but  grown  in  two  kinds  of  soil — one 
a  lime  soil  rich  in  humus ;  the  other  sandy,  free  from  humus,  and 
containing  very  little  lime.  The  plants  were  set  in  pots,  there  being 
six  experiments  with  each  species,  three  in  lime  and  three  in  sandy 
soil.  Two  pots  (one  of  each  kind  of  soil)  were  treated  every  day  with 
distilled  water,  two  with  a  solution  of  20  mgrms.  Zn  per  litre,  and 
two  with  a  solution  of  40  mgrins.  In  the  sandy  soil,  all  the  plants 
treated  with  zinc  solution  died,  showing  that  the  soil  was  not  able  to 
convert  the  zinc  sulphate  into  insoluble  and  harmless  forms.  With  the 
calcareous  soil,  however,  the  case  was  different;  the  plants  throve 
better  which  had  the  zinc  solution  poured  on  them,  doubtless  because 
other  elements,  such  as  potassium,  calcium,  and  magnesium  were 
thereby  converted  into  soluble  forms.  The  action  of  the  zinc  seemed 
therefore  to  depend  on  the  composition  of  the  soil,  and  further 
experiments  were  made  to  ascertain  the  quantity  of  zinc  rendered 
insoluble  by  passing  through  various  soils.  The  results  showed  that 
the  absorptive  power  of  a  pure  humus  soil  is  the  greatest  :  wood 
humus  absorbed  200  times  as  much  as  the  sandy  soil  above  referred 
to,  and  over  800  times  the  amount  absorbed  by  a  sandy  soil  from  the 
keuper.  Next  to  pure  humus  in  absorptive  power  came  a  rich  clayey 
soil  containing  lime,  then  the  other  soils  according  to  their  richness 
in  humus  and  alkaline  earths.  Alumina  appears  to  be  a  very 
active  agent  in  rendering  zinc  sulphate  insoluble,  the  sulphuric  acid 
being  also  thrown  down  at  the  same  time.  The  presence  of  zeolites 
in  soils  causes  a  decomposition  of  zinc  sulphate,  sulphates  of  calcium, 
magnesium,  &c.,  going  into  solution.  Direct  experiments  with  cal¬ 
cium  and  magnesium  carbonates  showed  that  these  have  the  power 
of  precipitating  the  whole  of  the  zinc  from  solution. 

The  question  as  to  whether  insoluble  zinc  salts,  introduced  as  such 
into  the  soil,  prove  injurious  to  plants  has  been  answered  by  all  pre¬ 
vious  workers  in  the  negative.  The  author  tried  the  solubility  of 
zinc  carbonate  and  sulphide  in  water  charged  with  carbonic  acid,  and 
found  that  solution  took  place  in  both  cases  to  a  considerable  extent, 
so  much  so,  that  plants  immersed  in  the  liquid  perished  as  in  solutions 
of  zinc  sulphate:  the  action  of  the  carbonic  acid  was,  however,  com 
siderably  lessened  by  the  presence  of  other  carbonates,  so  that  this  fact 
can  have  no  bearing  on  the  solution  of  zinc  by  water  in  the  soil,  at 
least  not  to  any  injurious  extent  :  he  concludes,  therefore,  that  in¬ 
soluble  zinc  salts  in  the  soil  are  harmless  to  plants. 

The  specific  action  of  zinc  on  the  vegetable  organism  consists  in  a 
destruction  of  the  chlorophyll  colouring  matter,  and  a  consequent 
stoppage  of  the  whole  process  of  assimilation.  J.  K.  G. 

Ensilage.  By  Wetskk  and  others  ( Bled .  Gcntr ..,  1884,  464 — 469). 
— Lupines,  maize,  anti  lucerne  were  siloed  in  barrels,  and  after  some 
time  the  silage  was  analysed  and  compared  with  the  fresh  substance. 


1410 


ABSTRACTS  OF  CHEMICAL  PAPERS. 


The  analyses  were  conducted  in  the  usual  way  after  the  silage  liad 
been  extracted  with  cold  water  and  the  volatile  acids  (butyric)  esti¬ 
mated  in  the  extract  by  volatilisation,  and  the  non-volatile  (lactic)  by 
titration.  Below  are  given  the  analytical  results. 

Lupines  (fresh)  lost  3  per  cent,  water  and  22  per  cent,  dry  matter. 

Fresh.  Silage. 

Nitrogenous  matter  ....  20*88  19  88 


Oils,  &c .  4-48  13  48  ( l'™  P'c'  !ac,fcic. 

1  3  08  ,,  butyric 

Fibre . 30*19  31*57 

Extractive .  38*22  28*03 

Ash .  6*23  7*04 

Maize  (stamped  solid)  after  112  days  lost  2*4  per  cent.  H20  and 
26*1  per  cent,  solids. 

Fresh.  Silage. 

Nitrogenous .  9*50  8‘00 

Ether  extract  .  . .  2*14  13*43  {  \ . 

(  r 4o  butyric 

Fibre  .  33*89  32*39 

Extractive  .  42*29  34*55 

Ash .  12*18  11*63 

Maize  loosely  packed  lost  35*8  per  cent,  dry  matter. 

Nitrogenous  .  9*31  6*63 

Et  her  extract .  2  42  11-06  (  }  !acttlc . 

(  7*34  butyric 

Fibre .  32*37  35*60 

Non-nitrogenous .  45  02  34  84 

Ash  .  10*88  11*87 


Lucerne  was  siloed  closely  (1),  slightly  pressed  (2),  and  not  pressed 
at  all  (3),  with  the  following  results  : — 


1. 

2. 

3. 

Fresh. 

Silage. 

Fresh. 

Silage 

(alkaline). 

Fresh. 

Silage 

(alkaline). 

Loss  of  water  ...... 

3*8 

4 

*2 

,,  dry  matter  . . 

27 

*1 

28 

*50 

30*3 

Nitrogenous . 

26*69 

23  *25 

25*94 

21  *44 

25*00 

20*94 

Ether  extract  ...... 

4  *44 

8*79 

4-91 

8*58 

5  0L 

6*75 

Fibre . 

22*54 

28*03 

22  *90 

30*40 

23-57 

29  *62 

Non-nitrogenous  .... 

37  12 

28*52 

37  *32 

26  *83 

37  *52 

30*20 

Ash  . 

9*21 

11  *41 

8*93 

12  *75 

8*90 

12  *49 

Holdefleiss  examined  two  specimens  of  green  maize  silage  which  had 
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lost,  the  one  about  40 — 50  per  cent,  dry  matter,  tlie  other  about  10 
per  cent.,  and  this  latter  had  laid  in  cocks  on  the  field  for  four  weeks. 
He  recommends  this  plan,  as  a  good  fodder  is  produced,  and  the  har¬ 
vesting  does  not  clash  with  that  of  the  potatoes  and  roots.  Wood  gives 
analyses  of  hay  silo  which  contained  0‘34 — 0*55  per  cent,  acetic  acid. 
G.  Nasir  has  followed  Goffart’s  method,  in  which  the  silage  does  not 
become  acid,  and  finds  it  successful.  (See  Fry’s  method  in  “  Mark 
Lane  Express,”  1884.  Abstractor.)  E.  W.  P. 


Presence  of  Mildew,  &c.,  in  Cattle-foods.  By  A.  Emmerling 
{Bied.  Centr.,  1884,  472 — 475). — Various  forms  of  fungoid  growths 
have  been  found  in  earth-nut  and  other  cakes,  and  may  be  obtained 
by  treating  the  powdered  cake  with  a  little  water  for  24  hoars  at  35°. 
The  principal  forms  of  schizomycetes  observed  were  micrococcus, 
bacteria,  and  bacilli ;  at  times  leptothrix  and  cladothrix  were  ob¬ 
served,  and  in  a  few  cases  sarcina  and  spirilla.  Of  the  52  samples, 
61  per  cent,  contained  some  of  these  growths;  of  cotton-cake  and 
meal,  40  per  cent,  were  infected,  many  containing  a  very  high  per¬ 
centage  of  bacteria  and  bacilli,  and  it  is  to  the  presence  of  so  many 
in  this  kind  of  food  that  the  ills  which  often  follow  its  use  may  be 
ascribed.  Short  accounts  about  several  other  cakes  (linseed,  &c.)  are 


given. 


E.  W.  P. 


Cotton-cake  as  Fodder  for  Milch-cows.  By  T)e  la  Tr^honnais 
{Bied.  Centr.,  1884,  311). — Under  adverse  circumstances  decorticated 
cotton-cake  considerably  raised  the  yield  of  milk.  E.  W.  P. 


Cultivation  of  Potatoes.  By  J.  Timm  and  others  {Bied.  Centr., 
1884,  487 — 490). — Timm  finds  Chicago  Early  the  heaviest  cropper, 
and  that  Richter’s  Imperator  is  the  best  to  grow  for  importation  to 
England.  An  anonymous  writer  has  tried  growing  larg'e  and  small 
sets  to  discover  which  gives  the  best  yield,  and  finds  that  it  is  best  to 
set  one  large  set  (say  100  grams)  instead  of  smaller  sets  of  25  grams ; 
also  that  4  sets  of  25  grams  apiece  yield  as  well  as  one  set  of  100  grams. 
Marcker  has  come  to  a  similar  conclusion.  E.  W.  P. 


Horse-chestnuts  as  Cattle-food.  By  Kaehler  {Bied.  Centr., 
1884,  386). — According  to  the  author,  the  fruit  of  the  horse-chestnut 
deserves  more  attention  as  fodder  than  it  has  yet  received ;  he  has  fed 
cattle  with  it  for  eight  years,  the  only  objection  being  the  smallness  of 
the  supply.  He  gave  each  animal  2  metzen  (about  7  litres)  twice 
daily ;  they  were  eaten  readily,  especially  when  young,  when  they 
just  commenced  to  fall.  Swine  did  not  take  to  them  so  readily,  but 
the  author  thinks  that  if  they  were  shelled  and  deprived  of  their  bitter 
principle  they  would  be  eaten.  A  small  stock  of  Southdown  sheep 
was  fed  regularly  every  winter.  Some  of  the  chestnuts  were  dried 
and  ground ;  they  were  then  readily  eaten  by  young  cattle.  Klein’s 
analysis  gave  for  the  meal  10'06  per  cent,  of  protein,  4*83  per  cent,  of 
ash.  J.  F. 


Drying  of  Exhausted  Beet-residues.  By  J.  H.  Reinhart  {Bied. 
Centr.,  1884,  415). — The  exhausted  sections  of  beet  are  found  to  yield 
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a  very  large  proportion  of  their  moisture  to  pressure,  provided  they 
have  been  previously  torn  so  as  to  open  the  cells.  A  mass  is  thus 
obtained  containing  20 — 40  per  cent,  dry  matter,  easily  treated  after¬ 
wards  by  ordinary  means  of  drying,  and  capable  of  being  made  into 
convenient  cakes,  &c.,  for  purposes  of  fodder.  J.  F. 

How  to  bring  Heavy  Raw  Soils  into  Cultivation.  By  E. 

Heidkn  and  others  ( Bied .  Gentry  1884,  437— 446). — These  experi¬ 
ments  were  conducted  during  the  years  1869 — 78,  and  had  for  their 
object  the  most  economical  and  satisfactory  treatment  of  uncultivated 
land,  so  as  to  render  it  fit  for  cropping.  The  manures  were  lime, 
potassium  and  ammonium  sulphate,  and  calcium  phosphate,  the  crops 
being  cereals,  leguminosse,  and  potatoes.  Full  details  of  the  experi¬ 
ments  are  given,  accompanied  by  several  tables.  The  results  are  as 
follows  : — First  season  :  lime  in  autumn,  plough  in  and  ridge,  and 
in  spring  plant  potatoes,  but  not  straw  crop,  giving  also  nitrogen  and 
phosphates ;  next  follow  with  oats  manured  as  for  potatoes,  after¬ 
wards  vetches  or  peas  with  bone-meal,  again  leaving  the  ground  in 
the  ridge  during  winter.  Fourth  crop  shonld  be  potatoes  with  potash 
as  kainite,  this  mixed  with  soil  should  he  ploughed  in  with  stubble, 
and  nitrogen  and  phosphates  applied  in  spring.  E.  W.  P. 

Preparation  of  Farmyard  Manure.  By  P.  P.  Deherain 
( Compt .  rend .,  99,  45—47). — Straw  oxidises  only  under  the  influence 
of  an  aerobic  ferment,  and  seems  to  be  free,  as  a  rule,  from  active 
anaerobic  ferments.  Farmyard  manure  can  undergo  two  kinds  of 
fermentation,  viz.,  neutral,  in  which  carbonic  anhydride,  methane, 
and  nitrogen  are  given  off,  and  acid,  in  which  carbonic  anhydride, 
nitrogen,  and  hydrogen  are  evolved,  and  butyric  acid  is  formed. 
Occasionally  both  kinds  of  fermentation  take  place  at  once,  and  the 
evolved  gases  contain  both  methane  and  hydrogen,  but  in  such  case 
one  gas  is  always  present  in  much  larger  proportion  than  the  other. 
It  seems  probable  that  the  anaerobic  ferments  present  in  farmyard 
manure  are  derived  from  the  alimentary  canals  of  the  animals,  and 
according  to  their  relative  abundance  and  the  conditions  in  which 
they  are  placed,  they  produce  one  or  the  other  kind  of  fermenta¬ 
tion.  C,  H.  B. 

Fermentations  of  Farmyard  Manure.  By  P.  P.  Deberain 

{Ann.  Agronomiques ,  10,  385— 409).— Aerobic  Fermentation  of  Straw. — 
At  40°  straw  cut  into  small  pieces  and  moistened  with  water  gives 
rise  to  an  evolution  of  carbonic  anhydride  which  is  nearly  constant 
for  the  first  few  days  and  then  gradually  diminishes.  This  action  is 
due  to  microbes,  for  it  is  almost  entirely  prevented  by  chloroform. 
The  liquid  contains  a  multitude  of  small  and  very  active  vibrios.  At 
110°  and  120°,  however,  slight  oxidation  occurs  without  the  interven¬ 
tion  of  ferments. 

Aerobic  Fermentation  of  Manure . — The  gases  evolved  by  different 
layers  of  a  manure  heap  in  different  stages  of  fermentation  have  been 
examined.  The  gas  evolved  near  the  top  of  a  heap  is  composed  of 
carbonic  anhydride  and  nitrogen,  that  from  the  middle  contains 


VEGETABLE  PHYSIOLOGY  AND  AGRICULTURE. 


1413 


marsh-gas  in  addition,  and  that  from  the  bottom,  when  there  is  no 
access  of  air,  often  contains  nothing  but  carbonic  anhydride  and 
marsh-gas.  The  rise  in  temperature  of  a  fermenting  dung-heap  is 
occasioned  entirely  by  atmospheric  oxidation,  and  does  not  take 
place  if  air  be  excluded,  but  the  production  of  marsh-gas  goes  on  in 
the  absence  of  air.  A  drop  of  liquid  from  a  fermenting  dung-heap  is 
found  to  be  full  of  very  active  elongated  microbes  refracting  light 
strongly  when  not  exactly  in  focus ;  they  are  much  larger  than  the 
Organisms  found  in  the  infusion  of  straw.  The  oxidation  of  the 
carbon  of  this  liquid  is  greatly  diminished  but  not  prevented  by 
the  addition  of  chloroform ;  the  evolution  of  carbonic  anhydride  in  a 
dung-heap  appears  therefore  to  be  due  partly  to  fermentation  and 
partly  to  simple  oxidation. 

Anaerobic  Fermentation  of  Straw. — If  cut  straw  be  placed  in  water  and 
kept  at  40 — 45°  with  or  without  the  addition  of  alkaline  phosphates, 
anaerobic  fermentation  occasionally  takes  place  as  soon  as  the  oxygen 
of  the  liquid  has  been  used  up,  and  results  in  the  production  of 
hydrogen  or  marsh-gas.  This  fermentation  is  however  exceptional. 

The  marsh- gas  fermentation  of  farmyard  manure  may  be  observed 
by  placing  the  manure  in  a  flask  and  collecting  the  evolved  gas  over 
mercury.  The  evolution  of  gas  proceeds  for  some  days  and  then 
almost  stops  ;  it  may  be  renewed  by  temporary  exposure  of  the  con¬ 
tents  of  the  flask  to  the  air ;  after  a  few  days  it  will  again  stop, 
and  may  be  renewed  as  before.  If  the  flask  is  heated  for  some  hours 
at  85°,  or  if  chloroform  is  added,  the  production  of  marsh-gas  ceases. 
The  liquid  portion  of  the  manure  contains  short  brilliant  vibrios, 
accompanied  by  a  great  number  of  spores.  An  alkaline  reaction  is 
maintained  throughout  the  fermentation.  Occasionally  hydrogen 
instead  of  marsh-gas  is  produced  by  the  fermentation  of  farmyard 
manure;  in  this  case  an  acid  is  developed,  which  appears  to  be 
butyric  acid.  The  organism  present  in  this  case  is  exactly  similar  to 
that  which  is  present  when  marsh-gas  is  produced,  and  does  not  re¬ 
semble  the  ordinary  butyric  ferment.  When  a  solution  of  sugar  or 
dextrin  with  suitable  minerals  is  fermented  with  a  drop  or  two  of 
the  liquor  from  a  manure  heap,  hydrogen  is  produced,  but  when  paper 
is  used  instead  of  sugar  or  dextrin  the  fermentation  is  slower,  and 
marsh-gas  is  evolved.  Sometimes,  however,  the  two  gases  appear 
together  whichever  material  is  employed.  When  straw  is  used  as  the 
subject  of  a  fermentation  excited  by  a  drop  of  manure  liquor, 
marsh-gas  is  more  frequently  produced,  generally  free  from  hydro¬ 
gen,  but  sometimes  mixed  with  it.  As  much  as  500  c.c.  of  gas  can 
be  obtained  from  10  grams  of  straw  in  48  hours.  On  the  whole  it 
appears  probable  that  there  are  two  distinct  ferments,  one  causing 
the  evolution  of  hydrogen  and  the  other  that  of  marsh-gas,  and  that 
they  are  conveyed  to  the  manure  heap  from  the  intestinal  canals  of 
farm  animals.  Tappeiner  has  found  in  the  intestinal  canal  of  the 
Herbivora  organisms  which  attack  cellulose,  and  cause  the  evolution 
of  the  two  gases  mentioned.  J.  M.  H.  M. 

Loss  of  Nitrogen  during  the  Fermentation  of  Farmyard 
Manure.  By  H.  Joulie  (Ann.  Agronomiques ,  10,  289 — 301). — Six 
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mixtures  were  made  of  broken  straw  75  grams,  horse -droppings 
50  grams,  putrid  urine  (human)  300  c.c.,  and  distilled  water  275  c.c. 
Each  of  these  mixtures  was  placed  in  an  inverted  bell-glass  furnished 
with  a  tubulure,  through  which  passed  a  cork  and  glass  tube  to  con¬ 
duct  away  the  excess  of  liquid  into  a  conical  beaker.  To  restrict 
evaporation,  the  bell-glasses  were  covered  with  glass  plates.  The 
first  mixture  received  no  addition.  To  the  other  five  were  added  : 
(2),  10  grams  of  mineral  phosphate  of  lime  ;  (3),  10  grams  mineral 
phosphate  and  10  grams  of  gypsum ;  (4),  10  grams  mineral  phosphate 
and  10  grams  calcium  carbonate ;  (5),  10  grams  calcium  carbonate  ; 
and  (6),  10  grams  gypsum.  A  seventh  mixture  was  also  made  of 
straw  150  grams,  horse- droppings  200  grams,  urine  400  c.c.,  water 
850  c.c.,  and  this  mixture  was  placed  in  a  larger  bell-glass  than  the 
rest,  so  as  to  expose  a  greater  surface  to  the  air.  The  mixtures  were 
allowed  to  remain  from  February  18th,  1883,  to  September  1st,  1883, 
and  every  two  or  three  days  the  liquor  in  the  beakers  (representing 
the  drainings  from  a  dung-hill)  was  poured  back  over  the  manure  in 
the  bell-glasses.  On  April  15,  there  not  being  enough  liquid  to 
moisten  the  samples,  100  c.c.  of  water  was  added  to  each.  On 
September  1st,  1883,  the  experiments  were  terminated  by  transferring 
the  liquid  portion  of  each  mixture  to  a  litre  flask,  and  making  up  to 
the  mark  with  the  washings  from  the  solid  portion.  The  amount  of 
dry  matter  contained  in  solid  and  liquid  was  estimated  in  each  case, 
and  compared  with  that  originally  present.  The  humus  acids' con¬ 
tained  in  the  several  liquors  were  also  estimated  by  precipitation 
with  hydrochloric  acid,  and  the  nitrogen  present  in  the  three  forms 
(nitric,  ammoniacal,  and  organic)  was  determined  in  both  the  solid 
and  liquid  portions  of  each  sample.  In  addition,  complete  analyses 
were  made  of  Nos.  1  and  7  (which  received  no  addition),  proving 
them  to  have  the  same  general  composition  as  well  fermented 
farmyard  manure,  except  that  they  were  deficient  in  potash  and 
magnesia,  in  consequence  of  the  substitution  of  human  urine  for  that 
of  cattle.  The  same  changes,  in  fact,  had  been  produced  as  occur  in 
the  fermentation  of  dung,  the  length  of  time  during  which  the  experi¬ 
ments  lasted  compensating  for  the  lower  temperature  at  which  they 
were  carried  on.  The  loss  per  cent,  of  dry  solid  matter  present,  and 
the  amount  of  brown  humus  acids  formed  are  shown  in  the  annexed 
table  : — 


Brown  acids  per 

Loss  per  cent. 

cent,  of  organic 

of  dry  matter 

matter 

introduced. 

introduced. 

No.  1. 

Without  addition . 

.  53-71 

1-386 

„  2. 

W  ith  phosphate  . 

.  57-93 

0-924 

„  3. 

With  phosphate  and 

1  49-74 

traces 

gypsum . . 

1 

„  4. 

With  phosphate  and  car- 

1  5635 

0-924 

bonate  . 

„  5. 

With  carbonate . 

.  58-00 

0-963 

„  6. 

With  gypsum  . 

.  52-61 

traces 

„  7. 

Without  addition . 

.  56*20 

1-309 
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Gypsum,  therefore,  in  the  proportions  used,  almost  totally  prevents 
the  formation  of  the  brown  humus  acids. 

The  amount  and  distribution  of  the  nitrogen  present  in  the 
materials  and  in  each  fermented  sample,  are  shown  in  the  annexed 
table  : — 


Nitrogen,  grains. 

Ammoniacal. 

Nitric. 

Organic. 

Total. 

n/r  .  •  i  „  -r*  f  straw . 

none 

none 

0-374 

0  374 

Materials  of  Experi-  J  A 

ments  1-6  1  dr?PP‘nSs  •  • 

urine . 

none 

2-832 

none 

none 

0-645 

0-096 

0-645 

2-928 

Total . 

2  823 

none 

1-115 

3-917 

_  „  „  f  linnid . 

none 

0*163 

0-861 

Manure  No.  l|goqlid . 

none 

— -  - 

1  -655 

2-374 

Total . 

1  -417 

none 

1-818 

3-235 

n  fliauid. . 

0-644 

none 

0*143 

0-787 

2*328 

Manure  No.  2-j 

0-787 

none 

1*541 

Total . 

1-431 

none 

1  -684 

3-115 

« r  linnid . 

0-388 

0  044 

0-065 

0*497 

1  -911 

Manure  No.  3-j 

0-421 

none 

1-490 

Total . . . 

0-809 

0-044 

1-555 

2-408 

_  „„  .  f  linnid . 

KfSS 

none 

none 

0-115 

0-673 

2-040 

Manure  No.  4-j 

■m 

1-505 

Total . 

1*093 

none 

1  -620 

2-713 

r  ,T  ~  r  liauid . 

0  -350 

none 

0  -119 

0-469 

Manure  No.  5  . 

0-488 

none 

1  -388 

1  -876 

Total . 

0-838 

none 

1-507 

2-345 

0-231 

0  -066 

0*114 

0  -411 

ManureNo.6j80qud . 

0-694 

o-ooo 

1-501 

2-195 

Total . . 

0-925 

0'066 

1*615 

2-606 

,  .  .  ,  „  f  straw  . 

none 

none 

0-748 

0-748 

Materials  of  J  A 

,,  •<  dronmners  . . 

none 

none 

2*582 

2  *582 

*  *  t  urine . 

3-776 

none 

0*128 

3-901 

Total . . 

3-776 

none 

3-458 

7  -234 

0  -332 

none 

0  300 

0-632 

Manure  No.  7{squd . 

0‘223 

none 

4*841 

5-064 

Total . . 

0-555 

none 

5  ‘141 

5-696 

5  c  2 
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There  is  thus  in  every  case  a  large  loss  of  ammoniacal  nitrogen, 
ranging  from  49*47  to  85*30  per  cent,  of  the  quantity  introduced.  On 
the  other  hand,  there  is  a  gain  of  organic  nitrogen,  ranging  from 
35*15  to  63  per  cent,  of  the  original  quantity.  A  portion  of  the 
ammoniacal  nitrogen  has  therefore  become  fixed  on  the  organic 
matter,  mostly  in  the  insoluble  form.  The  following  table  shows 
the  proportion  of  original  ammoniacal  nitrogen  which  had  become 
thus  transformed,  and,  on  balance,  the  proportion  absolutely  lost : — 


Ammoniacal  nitrogen  per  cent, 
of  that  introduced. 


No.  1.  Without  addition . 

„  2.  With  phosphate . 

„  3.  With  phosphate  and  gypsum  , . 
„  4.  With  phosphate  and  carbonate. . 

,,  5.  With  carbonate . «. . 

,,  6.  With  gypsum . . . 

„  7.  Without  addition  . 


Disappeared. 

Trans¬ 

formed. 

Absolutely 

lost. 

49*96 

24*82 

25  *14 

49*47 

20*09 

29  *38 

71*43 

17  *09 

54*34 

61*40 

17*83 

43*57 

70  *41 

13*84 

56*57 

67*34 

19*98 

47*36 

85*30 

44*54 

40*76 

This  important  and  absolute  loss  of  nitrogen,  ranging  from  25*14 
to  56*57  per  cent,  of  the  ammoniacal  nitrogen  originally  present,  must 
be  due  either  to  volatilisation  of  ammonium  carbonate  or  to  destruc¬ 
tion  of  ammonia  by  the  fermentative  action  of  microbes.  Seeing  that 
the  temperature  in  these  experiments  was  much  lower  than  prevails 
in  a  dung-heap,  and  that  evaporation  was  restricted  as  much  as  pos¬ 
sible,  the  author  concludes  that  the  loss  in  actual  practice  is  still 
larger.  A  comparison  of  experiment  7  with  experiment  1  proves  that 
this  loss  is  greatly  increased  by  the  larger  surface  exposed  to  the  air 
in  a  thin  layer  of  manure. 

Of  the  substances  so  often  recommended  to  be  added  to  manure- 
heaps  as  absorbents  of  ammonia,  it  is  seen  that  gypsum,  at  any 
rate,  exercises  a  positively  injurious  effect,  whether  used  alone  or  in 
conjunction  with  mineral  phosphate.  This  effect  is  accompanied  by 
a  slight  nitrification,  and  an  almost  total  absence  of  soluble  brown 
acids — the  liquors  in  experiments  3  and  6  being  almost  colourless. 
The  loss  of  nitrogen  is  also  increased  by  carbonate  of  lime. 

J.  M.  H.  M. 

Loss  of  Nitrogen  during  the  Fermentation  of  Farmyard 
Manure.  By  C.  Brame  (Gompt.  rend.,  99,  390 — 392). — The  floor 
of  the  stable  is  dug  out  to  a  depth  of  0*6 — 1*5  metre,  the  sides  of  the 
excavation  plastered  to  render  them  air-tight,  a  layer  of  light  soil, 
0  3 — 0*4  metre  in  depth,  is  placed  on  the  floor,  and  over  this  a  layer 
of  straw,  furze,  &c.,  to  a  depth  of  0*06 — 0*1  metre.  The  liquid  excre¬ 
ment  from  the  animals  filters  through  the  straw,  &c.,  into  the  soil 
beneath,  which,  after  a  time,  becomes  black,  and  forms  an  excellent 
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manure.  The  upper  part  of  the  straw  remains  dry,  and  the  health 
of  the  animals  is  improved.  By  this  method  the  loss  of  ammonia 
daring  fermentation  is  practically  prevented.  C.  H.  B. 

Loss  of  Nitrogen  by  Organic  Matter  during  Putrefaction. 

By  A.  Morgen  ( [Landw .  V er sucks- Stat.,  30,  429 — 436). — The  author 
refers  to  Konig’s  researches  on  this  subject,  with  the  general  results 
of  which  he  agrees.  Nitrogen  certainly  escapes  in  a  gaseous  form 
which  cannot  be  retained,  like  ammonia  and  nitric  acid,  by  ordinary 
reagents,  and  he  recommends  farmers  to  add  either  gypsum  or  earth 
containing  humus  to  fermenting  bone-meal,  fish  guano,  and  such  like 
matters,  and  to  keep  the  heap  moist. 

The  author  believes  the  theory  of  the  process  to  be  that  ammonia 
is  formed  during  putrefaction,  in  the  presence  of  oxygen.  If  no 
absorbent  is  present,  such  as  gypsum,  kainite,  earth,  &c.,  and  if  the 
moisture  is  insufficient,  the  decomposition  continues,  and  the  oxygen 
burns  up  the  ammonia  into  nitrogen  and  water ;  in  the  presence  of 
suitable  absorbents,  the  process  is  arrested  at  the  formation  of  am¬ 
monia.  The  author  refers  to  the  researches  of  Carius,  de  Saussure, 
and  Armsby,  as  supporting  his  view  that  the  process  is  one  of  oxida¬ 
tion  caused  by  free  access  of  air  to  the  decomposing  mass. 

J.  F. 

Comparative  Nitrifying  Action  of  certain  Salts.  By  P. 

Pichard  (Ann.  Agronomiques ,  10,  302 — 315). — The  salts  experimented 
with  were  the  carbonates  and  sulphates  of  potassium,  sodium,  calcium, 
and  magnesium.  Each  of  these  salts  was  added,  in  something  like  the 
proportion  actually  found  in  soils  to  a  mixture  of  powdered  arachida 
cake  with  pure  siliceous  sand,  the  arachida  cake  representing  the 
nitrogenous  organic  matter  of  soil,  and  being  present  in  such  quantity 
as  to  give  N  =  0T5  per  cent,  of  the  mixture.  In  two  instances,  the 
arachida  cake  was  replaced  by  ammonium  sulphate.  The  mixtures 
were  made  up  May  30,  1883,  and  were  placed  in  glass  vases  and  kept 
moistened  with  water  and  sheltered  from  rain  and  dust.  On 
August  30,  slight  nitrification  had  taken  place  in  the  mixtures  contain¬ 
ing  ammonium  sulphate,  but  not  in  those  containing  arachida  cake. 
The  author  attributes  this  slight  nitrification  of  the  ammonium  sul¬ 
phate  to  simple  oxidation.  On  August  31,  about  0*75  per  cent,  of 
dry  soil  was  added  to  each  vase  in  order  to  start  nitrification.  On 
March  15,  1884,  the  quantity  of  nitrate  formed  in  each  mixture  was 
estimated  in  an  aqueous  extract  by  the  indigo  process.  The  percent¬ 
age  of  total  nitrogen  added,  which  had  nitrified  by  this  time,  was  in 
the  mixture  containing  potassium  carbonate  4*96,  sodium  carbonate 
2*14,  calcium  carbonate  26*15,  magnesium  carbonate  24*47,  potassium 
sulphate  12*59,  sodium  sulphate,  15*61,  calcium  sulphate  28*82, 
magnesium  sulphate  3*94.  In  all  the  above  mixtures,  the  sand  em¬ 
ployed  was  coarse.  In  a  similar  set  of  vases  in  which  fine  sand  was 
employed,  the  percentages  of  total  nitrogen  nitrified  were  as  follows  : 
with  potassium  sulphate  20*86,  sodium  sulphate  24*96,  calcium  sul¬ 
phate  46*29,  magnesium  sulphate  11*55,  no  salt  added,  4*86.  The  two 
mixtures  containing  ammonium  sulphate  instead  of  arachida  cake 
yielding  the  following  results  :  coarse  sand  with  calcium  carbonate 
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3*86  per  cent,  of  the  nitrogen  nitrified,  with  magnesium  carbonate 
3*18  per  cent.  The  remainder  of  the  ammonia  in  both  these  cases 
had  disappeared,  the  author  supposes  by  conversion  into  carbonate 
aud  volatilisation.  These  experiments  seem  to  the  author  to  demon¬ 
strate  the  very  great  superiority  of  calcium  sulphate  as  a  nitrifying 
agent,  and  he  arranges  the  salts  experimented  with  in  the  order  of 
the  figures  given  above.*  He  also  draws  a  number  of  conclusions  as 
to  the  employment  of  gypsum  and  its  mode  of  action  as  a  dressing 
for  soils.  J.  M.  H.  M. 

Comparison  of  Peat  and  Straw  Litter.  By  M.  Fleischer 
( Bied .  Gentr .,  1884,  500). — Under  nine  cattle  was  strewn,  for  six 
days,  250  kilos,  of  rye  straw,  and  for  another  six  days  187*5  kilos,  of 
peat  litter;  the  cattle  were  fed  with  chaff,  hay,  roots,  and  grains.  The 
litters  yielded,  of  dry  matter,  1 7*98  per  cent,  (straw)  and  17*11  per  cent, 
(peat).  The  whole  was  analysed,  and  the  results  are  given  in  the 
original,  which  show  that  the  peat  is  better  adapted  than  the  straw 
to  retain  the  easily  soluble  nitrogenous  matter.  E.  W.  P. 

Utilisation  of  Human  Excreta.  By  K.  Engler  (Bied.  Gentr ., 
1884,  411—412). — This  paper  is  a  report  of  the  working  of  a  pro¬ 
cess  in  use  at  Freiburg  for  the  treatment  of  sewage.  The  solid 
matters  are  precipitated  by  a  preparation  of  manganese,  and  sub¬ 
jected  to  a  modified  process  of  distillation.  The  poudrette  obtained 
contains  2*1  to  3*0  per  cent,  of  nitrogen.  The  water  from  the 
operation  contained  12^  to  15^  per  cent,  of  solid  matter  with  am¬ 
monia  0*02  per  cent.  This  water  is  run  into  deep  pits.  As  yet,  the 
wells  in  their  neighbourhood  have  not  been  contaminated.  J.  F. 

Chili  Saltpetre  for  Sugar-beet.  By  F.  Muller  and  others 
(Bied.  Gentr^  1884,  303). — Muller  remarks  that  the  start  given  to 
the  roots  by  this  manure  enables  them  to  resist  the  attacks  of 
insects.  Eggers  applied  Chili  saltpetre  to  some  roots,  to  others  am¬ 
monia  and  phosphates,  all  of  equal  money  value.  All  roots  suffered 
from  wire-worm,  and  the  saltpetered  roots  polarised  lower  in  the 
middle  of  September,  but  in  October  no  difference  could  be  distin¬ 
guished  between  these  and  the  other  crop,  except  that  the  yield  was 
higher  where  the  Chili  saltpetre  had  been  used.  In  the  succeeding 
year,  as  the  saltpetre  seemed  to  have  lowered  the  percentage  of  sugar, 
part  of  it  was  replaced  by  phosphates,  but  with  a  similar  result. 
Kahmann  thinks  this  manure  of  no  great  value.  Deecke  finds  the 
character  of  the  soil  an  important  factor,  humous  soils  requiring  am¬ 
monia,  cold  poor  soils  Chili  saltpetre.  Weinrich  considers  the  ratio  of 
nitrogen  to  phosphoric  acid  may  be  2  :  3  without  harm  ensuing ;  but 
all  concur  in  considering  that  roots  manured  with  Chili  saltpetre  ripen 
the  soonest.  E.  W.  P. 

*  The  author  does  not  seem  to  have  made  any  examination  for  nitrites  in  his 
mixtures.  Judging  from  the  extent  of  nitrification,  nitrites  must  have  been  present 
in  most,  if  not  in  all,  and  their  presence  entirely  vitiates  any  conclusions  drawn  from 
estimations  by  the  indigo  process  as  to  the  comparative  amounts  of  nitrogen  nitri¬ 
fied.— J.  M.  H.  M. 
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Chili  Saltpetre  for  Barley.  By  Klawitter  {Bled.  Gentr 1884, 
355). — The  application  of  this  manure  to  barley  in  Posen  was  fol¬ 
lowed  by  an  increased  yield  when  1  centner  per  morgen  was  given  at 
one  time ;  to  apply  one-half  that  quantity  at  sowing  and  the  other 
half  as  top  dressing  was  of  no  advantage.  E.  W.  P. 

Manufacture  of  Bone-meal.  By  J.  Konig  {Bled.  Gentr.,  1884, 
300 — 303). — Bone-meal  prepared  by  the  old  and  new  methods,  re¬ 
moval  of  the  fat  by  steam,  and  removal  by  means  of  benzene,  are 
compared,  with  the  result  that  the  modern  process  yields  a  manure 
freer  of  fat,  and  therefore  far  more  valuable  as  a  manure,  and  at  a 
lower  price ;  moreover  the  percentages  of  nitrogen  and  phosphates 
are  raised.  E.  W.  P. 

Manurial  Experiments  at  Reims.  By  A.  Manteau  (Bied. 
Gentr.,  1884,  383 — 386). — Ten  farmers  in  the  vicinity  of  Reims  agreed 
to  carry  out  certain  experiments  on  similar  lines.  The  soil  of  each 
plot  was  analysed  by  Joulie,  and  ten  mixtures  of  manures  were  made 
up  and  applied,  so  as  nearly  as  possible  to  supply  the  deficiency  of 
fertilising  ingredients  in  the  soils.  The  whole  of  the  plots  were  then 
sown  with  wheat. 

Unfortunately  the  season  in  which  the  experiment  was  carried  out 
was  most  unfavourable,  the  winter  being  very  wet,  the  spring  cold, 
and  the  summer  rainy,  so  that  the  results  differed  very  little  in  all  the 
plots.  The  results  might  have  been  valuable  had  the  season  been 
normal.  J.  E. 

Manuring  Barley.  By  H.  Waterling  (Bied.  Gentr.,  1884,305). 
A  mixture  of  100  kilos.  Chili  saltpetre  with  50  kilos,  superphosphate 
per  morgen  brought  the  highest  yield  of  grain  and  straw,  whilst 
“  super  ”  alone  brought  less  than  the  unmanured  land.  This  heavy 
manuring  paid  for  itself  and  left  a  surplus,  which  was  not  the  case 
with  the  other  plots.  E.  W.  P. 

Potatoes  with  Lime  as  a  Manure.  By  E.  Heiden  and  others 
(Bied.  Gentr.,  1884,  449 — 453). — Potatoes  are  subject  to  “  scab,”  of 
which  there  are  two  forms;  the  one  due  to  BhizoJctonia  solani  (Kuhn) 
consists  of  slight  elevations  on  the  skin,  and  does  not  deteriorate  the 
tuber,  whilst  the  other  penetrates  deeper,  forming  depressions  pene¬ 
trating  below  the  skin.  The  origin  and  prevention  of  this  latter  form 
of  disease  is  as  yet  unknown.  It  has  heretofore  been  ascribed  to 
lime,  but  fresh  lime  in  the  soil  does  not  produce  the  disease,  although 
in  the  second  year  of  liming  the  disease  appears.  Some  (Heiden) 
hold  that  the  decomposition  of  the  ammonium  salts  in  the  soil  by  the 
lime  is  the  cause,  but  the  quantity  of  free  ammonia  likely  to  be  pre¬ 
sent  (O' 003  per  cent.)  is  too  small  to  cause  corrosion  (Marcker). 
Schulze  states  that  potatoes  manured  with  farmyard  manure  are  most 
liable  to  the  disease.  Heiden  finds  that  lime  greatly  assists  potatoes, 
in  that  it  sets  free  ammonia,  which  is  then  converted  into  nitrates. 
Miircker  adds  that  this  aid  to  ripening  has  been  often  observed,  and 
it  also  is  produced  by  marling,  but  He  doubts  the  explanation,  for 
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nitrates  retard  instead  of  assisting  the  ripening  process.  In  the  place 
of  Heiden’s  theory,  he  proposes  as  a  reason  that  lime  assists  the  forma¬ 
tion  of  carbonic  anhydride  ;  this  then  sets  free  a  larger  quantity  of 
soluble  nutriment,  and  also  phosphates,  which  are  known  to  assist 
ripening.  E.  W.  P. 

Beet  Culture  with  Artificial  Manures.  By  Petermann  (Ann. 
Agronomiqnes ,  10,  241 — 262 ;  Bied.  Gentr.,  1884,  370 — 383). — The 
experiments  detailed  in  this  paper  were  conducted  on  the  loam  soil  of 
Gembloux,  containing  per  hectare  to  a  depth  of  20  cm.  about 
800  kilos.  N,  1700  kilos.  P205,  2000  kilos.  K20,  6200  kilos.  CaO,  and 
4400  kilos.  MgO.  Over  90  per  cent,  of  the  phosphoric  acid  is  soluble 
in  ammonium  citrate.  Nitrogenous  manures  are  usually  found  very 
efficacious,  whilst  potash  produces  little  or  no  effect.  Although  the 
soil  is  well  supplied  with  phosphoric  acid,  the  repeated  use  of  Chili 
saltpetre  alone  as  a  manure  is  found  after  a  few  years  to  necessitate 
the  addition  of  artificial  phosphates.  The  special  purpose  of  the  three 
years’  experiments  here  described  was  to  ascertain  the  best  mode  of 
application  of  the  artificial  manure,  and  the  influence,  if  any,  of  the 
mode  of  application  on  the  elaboration  of  sugar. 

Experiments  were  made  on  small  plots  in  1881  and  1882  with  the 
manure  distributed  in  three  different  ways — (1)  broadcasted  and 
raked  in;  (2)  broadcasted  and  buried  with  the  hoe;  (3)  broadcasted 
and  ploughed  in.  In  1881,  the  manure  consisted  of  a  mixture  of 
sodium  nitrate,  potassium  chloride,  and  superphosphate ;  in  1882,  the 
mixture  contained  sodium  nitrate,  dried  blood,  ammonium  sulphate, 
potassium  chloride,  bone  superphosphate,  and  precipitated  phosphate. 
The  results  of  both  years’  experiments  on  the  small  scale  were  largely 
in  favour  of  the  deeper  mode  of  burning  the  manure,  and  preparations 
were  accordingly  made  for  testing  the  question  on  a  larger  scale  in 
1883.  In  order  to  determine  the  natural  variation  in  produce  of  the 
different  plots  of  the  experimental  field,  ten  plots  were  marked  out  in 
1882,  and  cropped  without  manure  under  precisely  similar  conditions. 
The  weight  of  roots  obtained  on  each  plot  varied  from  59,375  to 
62,157  kilos,  per  hectare,  mean  60,571 ;  the  leaves  from  45,162  to 
58,005  kilos,  per  hectare,  mean  50,750.  The  percentage  of  sugar  in 
the  roots  varied  from  9T3  to  10*07,  mean  9*53.  Having  thus  tested 
the  homogeneity  of  the  plots,  they  were  in  1883  again  sown  with 
sugar-beet,  and  manured  with  a  mixture  of  500  kilos,  (per  hectare)  of 
sodium  nitrate  and  650  kilos,  superphosphate.  The  manure  was 
broadcasted  on  the  plots  two  days  before  the  seed  was  sown,  and  was 
buried  to  the  various  depths  required  by  the  harrow  or  the  plough. 
One  pair  of  plots  was  left  without  manure,  and  to  another  pair  the 
manure  was  applied  by  being  drilled  in  with  the  seed.  The  season 
was  much  less  moist  than  the  two  previous  ones,  and  the  temperature 
of  the  last  three  months  of  vegetation  was  high.  The  roots  were  lifted 
on  October  10,  and  were  weighed,  and  the  percentage  of  sugar  sub¬ 
sequently  determined  in  them  ;  the  leaves  were  also  weighed.  The 
following  table  gives  a  summary  of  the  principal  results  : — 
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No. 

Mode  of  manuring. 

Roots  per 
hectare. 

Leaves  per 
hectare. 

Per  cent, 
of  sugar. 

Sp.  gr. 
of  juice. 

1.. 

Un  manured . 

47,827 

25,685 

11*26 

1  -0610 

10 

50,792 

23,753 

11-67 

1  0610 

2.. 

Harrowed  in . 

59,142 

32,320 

11-45 

1  -0601 

9.. 

57,592 

30,929 

11  -47 

1  0605 

3.. 

Ploughed  in  to  depth  of 
0T2  m. 

63,120 

37,457 

1113 

1  -0593 

8.. 

I)o.  do. 

68,332 

31,892 

11-49 

1  -0614 

4.. 

Ploughed  in  to  depth  of 
0  ’22  m. 

69,574 

37,029 

10*94 

1 -0597 

7.. 

»•  t  •  *  *  •  • 

69,617 

37,457 

11*24 

1 -0597 

5.. 

Drilled  with  the  seed 

61,986 

35,317 

11*19 

1  -0605 

6.. 

jj  )>  *  * 

60,798 

42,273 

10-77 

1  -0567 

The  increase  of  crop  produced  by  the  manure  is  thus  18*73  per 
cent,  (of  the  unmanured  crop)  when  the  manure  is  simply  harrowed 
in,  33*29  per  cent,  when  buried  to  a  depth  of  0*12  metre,  41’14  per 
cent,  when  buried  to  a  depth  of  0*22  metre,  and  24*30  per  cent,  when 
buried  between  the  rows.  These  results  are  in  the  same  order  as  those 
of  the  two  previous  years,  and  lead  the  author  to  the  following  con¬ 
clusions  : — Artificial  manure  composed  of  superphosphate  and  Chili 
saltpetre,  with  or  without  sulphate  of  ammonia  or  organic  nitrogen, 
applied  in  spring  on  a  loamy  soil  for  the  growth  of  sugar-beet,  should 
be  buried  by  deep  cultivation.  Burying  by  the  harrow  or  by  super¬ 
ficial  cultivation  is  insufficient  to  extract  from  the  manure  its  maxi¬ 
mum  effect,  the  absorbent  power  of  the  loam  being  too  powerful  to 
allow  the  nutritive  ingredients  to  descend,  even  in  rainy  seasons,  to 
the  deep  layers  of  the  soil  whence  the  roots  of  the  beet  draw  their 
nourishment. 

Differences  in  the  mode  of  applying  the  manure  are  without  sensible 
influence  on  the  elaboration  of  sugar. 

Drilling  in  the  manure  with  the  seed  delays  the  appearance  of  the 
plant  by  several  days,  and  may  seriously  compromise  the  crop  in  a 
spring  without  rain  and  with  drying  winds.  Under  favourable 
climatic  conditions  the  plant  may  regain  the  lost  growth,  but  will 
not  give  the  same  crop  as  when  the  manure  is  buried  by  deep  cultiva¬ 
tion,  and  the  plants  have  consequently  suffered  no  delay  in  appearing 
above  ground.  J.  M.  H.  M. 

Manuring  of  Vineyards.  By  A.  Stutzer  (. Bied .  Gentr .,  1881, 
413). — Experiments  on  manuring  of  vines  carried  out  by  the  author 
have  proved  as  successful  in  1883  as  in  previous  years,  and  equally  in 
favour  of  artificial  manures.  Of  100  average  vines,  the  yield  was — 

Manured  with  stable  manure .  79*4  kilos. 

„  artificial  manure .  96*9  „ 

The  artificial  manure  employed  contained  6  per  cent,  soluble  phos- 
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phoric  acid,  2| — 3  per  cent,  ammoniacal  nitrogen,  and  6  per  cent, 
potash  ;  it  costs  about  1-|  pfenning  per  vine.  J.  F. 

Manuring  of  Hops.  By  E.  Pott  (Bied.  Gentr .,  1884,  412—413). 
— Hops  are  considered  to  require  heavy  manuring ;  as  a  rule,  stable 
manure  and  the  cleaning  of  cesspits  are  applied  to  them.  The  author, 
after  inspection  of  the  systems  pursued  in  various  parts  of  Germany 
celebrated  for  hops,  thinks  the  very  high  manuring  with  those  organic 
matters  wrong.  They  increase  the  yield  at  the  expense  of  the  quality. 
He  thinks  they  should  be  used  as  a  well-made  and  matured  compost. 
Artificial  manures  should  yield  good  results,  3 — 6  kilos,  bone-meal 
per  square  metre  with  1£ — 2  kilos.  Chili  saltpetre  in  soils  poor  in 
phosphates,  6 — 15  kilos,  potassium  chloride,  with  or  without  Chili 
saltpetre,  in  soils  poor  in  potash.  J.  F. 
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A  Simple  Method  of  Estimating  Halogens  in  the  Side- 
chains  of  Aromatic  Compounds.— By  K.  E.  Schulze  ( Ber .,  17, 
1675 — 1676). — A  weighed  quantity  of  benzyl  chloride  (or  a  com¬ 
pound  of  similar  constitution)  is  introduced  into  a  flask  with  an 
excess  of  a  hot  saturated  alcoholic  solution  of  silver  nitrate,  an  in¬ 
verted  condenser  adapted,  and  the  mixture  boiled  for  five  minutes. 
The  precipitated  silver  chloride  is  then  filtered  off  through  a  weighed 
platinum  crucible,  the  bottom  of  which  is  perforated  and  covered 
with  a  layer  of  asbestos,  the  filtration  being  assisted  by  a  suction- 
pump.  The  silver  chloride  is  washed  with  alcohol,  then  with  hot 
water  acidulated  with  nitric  acid,  and  finally  again  with  alcohol ;  the 
crucible  is  lastly  ignited  and  weighed.  This  method  has  the  ad¬ 
vantage  of  quickness,  and  is  a  means  of  distinguishing  between  a 
halogen  in  a  side-chain,  and  a  halogen  directly  united  to  an  aromatic 
nucleus.  Bromomethylnaphthalene  may,  for  instance,  be  boiled  for 
several  hours  with  alcoholic  silver  nitrate  without  yielding  silver 
bromide.  A.  K.  M. 

Determination  of  Nitrogen  by  Combustion  with  Calcium 
Hydroxide.  By  S.  W.  Johnson  (Amer.  Ghem .  6,  60 — 63). —  It 
has  been  shown  that  soda-lime  may  be  replaced  by  a  mixture  of 
sodium  carbonate  and  calcium  hydroxide,  and  it  is  found  that  under 
proper  conditions  calcium  hydroxide  alone  may  be  used.  Quicklime 
is  slaked,  dried,  and  powdered.  Using  0*5  gram  of  substance  con¬ 
taining  up  to  8  per  cent,  of  nitrogen,  a  tube  of  14  inches  is  long 
enough  ;  substances  richer  in  nitrogen  require  longer  tubes.  The 
mixture  of  substance  and  slaked  lime  must  not  quite  half  fill  the 
tube,  the  long  anterior  layer  of  slaked  lime  must  be  brought  to  a  full 
red  heat  before  heating  the  mixture,  and  must  be  so  kept  throughout 
the  combustion ;  the  combustion  may  be  rapid  ;  the  tube  is  cooled 


ANALYTICAL  CHEMISTRY. 


1423 


below  a  red  heat  before  aspirating ;  cochineal  is  to  be  preferred  to 
litmus  as  indicator  in  titrating  the  standard  hydrochloric  acid  used 
to  absorb  the  ammonia.  In  the  analysis  of  strychnine,  a  very  small 
quantity  of  substance  and  a  long  tube  must  be  taken.  A  number  of 
test  analyses  are  given  proving  the  accuracy  of  the  method. 

H.  B. 

Estimation  of  Ammoniaeal  Nitrogen  in  Soils.  By  A.  Guyard 
{Bull.  Soc.  Ghim.,  41,  337 — 339.) — It  is  proposed  to  estimate  the  total 
ammoniaeal  nitrogen  of  soils  in  the  following  way,  by  which  not  only 
are  the  ammoniaeal  salts  separately  estimated,  but  also  the  nitrogenous 
organic  matter  which  is  readily  convertible  into  ammonia.  The  soil 
is  boiled  successively  with  water  and  (1)  10  per  cent,  of  calcium 
carbonate  prepared  by  precipitation,  which  evolves  ammonia  only 
from  ammoniaeal  salts ;  (2)  5  per  cent,  of  magnesium  oxycarbonate ; 
(3)  2  per  cent,  magnesium  oxide  (calcined  magnesia) ;  (4)  2  per  cent, 
of  calcium  oxide  (quicklime)  ;  (5)  0*5  to  1  per  cent,  of  caustic  soda  or 
potash ;  these  reagents  decompose  successively  different  kinds  of 
nitrogenous  organic  matter.  Lastly,  the  nitrogen  is  estimated  by 
combustion  with  soda-lime.  W.  R.  D. 

Estimation  of  Iodine  in  Human  Urine.  By  E.  Harnack  {Zeit. 
Physiol.  Ghem .,  8,  158—164). — This  is  a  criticism  on  Zeller’s  paper. 
The  author  concludes  from  his  own  determinations  that  no  reliance 
can  be  placed  on  the  results  obtained  by  the  two  direct  methods, 
viz.,  by  precipitation  as  palladium  or  silver  iodide ;  he  has,  however, 
obtained  concordant  results  with  either  of  the  following  processes  : — 
1st,  evaporating  the  urine  to  dryness  with  excess  of  soda  and  ignit¬ 
ing,  and  then  precipitating  the  iodine  as  palladium  iodide  in  the 
extract  of  this  residue ;  2nd,  by  igniting  the  precipitate  formed  by 
direct  precipitation  with  dry  powdered  soda,  and  then  reprecipitating 
the  iodine  as  before,  after  acidifying  with  hydrochloric  acid. 

To  account  for  the  high  results  obtained  by  direct  precipitation 
with  palladium  chloride  solution,  the  author  supposes  the  formation 
of  some  double  compound  insoluble  in  water  (as  palladium-iodine- 
creatinine).  J.  P.  L. 

Estimation  of  Iodine  in  Urine.  By  E.  Baumann  (Zeit.  Physiol . 
Ghem .,  8,  282 — 290). — Baumann  defends  Zeller’s  results  and  disputes 
Harnack’s  statement  that  no  reliance  can  be  placed  on  the  two  direct 
methods ;  he  also  points  out  that  Harnack’s  high  results  obtained 
with  palladium  chloride  solution  are  most  probably  due  to  an  ad¬ 
mixture  of  organic  compounds  consequent  on  the  use  of  hydrochloric 
acid,  and  not  to  the  formation  of  a  double  compound. 

The  whole  paper  is  devoted  to  a  defence,  and  the  conclusions  are 
directly  opposed  to  those  of  Harnack.  J.  P.  L. 

Estimation  of  Chlorides  in  Dogs  Urine.  By  v.  Mering 
(Zeit.  Physiol.  Ghem.,  8,  229 — 234) — Salkowski’s  modification  of  Vol- 
hard’s  volumetric  method  of  estimating  the  chlorides  in  dog’s  urine 
is  liable  to  give  too  high  results  in  consequence  of  the  presence  of 
compounds  containing  sulphur  (thiosulphuric  or  thiocyanic  acid). 
To  avoid  this  error,  the  author  precipitates  the  urine  with  an  excess 
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of  silver  nitrate  and  nitric  acid,  and  then  either  fuses  this  precipitate 
with  soda  and  saltpetre,  or  warms  it  with  zinc-dust  and  acetic  acid, 
and  estimates  the  chlorides,  in  the  first  case,  in  the  watery  extract  of 
the  fusion,  in  the  second  case  in  the  filtrate  after  reduction. 

The  chlorates  can  also  readily  be  determined  by  taking  another 
portion  of  urine  and  reducing  with  zinc-dust  and  acetic  acid  before 
precipitation,  the  difference  between  the  two  weights  gives  the 
chloride  derived  from  the  chlorate.  J.  P.  L. 

Volhard’s  Volumetric  Estimation  of  the  Chlorides  in 
Urine.  ByM.  Gruber  ( Zeits .  f.  Biol.,  19,569 — 570). — If  nitric  acid 
be  used  to  decompose  the  sulphur-containing  bodies  which  occur  in 
dog’s  urine,  the  end-reaction  is  much  masked  by  the  deep  colour.  The 
best  course  is  to  treat  the  urine  with  a  little  zinc  and  sulphuric  acid 
before  titrating.  (See  also  preceding  Abstract.)  J.  P.  L. 

Estimation  of  Phosphoric  Acid  in  Superphosphates.  By  E. 

Aubin  ( Compt .  rend.,  98,  1591 — 1594). — The  insoluble  phosphate  in 
superphosphates  is  usually  estimated  by  extraction  with  ammonium 
citrate  solution,  either  at  once,  or,  if  magnesium  is  present,  after 
previous  treatment  with  water.  Treatment  with  water  is  effected  by 
triturating  the  phosphate  and  digesting  with  a  known  volume  of 
water,  or  by  exhausting  it  repeatedly  with  successive  small  quantities 
of  water,  but  the  results  obtained  by  the  two  methods  do  not  agree. 
In  most  cases,  the  first  method  gives  results  which  are  too  high,  the 
error  being  due  to  the  presence  of  free  acid  (phosphoric  and  sulphuric) 
which  attacks  the  phosphate  during  trituration,  this  effect  being 
greatest  with  samples  which  form  a  paste  when  triturated,  and  also  to 
the  incomplete  extraction  of  the  magnesium  phosphate.  Joulie’s 
method  of  treating  at  once  with  ammonium  citrate  solution  even  in 
presence  of  magnesium,  also  gives  results  which  are  too  high. 

Whenever  phosphoric  acid  is  precipitated  as  ammonium  magnesium 
phosphate  in  presence  of  ammonium  citrate,  account  must  be  taken 
of  the  solubility  of  the  precipitate  in  solutions  of  this  salt.  The 
solubility  increases  with  the  concentration  of  the  solution,  and  by 
always  using  the  same  bulk  of  liquid,  containing  the  same  proportion 
of  ammonium  salts,  a  correction  may  be  introduced.  C.  H.  B. 

Reverted  Phosphoric  Acid.  By  T.  S.  Gladding  ( Ghern .  News, 
50,  16 — 18;  27 — 28). —  Experiments  with  natural  phosphates  and 
artificial  soils  have  been  described  (this  vol.,  p.  1075).  The  natural 
soils  used  were  light  loams,  one  from  the  truck  gardens  of  Long 
Island,  New  York,  one  from  the  cotton  plantations  of  North  Carolina, 
and  one  from  the  tobacco  fields  of  Connecticut,  taken  from  plots  upon 
which  fertilisers  had  been  spread,  and  large  crops  had  been  grown. 
The  soils  were  ground  to  pass  a  20-mesh  sieve,  and  100  grams  were 
taken  for  each  experiment.  A  solution  of  an  ammoniated  super¬ 
phosphate  was  prepared,  of  which  50  c.c.  contained  0*284  gram 
phosphoric  acid,  and  this  quantity  was  added  to  each  portion  of  soil, 
the  wet  pasty  mass  being  exposed  in  thin  layers  to  the  atmosphere  for 
five  days.  The  portions  were  then  divided  into  four  equal  parts  for 
digestion  with  ammonium  citrate  solution  at  40°  and  65°,  and  with 
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water  to  determine  the  amount  of  phosphoric  acid  not  reverted. 
Experiment  I  with  Long  Island  garden  soil  showed  that  ammonium 
citrate  solution  at  65°  dissolved  all  the  phosphoric  acid  added  to  the 
soil,  whilst  at  40°  it  failed  to  dissolve  27*81  per  cent,  of  the  acid 
actually  reverted  by  the  soil.  Experiment  II  with  North  Carolina  soil 
gave  the  same  result.  In  experiment  III  with  Connecticut  soil,  the 
result  was  as  in  experiment  I,  with  29*23  per  cent,  undissolved  at 
40°.  During  two  days,  the  mixture  of  soil  and  phosphate  was  very 
wet,  and  represented  very  wet  lands ;  later  it  passed  through  all  the 
stages  of  drought,  but  at  no  time  contained  less  moisture  than  was 
observed  in  the  fields  during  the  summer  season.  Tests  made  with 
other  portions  of  these  mixtures  showed  that  all  the  phosphoric  acid 
was  dissolved  at  both  temperatures,  if  kept  constantly  saturated 
with  water,  owing  to  the  ready  solubility  of  all  gelatinous  precipitates 
at  low  temperatures.  Whether  phosphoric  acid  exists  in  the  soil  in 
combination  with  lime  only,  or  also  with  iron  and  alumina,  has  here¬ 
tofore  never  been  proved  by  any  direct  laboratory  experiment,  because 
no  method  of  separation  was  known  for  these  three  phosphates  in  the 
presence  of  each  other  in  the  soil.  The  fact  that  a  strongly  alkaline 
ammonium  citrate  solution  rapidly  attacks  insoluble  iron  and  alum¬ 
inium  phosphates,  but  dissolves  even  less  of  insoluble  calcium  phos¬ 
phate  than  when  neutral,  constitutes  a  test  for  distinguishing  these 
phosphates. 

The  author  cites  numerous  investigators  who  have  dealt  with 
the  question  of  phosphates  in  soils ;  he  criticises  results  obtained 
by  Albert  and  Volbrecht  (Abstr.,  1880,  571)  from  which  these 
authors,  withMillot  and  Joulie  (Ann.  Agronomiques,  December,  1880), 
conclude  that  the  amount  of  phosphoric  acid  not  dissolved  by 
ammonium  citrate  solution  at  40°  had  become  insoluble  calcium 
phosphate.  Had  they  digested  at  65°  the  discrepancies  would  have 
disappeared.  It  is  impossible  to  conclude  otherwise  than  that  a 
portion  of  the  phosphoric  acid  was  in  combination  as  reverted  iron 
and  aluminium  phosphates.  The  physical  conditions  of  iron  and 
aluminium  oxides  in  the  soils  do  not  seem  to  affect  the  principal 
result  of  these  comparisons  of  temperature  at  which  ammonium 
citrate  solution  is  used.  Few  deposits  of  mineral  phosphates  exist 
free  from  iron  and  alumina.  It  is  evident  that  superphosphates 
made  from  such  minerals  are  undervalued  when  the  reverted  phos¬ 
phoric  acid  is  estimated  at  40°,  because  the  oxides  dissolved  by  the 
sulphuric  acid  subsequently  combine  in  the  superphosphate  with 
their  equivalent  of  phosphoric  acid,  and  the  reverted  iron  and 
aluminium  phosphates  thus  formed  are  not  all  dissolved  at  the  tem¬ 
perature  of  40°,  whereas  a  slight  increase  in  temperature  dissolves 
them  entirely  without  unduly  attacking  the  insoluble  mineral.  Ex¬ 
periments  by  Millot,  Heyden,  Stochmann,  and  Liebig  on  the  rapidity 
with  which  the  reversion  of  phosphates  takes  place  are  quoted,  and 
the  author  concludes  that  it  is  evident,  from  the  marked  and  positive 
results  of  these  experiments,  that  the  only  equitable  method  of 
valuing  the  reverted  phosphoric  acid  of  a  superphosphate  must  be 
based  on  these  facts ;  that  the  true  method  of  valuation  is  that  which 
dissolves  reverted  phosphates  of  the  same  degree  of  solubility  as  those 
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which,  are  formed  when  a  soluble  superphosphate  is  mixed  with  the 
soil.  The  author  gives  the  following  method  of  analysis  of  super¬ 
phosphates  : — 

Preparation  of  Sample. — Pass  the  sample  through  a  12-mesh  sieve. 
Moisture. — Dry  5  to  10  grams  at  100°.  Total  Phosphoric  Acid. — Dis¬ 
solve  2  grams  in  200  c.c.  flask  with  50  c.c.  nitric  acid,  with  addition 
of  a  little  hydrochloric  acid  if  necessary,  boil  gently  for  fifteen  minutes, 
cool,  and  fill  to  mark,  filter,  take  50  c.c.,  add  25  c.c.  concentrated 
ammonia,  and  then  nitric  acid  to  acidity.  To  the  hot  liquid  add 
molybdic  solution,  and  allow  it  to  remain  for  an  hour  at  65°,  filter, 
wash  with  ammonium  nitrate  solution,  dissolve  on  the  filter  with  hot 
ammonia  solution,  and  wash.  Run  in  magnesia  mixture  from  a 
burette  at  the  rate  of  one  drop  a  second,  stirring  constantly.  Allow 
it  to  stand  several  hours,  filter,  and  weigh.  Soluble  Phosphoric  Acid. — 
Rub  up  2  grams  in  a  mortar  with  a  soft  rubber-tipped  pestle,  digest 
in  25  c.c.  cold  water,  decant,  add  another  25  c.c.  water  to  the  residue, 
digest  several  minutes,  and  repeat  this  five  or  six  times  ;  pass  all 
through  a  filter,  fill  up  to  the  mark,  and  take  out  50  c.c.  and  treat 
as  above.  Insoluble  Phosphoric  Acid. — Wash  the  residue  on  the  filter 
into  a  200  c.c.  flask  with  100  c.c.  citrate  solution,  cork,  and  digest 
at  65°  for  30  minutes.  Filter  the  warm  solution  quickly,  and 
wash  with  cold  water .  Return  the  filter  and  contents  to  the  same 
flask,  add  50  c.c.  nitric  acid,  boil  for  15  minutes,  and  estimate 
the  phosphoric  acid  as  in  the  total.  Reverted  Phosphoric  Acid. — The 
sum  of  the  soluble  and  the  insoluble  phosphoric  acid  subtracted  from 
the  total  will  give  the  reverted.  J.  T. 

Electrolytic  Estimations.  By  J.  Wieiand  ( Per .,  17, 1611 — 1612). 
— The  author  has  examined  the  various  methods  of  electrolytic  esti¬ 
mations  with  the  view  to  test  their  accuracy.  Classen’s  method  for 
the  estimation  of  iron  in  oxalic  acid  solution  (Abstr.,  1881,  1081) 
gives  good  results.  The  method  applied  to  manganese  ( loc .  cit.)  is 
less  to  be  recommended,  whilst  Riche’s  method,  in  which  a  sulphuric 
acid  solution  is  employed  ( [Compt .  rend.,  85,  226),  gives  satisfactory 
results.  Classen’s  method  of  separating  iron  and  manganese  (Abstr., 
1881,  1081 ;  1882,  896)  has  been  tested  with  currents  of  different 
strengths,  but  the  manganese  precipitate  always  contained  a  con¬ 
siderable  proportion  of  iron,  and  his  method  of  separating  iron  and 
aluminium  is  likewise  unsatisfactory,  some  aluminium  being  thrown 
down  with  the  iron.  Parodi  and  Mascazini’s  method  of  separating 
lead  from  an  alkaline  solution  ( Gazzetta ,  8,  6,  255)  is  not  to  be  recom¬ 
mended  owing  to  the  ready  oxidation  of  the  lead,  whilst  the  estimation 
of  small  quantities  of  this  metal  may  be  effected  by  Riche’s  method, 
according  to  which  a  nitric  acid  solution  is  used  (4?m.  Chim.  Phys . 
[5],  13,  508).  Cadmium  may  be  thrown  down  in  a  compact  form  by 
a  current  (0*05  ampere)  from  a  thermopile,  the  negative  electrode 
being  a  platinum  dish  of  about  150  c.c.  capacity  ;  also  by  stronger 
currents  from  a  potassium  cyanide  solution  ( Ber .,  12,  759),  aud  from 
a  weak  sulphuric  acid  solution  ( Amer .  Chern.  J.,  2,  41).  To  estimate 
bismuth,  it  must  be  precipitated  by  a  feeble  current  (0*01 — 0*05  ampere) 
from  an  oxalic  or  nitric  acid  solution.  A.  K.  M. 
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Estimation  of  Calcium  in  Presence  of  Aluminium,  Iron, 
Magnesium,  and  Phosphates.  By  A.  Guyard  {Bull.  Soc.  Ghim , 
41,  339 — 340). —  Calcium  oxalate  is  appreciably  soluble  in  acetic  acid 
or  in  alkaline  acetates,  the  amount  dissolved  being  proportional  to 
the  quantity  of  these  substances  that  are  present.  In  order  to  preci¬ 
pitate  calcium  from  such  a  solution,  it  is  necessary  to  add  sufficient 
ammonium  oxalate  to  convert  the  acetates  into  oxalates,  and  even 
then  the  precipitation  is  not  complete.  It  is,  therefore,  better  to 
modify  the  usual  process  for  estimating  calcium  in  presence  of 
aluminium,  iron,  &c.,  by  adding  sufficient  ammonium  citrate  to  keep 
these  substances  in  solution,  and  then  to  precipitate  with  ammonium 
oxalate,  when  the  calcium  is  entirely  removed.  In  presence  of  mag¬ 
nesium,  the  operation  should  be  conducted  at  70  —  80°,  at  which 
temperature  the  ammonium  magnesium  phosphate  is  soluble.  Where 
silica  is  present,  it  sometimes  happens  that  it  is  also  precipitated, 
carrying  with  it  traces  of  iron  and  aluminium,  in  which  case  it  is 
necessary  to  purify  the  calcium  oxalate.  When  the  calcium  oxalate 
has  been  separated,  magnesium  or  phosphoric  acid  may  be  determined 
in  the  filtrate  and  by  the  usual  methods.  W.  R.  D. 


New  Method  of  Estimating  Carbon  in  Steel.  By  Zaboudsky 
{Bull.  Soc.  Chim .,  41,  428 — 433). — The  combined  carbon  in  cast  iron, 
steel,  &c.,  is  most  accurately  estimated  by  means  of  a  mixture  of 
copper  sulphate  and  sodium  chloride.  Instead  of  adopting  the  usual 
method  of  using  aqueous  solutions  of  these  salts,  the  author  recom¬ 
mends  the  following  plan  as  quicker  and  easier.  A  dry  mixture  is 
prepared  by  evaporating  solutions  of  these  two  salts  to  dryness.  The 
finely  powdered  metal  is  intimately  mixed  with  about  20  grams  of 
this  in  a  mortar,  which  should  be  surrounded  by  water,  and  sufficient 
water  added  to  the  mixture  to  form  a  pasty  mass.  After  triturating 
for  about  half  an  hour  the  contents  of  the  mortar  are  transferred  to 
a  beaker,  the  mortar  being  washed  out  with  a  solution  of  ferric 
chloride  (25  per  cent.).  After  the  addition  of  some  hydrochloric 
acid  the  liquid  is  heated  for  about  three-quarters  of  an  hour,  and  the 
precipitate  filtered  off,  dried  at  125 — 130°,  and  weighed.  The  results 
agree  very  well  with  those  obtained  by  the  older  method.  The 
residue,  however,  is  not  pure  carbon,  but  a  hydrate  of  that  element, 
and  if  it  is  calculated  as  pure  carbon  the  result  is  an  error  of  about 
35  per  cent,  on  the  total  quantity.  The  author  has,  therefore,  deter¬ 
mined  the  coefficients  which  express  the  quantity  of  pure  carbon  in 
the  residue.  These  were  deduced  from  a  number  of  experiments 
with  different  specimens  of  cast  iron,  steel,  &c.  The  results  of  these 
analyses,  wrhich  are  tabulated  in  the  paper,  lead  to  the  following  co¬ 
efficients  : — 


Pure  specular  cast  iron  containing  no  manganese  . 

Ferromanganese  . . . 

Ferromanganese  (specular) . 

White  cast  iron . . . . 

Pure  grey  cast  iron  (Bessemer) . 

Grey  cast  iron  slightly  impure,  combined  carbon  low. . . . 


0720 

0-700 

0*685 

j  0710 

0-655 
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Cannon  and  gun  steel  (about  0*5  per  cent,  of  carbon). .  . .  0'660 


Hard  steel . . .  0’675 

Swedish  iron . . . . . * . .  0‘690 


The  author  states  that  the  copper  mixture  method  is  more  accurate 
than  either  the  iodine  or  colorimetric  methods  of  Eggertz.  The 
quantity  of  pure  carbon  contained  in  the  iodo-carbon  residue  of  the 
first  process  is  often  much  less  than  the  reputed  amount  (60  percent.). 
In  the  case  of  Swedish  iron,  the  author  found  in  two  different  residues 
50*9  per  cent,  and  48*6  per  cent,  of  pure  carbon.  The  second  method 
requires  much  practice,  and  does  not  give  comparable  results  with 
metals  of  different  origin.  W.  R.  D. 

Estimation  of  Chromium.  By  H.  Baubigny  {Bull.  8oc.  Chim ., 
41,  291 — 601). — The  usual  process  for  estimating  chromium  by 
precipitation  as  trioxide  is  inaccurate,  owing  to  the  facility  with  which 
this  compound  combines  with  metallic  oxides,  which  are  consequently 
precipitated  with  it.  The  author  strongly  recommends  Storer’s 
process,  in  which  the  chromium  is  oxidised  to  chromic  anhydride  by 
means  of  nitric  acid  and  potassium  chlorate.  Chromium  is  separated 
from  iron  or  aluminium  by  first  oxidising  with  nitric  acid  and  potas¬ 
sium  chlorate,  and  adding  to  the  cold  liquid  a  slight  excess  of 
hydrogen  sodium  carbonate,  when  the  iron  or  aluminium  is  precipitated, 
and  after  washing  with  a  dilute  solution  of  the  carbonate  is  dried, 
ignited,  and  weighed  in  the  usual  manner.  Ammonia  cannot  be  used 
as  the  precipitant,  for  by  the  action  of  the  oxides  of  chlorine  on  it 
compounds  are  formed  that  reduce  the  chromic  anhydride,  and  the 
trioxide  is  precipitated.  The  chromium  is  estimated  in  the  filtrate 
by  acidifying  with  sulphuric  acid,  adding  ammonia,  and  saturating 
the  liquid  with  hydrogen  sulphide.  After  boiling,  the  chromium 
hydroxide  is  collected  and  washed.  To  completely  free  it  from 
alkalis  it  is  dissolved  in  hydrochloric  acid,  and  reprecipitated  in  the 
cold  with  ammonia.  Any  iron  that  may  have  escaped  precipitation  can 
be  recognised  in  the  precipitate  by  oxidising  it  with  nitric  acid  and 
potassium  chlorate,  evaporating  to  dryness  at  100°,  and  after  dis¬ 
solving  the  residue  in  a  few  drops  of  water,  precipitating  the  iron  with 
ammonia.  In  presence  of  alkalis,  the  same  process  may  be  followed, 
but  the  chromium  oxide  should  be  tested  for  alkalis  by  strongly 
heating,  when  a  chromate  is  formed  and  can  be  recognised  in  the 
usual  way.  When  the  quality  of  alkali  is  large,  a  loss  may  occur 
from  the  volatilization  of  chromic  anhydride,  accompanied  by  reduc¬ 
tion  and  deposition  of  chromium  trioxide  in  a  crystalline  form. 
The  author  has  noticed  that  this  occurs  when  a  dichromate  is  heated 
for  some  hours  at  a  red  heat.  In  cases  where  chromium  occurs 
alone,  it  is  estimated  by  precipitating  as  lead  chromate  with  lead 
acetate.  Precipitation  as  mercurous  chromate  is  not  accurate  in 
presence  of  ammoniacal  salts,  particularly  the  nitrate,  as  the  chromic 
anhydride  is  more  or  less  reduced.  W,  R.  D. 

Estimation  of  Arsenic.  By  C.  Holthof  ( Zeitschr .  Anal.  Chem ., 
1884,  378 — 390). — The  gravimetric  estimation  of  arsenic  when  it  is 
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present  as  arsenic  acid,  and  especially  when  it  is  weighed,  as 
customary,  as  ammonium  magnesium  arsenate  presents  so  many 
difficulties,  and  requires  so  much  attention,  that  the  author  examined 
a  method  first  proposed  by  Mohr,  but  afterwards  abandoned  by 
him,  and  which  consists  in  the  reduction  by  S02  and  titration  of  the 
arsenious  acid  produced  by  standard  iodine.  Very  careful  experi¬ 
ments  established  that  on  evaporating  arsenic  acid  with  hydrochloric 
acid  to  dryness,  no  trace  of  arsenic  is  volatilised,  and  that  on 
subsequent  addition  of  abundance  of  sulphurous  acid  solution  the 
arsenic  acid  is  completely  reduced. 

The  author  operates  as  follows :  in  case  of  precipitates  containing 
As2S3  and  sulphur,  he  oxidises  with  HN03  or  HC1  and  KCIO3, 
evaporates  to  dryness,  adds  300  c.c.  of  strong  sulphurous  solution, 
heats  on  the  water- bath  for  about  two  hours,  expels  the  acid  by 
subsequent  boiling  down  to  about  one  half,  and  after-  cooling 
neutralises  with  acid  sodium  carbonate,  and  titrates  with  iodine. 
The  reagents  used  must  be  quite  pure,  and  atmospheric  dust  must  be 
carefully  excluded.  The  results  are  quite  accurate.  CL  H. 

Analysis  of  Type  Metal.  By  F.  Weil  ( Zeitschr .  Anal .  Ghent., 
1884,  348 — 349). — 2  grams  of  the  alloy  are  heated  in  a  flask  with 
nitric  acid,  the  excess  of  the  acid  is  removed,  hydrochloric  acid  is 
added,  and  the  mixture  is  boiled  until  iodised  starch-paper  is  no  longer 
affected.  The  solution  is  made  up  with  tartaric  acid  solution  to  200 
c.c.  In  10  c.c.  of  this,  the  antimony  is  titrated  with  stannous  chloride 
(Weil’s  method,  “  Fresenius’  Quantitative  Analysis,”  6  ed.,  p.  542). 

2  grams  of  the  metal  are  oxidised  with  nitric  acid,  and  the  mix¬ 
ture  of  Sb04  and  SnOa  weighed  together,  the  tin  being  obtained 
by  subtracting  the  amount  of  antimony  previously  found.  The  lead 
is  estimated  in  the  filtrate  in  the  usual  manner. 

The  object  of  the  method  is  to  avoid  the  troublesome  separation 
of  antimony  and  tin.  0.  H. 

Estimation  of  Molybdenum  and  Tungsten.  By  O.  v.  d. 

Pfordten  ( Ghem .  News ,  50,  18 — 19). — 1.  Gravimetric  methods. — The 
author  finds  that  the  reduction  to  metal  can  be  effected  in  a  crucible, 
with  a  perforated  cover,  by  means  of  a  good  gas-blast.  He  uses  a 
platinum  crucible  and  passes  in  a  current  of  hydrogen  through  an 
earthen  tube.  In  the  analysis  of  ammonium  molybdate,  he  heats  the 
sample  in  the  crucible  at  170°  for  some  hours  in  an  air-bath,  thus 
avoiding  spirting.  If  the  temperature  is  raised  higher,  say  to  200°, 
there  is  a  slight  loss  by  sublimation.  The  crucible  is  then  heated 
gently  in  a  slow  current  of  hydrogen  to  superficial  reduction.  In 
order  to  guard  against  possible  loss  by  sublimation,  the  aperture  of 
the  gas  delivery  pipe  is  wrapped  in  a  sheet  of  platinum,  running  to 
a  point  below  and  fitting  into  the  aperture  of  the  lid,  with  which  it  is 
weighed.  After  the  heat  has  been  gradually  raised,  the  complete 
reduction  is  effected  in  the  highest  heat  of  a  good  gas-blast  in  a 
strong  current  of  hydrogen.  This  method  is  applicable  for  all 
neutral  solutions  containing  molybdic  acid,  if  combined  with  pre¬ 
cipitation  by  mercurous  nitrate  as  proposed  by  H.  Rose.  The  cold 
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concentrated  solntion,  exactly  neutralised  and  freed  from  carbonic 
acid,  is  mixed  with  excess  of  the  nitrate,  and  filtered  after  a  few  hours. 
Particles  which  adhere  to  the  beaker  are  dissolved  off  with  hot  nitric 
acid  and  evaporated  in  a  platinum  crucible.  The  main  precipitate, 
when  dry,  is  separated  from  the  paper  and  placed  in  the  crucible. 
The  portions  adhering  to  the  paper  may  be  rinsed  into  the  crucible 
with  hot  nitric  acid  ;  or  the  filter  is  carefully  folded  up  and  ignited, 
so  that  the  particles  may  be  reduced  by  the  carbonaceous  matter 
before  molybdie  acid  can  sublime  away.  The  reduction  to  metal  is 
then  effected  as  above.  For  the  analysis  of  acid  solutions  containing 
molybdie  acid,  the  reduction  of  molybdenum  trisulphide  to  the 
bisulphide  is  recommended  as  described  by  Liechti  and  Kempe.  It 
requires  more  time  than  the  reduction  to  metal,  and  the  conclusion  of 
the  reduction  is  not  so  distinctly  marked.  The  bisulphide  obtained 
must  not  be  too  strongly  ignited  in  the  hydrogen  current. 

The  gravimetric  determination  of  tungsten  is  much  less  difficult. 
The  method  of  Berzelius — precipitation  with  mercurous  nitrate — is 
convenient  and  gives  good  results.  Scheele’s  method — -evaporation 
of  the  solution  with  hydrochloric  acid,  exactly  as  for  silica — is  also 
good. 

2.  Volumetric  methods . — The  solution  of  the  salt  is  mixed,  for 
molybdenum,  with  50 — 60  c.c.,  and  for  tungsten  with  70 — 80  c.c.  of 
hydrochloric  acid  of  27  per  cent.  There  are  then  added  for  molybde¬ 
num,  8 — 10  grams,  and  for  tungsten  14 — 15  grams  zinc  in  the  form 
of  rods,  and  in  as  large  pieces  as  possible.  The  solution  may  contain 
0‘3  gram  molybdie  oxide,  or  0T  gram  of  tungstic  oxide ;  in  the  latter 
case,  the  solution  is  previously  heated  on  the  water- bath,  and  the 
hydrochloric  acid  and  zinc  are  then  added  ;  the  deposition  of  tungstic 
oxide  in  a  solid  state  is  thus  avoided.  Towards  the  end  of  the 
reduction,  a  little  heat  may  sometimes  be  applied  to  the  molybdenum 
solution  with  advantage.  When  the  molybdenum  solution  has  become 
yellow,  and  that  of  tungsten  red,  the  flask  is  cooled — in  the  case  of 
tungsten  with  especial  care.  The  remainder  of  the  procedure  is 
different.  The  molybdenum  solution  is  poured  into  a  porcelain 
capsule  containing  40  c.c.  dilute  sulphuric  acid,  and  20  c.c.  of  manga¬ 
nous  sulphate  solution  free  from  ferrous  salt,  and  containing  200 
grams  per  litre.  An  equal  volume  of  water  is  added,  and  a  dilute 
solution  of  standard  permanganate  is  run  in.  The  results  are 
accurate : 


1  c.c.  KMn04  =  0  0007521850  =  0*0045 131 1Mo03. 

The  reduced  tungsten  solution  is  rinsed  quickly  into  a  capsule  in 
which  there  is  an  excess  of  permanganate,  70 — -100  c.c.  dilute  sul¬ 
phuric  acid,  40  c.c.  manganous  sulphate  solution,  but  otherwise  no 
water.  Not  until  the  flask  has  been  rinsed  out  is  the  liquid  diluted  to 
1  litre.  In  presence  of  such  large  quantities  of  hydrochloric  acid  the 
manganous  sulphate  exerts  its  power  of  transferring  oxygen  only  in 
concentrated  solutions.  Quick  working  is  essential.  An  excess  of 
ferrous  sulphate  is  now  run  in,  and  the  solution  is  finally  titrated  with 
permanganate.  J.  T. 
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Analysis  of  Potable  Water.  By  W.  Bachmeyer  ( Zeitschr .  Anal. 
Chem .,  1884,  353 — 359). — The  author  shows  that  in  Kubel-Tiemann’s 
method  of  measuring  the  amount  of  fc<  oxygen  absorbed,”  the  length 
of  boiling,  and  the  quantity  and  concentration  of  the  acid  employed, 
have  a  material  influence  on  the  result.  0.  H. 

Determination  of  the  Plashing  Point  of  Petroleum.  By  J.  T. 

Stoddard  (  Amer .  Ghem.J .,  6, 18 — 23). — Beilstein  {Zeitschr.  Anal.  Ghem ., 
22,  309)  has  come  to  conclusions  differing  from  those  of  Stoddard 
(Abstr.,  1883,  383,  517).  The  method  employed  is  a  modification  of 
Liebermann’s  (Abstr.,  1882,  1326). 

It  is  shown  that  the  flashing  point  does  not  depend  as  stated  by 
Beilstein  upon  the  length  and  diameter  of  the  oil-cylinder  employed, 
so  much  as  upon  the  dimensions  of  the  vapour  space  above  the  surface 
of  the  oil.  The  quantity  of  oil  to  be  used  is  50  c.c.,  the  cylinder, 
2‘5 — 4  cm.  in  width,  must  then  have  a  vapour  space  of  6 — 4  cm.,  and 
the  continuous  air  current  should  be  strong  enough  to  maintain  a  foam 
of  at  least  1  cm.  By  this  method,  the  lowest  flashing  point  which  can 
be  accurately  determined  is  obtained  ;  an  approximate  and  a  final  test 
are  made.  H.  B. 

Analytical  Estimation  of  the  Three  Xylenes  in  Coal-tar. 

By  A.  Reuter  {Ber.,  17,  2028 — 2029). — The  author  disputes  the 
accuracy  of  the  method  proposed  by  Levinstein  (this  vol.,  p.  898),  as  it 
has  been  shown  by  several  writers  that  pure  metaxylene  cannot  be 
obtained  by  treating  the  mixture  of  xylenes  with  dilute  nitric  acid, 
whilst  stronger  nitric  acid  such  as  is  recommended  by  Levinstein  attacks 
metaxylene,  although  more  slowly  than  its  isomerides.  The  author 
has  converted  1  kilo,  of  pure  metaxylene  by  a  few  successive  treat¬ 
ments  with  nitric  acid  (2  vol.  acid  of  1*4  with  3  vol.  water)  into  a 
crystalline  mass  consisting  of  metatoluic  acid,  together  with  a  small 
quantity  of  an  aldehyde.  Isophthalic  acid  was  not  formed.  Para- 
xylene  is  attacked  by  ordinary  sulphuric  acid,  although  with  con¬ 
siderably  more  difficulty  than  its  isomerides.  A.  J.  G-. 

Detection  and  Estimation  of  Small  Quantities  of  Carbon 
Bisulphide  in  Air,  Gases,  Thiocarbonates,  See.  By  Gtastike 
( Compt .  rend.,  98,  1588 — 1590). — The  gas  or  vapour  to  be  tested  is 
carefully  dried,  and  then  passed  through  a  concentrated  solution  of 
recently  fused  potassium  hydroxide  in  absolute  alcohol.  The  presence 
of  even  traces  of  water  seriously  diminishes  the  delicacy  of  the 
reaction.  The  alcoholic  solution  is  afterwards  neutralised  with 
acetic  acid,  diluted  with  water,  and  tested  for  xanthic  acid  by  adding 
copper  sulphate. 

In  order  to  determine  the  distribution  of  carbon  bisulphide  intro¬ 
duced  into  the  soil  {Compt.  rend.,  1877),  250  c.c.  of  the  air  in  the 
soil  is  drawn  by  means  of  an  aspirator  through  sulphuric  acid,  and 
then  through  bulbs  containing  the  alcoholic  potash.  For  quantitative 
determinations,  a  larger  quantity  of  air  must  be  used,  and  the  xanthic 
acid  formed  is  estimated  by  means  of  the  reaction  2C3H6OS2  +  I2  = 
2C3H5OS2  +  2HI.  The  alkaline  solution  is  slightly  acidified  with 

$  d  2 
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acetic  acid,  mixed  with  excess  of  sodium  hydrogen  carbonate,  and 
titrated  in  the  usual  way  with  a  solution  of  iodine  containing 
1‘68  grams  per  litre,  1  c.c.  of  which  is  equivalent  to  1  mgrm.  of 
carbon  bisulphide. 

To  apply  this  method  to  thiocarbonates,  about  I  gram  of  the 
substance,  together  with  about  10  c.c.  of  water,  is  introduced  into  a 
small  flask  and  decomposed  by  a  solution  of  zinc  or  copper  sulphate, 
the  flask  being  heated  on  a  water-bath,  and  the  evolved  carbon  bisul¬ 
phide  passed  first  through  sulphuric  acid  and  then  into  alcoholic 
potash.  In  the  case  of  gaseous  mixtures  of  carbon  bisulphide, 
nitrogen,  hydrogen  sulphide,  carbonic  anhydride,  carbonic  oxide,  and 
water- vapour,  the  gas  is  passed  through  a  strong  aqueous  solution  of 
potash,  then  into  sulphuric  acid,  and  finally  into  alcoholic  potash. 
The  thiocarbonate  formed  in  the  first  flask  is  decomposed  by  treat¬ 
ment  with  copper  or  zinc  sulphate  as  above,  and  the  xanthic  acid 
obtained  is  added  to  that  formed  in  the  third  flask,  and  the  whole 
titrated  with  iodine.  C.  H.  B. 

Wine  Analysis.  By  J.  Nessler  and  M.  Barth  ( Zeitschr .  Anal. 
Ckem.,  1884,  318 — 323). — For  the  quantitative  estimation  of  magenta 
in  wine,  the  following  modification  of  Faliere’s  method  is  recom¬ 
mended  :  100  c.c.  of  the  wine  are  mixed  with  5  c.c.  strong  ammonia, 
and  well  shaken  with  30  c.c.  ether.  20  c.c.  of  the  ether  are  drawn 
off  and  evaporated  in  a  little  basin  containing  a  thread  of  white  wool 
5  cm.  long.  Other  threads  are  then  dyed  with  known  quantities  of 
magenta,  and  from  the  comparison  of  tints  the  amount  of  the  added 
colouring  matter  in  the  wine  is  inferred.  As  little  as  2  mgrms.  per 
100  litres  may  thus  be  determined.  The  standard  woollen  threads, 
fused  into  glass  tubes,  and  kept  in  the  dark,  do  not  alter  in  tint 
when  kept. 

The  authors  determine  the  amount  of  tannin  as  follows :  12  c.c.  of 
wine  are  mixed  with  30  c.c.  alcohol ;  pectinous  and  albuminous 
substances  are  precipitated.  Of  the  filtrate,  35  c.c.,  corresponding  with 
10  c.c.  of  wine,  are  evaporated  to  about  6 — 7  c.c.,  transferred  to  a 
conical  test-tube  tapering  from  16  mm.  to  8  mm.,  and  divided  into 

c.c.  Sodium  acetate  and  ferric  chloride  are  added,  and  after  24 
hours’  standing  the  precipitate  is  measured,  1  c.c.  corresponding 
with  0*033  per  cent,  tannin.  O.  H. 

Estimation  of  the  Dry  Extract  of  Wine.  By  E.  H.  Amagat 
( Gom.pt .  rend.,  99,  195 — 197). — The  wine  is  boiled  until  its  volume 
is  reduced  to  one-half,  in  order  to  expel  alcohol,  and  is  then  brought 
back  to  its  original  volume  by  addition  of  water,  and  its  sp.  gr. 
determined.  The  amount  of  dry  extract  in  the  wine  is  very  nearly, 
although  not  exactly,  proportional  to  the  difference  between  its  sp.  gr. 
and  unity.  This  method  gives  strictly  comparable  results. 

C.  H.  B. 

Estimation  of  Dry  Substance  in  Wine  and  Must.  By  R. 

Ulbricht  ( Landw .  Ver  sucks- St  at.,  30,  425 — 427). — The  sacchari- 
metric  tables  of  Balling,  Steinheil,  and  Schultze-Ostermann  agree 
fairly  with  each  other,  and  are  correct  as  tested  by  the  author,  whose 
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experiments  were  carried  out  on  samples  free  from  water,  and  at  a 
uniform  temperature  of  15°  ;  the  subjoined  table  shows  the  close 
agreement  of  the  results.  The  author  thinks  the  table  could  be  used 
to  ascertain  the  amount  of  dry  extract  in  wines  and  must  from  their 
sp.  gr.  Wines  poor  in  sugar  and  containing  relatively  high  propor¬ 
tions  of  glycerol  cannot  be  so  readily  estimated,  but  glycerol  in 
aqueous  solutions  can  readily  be  valued  in  this  way. 

In  order  to  eliminate  the  probable  error  in  pyknometric  estimation 
of  dry  substance,  the  author  adds  039126  per  cent,  for  every  1  per 
cent,  of  glycerol  present  in  the  wine ;  he  is  engaged  on  experiments 
to  eliminate  similar  errors  due  to  acetic  acid. 


Weight 
of  dry 
matter 
per  cent. 

Brix. 

G-erlach. 

Chancel. 

Schulze- 

Ostermann. 

Aromatic 

extract. 

Chancel. 

Invert 

sugar. 

Salomon. 

Dextrose. 

Cane-sugar. 

Sp.  gr.  at  15°  C.  Water  also  at  15°  C. 

=  1. 

0*5 

1  -00196 

1  -00196 

1  -00197 

1  -o 

1  -00393 

1  '00393 

1  -00370 

1 *00393 

1  '00380 

1  *00382 

5-0 

1  -01982 

1 *01981 

1  -01937 

1  -01996 

1  -01967 

1  -01970 

10*0 

1 -04032 

1  -04028 

1  -03985 

1  -04061 

1  -04024 

1  -03983 

15  0 

1 *06155 

1  -06150 

1-06111 

1  -06200 

1  06151 

1  -06087 

19‘0 

1  -07909 

1  -07903 

1  -07860 

1  -07966 

1  -07890 

1  -07829 

20  0 

1  -08355 

1  -08349 

1  08313 

— 

1  -08333 

1  '08273 

25  '0 

1  -10638 

1-10631 

1  -10597 

— 

1-10597 

1  -10462 

30  -0 

1  -13003 

1-12995 

1 

-  ■  ■ 

" 

1-12718 

J.  F. 


Method  for  the  Determination  of  the  Molecular  Weight  and 
Atomicity  of  the  Higher  Fatty  Alcohols.  By  C.  Hell  ( Annalen , 
223,  269 — 283). — By  heating  primary  fatty  alcohols  with  soda- lime, 
hydrogen  is  evolved  according  to  the  equation  B,.CH2.OH  +  NaOH 
=  R.COONa  +  2H2.  The  author  endeavoured  to  found  a  method  of 
determining  the  molecular  weight  of  the  higher  alcohols  on  the 
measurement  of  the  hydrogen  so  evolved,  but  finds  that  only  about 
90  per  cent,  of  the  hydrogen  indicated  by  the  above  equation  is 
given  off.  The  cause  of  this  deficiency  could  not  be  ascertained. 
The  method  can,  however,  be  used  in  discriminating  alcohols  from 
aldehydes,  in  ascertaining  whether  an  alcohol  is  primary,  and  whether 
monohydric,  dihydric,  &c.  A.  J.  G. 

Alkaline  Bismuth  Solution  as  a  Test  for  Glucose  in  Urine. 

By  E.  Nylander  ( Zeit .  Physiol.  Chem.,  8, 175 — 185). — As  the  determi¬ 
nation  of  glucose  in  urine  with  Fehling’s  solution  is  liable  to  error, 
owing  to  the  presence  of  other  reducing  bodies,  uric  acid,  creatinine, 
&c. ;  the  author  has  made  a  series  of  experiments  with  the  view  of 
ascertaining  the  conditions  under  which  the  above  reagent  is  most 
sensitive  and  accurate.  He  prepares  the  solution  in  the  same  manner 
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as  Almen,  except  that  he  substitutes  for  the  strong  potash  a  solu¬ 
tion  of  soda  containing  different  percentages  of  Na20,  3,  6,  7,  12,  and 
17  per  cent.  (2  grams  of  bismuth  subnitrate,  4  grams  Rochelle  salt, 
and  100  c.c.  of  soda  solution) ;  the  undissolved  bismuth  salt  is  filtered 
off.  The  general  results  shortly  stated  are  as  follows  :  A  solution 
containing  8  per  cent.  Na>0,  added  in  the  proportion  of  1  part  of 
reagent  to  10  of  urine,  is  the  most  sensitive  and  gives  the  best  results, 
0*025  per  cent,  of  glucose  being  easily  detected.  A  larger  percentage 
of  soda  or  addition  of  the  reagent  is  to  be  avoided.  The  albumin,  in 
cases  of  albuminous  urine,  should  first  be  removed,  as  if  present  in 
quantity  it  vitiates  the  result  to  some  extent.  The  author  has  made 
no  experiments  to  determine  whether  lactose  can  be  estimated  in  the 
urine.  J.  P.  L. 

Volatility  of  Glycerol  at  100°.  By  J.  Ressler  and  M.  Barth 
(Zeitschr.  Anal.  CJiem .,  1884,  323 — 332). — Dry  pure  glycerol  is  volatile 
to  a  considerable  extent  at  100°,  the  amount  of  loss  varying  with  the 
mode  of  heating,  the  shape  and  material  of  the  vessel,  and  the  surface 
exposed.  Thus  1  gram  heated  in  a  water-oven  in  a  platinum  basin 
80  mm.  diameter  lost  during  the  first  two  hours  46  mgrms.,  during 
the  second  two  hours  29  mgrms.,  in  the  three  succeeding  hours 
21  mgrms.  The  loss  on  0*5  gram  similarly  heated  was  the  same. 
On  the  open  water-bath,  the  loss  per  hour  varied  from  29  to  39  mgrms. 
When  the  vessel  holding  the  glycerol  is  of  glass  the  loss  is  less,  other 
circumstances  being  equal. 

When  aqueous  or  alcoholic  solutions  of  glycerol  are  evaporated,  the 
loss  varies  both  with  the  strength  of  the  solution  and  the  volume  of 
the  water  to  be  volatilised.  It  is  in  all  cases  very  considerable. 

O.  H. 

Valuation  of  Calcium  Tartrate.  By  L.  Wetgert  ( Zdtschr . 
Anal.  Ghem .,  1884,  357 — 365).  —  5  grams  of  the  finely-powdered 
substance  are  heated  with  30  c.c.  of  a  10  per  cent,  potassium  carbon¬ 
ate  solution  for  two  hours,  the  solution  is  filtered,  concentrated  to 
5  c.c.,  and  mixed  with  an  equal  amount  of  strong  acetic  acid  and 
100  c.c.  of  90  per  cent,  alcohol.  After  a  few  hours’  standing,  the 
hydrogen  potassium  tartrate  is  separated,  washed  with  alcohol,  and 
titrated  with  standard  alkali. 

If  calcium  carbonate  is  present  at  the  same  time  and  this  has  to  be 
estimated,  ordinary  volumetric  methods  cannot  be  employed,  and  the 
carbonic  acid  has  to  be  determined  directly  by  Scheibler’s  apparatus 
or  some  similar  method.  O.  H. 

Estimation  of  the  Volatile  Patty  Acids  in  Butter  Analysis. 

By  C.  E.  Schmitt  ( Ann .  Agronomiques ,  10,  262 — 268). — Having  in 
a  previous  paper  recommended  Angell  and  Hehner’s  process  for 
the  estimation  of  the  volatile  fatty  acids  in  samples  of  butter,  the 
author  now  enumerates  some  objections  to  its  use,  and  recommends  as 
more  convenient  and  delicate  Reichert’s  process,  carried  out  with 
certain  modifications,  as  follows  : — 

2*50  grams  of  butter-fat  are  taken  for  the  analysis.  The  butter 
must  be  purified  by  drying  it,  and  decanting  the  melted  fat  through 
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a  filter,  as  the  presence  of  salt  in  the  pnrified  fat  will  cause  the  results 
to  be  too  high.  The  butter  is  saponified  with  an  alcoholic  potash  solu¬ 
tion,  as  in  Hehner’s  process,  and  the  saponified  solution,  which  should 
measure  70 — 80  c.c.,  is  introduced  with  some  pieces  of  pumice  into 
the  flask  of  Boussingault’s  distilling  apparatus  for  the  estimation  of 
ammonia.  10  c.c.  of  medicinal  phosphoric  acid  (sp.  gr.  1*45)  are 
added,  and  the  liquid  is  distilled  until  the  beaker  in  which  the  dis¬ 
tillate  is  received  is  filled  up  to  a  mark  at  60  c.c.  The  distillate  is 
then  directly  titrated  with  standard  sodium  hydroxide  of  normal 
strength.  Four  samples  of  pure  Flemish  butter  required  13  0, 13*50, 
14*0,  and  14*3  c.c.  of  soda.  Two  other  samples  of  pure  butter  each 
required  13*5  c.c.  soda,  but  when  analysed  by  Hehner  and  Angell’s 
process,  one  gave  80*15  per  cent,  of  insoluble  fatty  acid,  and  the  other 
88*57  per  cent.  A  sample  of  goat’s  milk  butter  tested  by  Beichert’s 
process  required  13*58  c.c  soda,  and  a  sample  of  ewe’s  milk  butter 
13*65  c.c.  A  mixture  of  4  parts  oleomargarine  with  1  part  of 
genuine  butter  required  2*7  c.c.  The  author  mentions  that  in  some 
cases  butyric  acid  is  purposely  added  to  oleomargarine  in  concocting 
artificial  butter.  J.  M.  H.  M. 

Estimation  of  the  Fat  in  Skim  Milk.  By  W.  Fleischmann  and 
others  ( Bied .  Centr .,  1884,  336 — 338).  — The  estimations  made  of  fat 
in  milk  by  evaporating  with  sand  or  by  the  areometric  process  are 
very  closely  concordant,  but  when  the  milk  analysed  has  been 
skimmed  there  is  a  large  discrepancy  between  the  two  methods,  the 
evaporation  process  being  the  lowest  ;  if  twice  the  usual  amount  of 
sand  is  used,  the  results  are  better,  but  the  difference  is  even  then 
0*125  per  cent,  of  the  whole;  consequently  Fleischmann  employs 
plaster  of  Paris :  10  grams  of  milk  are  evaporated  down  with  35  of 
plaster  of  Paris,  and  then  extracted  with  ether  for  three  hours  ;  the 
error  is  thus  reduced  to  0*05  per  cent.  In  consequence  of  these  results, 
all  early  analyses  of  skim  milk  must  be  used  with  caution.  Schrodt  and 
Hansen  publish  a  similar  account  of  their  experience  with  skim  milk ; 
and,  in  addition,  Schrodt  states  that  more  dry  matter  is  found  by 
employing  sand  than  when  the  plaster  is  used,  viz.,  0*198 — 0*246  per 
cent.  E.  W,  P. 

General  Method  of  Examining  Fats.  By  Hubl  ( Dingl .  polyt.  /., 
253,  281 — 295). — As  the  chemical  composition  of  the  various  fats  is 
very  similar,  an  attempt  is  rarely  made  to  ascertain  their  constitu¬ 
tion,  the  examination  of  the  substances  which  as  c<  natural  consti¬ 
tuents  ”  accompany  fats  being  considered  of  more  value  in  judging  of 
their  quality.  The  term  “  natural  constituents  ”  is  applied  to  colour¬ 
ing  matters,  resins,  nitrogenous  substances,  &c.  Owing  to  the  fact 
that  the  estimation  of  these  substances  is  limited  in  its  application, 
and  that  the  qualitative  composition  of  the  various  fats  is  very 
similar,  those  methods  only  are  useful  which  are  based  on  quantita¬ 
tive  determinations,  whether  of  chemical  or  physical  nature.  Such 
methods,  which  the  author  calls  u  quantitative  reactions,”  afford 
valuable  indications  of  the  purity  of  fats,  as  they  are  intimately  con¬ 
nected  with  their  chemical  constitution.  Qualitative  tests  are  of 
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value  in  doubtful  cases,  and  serve  to  control  the  conclusions  drawn 
from  the  results  of  the  “  quantitative  reactions.”  After  referring  to 
the  ordinary  methods  employed  for  the  examination  of  fats,  the  author 
gives  a  detailed  account  of  his  process  called  the  “  iodine-addition 
method.”  This  method  is  based  on  the  following  considerations: — 
Almost  all  fats  contain  members  of  three  groups  of  fatty  acids,  viz., 
acids  of  the  acetic  acid  series  (stearic  and  palmitic  acids),  acids  of 
the  acrylic  acid  series  (oleic  and  erucic  acids),  and  acids  of  the  tetr- 
oleic  acid  series  (linoleic  acid).  Chemically,  these  groups  of  fatty 
acids  show  characteristic  differences  in  their  behaviour  towards 
haloids.  Whilst  the  first  group  remains  unaltered  under  ordinary 
conditions,  the  second  group  takes  up  two  haloid  atoms  very  readily, 
and  the  third  group  four  atoms.  Accordingly,  members  of  the  first 
group  are  recognised  as  saturated  fatty  acids ;  whilst  those  belonging 
to  the  second  and  third  groups  are  regarded  as  unsaturated  fatty  acids. 
If,  therefore,  the  addition  of  a  haloid  to  a  fat  can  be  effected  under 
circumstances  which  exclude  the  formation  of  substitution-products, 
and  the  quantity  of  haloid  added  can  be  determined  with  certainty,  a 
constant  for  each  fat  is  obtained,  the  magnitude  of  which  corresponds 
with  the  character  and  quantity  of  the  unsaturated  acids  present. 
Theoretically  the  following  amounts  of  iodine  are  absorbed  by  un¬ 
saturated  acids  in  fats: — 


Fatty  acids. 

Formula. 

Grams  iodine  taken  up  by 
100  grams  fatty  acids. 

Hypogoeic  acid. .  . .  , 

>  .  C16U30O2 

100-00 

Oleic  acid  . 

.  .  O18-I1I34O2 

90-07 

Erucic  acid  . . 

,  .  C00H49O2 

75-15 

Ricinoleic  acid  . .  . .  . 

. .  c19h34o2 

85-24 

Linoleic  acid . . 

.  .  Ci6Ha802 

201-59 

The  action  of  iodine  on  fa.ts  being  too  slow,  an  alcoholic  solution  of 
iodine  in  the  presence  of  mercuric  chloride  was  used.  This  mixture  was 
found  to  act  on  unsaturated  fatty  acids  at  the  ordinary  temperature, 
chlorine  and  iodine  addition-products  being  formed,  whilst  the  satu¬ 
rated  acids  remained  unaffected.  This  mixture  acts  on  free  fatty  acids 
in  a  similar  manner.  The  amount  of  iodine  which  a  fat  is  capable  of 
absorbing  was  determined  by  treating  a  weighed  quantity  of  the  fat 
with  a  measured  quantity  of  a  standard  alcoholic  solution  of  iodomer- 
curic  chloride,  and  estimating  the  excess  of  iodine  by  titration  with  a 
solution  of  sodium  thiosulphate.  The  percentage  of  iodine  taken  up  by 
the  fat  is  called  the  “  iodine  number.”  The  subjoined  table  (p.  1437) 
illustrates  the  results  obtained  by  treating  a  number  of  fats  in  the 
above-described  manner.  In  most  cases,  the  fatty  acids  were  sepa¬ 
rated  simultaneously,  and  their  melting  and  solidifying  points 
determined. 

It  will  be  seen  that  the  drying  oils  give  the  highest  iodine  numbers, 
the  non-drying  vegetable  oils  are  the  next  in  order,  then  come  the 
liquid  and  lardaceous  animal  fats,  and  finally  the  solid  fats.  The  iodine 
number  does  not,  however,  indicate  the  drying  properties  of  an  oil, 
although  with  it  the  extent  to  which  the  oil  thickens  or  dries  up 
increases,  and  the  capability  to  form  elaidin  diminishes.  I).  B. 
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Reaction  for  Pyridine  Bases.  By  A.  W.  Hofmann  (Ber.y  17, 
1908 — 1909). — The  author  some  time  ago  (Abstr.,  1881,  921)  described 
a  peculiar  reaction  which  takes  place  when  the  methiodide  of  a 
pyridine  is  heated  with  a  caustic  alkali.  A  very  characteristic 
odour,  probably  due  to  a  methylated  pyridine,  is  produced.  The 
author  proposes  to  use  this  as  a  test  for  pyridine  bases.  A  drop 
or  two  of  the  base  and  the  same  quantity  of  methyl  iodide  are 
warmed  together  in  a  test-tube,  then  mixed  with  powdered  potash, 
just  moistened  with  water,  and  the  whole  heated,  when  the  charac¬ 
teristic  odour  is  produced  if  a  pyridine-derivative  be  present.  The 
smallest  trace  of  a  pyridine  base  may  be  detected  in  this  way.  The 
odour  is  something  like  that  of  a  mixture  of  mustard  oil  and  isonitrile, 
and  also  somewhat  resembles  that  given  by  quinoline  bases  when 
similarly  treated.  It  is  most  characteristic,  and  when  once  smelt  will 
never  be  again  mistaken.  L.  T.  T. 

Estimation  of  Amides  in  Vegetable  Extracts.  By  E.  Schulze 
( Landic .  Ver sucks- Stat.,  30,  459 — 467). — In  continuation  of  previous 
experiments,  the  author  examines  the  different  processes;  in  the  present 
series,  he  employs  sulphuric  instead  of  hydrochloric  acid.  2  grams  of 
crystalline  asparigine  were  treated  with  5  c.c.  of  pure  concentrated 
sulphuric  acid  (=  8’ 79  grams  H2S04)  and  about  100  c.c.  of  water, 
connected  with  an  upright  condenser  and  boiled  for  certain  periods  ; 
on  cooling,  the  fluid  was  nearly  neutralised  with  soda,  leaving  but  a 
trace  of  free  acid,  made  up  to  200  c.c.  (in  two  of  the  experiments 
soda  was  not  added,  but  the  boiling  was  continued  longer),  40  c.c. 
were  then  distilled  with  magnesia,  and  the  ammonia  estimated  by  a 
standard  solution.  The  quantity  of  ammonia  obtained  by  two  hours’ 
boiling  was  so  near  the  theoretical  amount  that  the  author  believes 
the  whole  of  the  asparagine  to  have  been  decomposed.  On  reducing 
the  quantity  of  acid,  the  results  were  not  so  accurate,  and  the  boiling 
had  to  be  prolonged.  Experiments  made  according  to  Schlosing’s 
method  show  that  when  solutions  are  nearly  neutralised  with  soda, 
prior  to  the  addition  of  milk  of  lime,  the  ammonia  comes  off  very 
slowdy,  not  being  finished  even  in  72  hours.  J.  E. 

Indigo  Assaying.  By  C.  T.  Lee  ( Chem .  News ,  50,  49). — Eor 
several  years,  the  author  has  used  a  method  by  sublimation,  which 
has  been  uniformly  satisfactory.  Indigo-blue  sublimes  readily,  and, 
by  a  careful  regulation  of  temperature,  can  be  separated  from  the 
other  components  of  indigo,  indigo-brown,  indigo-red,  mucilaginous 
matter,  &c.  Platinum  trays  7  cm.  long,  2  cm.  wide,  and  3-  -4  mm. 
deep,  are  used.  About  0'25  gram  of  finely-powdered  indigo,  which 
has  been  dried  at  100°,  is  taken.  It  is  spread  uniformly  and  the  tray 
very  carefully  heated  on  an  iron  plate,  covering  with  a  flat  iron  arch 
when  volatilisation  commences.  The  time  required  is  from  .30  minutes 
to  two  hours.  The  heat  must  not  be  so  high  as  to  cause  the  formation 
of  yellow  vapours.  The  results  are  constant  within  ^  per  cent. 

J.  T. 

Action  of  Air  on  Solutions  of  Tannin  and  the  Estimation 
of  Tannin.  By  A.  Guyard  (Bull.  Soc.  Chim .,  41,  336 — 337), — The 
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anti  or  finds  that  air  which,  h  ns  been  purified  by  passing  through  a 
series  of  tubes  containing  potash  solution,  cotton-wool,  soda-lime, 
and  calcium  chloride,  has  no  action  on  either  concentrated  or  dilute 
solutions  of  pure  tannin.  The  usual  decomposition  which  is  noticed 
when  solutions  of  tannin  are  exposed  to  the  air,  and  which  results  in 
the  formation  of  gallic  acid  is,  therefore,  probably  due  to  atmospheric 
particles  or  ferments,  which  act  without  the  co-operation  of  oxygen. 
It  is  otherwise  with  an  alkaline  solution  of  tannin,  which  is  rapidly 
attacked  by  purified  air,  the  tannin  undergoing  a  process  of  combus¬ 
tion,  provided  an  excess  of  air  is  allowed  to  pass  through  it.  For 
this  reason  Terreil’s  process  for  the  estimation  of  tannin  is  only  valid 
in  presence  of  a  limited  supply  of  air.  The  best  reagent  for  separat¬ 
ing  tannin  from  gallic  acid  is  a  solution  of  lead  acetate  acidulated 
with  acetic  acid ;  as  it  precipitates  the  tannin  only,  the  lead  compound 
may  be  collected  and  decomposed  with  dilute  sulphuric  acid,  and  the 
filtered  liquid  titrated  with  potassium  permanganate.  The  gallic  acid 
may  also  be  estimated  in  the  filtrate  from  the  lead  compound  by 
potassium  permanganate.  W.  R.  I). 

Tannin.  By  F.  Musset  ( Dingl .  polyt.  253,  341 — 343). — The 

author  found  two  acids  in  oak-bark  which  are  precipitated  by  gelatin 
and  oxidised  by  potassium  permanganate,  hence  the  determination  in 
the  case  of  a  mixture  of  both  acids  is  attended  with  inaccuracies, 
owing  to  the  difference  in  the  ‘ 4  permanganate  values  ”  of  these  acids. 
It  is  therefore  proposed  to  treat  the  extract  of  oak-bark  with  ethyl 
acetate,  and  repeat  this  operation  until  the  clear  ethereal  solution 
ceases  to  give  a  blue  coloration  with  ferric  acetate.  The  ethyl  acetate 
is  said  to  contain  the  tannin  of  oak-bark,  whilst  the  aqueous  solution 
contains  the  tannic  acid  of  “  oak-red.”  As  this  method  is  too  lengthy, 
the  author  recommends  titration  with  iodine,  the  mode  of  procedure 
being  described  in  detail  in  the  original  paper. 

German  barks  contain  7 — 8  per  cent,  oak-bark  tannin  and  6 — 10 
per  cent,  oak-red  tannin.  As  the  latter  may  be  used  with  advantage 
for  tanning  purposes,,  the  valuation  of  oak-bark  according  to  the  per¬ 
centage  of  oak-bark  tannin,  no  longer  suffices,  and  it  becomes  neces¬ 
sary  to  consider  also  the  quantity  of  oak-red  tannin  in  the  assay  of 
barks.  D.  B. 

Estimation  of  Extract  of  Malt.  By  K.  Kruis  ( Bred.  Centr., 
1884,  428). — The  author  finds  different  methods  of  estimation  to 
yield  different  results  ;  he  recommends  Stolba’s  process  with  slight 
variations,  viz.,  to  digest  100  grams  malt  in  400  c.c.  water  for  one 
hour  at  the  ordinary  temperature,  then  heat  to  60°,  at  which  keep  it 
for  three  hours,  cool,  dilute  to  1  litre,  and  filter,  take  the  sp.  gr., 
calculate  by  Balling  or  Schulze’s  tables  the  percentage  of  extract,  and 
multiply  by  10.  J.  F. 

Testing  Sulphured  Hops.  (Bied.  Centr .,  1884,  369.) — The  hops 
are  to  be  washed,  the  wash  water  treated  with  zinc  and  hydro¬ 
chloric  acid  in  a  flask,  and  the  evolved  gas  to  be  tested  for  sul¬ 
phuretted  hydrogen.  It  sometimes  happens  that  unsulphured  hops 
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yield  sulphuretted  hydrogen  when  treated  as  above.  When  bleached 
and  unbleached  hops  are  mixed,  at  least  10  grams  must  be  used  in 
the  analysis — the  washing  does  not  remove  all  the  sulphur. 

To  detect  sulphurous  anhydride  in  beer  and  wine,  the  distillate  of 
their  liquors  must  be  treated  with  iodine,  and  the  resulting  sulphuric 
acid  precipitated  by  barium  chloride.  E.  W.  P. 

Estimation  of  the  Total  Nitrogen  in  Urine.  By  Patri  and 
Lehmann  (Zeit.  Phys.  Ghern 8,  200 — 213). — The  authors  have  ex¬ 
tended  the  process  Kjeldahl  described  in  the  Zeitschr.  Anal .  Ghem ., 
1883,  for  the  estimation  of  nitrogen  in  food-stuffs  and  organic  com¬ 
pounds  generally,  to  the  determination  of  the  total  nitrogen  in  urine, 
faeces,  &c.  The  general  mode  of  procedure  is  as  follows  : — A  mea- 
snred  or  weighed  quantity  of  the  sample  is  boiled  in  a  flask  with 
fuming  sulphuric  acid  until  a  colourless  solution  is  produced;  this 
is  usually  complete  after  two  hours.  The  solution  is  then  oxidised 
by  adding  gradually  small  quantities  of  powdered  potassium  perman¬ 
ganate  until  the  solution  is  of  a  deep  green.  After  cooling,  it  is 
diluted  with  water,  and  an  excess  of  alkali  is  added.  The  distillation 
of  the  ammonia  is  at  once  commenced,  the  distillate  being  passed 
into  acid,  and  the  ammonia  afterwards  estimated  by  any  of  the  usual 
methods.  In  order  to  avoid  the  violent  bumping  that  usually  accom¬ 
panies  the  concentration  of  the  alkaline  liquid,  a  current  of  steam  is 
passed  through  the  flask.  By  this  means  the  last  traces  of  ammonia 
can  be  easily  obtained  without  any  fear  of  bumping.  The  figures 
obtained  by  this  process  agree  very  closely  with  those  given  by 
Dumas,  or  Will  and  Varrentrapp’s  method.  J.  P.  L. 
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Technical  Chemistry. 


A  Filter  yielding  Physiologically  Pure  Water.  By  C.  Cham- 

berland  ( Gompt .  rend .,  99,  247 — 248). — The  water  is  filtered  under 
pressure  through  biscuit  porcelain,  and  is  thus  obtained  entirely  free 
from  microbes  and  germs,  although  originally  very  impure.  After 
being  used,  the  filter  can  be  cleaned  by  brushing  and  heating  to  a 
moderately  high  temperature  in  order  to  destroy  the  arrested  organic 
matter.  C.  H.  B. 

Antiseptic  Action  of  Nickelous  Chloride.  By  H.  Schulz 
( Bied .  Gentr .,  1884,  360). — A  solution  of  1  gram  nickelous  chloride 
per  litre  preserves  fibrin.  Solutions  of  0*5 — 5  per  cent,  strength 
were  employed  on  Aspergillus  glaucus  sown  in  bread ;  these  were  pre¬ 
vented  from,  growing.  The  action  is  referred  to  the  great  affinity  of 
this  salt  for  ammonia.  E.  W.  P. 

Borax  as  an  Internal  Disinfectant,  By  E.  de  Cyon  (Gompt. 
rend.,  99,  147—148). — -The  author  some  time  ago  confirmed  Dumas’ 
observations  as  to  the  antiseptic  properties  of  borax,  and  showed  that 


TECHNICAL  CHEMISTRY. 


1441 


this  salt  can  be  introduced  into  the  human  body  in  quantities 
amounting  to  15  grams  per  diem,  without  producing  any  functional 
disturbance.  He  now  proposes  the  internal  administration  of  borax 
(with  food,  in  quantities  of  about  6  grams  per  diem)  as  a  preventative 
against  cholera  and  other  epidemics  due  to  microbes.  The  borax  will 
not  only  exert  a  direct  action  on  the  microbes  in  the  alimentary 
canal,  but  will  also  be  absorbed  into  the  blood  and  attack  the  bacilli 
which  have  penetrated  into  it.  A  solution  of  borax  or  boric  acid  may 
also  be  used  for  washing.  During  the  violent  cholera  epidemic  in 
Italy  in  1864-65,  the  workmen  in  the  seven  boric  acid  factories  at 
Lardarello  escaped  the  epidemic,  whilst  a  village  3  kiloms.  distant  lost 
a  third  of  its  population.  C.  H.  B. 

Recovery  of  Ammonia  from  the  Gases  of  Coke-ovens.  By 

0.  Winkler  ( [Dingl .  polyt.  /.,  253,  374 — 376). — The  author  doubts 
the  possibility  of  success  in  endeavouring  to  recover  ammonia  from 
coke-oven  gases  by  the  methods  hitherto  adopted,  in  which  the  reco¬ 
very  of  ammonia  is  added  to  the  ordinary  coking  process,  without 
attempting  to  effect  an  alteration  in  the  same.  He  suggests  that 
trials  should  be  made  with  an  experimental  oven  of  the  ordinary 
form,  and  the  latter  heated  by  means  of  a  special  generating  furnace, 
instead  of  utilising  the  hot  gases  evolved  during  the  process  of  car¬ 
bonisation.  It  would  thus  be  possible  to  determine  the  amount  of 
heat  required  for  coking  purposes  and  the  conditions  under  which  the 
best  and  densest  coke  is  produced  and  the  largest  yield  is  obtained. 
The  properties  of  the  volatile  products  of  distillation  could  be  studied 
simultaneously,  the  yield  of  tar  and  ammonia  established,  and  expe¬ 
riments  be  made  to  ascertain  the  most  suitable  arrangement  for 
cooling  the  gases.  It  would  be  interesting  also  to  determine  the 
evaporative  power  of  the  hot  gases,  their  fuel  value  after  cooling,  and 
how  far  it  would  be  practicable  to  utilise  them  for  heating  the  coke 
ovens.  Finally,  it  would  be  useful  to  study  the  question  of  increasing 
the  yield  of  ammonia  by  the  addition  of  alkaline  or  chlorinating  sub¬ 
stances  to  coal. 

It  has  been  demonstrated  that  it  is  impossible  to  convert  the  total 
nitrogen  contained  in  coal  into  ammonia  by  the  process  of  destructive 
distillation.  In  carbonising  coal  containing  1*73  per  cent,  nitrogen, 
Foster  found  14*51  per  cent,  of  the  total  nitrogen  as  ammonia,  1*56  as 
cyanogen,  35*26  in  the  gas,  and  48*66  in  the  coke. 

Winkler  has  investigated  the  manufacture  of  coke  at  the  Deuben 
Works,  and  obtained  the  following  results  : — 

Composition  of  the  coal  carbonised — 

C.  H.  O.  N.  S.  Ash.  H,0. 

58*44  3*75  5*99  1*08  1*92  10  05  18*77 

Yield  obtained  from  50  hectolitres  or  4061*5  kilos,  coal — 

15*0  hectolitres,  or  719*5  kilos,  good  coke. 

33*0  ,,  1359*5  ,,  cinder. 

2*3  „  1440  „  ash. 


50*3  hectolitres,  or  2223*0  kilos. 
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The  average  composition  of  the  coal,  when  calculated  according  to 
these  proportions,  gave — 

C.  H.  O.  N.  S.  Asb.  H20. 

72-88  0-48  231  0*56  2*56  18*36  2*85 

Hence  100  parts  of  the  above  coal  yielded — 


53'2  parts  coke  and  46*8  parts  volatile  products. 
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C..  .. 
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31 
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j> 
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33 
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33 
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S  ... 
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33 

72*9 

33 

S _  0*52 

27-1  „ 

mo. 

— 

73 

— 

37 

H20  .  18  -77 

H 

100*0  „ 

Asli  . 

10  05 

33 

100*0 

33 

Ash. .  — 

— . 

53*20  parts. 

46  *80  parts. 

It  was  not  possible  to  determine  the  amount  of  nitrogen  contained 
in  the  volatile  products  in  the  form  of  ammonia. 

As  the  annual  consumption  of  coal  for  carbonising  purposes 
amounts  to  18,000,000  tons,  it  is  estimated  that  58,600  tons  of  ammo¬ 
nia  could  be  produced  from  this  quantity,  i.e.,  as  much  nitrogen  as 
is  imported  in  the  form  of  sodium  nitrate  from  South  America. 

D.  B. 

Production  of  Ammonium  Sulphate  and  Hydrochloric 
Acid.  {Dingl.  polyt.  J.,  253,  350.) — On  treating  ammonium  chloride 
with  sulphuric  acid,  partial  decomposition  only  is  effected,  an  acid 
residue  remaining  which  contains  ammonium  chloride.  To  remedy 
this,  Mond  (Ger.  Pat.,  28,063,  November,  1883)  adds  sufficient  sul¬ 
phuric  acid  to  form  hydrogen  ammonium  sulphate,  and  neutralises 
the  latter  by  ammonia  or  a  salt  of  ammonium.  D.  B. 

Recovery  of  Hydrogen  Sulphide  from  Alkali  Waste.  By 

H.  v.  Miller  and  C.  Opl  ( Dingl .  polyt.  253,  350). — It  is  proposed 
to  treat  the  residues  from  soda  works  with  carbonic  anhydride  or 
hydrogen  sulphide,  so  as  to  form  a  solution  of  calcium  hydrosulphide. 
This  is  introduced  into  iron  vessels  fitted  with  stirrers,  and  heated 
either  by  a  furnace  or  with  high  pressure  steam.  When  the  boiling 
point  is  reached,  decomposition  takes  place,  calcium  hydroxide  (?) 
being  precipitated  and  hydrogen  sulphide  disengaged.  Half  of  the 
latter  is  used  for  obtaining  sulphuric  acid  or  sulphur,  and  the  re¬ 
maining  half  is  employed  in  the  preparation  of  a  further  supply  of 
calcium  hydrosnlphide.  The  following  equations  explain  the  reac¬ 
tions  which  take  place  : — 

CaS  +  H2S  =  CaH2S2  and  CaH2S2  +  2H20  =  CaH202  +  H2S. 

D.  B. 

Notes  on  the  Soda  Industry.  By  Schetjrer-Kestner  {Bull. 
Soc.  Chim.,  41,  335 — 336). — Reidemeister  has  obtained  from  the 
crude  soda  solution  of  Leblanc’s  process  a  double  sodium  calcium 


TECHNICAL  CHEMISTRY. 


1443 


carbonate  containing  only  half  as  much  water  of  crystallisation  as 
gay-lussite.  The  compound  is  found  in  crystals  associated  with 
those  of  gay-lussite,  from  which  they  differ  in  form-  These  crystals 
have  the  formula  2(CaC03,NaoC03)  +  5H20.  Some  of  them  were 
found  blackened  with  ferrous  sulphide  ;  others  dull  and  opaque  from 
contamination  with  silicates  of  the  alkaline  earths.  W.  It.  D. 

Analysis  of  an  English  Bottle-glass.  By.  L.  Gottstein  ( Dingl . 
polyt.  253,  338). — The  author  states  that  although  English  bottle 
manufacturers  work  without  the  addition  of  alkalis,  the  resulting 
glass  resists  the  action  of  acid  solutions  as  energetically  as  alkali 
glass.  At  the  Stockton  Bottle  Works  the  following  mixture  is  used  : — 
Sand  36  parts,  clay  18,  lime  24,  marl  12,  and  river  mud  10.  The  sub¬ 
joined  analysis  indicates  that  the  glass  prepared  with  this  mixture  has 
absorbed  a  small  amount  of  alkali  from  one  of  these  constituents : — 


Si02. 

Fe203. 

A1203. 

CaO. 

MgO. 

k2o. 

Na20. 

I. 

60*91 

3*16 

3*39 

22*61 

6*07 

1*10 

2*51 

II. 

61*20 

3*29 

3*47 

22*76 

5*73 

1*06 

2*39 

The  composition  of  the  glass  is  remarkable,  inasmuch  as  it  is  poor 
in  alkalis,  but  rich  in  lime  and  magnesia.  D.  B. 

Decomposition  of  Cements  by  Water.  By  H.  Le  Chatelier 
(Bull.  Soc.  Chim .,  41,  377 — 379). — When  cements  are  treated  with 
water,  not  only  is  the  free  lime  dissolved  as  is  usually  assumed,  but 
decomposition  of  certain  metallic  compounds  containing  calcium 
oxide  takes  place,  which  results  in  the  formation  of  calcium  hydr¬ 
oxide.  In  order  to  determine  the  quantity  of  free  lime  in  cements, 
they  are  treated  with  water  in  successive  quantities  so  long  as  the 
liquid  is  saturated  with  lime  (1*3  gram  in  a  litre).  Under  these  con¬ 
ditions  no  decomposition  of  any  calcium  compound  occurs.  The  most 
unstable  of  these  latter  compounds  is  calcium  ferrite,  which  begins  to 
decompose  when  the  liquid  contains  less  than  0‘62  gram  of  CaO  in  a 
litre.  Those  cements  which  contain  much  free  lime  “  set  ”  but 
slowly,  whilst  those  which  contain  little  “  set  ”  rapidly.  In  continuing 
the  progressive  action  of  water  on  cements,  it  is  found  that  the 
decomposition  of  such  compounds  corresponds  with  a  fixed  content  of 
lime,  which  does  not  decrease  with  further  additions  of  water.  By 
titrating  the  quantity  of  calcium  oxide  contained  m  these  solutions, 
and  comparing  the  results  with  those  obtained  from  synthetical  com¬ 
pounds,  the  author  was  able  to  prove  the  existence  in  the  cements  of 
the  following  compounds  : — - 


Grams  of  CaO 
in  1  litre. 

1*3  =  CaOH20 

1-6  =  Feo03,4CaO,12H«>0 

0-2  =  Al203,4Ca0,12H20 

0-05  =  Si02,Ca0,3H20. 


W.  ft.  D. 
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Decomposition  of  White  Iron  by  Heat.  By  L.  Fourquignon 
(Gompt.  rend.,  99,  237 — 238). — White  charcoal-iron  was  heated  to 
redness  for  several  days  in  a  vacuum,  all  traces  of  air  having  been 
displaced  by  hydrogen.  It  did  not  melt  nor  soften,  but  became  dis¬ 
tinctly  malleable,  and  its  surface  was  covered  with  a  dull  greyish 
efflorescence  which  left  a  mark  on  paper.  The  fracture  was  some¬ 
times  of  a  uniform  black,  like  that  of  a  lead  pencil,  sometimes  dotted 
over  with  regularly  disseminated  black  points  of  amorphous  graphite. 
The  composition  of  the  iron  was  as  follows  : — 


I.  II. 


( 

A  - 

Heated 

r 

Heated 

Original. 

172  hours. 

Original 

196  hours. 

Combined  carbon. . 

2*959 

0-895 

2*824 

1T59V 

Graphite . 

0*0 

2*061 

o-o 

1*676 

2*959 

2*956 

2-824 

2*835 

When  white  iron  is  heated,  it  is  decomposed  into  graphite  and  a 
carbide  less  rich  in  carbon.  0.  H.  B. 

Imitation  of  Patina.  By  E.  Donath  ( Dingl .  polyt.  J .,  253, 
376 — 380). — The  formation  of  the  so-called  “  patina”  on  bronze 
statues  has  been  the  subject  of  much  investigation  of  late  years,  in 
consequence  of  the  fact  that  most  of  those  of  recent  origin  have 
become  covered  with  a  dense  greyish-black  film,  which  gives  them 
an  unpleasing  appearance.  Weber  attributes  the  formation  of  patina 
to  the  composition  of  the  alloy,  and  recommends  the  use  of  tin,  sug¬ 
gesting  also  that  the  quantity  of  zinc  used  should  be  limited  as  much 
as  possible.  Briihl  states  that  the  production  of  the  dark-coloured 
film  is  due  to  the  large  number  of  coal  fires  and  furnaces  in  operation 
at  the  present  time.  His  conclusion  that  this  film  is  free  from  sul¬ 
phur  is  not  confirmed  by  Weber. 

Referring  to  the  processes  for  producing  patina  by  artificial  means, 
the  author,  after  much  investigation,  found  that  the  treatment  of 
statues  with  acids  (acetic,  oxalic,  hydrofluosilicic  acids,  &c.)  or  am¬ 
monia,  ammonium  carbonate,  &c.,  is  attended  with  practical  diffi¬ 
culties.  Some  time  ago  Briihl  had  occasion  to  make  a  series  of 
experiments  on  a  bronze  statue  erected  at  Aix-la-Chapelle.  To 
restore  the  statue  to  its  original  colour  a  mixture  of  20  parts  of 
acetic  acid  and  100  parts  of  fat  oil  from  bones  was  used.  The  author 
in  his  trials  employed  oleic  acid  treated  with  a  small  amount  of  cupric 
oleate,  which  is  said  to  prevent  the  oleic  acid  from  altering.  Bone- 
oil  being  composed  largely  of  olein,  the  use  of  commercial  oleic  acid 
suggested  itself  to  the  author,  inasmuch  as  the  formation  of  the 
copper- soap,  which  is  said  to  be  the  cause  of  the  green  film  observed 
by  Briihl,  cannot  take  place  until  the  decomposition  of  the  fat  into 
glycerol  and  free  fatty  acid  has  been  effected ;  moreover,  the  oxidising 
.action  of  oleic  acid  on  metals  in  the  presence  of  oxygen  is  more  power¬ 
ful.  On  adding  acetic  acid  to  the  mixture,  it  is  gradually  decolorised, 
cupric  oxide  being  deposited.  It  is,  therefore,  necessary  to  heat  the 
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same  gently,  and  thoroughly  agitate  it  before  use.  The  objects  to  be 
treated  are  washed  repeatedly  with  a  concentrated  solution  of  am¬ 
monium  carbonate,  which  produces  a  bluish-green  film.  They  are 
then  painted  with  the  mixture  of  oleic  and  acetic  acid.  I).  B. 

Toughening  Gold  (and  Silver)  in  the  Melting  Crucible. 

By  J.  C.  Booth  ( Ghern .  News,  50,  37 — 38). — Some  brittle  coinage 
gold  was  toughened  as  follows  : — 5400  oz.  were  melted  in  a  crucible 
with  one  or  two  ounces  of  soda-ash  and  anhydrous  fused  borax.  The 
centents  of  the  crucible  appeared  as  a  quiet  mass  of  metal  covered 
with  a  rather  viscid  slag,  disposed  to  swell  and  puff.  A  few  crystals 
of  potassium  nitrate,  say  one  or  two  ounces,  were  then  dropped  suc¬ 
cessively  into  the  centre  of  the  metallic  surface,  and  as  they  melted 
their  spreading  out  over  the  whole  surface  was  aided  by  the  concentric 
motion  of  the  bottom  of  a  small  crucible.  The  moment  the  visible 
oxidising  action  began  to  slacken,  the  fluxed  matter  was  skimmed  off 
by  means  of  a  small  black  lead  dipping  Crucible,  as  rapidly  as  was 
consistent  with  the  care  necessary  to  avoid  taking  up  metal.  In  this 
particular  case,  1  part  of  foreign  matter  was  sufficient  to  impart 
brittleness  to  75,000  parts  of  good  standard  gold  (900  gold  -|-  100 
copper,  &c.).  By  a  slight  oxidising  process,  the  matter  causing 
brittleness  was  removed  at  a  trifling  cost,  without  appreciable  loss  of 
gold ;  the  standard  of  the  gold  was  not  perceptibly  changed  by  the 
operation.  When  the  bullion  appears  to  be  baser,  the  only  change 
made  in  the  toughening  consists  in  using  a  larger  amount  of  soda  and 
borax,  and  a  still  larger  proportion  of  nitre.  In  this  case,  some  of 
the  graphite  of  the  crucible  is  cut  away  at  the  level  of  the  metal,  and 
as  the  larger  bulk  of  fluxing  matter  increases  the  time  of  skimming, 
some  of  the  oxidised  foreign  matter,  in  the  presence  of  a  large  amount 
of  metal,  and  surrounded  by  graphite^  tends  to  revert  to  the  metallic 
state.  To  obviate  this^  after  going  through  the  stronger  oxidising 
process,  the  oxidation  is  suddenly  fixed  by  the  rapid  addition  to  the 
floating  slag  of  sand,  lime,  or  bone-ash,  which  thickens  the  slag  so  as 
to  allow  more  deliberate  skimming.  The  impurities  from  75,000  ounces 
were  concentrated  into  a  single  button  of  about  8  ounces.  J.  T. 

Chemistry  of  Wine.  By  R.  Kayser  ( Zeitschr .  Anal.  Ghem.,  1884, 
297 — 317). — A  large  number  (109)  of  analyses  of  wines  from  the 
Palatinate,  Wurtemberg,  the  Moselle,  Franconia,  Italy,  Dalmatia, 
France,  and  Spain,  are  given,  including  estimations  of  alcohol,  extract, 
ash,  acidity,  sugar,  tartaric,  phosphoric  and  sulphuric  acids,  lime, 
magnesia,  potash,  and  glycerol.  O.  H. 

Malt  Extract  by  Different  Waters.  By  E.  A.  Moritz  and  A. 
Hartley  (Bled.  Gentr.,  1884,  404 — 406). — Two  natural  waters  and 
six  samples  of  distilled  water,  each  treated  with  a  special  salt,  were 
used  to  extract  albuminoids  from  a  sample  of  malt.  The  malt  was  of 
good  quality,  and  the  process  was  conducted  in  miniature  mash-tins, 
exactly  as  in  commercial  way.  The  extract  was  filtered  from  the 
draff,  diluted  to  1  litre,  50  c.c.  dried  at  100°  and  ignited  with  soda- 
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lime.  The  fresh  malt  contained  N,  2*01  per  cent.  =  albuminoids 

12*68. 

The  results  differ  in  many  respects  from  empirical  assertions,  and 
show  that  the  mineral  constituents  have  a  considerable  influence  on 
the  solubility  of  albuminoid  substances  in  malt ;  but  even  those  differ¬ 
ences  do  not,  in  the  author’s  opinion,  account  for  the  variety  in  the 
finished  products,  the  mineral  salts,  he  thinks,  must  exert  a  direct 
influence  on  the  fermentation. 


Water. 


Distilled, 

Na2C03 

added. 

Pure 

dis¬ 

tilled. 

Dis¬ 
tilled  & 
NaCl. 

Dis¬ 
tilled,  ! 
MgS04 ! 
added. 

i 

York 

well 

water. 

New 

River 

water. 

1 

Dis¬ 

tilled 

■with 

Burton 

crystals. 

£  j  o 

3*-§^ 

5  15  ^5" 
P  o 

Ho.  of  experi- 

ments  .... 

4 

3 

4 

Nitrogen .... 

0*667 

0  '71 

0*910 

Average  albu- 

minoida .  . . 

4 '220 

4*49 

J.  F. 

Nitrogenous  Combinations  in  Barley,  Malt,  and  Beer 

Wort.  By  H.  Bungener  and  L.  Fries  ( Bied .  Centr .,  1884,  406— 
409). — A  series  of  experiments  was  undertaken  to  ascertain  the 
influence  of  the  origin  of  the  barley  process  of  malting  and  mode 
of  brewing  on  the  quality  and  quantity  of  the  different  nitrogenous 
substances,  and  the  part  played  by  them  in  fermentation.  In  these 
experiments,  the  nitrogen  called  albuminoid  was  the  difference 
between  total  nitrogen  and  peptones  ;  these  were  estimated  by  pre¬ 
cipitation  with  lead  hydroxide,  and  the  amides  by  precipitation  of 
the  resulting  filtrate  with  tannic  acid.  The  first  series  of  experi¬ 
ments  was  with  barley  of  1882,  from  Alsace  and  Champagne, 
and  pale  malt  made  from  it  at  65°.  Solutions  were  prepared 
by  steeping  the  ground  barley  and  malt  severally  for  18  hours 
in  cold  water,  with  the  addition  of  a  little  thymol  solution,  and  for 
the  worts  at  15  per  cent.,  three-quarters  of  an  hour  at  20 — 70°,  and 
half  hour  at  70°.  The  results  are,  in  per  cent.  : — 


Alsatian. 

Champagne. 

Barley. 

Malt. 

Bariev. 

Malt. 

Dry  substance,  nitrogen . 

Nitrogen  dissolved . 

Total . . 

As  albuminoids . 

Peptones  . 

Amides  . 

1*69 

1  *58 

1*84 

1  '73 

a.  , 

21  0  ' 
9*5  ’ 
2*4 
19*1 

b.  c. 

40*6  36*7 
145  10*3 

3*8  5*0 

22*3  21*4 

a. 

20*6 

21  '1 
2'2 
6*3 

b .  c. 

36  *2  36  *4 

14  '4  10  *6 
2*4  3*5 

19  *4  22  *3 
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The  other  series  of  experiments  yielded  similar  results, 

J.  F. 

Hydrogen  Peroxide  as  Beer  Preservative.  By  Weingartner 
( Bied .  Centr .,  1884,  428). — The  experiments  recorded  yielded  nega¬ 
tive  results ;  after  14  days,  the  flasks  of  beer  treated  with  hydrogen 
peroxide  were  clouded,  whilst  Pasteurised  samples  remained  perfectly 
clear.  The  taste  of  beer  had  changed  to  a  flavour  of  rum ;  micro¬ 
scopic  examination  showed  much  albumin  and  living  yeast  cells. 

In  a  second  notice,  it  is  stated  that  nine  flasks  of  beer  to  which  had 
been  added  3,  5,  6,  7,  8,  9, 10  c.c.  hydrogen  peroxide  were  carried  by  the 
ship  “Fulda”  to  Bremerhaven  and  back,  the  voyage  lasting  a  month  ; 
they  were  daily  inspected  as  to  colour  and  transparency,  three  days  after 
commencement  of  the  voyage,  two  flasks  which  were  not  so  treated 
but  kept  as  control  became  muddy ;  the  nine  remaining  clear  and 
bright  until  returned  to  New  York  ;  four  days  afterwards  they  were 
opened  in  the  laboratory,  but  during  those  four  days  it  had  become 
excessively  hot  and  the  beer  became  clouded,  the  taste  and  aroma 
remaining  good.  J.  F. 

Separation  of  Sugar  from  Molasses.  By  P.  Degener  and 
others  (Bied.  Centr.,  1884,  343).— Degener  gives  the  results  of 
numerous  analyses  of  molasses-lime  prepared  by  different  processes. 
Jiinemann  separates  the  sugar  by  gradual  addition  of  milk  of  lime  to 
boiling  dilute  molasses  and  then  filtering;  98  per  cent,  of  the  sugar 
present  is  thus  precipitated  as  lime  saccharate,  it  may  then  be  washed 
and  decomposed  by  carbonic  anhydride.  An  improvement  in  the 
osmotic  process  is  mentioned  by  G.  Stude  as  employed  in  France 
where  the  organic  potash  salts  are  converted  into  chlorides  by  the 
addition  of  1 — 1*3  kilo,  ammonium  chloride  to  every  100  kilos, 
molasses.  E.  W.  P. 


Quality  of  the  Flour  obtained  by  various  Methods  of  Grind¬ 
ing.  By  A.  Girard  (Com, jot.  rend.,  99,  380 — 383). — The  flour  from 
the  same  grain  has  practically  the  same  chemical  composition  by 
whatever  method  it  has  been  ground,  but  the  extent  to  which  it  is 
contaminated  by  the  nitrogenous  debris  of  the  envelope  of  the  grains, 
and  by  germs,  depends  on  the  method  of  grinding.  If  the  wheat  has 
been  ground  between  metal  cylinders,  the  flour  is  practically  free 
from  these  impurities,  and  yields  white  bread  of  excellent  quality ; 
if  the  flour  is  obtained  by  progressive  grinding  between  metallic 
runners,  or  if  the  grain  has  been  previously  cut  and  granulated,  the 
flour  contains  a  small  proportion  of  the  impurities  and  the  bread  is 
less  white  ;  whilst  if  the  wheat  has  been  ground  under  stones  by  any 
method,  the  proportion  of  the  nitrogenous  debris  and  germs  is 
relatively  high  and  the  bread  is  distinctly  discoloured. 


C.  H.  B. 


Comparison  of  Separators.  By  Fjord  (Bied.  Centr.,  1804,  339 
- — 341). — Three  forms  of  separator  were  compared,  as  to  their  power 
of  separating  the  cream,  and  under  the  various  conditions  Laval’s 
always  left  most  cream  unremoved.  The  author  prefers  to  use  two 
small  machines  in  preference  to  one  large  one.  E.  W.  P. 
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Butter  Making  and  the  Souring  of  Cream.  By  Kuhnke  and 
others  (Bied.  Gentr .,  1804,  334 — 336). — The  pleasant  aromatic  taste 
of  good  butter  is  due  to  the  action  of  lactic  acid  on  some  of  the 
constituents  of  the  milk.  Butter  for  keeping  should  be  prepared 
from  cream  only  slightly  acid,  nor  should  the  cream  be  kept  longer 
than  18  hours  at  20°  so  as  to  avoid  precipitation  of  casein.  Ac¬ 
cording  to  De  la  Marvonnais,  after  the  butter  has  “  come”  and  is 
in  the  state  of  small  granules,  it  should  be  washed  in  the  churn  after 
removal  of  the  butter-milk  ;  washing  it  thus  removes  the  casein  which 
is  precipitated  by  the  souring  of  the  cream,  and  is  not  separated  by 
“  working  19  alone.  Calberla  by  a  patent  process  washes  butter  in  a 
centrifugal  machine;  this  renders  the  butter  firmer  and  improves  its 
taste  and  colour.  E.  W.  P. 

Loss  of  Weight  during  the  Ripening  of  Cheese.  By  B. 

Martiny  and  W.  Eleischmann  {Bied.  Gentr.,  1884,  341). — Skim  milk 
cheeses  will  loose  by  ripening  at  least  15  per  cent,  of  their  weight. 
Fleischmann  publishes  a  table  showing  the  loss  incurred  during  the 
ripening  of  various  kinds  of  cheese  ;  the  diminution  varies  from 
12 — 30  per  cent.  E.  W.  P. 

Application  of  Electrolysis  in  Preparing  Indigo -vats. 

By  F.  Goppelsroeder  ( Dingl .  polyt.  J .,  253,  245 — 252,  and  381 — 
385). — In  furtherance  of  his  former  researches  on  the  use  of  electro¬ 
lysis  in  preparing  indigo- vats  (this  vol.,  p.942),  and  in  consequence  of 
a  publication  by  Wartha,  the  author  has  conducted  a  series  of  experi¬ 
ments  with  indigo-paste  and  indigo-vats  of  different  concentrations, 
such  as  are  employed  in  dye  works,  the  object  being  to  study  one  or 
two  points  in  dispute  between  Wartha  and  the  author.  Although 
the  former  does  not  dispute  the  formation  of  indigo-vats  by  electro¬ 
chemical  means,  the  author  deemed  it  expedient  to  make  a  number  of 
experiments  with  samples  of  indigo  of  different  origin,  and  mixed  with 
caustic  alkalis  or  caustic  lime,  employing  various  apparatus,  working 
with  cold  or  hot  solutions,  and  exposing  them  to  the  current  for  a 
longer  or  shorter  period.  To  prepare  the  indigo-vat,  indigo  was 
mixed  with  a  solution  of  caustic  alkalis  or  lime,  heated  gently  and  the 
current  passed  in.  In  former  trials,  it  was  found  that  the  hydrogen¬ 
ation  of  indigo-blue  to  indigo-white  could  be  effected  in  the  cold, 
although  the  quantity  of  indigo-white  thus  obtained  had  not  been 
determined.  Recent  experiments  confirm  Wartha’s  results,  who 
found  that  the  vat  produced  at  the  ordinary  temperature  acts  very 
slowly,  the  hydrogenation  of  the  indigotin  being  very  imperfect ; 
hence  it  is  necessary  to  work  with  hot  solutions.  At  the  boiling 
point,  the  conversion  is  effected  with  great  ease ;  the  current  should 
not,  however,  be  allowed  to  act  on  the  indigo-vat  for  too  long  a 
period,  otherwise  the  indigo-white  formed  at  first  is  altered,  and 
finally  decomposed.  The  author  gives  a  detailed  account  of  his 
experiments,  accompanied  by  diagrams  showing  a  series  of  elec¬ 
trolytic  apparatus  of  simple  construction. 

In  prosecuting  these  researches,  the  author  discovered  a  new  fact. 
He  found  that  by  producing  the  indigo- vat  direct  on  the  fibre  and 
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exposing  the  latter  to  the  action  of  the  atmosphere,  the  indigo-white 
could  be  converted  into  indigotin.  For  this  purpose,  finely  divided 
indigo  was  mixed  with  caustic  alkalis  and  the  fabric  saturated  with 
the  mixture;  it  was  then  placed  on  a  plate  of  metal  and  covered  with 
another  plate,  the  two  plates  forming  the  electrodes.  The  current 
was  now  passed  through,  and  in  the  course  of  a  short  time  the 
indigotin  was  completely  converted  into  indigo- white.  The  advan¬ 
tage  gained  by  the  use  of  this  method  is  the  possibility  of  producing 
new  colours  on  certain  parts  of  the  fabric,  and  printing  reserves  for 
white  or  other  colours  on  the  material  before  it  is  subjected  to  the 
electrolytic  treatment.  D.  B. 

New  Mode  of  Treating  Casein.  By  A.  Dollfus  ( Dingl .  polyt. 
J 253,  351). — The  author  proposes  to  treat  casein  with  nitric  acid, 
nitrocasein  being  formed,  which  may  be  used  very  advantageously 
for  the  fixation  of  colours.  Nitrocasein,  when  dyed  on  cotton,  yields 
a  yellow-drab  colour,  wThich  resists  the  action  of  chlorine  and  extreme 
soaping.  D.  B. 

Artificial  Blue  Colours.  By  W.  Rospendowski  ( Chem .  News ,  50, 
84 — 87).— In  order  to  ascertain  if  the  dye  is  homog’eneous  or  a  mixture 
of  several  colouring  matters,  the  author  recommends  that  a  little  of 
the  powder  should  be  sprinkled  on  cold  water,  when  coloured  veins 
will  descend  from  each  particle  (if  the  dye  is  soluble  in  water),  and 
these  will  be  of  the  same  or  different  colours,  according  as  the  dye  is 
homogeneous  or  a  mixture. 

He  then  proceeds  to  give  the  reactions  of  the  ordinary  commercial 
blue  dyes,  when  treated  with  sulphuric  acid,  soda,  ammonia, 
stannous  chloride,  and  zinc  powder.  The  reactions  are  given  for 
18  dyes — Extract  of  indigo  ;  Nicholson  Blue  BBB  ;  Soluble  blue  BB  ; 
Induline  BBB  ;  Blue  SS  ;  Marine  Blue  BB  ;  Solid  Blue  ;  Solid  Black 
Blue  ;  Blue-Black  B  ;  Neutral  Blue ;  Vat  Indigotin  ;  Indigotin  for 
wool;  Topping  Blue  {Bleu  remontage)  ;  Gallocyanin  and  Solid  Violet; 
Acid  Myrtle;  Liquid  Green  B;  Solid  green  B,  2B,  and  3B  ;  Liquid 
Greens,  No.  1  and  No.  2  ;  all  these  greens  are  mixtures  of  malachite 
green  and  Paris  violet.  C.  E.  G. 

Canarine.  (Dingl.  polyt.  253,  130 — 131,  comp,  this  vol., 
p.  796.) — This  yellow  dye,  placed  in  the  market  by  Durand  and 
Huguenin,  of  Basle,  is  the  yellow  precipitate  produced  by  the  action 
of  chlorine  or  bromine  on  thiocyanic  acid. 

Prochoroff  and  0.  Miller  prepare  it  as  follows  :  to  1  kilo,  potassium 
thiocyanate  in  1  litre  water  add  20  c.c.  hydrochloric  acid,  and  then 
1  kilo,  bromine  gradually,  keeping  the  mixture  cool.  The  yellow 
precipitate  of  crude  canarine  is  dissolved  in  potash  and  mixed  with 
alcohol,  when  a  potassium  compound  is  thrown  down,  which  yields 
pure  canarine  when  decomposed  with  hydrochloric  acid.  When  dried 
at  100°,  it  is  a  reddish-brown  glistening  powder,  insoluble  in  water, 
alcohol,  and  ether,  soluble  in  concentrated  sulphuric  acid  and  in 
potash  solution. 

H.  Schmid  considers  canarine  to  be  identical  with  persulpho- 
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cyanogen,  C3NH3S3.  0.  Miller  disputes  this,  asserting  that  canarine 
dissolves  in  concentrated  sulphuric  acid  with  evolution  of  sulphurous 
anhydride,  which  is  not  the  case  with  persulphocyanogen. 

To  apply  canarine,  Prochoroff  and  0.  Miller  dissolve  1  part  in 
1  part  caustic  potash  and  20  parts  warm  water,  and  add  to  the  brown 
solution  7  to  10  per  cent,  of  soap,  afterwards  allowing  to  cool.  Water 
containing  lime  or  magnesia  should  be  avoided,  as  these  bases  throw 
down  the  dye.  Neither  can  caustic  soda  be  used,  as  the  sodium  com¬ 
pound  is  insoluble  in  the  cold.  The  dye  is  decomposed  if  it  is  heated 
too  long  with  potash.  Kochlin  boils  100  grams  canarine  in  1  litre  water 
with  100  grams  borax.  Hot  solutions  of  canarine  in  soda  can  also  be 
employed.  The  procedure  is  then  similar  to  that  of  alizarin  dyeing. 
By  thickening  the  borax  solution,  printing,  and  steaming,  a  pure 
yellow  is  obtained.  Canarine  colours  are  distinguished  for  their 
resistance  to  light  and  soap.  J.  T. 

Auramine.  (Dingl.  polyt .  253,  86—87.) — This  interesting 

novelty  is  the  first  artificial  yellow  dye  which  can  be  fixed  on  the 
vegetable  fibre  with  tannic  acid  like  aniline  dyes.  According  to  C. 
Kochlin,  a  steam  colour  is  prepared  of  auramine  1  part,  tartaric  acid 
1  part,  and  tannin  6  parts.  If  this  colour  be  printed  on  ordinary 
textures  instead  of  on  those  prepared  with  tin,  it  becomes  perfectly 
fixed,  after  steaming,  by  the  usual  treatment  with  tartar  emetic.  The 
dye  then  resists  soap.  Auramine  also  becomes  fixed  on  wool,  giving 
colours  of  great  purity.  The  colours  bear  light  very  well,  but  are 
sensibly  affected  by  chlorine. 

Owing  to  its  property  of  being  fixed  by  tannin,  it  can  be  mixed 
with  other  tannin  dyes,  as,  for  example,  in  the  production  of  very 
yellow  shades  of  malachite  green,  &c.  Auramine  can  be  fixed,  under 
certain  conditions,  with  metallic  mordants  such  as  alumina. 

Poirrier  produces  a  dye,  jaune  solide,  remarkable  for  purity;  it  is 
an  azo-dye,  which  can  be  fixed  by  chromium  acetate.  Like  Persian 
berries,  it  can  be  mixed  with  coerulin,  logwood,  &c.,  to  produce  olive 
and  other  tints,  also  with  aniline  dyes.  Alone,  the  dye  gives  orange- 
yellow  shades  of  considerable  resistance  to  light  and  soap. 

Flavaniline,  a  third  new  yellow  dye  for  silk  and  wool.  According 
to  C.  Kochlin,  in  printing  it  is  best  fixed  with  its  weight  of  tartaric 
acid  and  magnesium  acetate.  If  cotton  goods  printed  with  manganese 
brown  be  dyed  with  flavaniline,  a  bright  brown  is  produced,  as  is  the 
case  with  naphthylamine,  only  where  the  brown  has  been  discharged 
with  tin  salt  a  yellow  appears.  J.  T. 

New  Coal-tar  Dyes  and  their  Preparation.  (Dingl  polyt .  J ., 
252,  519—523.)  According  to  the  Farbenfabriken,  formerly  F. 
Bayer  and  Co.,  a  third  body  has  been  found  in  the  two  monosulphonic 
acids  of  (8-naphthol,  which  appears  to  be  a  sulphonic  acid  of  /3-naph- 
thol,  and,  like  Schaeffer’s  acid,  combines  more  readily  with  diazo¬ 
compounds  than  the  a-monosulphonic  acid  previously  described. 

A  new  yellow  colouring  matter,  called  “echurin,”  is  obtained, 
according  to  the  Leeds  Manufacturing  Company,  by  mixing  5  parts 
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picric  acid  with  3  parts  flavin,  adding  12  parts  nitric  acid  of  36°  B., 
heating  on  a  water-bath,  and  evaporating  to  dryness. 

Majert  obtains  quinoline-derivatives  from  the  nitro-  and  amido- 
derivatives  of  anthraquinone  in  the  same  way  as  from  nitrobenzene  or 
aniline.  These  bodies  form  yellow  colouring  matters,  whose  alcoholic 
solutions  impart  a  yellow  colour  to  wool  and  silk,  which  is  very  per¬ 
manent.  By  converting  the  dyes  into  sulphonic  acids,  they  are  ob¬ 
tained  in  a  soluble  form.  D.  B. 

Separation  of  Azo-colouring  Matters  of  Mixed  Naphthol- 
sulphonic  Acids.  ( Dingl .  polyt.  252,  440.)  Dahl  and  Co., 
instead  of  separating  naphtkol sulphonic  acids  and  preparing  azo-dyes 
from  the  pure  acids,  isolate  certain  azo-compounds  by  the  different 
solubility  of  their  alumina,  lime,  baryta,  and  strontia  derivatives.  This 
is  specially  applicable  to  azo-dyes  prepared  from  a  mixture  of  the 
a-  and  /3-monosulphonic  acid  of  /3-naphthol  with  diazo-naphthalene- 
monosulphonic  acid  and  diazo-azobenzenemonosulphonic  acid,  or  in 
the  case  of  dyes  obtained  from  a  mixture  of  the  di-  and  tri-sulphonic 
acids  of  /3-naphthol  with  diazo-naphtkalenemonosulphonic  acid,  diazo- 
azobenzene,  and  diazo-azobenzenemonosulphonic  acid.  D.  B. 

Preparation  of  Red  and  Violet  Dyes.  (Dingl.  polyt.  /.,  252, 
343.) — When  a-naphthol  is  introduced  into  cold  fuming  sulphuric  acid, 
a  new  a-naphtholsulphonic  acid  is  produced,  in  addition  to  that 
described  by  Schaeffer.  A  new  acid  is  obtained  also  when  the  diazo¬ 
compound  of  Piria’s  naphthionic  acid  prepared  by  sulphonating 
naphthylamine  is  decomposed  by  boiling  it  with  acidulated  water. 
Whilst  by  the  action  of  diazo-compounds  on  Schaeffer’s  acid,  orange 
and  brown  dye-stuffs  are  produced,  the  monosulphonic  acids  which 
are  obtained  from  a-naphthol  in  the  cold,  and  from  Piria’s  naphthionic 
acid,  yield  ponceau  to  cherry-red  dyes  (Verein  chemischer  Fabriken, 
Mannheim) . 

By  the  action  of  phosgene  on  dimethylaniline  and  diethyl- 
aniline,  the  corresponding  acid  chlorides  and  ketone  bases  are  formed, 
and,  as  bye-products,  violet  colouring  matters.  According  to  the 
Baden  Aniline  and  Soda  Works,  the  formation  of  these  dyes  becomes 
the  primary  reaction  when  the  action  of  phosgene  on  the  tertiary 
bases  is  assisted  by  some  energetic  condensation  agent,  such  as  alumi¬ 
nium  chloride.  It  is  thus  possible  to  obtain  from  dimethylaniline 
and  diethylaniline  violet  dyes  of  the  tri  phenyl  methane  g*roup;  also 
similar  colouring  matters,  by  extending  this  reaction  to  a  large  series 
of  tertiary  aromatic  monamines.  D.  B. 

Manufacture  of  Lignose  (Wood  Cellulose).  (Dingl.  polyt.  J ., 
252,  323 — 328.) — In  order  to  remove  the  difficulty  attending  the 
“  sulphite  boiling  ”  process,  viz.,  the  evolution  of  sulphurous  anhy¬ 
dride  and  the  contamination  of  the  surrounding  atmosphere  with  this 
gas,  Graham  proposes  the  use  of  the  monosulphites  of  potassium, 
sodium,  magnesium,  &c.  For  this  purpose  a  solution  of  the  mono¬ 
sulphite  or  a  suitable  combination  of  any  of  them  is  introduced  into 
the  boiler,  and  when  the  gases  contained  in  the  wood  and  the  boiler 
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have  been  driven  off  by  heat,  sulphurous  acid  in  the  gaseous  or  liquid 
state  is  injected.  Instead  of  the  introduction  of  sulphurous  acid  alone, 
it  may  be  injected  in  combination  with  potassium,  sodium,  or  mag¬ 
nesium.  An  excess  of  acid  should  be  employed,  but  not  sufficient  to 
form  in  the  boiler  a  solution  of  acid  sulphites. 

In  bleaching  the  fibres  from  vegetable  substances,  Graham  has 
patented  a  process  which  consists  in  bringing  sodium  or  potassium 
nitrate  in  solution  into  contact  with  the  fibrous  substances,  beinsr 
treated  either  at  the  same  time  as  or  subsequent  to  their  treatment 
with  the  ordinary  chlorine  bleaching  agents. 

Pictet  and  Brelaz  show  that  the  high  temperature  (120 — 140°) 
used  in  the  process  for  preparing  lignose  converts  all  gummy  and 
resinous  substances  into  tars,  which  interfere  with  the  subsequent 
bleaching  operations.  They  therefore  recommend  the  use  of  an 
aqueous  solution  of  sulphurous  acid,  which  is  said  to  dissolve  the 
incrustating  substances  of  the  wood  at  a  low  temperature,  so  that  a 
larger  yield  of  cellulose  is  obtained,  and  the  bleaching  is  facili¬ 
tated. 

For  the  preparation  of  cellulose  from  wood,  straw,  &c.,  100  kilos, 
wood  are  brought  into  a  wrought-iron  boiler,  and  treated  with  an 
aqueous  solution  of  sodium  sulphide  (10°  B.)  containing  30  kilos, 
pure  sodium  sulphide.  The  mixture  is  then  heated  for  6 — 10  hours, 
at  a  pressure  of  from  5 — 10  atmospheres. 

Blitz  boils  wood  for  3 — 4  hours  in  a  closed  vessel,  at  a  pressure  of 
4  atmospheres,  with  a  solution  containing  6  kilos,  sodium  sulphide, 
3  kilos,  caustic  soda,  and  1  gram  ammonium  vanadate.  D.  B. 

Explosives.  ( Dingl .  polyt.  J.,  253,  70 — 77.) — Recently,  much 
has  been  said  about  pandas tite,  an  explosive  patented  by  E.  Turpin, 
but  not  to  be  confounded  with  a  compound  of  the  same  name  pre¬ 
viously  described  (Dingl.  polyi.  252,  153).  Turpin’s  procedure 
rests  on  the  application  of  nitrous  acid,  with  which  the  liquid  hydro¬ 
carbons  (petroleum,  toluene,  xylene,  naphthalene)  nitrogen-compounds 
of  the  tar-derivatives  (nitrobenzene,  nitroxylene,  aniline  nitrate, 
ni tr aniline) ,  and  various  fats  (suet,  butter,  linseed  oil)  gives  mixtures 
of  explosive  substances.  The  fatty  bodies  are  first  nitrated  by  means 
of  nitrous  acid,  and  warmed  on  the  water-bath  to  expel  nitrous  fumes. 
These  nitrated  fatty  bodies,  or  the  other  non-nitrated  compounds,  are 
mixed  with  1 — 2  parts  of  nitrous  acid,  in  order  to  produce  the  explo¬ 
sive  ;  this  product  is  absorbed  by  porous  substances,  as  in  the  case  of 
nitroglycerol,  and  made  up  into  air-tight  cartridges  of  metal  or  glass. 
When  ignited,  panclastite  burns  quietly,  and  only  detonates  under 
a  percussive  impulse.  The  addition  of  carbon  bisulphide  makes  the 
compound  more  easily  explosive,  whilst  increase  in  the  nitrous  acid 
increases  the  explosive  power.  Panclastite,  however,  appears  to  be 
too  unstable  and  uncertain  for  practical  work.  J.  T. 
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733  in  the  Abstract  “  Mononitroresorcinol,”  read  “  mononitro- 

soresorcinol  ”  for  “  mononitroresorciuol  ”  throughout. 

785  15  from  bottom,  for  “  Freih  ”  read  “  y.  d.  Pfordten,” 
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164  17  from  top,  for  “  Zephroite  ”  read  “  Tephroi'te.” 

168  18  „  bottom,  „  “  A  white,  opaque,  and  silky  crystalline 

precipitate”  read  “  A  wdiite, opaque 
and  a  silky,  crystalline  precipitate.” 

257  5  „  ,,  „  “  Trimethylamine  ”  read  “  triethyl  - 

amine.” 

781  13  „  top,  „  82*86  read  82*85. 

»  16  ,,  bottom,  ,,  “  coal  of”  read  **  cannel  coal  of.” 

»  18  ,,  „  „  cannel  coal  of  ”  read  “  coal  of.” 

8S2  15  ,,  top,  „  1  “  Compt.  rend.,  89,”  read  “  Compt. 

,,  8  ,,  bottom,  /  rend.,  98 

1156  11  ,,  „  „  “  by  its  complete  insolubility  in  boiling 

alcohol  ”  read  “  as  it  crystallises  from 
its  solution  in  concentrated  nitric 
acid,  whilst  the  /3-compound  remains 
dissolved.” 
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